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Foreword

The 7th Topical Conference of the Indian Society of Atomic and Molecular Physics
was held at Tirupati on January 6-8, 2017. It was jointly hosted by the Indian
Institute of Technology Tirupati (IITT) and the Indian Institute of Science
Education and Research Tirupati (IISERT), with generous support from the
Director of the IITT (Prof. K. N. Satyanarayana) and the Director of the IISERT
(Prof. K. N. Ganesh). While Prof. P. C. Deshmukh and Prof. Bhas Bapat served as
the Joint-Conveners of this conference, Dr. S. Sunil Kumar served as the
Conference Secretary.

Tirupati is the only place in India which houses an IIT and also an IISER. Both
of these institutions have taken a major initiative in the field of Atomic, Molecular
and Optical Physics. The ISAMP-TC7 is the first conference jointly convened by
the two institutions, and early enough just within a few years that the institutions
started operating since August 2015.

Apart from 67 posters that were presented at this meeting, 50 talks were
delivered. The delegates came from near and far places in India (Chennai,
Bangalore, Thiruvananthapuram, Mumbai, Delhi, Kolkata, Ahmedabad,
Hyderabad, Patna, Bhopal, Vellore, Dhanbad, Indore, etc.), and also from 11 other
countries (UK, Japan, USA, France, Czech Republic, Germany, Australia, Spain,
Argentina, Singapore, Switzerland). The keynote addresses at the inaugural session
were delivered by Prof. Anatoli Kheifets, ANU-Canberra (Theory), Prof.
E. Krishnakumar, TIFR-Mumbai/RRI-Bengaluru (Experiment).

a.kheifets@anu.edu.au
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Foreword

The 26 selected articles presented in this special volume of the Springer
Proceedings in Physics represent the high quality of work that was discussed at the
ISAMP TC7. All the contributions at the conference could not be included in this
special volume, but the editors are happy to compile the articles in this volume to be
left behind as the contribution of the ISAMP TC7 to primary scientific literature.

Tirupati, India
Bangalore, India
Jena, Germany
Mumbai, India
Kharagpur, India

a.kheifets@anu.edu.au

P. C. Deshmukh
E. Krishnakumar
Stephan Fritzsche
M. Krishnamurthy
Sonjoy Majumder



Contents

Time-Resolved Theory of Atomic and Molecular Photoionization
for RABBITT and Attoclock . ......... ... ... ... ... .......... 1
Anatoli Kheifets

Electron—-Molecule Resonances: Current Developments . ... ......... 20
E. Krishnakumar and Vaibhav S. Prabhudesai

Electron Collisions with CO Molecule: An R-Matrix Study
Using a Large Basis Set . . .. ... ... ... ... ... ... . ... ... ... 48
Amar Dora and Jonathan Tennyson

Dynamic Polarizabilities and Magic Wavelengths of Sr* for Focused
Vortex Light. . . ... .. ... ... . . 60
Anal Bhowmik and Sonjoy Majumder

Spin—-Orbit Interaction Features in Near-Threshold Photoionization
Dynamics: An Energy- and Angle-Dependent Study . .............. 74
Ankur Mandal, Soumyajit Saha, and P. C. Deshmukh

Isotope Separation of Bromine Molecules: A Novel Method . ........ 86
Barun Halder, Utpal Roy, Jayanta Bera, and Suranjana Ghosh

Electron Induced Chemistry of Chlorobenzene . .................. 92
Dineshkumar Prajapati, Hitesh Yadav, Minaxi Vinodkumar,
P. C. Vinodkumar, and Chetan Limbachiya

Quantum Dynamics and Frequency Shift of a Periodically Driven
Multi-photon Anharmonic Oscillator . . . ... ... ... ... .......... 100
Dolan Krishna Bayen and Swapan Mandal

Diagnostics of Ar/N, Mixture Plasma with Reliable Electron Impact
Argon Excitation Cross Sections . .. ........ ... ... ... .......... 106
S. Gupta, R. K. Gangwar, and Rajesh Srivastava

vii

a.kheifets@anu.edu.au



viii Contents

Long Time Evolution of a Bose—Einstein Condensate
Under Toroidal Trap . ... ......... . ... .. .. ... .. . ... ..., 115
Jayanta Bera, Suranjana Ghosh, and Utpal Roy

Intriguing Single Photon Induced Processes

in Helium Nanodroplets . . .. ... ... ... ... ... . ... ... ...... 121
S. R. Krishnan, Suddhasattwa Mandal, Bhas Bapat, Ram Gopal,

Alessandro D’Elia, Hemkumar Srinivas, Robert Richter, Marcello Coreno,

Marcel Mudrich, and Vandana Sharma

Two Component Bose-Einstein Condensate in a Poschl-Teller
Potential . . . ... ... ... .. .. 130
N. Kundu and Utpal Roy

Electron Transport Modeling in Biological Tissues:

From Water to DNA . . ... ... . . . . . . . . . 137
Mario E. Alcocer-Avila, Michele A. Quinto, Juan M. Monti,

Roberto D. Rivarola, and Christophe Champion

Dissociative Electron Attachment Study of Di- & Triatomic
Molecule . . . . ... ... .. 155
Minaxi Vinodkumar, Hitesh Yadav, and P. C. Vinodkumar

Single-Photon Decay Processes in Atomic Systems
with Empty K Shell . .. ... ... ... . ... .. ... .. ... ... .... 163
L. Natarajan

Electron Excitation Cross Sections of Fine-Structure (5p>6s-5p>6p)
Transitions in Xenon . ............. ... ... .. ... .. ... . ... . ... 172
Priti, R. K. Gangwar, and Rajesh Srivastava

Tonisation of Nanoclusters at Relativistic Laser Intensities . . . ... ... .. 180
R. Rajeev and M. Krishnamurthy

Spectroscopic Studies of 'X* States of HFH' and PtH*
Molecular Ions . . .. ... ... . ... ... 191
Renu Bala, H. S. Nataraj, and Minori Abe

Elemental Constitution Detection of Environmental Samples of Delhi

Using XRF Spectroscopy . ... ... ... ... ... 199
Ruchika Gupta, Kajol Chakraborty, Ch. Vikar Ahmad, Chirashree Ghosh,

and Punita Verma

Quantum Hall States for « = 1/3 in Optical Lattices. .. ............ 211
Rukmani Bai, Soumik Bandyopadhyay, Sukla Pal, K. Suthar,
and D. Angom

Laser-Induced Fluorescence Spectroscopy of the C*II, — X>>*
Transition in LaNH Molecule in Supersonic Free-Jet ... ........... 222
Soumen Bhattacharyya, Sheo Mukund, and S. G. Nakhate

a.kheifets@anu.edu.au



Contents ix

Photoionization of Acetylene Doped in Helium Nanodroplets

by EUV Synchrotron Radiation . . .. ........................... 230
Suddhasattwa Mandal, Ram Gopal, S. R. Krishnan, Robert Richter,

Marcello Coreno, Marcel Mudrich, Hemkumar Srinivas,

Alessandro D’Elia, Bhas Bapat, and Vandana Sharma

Positron Collision Dynamics for C,—C3; Hydrocarbons. .. ........... 239
Suvam Singh, Pankaj Verma, Nafees Uddin, Paresh Modak, Nidhi Sinha,
Himani Tomer, Vishwanath Singh, and Bobby Antony

Electron-Impact Excitation of Pb™ . . . ... ... .. .. .. ... ... ... ..., 250
Swati Bharti, Lalita Sharma, and Rajesh Srivastava

Low-Temperature Scattering with the R-Matrix Method:
The Morse Potential . . . .. ...... ... ... ... . ... ... ............ 257
Tom Rivlin, Laura K. McKemmish, and Jonathan Tennyson

Strong-Field Ionization with Few-Cycle Bessel Pulses: Interplay
Between Orbital Angular Momentum and Carrier Envelope Phase . . . . 274
Willi Paufler, Birger Boning, and Stephan Fritzsche

a.kheifets@anu.edu.au



Editors and Contributors

About the Editors

Dr. P. C. Deshmukh is Professor at the Department of Physics, and Dean,
Sponsored Research and Consultancy, at the Indian Institute of Technology
Tirupati. He obtained his Ph.D. from Nagpur University, followed by post doctoral
work at the University of Aarhus, the University of Notre Dame, and Georgia State
University. Prior to joining IIT Tirupati, Dr. Deshmukh was Professor and Head at
the Department of Physics, IIT Madras. His primary areas of interest include
photoabsorption processes in free/confined atoms, molecules and ions. He is a
former President of the Indian Society of Atomic and Molecular Physics ISAMP),
and is a member of several national and international scientific advisory commit-
tees. He has published several articles in international peer-reviewed journals, and
has also edited a previous proceedings of ISAMP, and also of AISAMP.

Dr. E. Krishnakumar retired as Senior Professor from Tata Institute of
Fundamental Research (TIFR) Mumbai in 2017 and currently a Raja Ramanna
Fellow and Emeritus Scientist at the Raman Research Institute, Bangalore. He
obtained his Ph.D. from Physical Research Laboratory, Ahmedabad following
which he worked as a scientist at the Space Applications Centre, Ahmedabad and
the Jet Propulsion Laboratory at Caltech, Pasadena. His research interests include
electron-molecule collisions in gas and condensed phase, molecular dynamics,
electron and ion momentum imaging and spectroscopy, photoionization and pho-
todetachment. He has published more than 100 papers in international
peer-reviewed journals and delivered around 50 invited talks. Dr. Krishnakumar
was President of the Indian Society of Atomic and Molecular Physics (ISAMP), has
been a member of several national and international advisory committees and a
Fellow of Indian Academy of Sciences.

Dr. Stephan Fritzsche is Professor and Theory-Chair for ‘Correlated Quantum
Systems’ at the Helmholtz Institute Jena. He obtained his Ph.D. from the University

xi

a.kheifets@anu.edu.au



xii Editors and Contributors

of Kassel. Prior to joining the Helmholtz Institute, he worked at Oulu University
(Finland) and the Frankfurt Institute of Advanced Studies. His research focuses
mainly on the structure and dynamics of finite quantum systems with applications in
atomic, optical and nuclear physics. Dr. Fritzsche and his group is working to
develop new many-body techniques for describing the electron dynamics of ions,
atoms and plasma in strong fields.

Dr. M. Krishnamurthy is Professor at the Department of Nuclear and Atomic
Physics, TIFR Mumbai. After completing his Ph.D. from TIFR, he was a post-
doctoral researcher at the Joint Institute for Laboratory Astrophysics, University of
Colorado Boulder. His research interests include non-linear optics, intense lasers,
plasma physics, mass spectrometry, nanoclusters, and X-ray VUV generation. He
has published over 100 articles in international peer-reviewed journals, and also
delivered over 75 invited talks at national and international conferences.
Dr. Krishnamurthy has received several awards and distinctions such as INSA
Young Scientist Medal, and the DAE-SRC Outstanding Investigator Award. He is
also an elected Fellow of the Indian Academy of Sciences.

Dr. Sonjoy Majumder is Associate Professor at the Physics department, IIT
Kharagpur. He obtained his Ph.D. from the Indian Institute of Astrophysics
Bangalore. His major research areas include physics of cold and ultra-cold atoms,
light-matter interaction, computational many-body physics, and astrophysics. He
has published over 50 articles in international journals of repute. He is currently the
principal investigator on two DST and DAE sponsored projects.

Contributors

Minori Abe Department of Chemistry, Tokyo Metropolitan University, Hachioji,
Tokyo, Japan

Mario E. Alcocer-Avila Université de Bordeaux, CNRS, CEA, CELIA (Centre
Lasers Intenses et Applications), UMR 5107, Talence, France

D. Angom Physical Research Laboratory, Ahmedabad, Gujarat, India

Bobby Antony Atomic and Molecular Physics Lab, Department of Physics, Indian
Institute of Technology (Indian School of Mines), Dhanbad, Jharkhand, India

Rukmani Bai Physical Research Laboratory, Ahmedabad, Gujarat, India;
Indian Institute of Technology Gandhinagar, Gandhinagar, Gujarat, India

Renu Bala Department of Physics, Indian Institute of Technology Roorkee,
Roorkee, India

a.kheifets@anu.edu.au



Editors and Contributors xiii

Soumik Bandyopadhyay Physical Research Laboratory, Ahmedabad, Gujarat,
India;
Indian Institute of Technology Gandhinagar, Gandhinagar, Gujarat, India

Bhas Bapat Indian Institute of Science Education and Research Pune, Pune,
Maharashtra, India

Dolan Krishna Bayen Department of Physics, Visva-Bharati, Santiniketan, India
Jayanta Bera Indian Institute of Technology of Patna, Bihta, Patna, Bihar, India
Swati Bharti Indian Institute of Technology Roorkee, Roorkee, India

Soumen Bhattacharyya Atomic and Molecular Physics Division, Bhabha Atomic
Research Centre, Mumbai, India;
Homi Bhabha National Institute, Anushaktinagar, Mumbai, India

Anal Bhowmik Department of Physics, Indian Institute of Technology Kharagpur,
Kharagpur, India

Birger Boning Theoretisch Physikalisches Institut, Friedrich Schiller Universitit
Jena, Jena, Germany

Kajol Chakraborty Department of Physics and Astrophysics, Kalindi College,
University of Delhi, New Delhi, India

Christophe Champion Universit¢é de Bordeaux, CNRS, CEA, CELIA (Centre
Lasers Intenses et Applications), UMR 5107, Talence, France

Marcello Coreno Consiglio Nazionale delle Ricerche — Istituto di Struttura della
Materia, Trieste, Italy

Alessandro D’Elia Department of Physics, University of Trieste, Trieste, Italy

P. C. Deshmukh Indian Institute of Science Education and Research Tirupati,
Tirupati, India;
Indian Institute of Technology Tirupati, Tirupati, India

Amar Dora Department of Chemistry, North Orissa University, Baripada, Odisha,
India

Stephan Fritzsche Theoretisch Physikalisches Institut, Friedrich Schiller
Universitdt Jena, Jena, Germany;
Helmholtz Institut, Jena, Germany

R. K. Gangwar Department of Physics and Astronomy, National Institute of
Technology Rourkela, Rourkela, India;

Department of Physics, Visvesvaraya National Institute of Technology, Nagpur,
India

Chirashree Ghosh Department of Environmental Studies, University of Delhi,
New Delhi, India

a.kheifets@anu.edu.au



Xiv Editors and Contributors

Suranjana Ghosh Amity University Patna, Rupaspur, Patna, Bihar, India

Ram Gopal TIFR Centre for Interdisciplinary Sciences, Hyderabad, Telangana,
India

Ruchika Gupta Department of Physics and Astrophysics, Kalindi College,
University of Delhi, New Delhi, India

S. Gupta Department of Physics, Indian Institute of Technology Roorkee,
Roorkee, India

Barun Halder Indian Institute of Technology of Patna, Bihta, Patna, Bihar, India

Anatoli Kheifets Research School of Physics, The Australian National University,
Canberra, ACT, Australia

E. Krishnakumar Raman Research Institute, Bangalore, India
M. Krishnamurthy TIFR Centre for Interdisciplinary Sciences, Hyderabad, India

S. R. Krishnan Indian Institute of Technology Madras, Chennai, Tamil Nadu,
India

N. Kundu Department of Physics, Indian Institute of Technology Patna, Bihta,
Patna, India

Chetan Limbachiya Department of Physics, The M. S. University Baroda,
Vadodara, Gujarat, India

Sonjoy Majumder Department of Physics, Indian Institute of Technology
Kharagpur, Kharagpur, India

Ankur Mandal Indian Institute of Science Education and Research Tirupati,
Tirupati, India

Suddhasattwa Mandal Indian Institute of Science Education and Research Pune,
Pune, Maharashtra, India

Swapan Mandal Department of Physics, Visva-Bharati, Santiniketan, India

Laura K. McKemmish Department of Physics and Astronomy, University
College London, London, UK;

School of Chemistry, University of New South Wales, Kensington, Sydney,
Australia

Paresh Modak Atomic and Molecular Physics Lab, Department of Physics,
Indian Institute of Technology (Indian School of Mines), Dhanbad, Jharkhand,
India

Juan M. Monti Instituto de Fisica Rosario, CONICET — Universidad Nacional de
Rosario, EKF Rosario, Argentina

Marcel Mudrich Department of Physics and Astronomy, Aarhus University,
Aarhus, Denmark

a.kheifets@anu.edu.au



Editors and Contributors XV

Sheo Mukund Atomic and Molecular Physics Division, Bhabha Atomic Research
Centre, Mumbai, India;
Homi Bhabha National Institute, Anushaktinagar, Mumbai, India

S. G. Nakhate Atomic and Molecular Physics Division, Bhabha Atomic Research
Centre, Mumbai, India;
Homi Bhabha National Institute, Anushaktinagar, Mumbai, India

H. S. Nataraj Department of Physics, Indian Institute of Technology Roorkee,
Roorkee, India

L. Natarajan Department of Physics, University of Mumbai, Mumbai, India
Sukla Pal Physical Research Laboratory, Ahmedabad, Gujarat, India

Willi Paufler Theoretisch Physikalisches Institut, Friedrich Schiller Universitit
Jena, Jena, Germany

Vaibhav S. Prabhudesai Tata Institute of Fundamental Research, Mumbai, India

Dineshkumar Prajapati Shree M. R. Arts & Science College, Rajpipla, Gujarat,
India

Priti Department of Physics, Indian Institute of Technology Roorkee, Roorkee,
India

Michele A. Quinto Instituto de Fisica Rosario, CONICET — Universidad Nacional
de Rosario, EKF Rosario, Argentina

R. Rajeev TIFR Centre for Interdisciplinary Sciences, Hyderabad, India
Robert Richter Elettra-Sincrotrone Trieste, Basovizza, Trieste, Italy

Roberto D. Rivarola Instituto de Fisica Rosario, CONICET — Universidad
Nacional de Rosario, EKF Rosario, Argentina

Tom Rivlin Department of Physics and Astronomy, University College London,
London, UK

Utpal Roy Department of Physics, Indian Institute of Technology of Patna, Bihta,
Patna, Bihar, India

Soumyajit Saha Indian Institute of Technology Madras, Chennai, India
Lalita Sharma Indian Institute of Technology Roorkee, Roorkee, India

Vandana Sharma Indian Institute of Technology Hyderabad, Sangareddy,
Telangana, India

Suvam Singh Atomic and Molecular Physics Lab, Department of Physics, Indian
Institute of Technology (Indian School of Mines), Dhanbad, Jharkhand, India

a.kheifets@anu.edu.au



XVi Editors and Contributors

Vishwanath Singh Atomic and Molecular Physics Lab, Department of Physics,
Indian Institute of Technology (Indian School of Mines), Dhanbad, Jharkhand,
India

Nidhi Sinha Atomic and Molecular Physics Lab, Department of Physics, Indian
Institute of Technology (Indian School of Mines), Dhanbad, Jharkhand, India

Hemkumar Srinivas Max-Planck-Institut fiir Kernphysik, Heidelberg, Germany

Rajesh Srivastava Department of Physics, Indian Institute of Technology
Roorkee, Roorkee, India

K. Suthar Physical Research Laboratory, Ahmedabad, Gujarat, India

Jonathan Tennyson Department of Physics and Astronomy, University College
London, London, UK

Himani Tomer Atomic and Molecular Physics Lab, Department of Physics,
Indian Institute of Technology (Indian School of Mines), Dhanbad, Jharkhand,
India

Nafees Uddin Atomic and Molecular Physics Lab, Department of Physics, Indian
Institute of Technology (Indian School of Mines), Dhanbad, Jharkhand, India

Pankaj Verma Atomic and Molecular Physics Lab, Department of Physics,
Indian Institute of Technology (Indian School of Mines), Dhanbad, Jharkhand,
India

Punita Verma Department of Physics, Kalindi College, University of Delhi, New
Delhi, India

Ch. Vikar Ahmad Department of Physics and Astrophysics, Kalindi College,
University of Delhi, New Delhi, India

Minaxi Vinodkumar Electronics Department, V. P. & R. P. T. P. Science
College, Vallabh Vidyangar, Gujarat, India

P. C. Vinodkumar Department of Physics, Sardar Patel University, Vallabh
Vidyanagar, Gujarat, India

Hitesh Yadav Department of Physics, Sardar Patel University, Vallabh
Vidyanagar, Gujarat, India

a.kheifets@anu.edu.au



®

Check for
updates

Time-Resolved Theory of Atomic and
Mbolecular Photoionization for RABBITT
and Attoclock

Anatoli Kheifets(®)

Research School of Physics, The Australian National University, Canberra,
ACT 0200, Australia
A.Kheifets@anu.edu.au
http://people.physics.anu.edu.au/~ask107/

Abstract. We outline a theoretical framework and present its numeri-
cal implementation for modeling of recent experiments on time-resolved
atomic and molecular photoionization. We focus on RABBITT measure-
ments of the Wigner time delay and the attoclock determination of the
tunneling time. Our theoretical modeling is based on a numerical solution
of the time-dependent Schrodinger equation driven by weak XUV probe
and IR pump pulses in RABBITT experiments as well as by intense IR
pulses in self-referencing attoclock measurements.

1 Introduction

Time-resolved studies of atomic photoionization with various pump—probe tech-
niques such as attosecond streaking [1] or RABBITT [2], and self-referencing
techniques like attoclock [3] opened up a new and rapidly developing area of
research collectively termed attosecond chronoscopy [4]. The attosecond streak-
ing and RABBITT measurements determine the photoelectron group delay
which is related to the photoelectron phase and its energy derivative known
as the Wigner time delay [5]. These studies bring one step closer what had been
thought of as a complete photoionization experiment. The attoclock measure-
ment can be related to the tunneling time, i.e., the time a photoelectron spends
under the barrier in a classically inaccessible region. The new measurements
reopened decade-long debate about a finite tunneling time [6].

In this presentation, the recent theoretical advances in evaluation of the
Wigner time and tunneling time in atoms and molecules will be reviewed and
connection with ongoing experimental activities will be made. The following
topics will be highlighted:

1. Wigner time delay in photoionization of free and encapsulated noble gas
atoms. This topic includes the relativistic effects and angular-dependent time
delay. Connection with the recent measurements in heavy noble gas atoms

will be made [7].
© Springer Nature Singapore Pte Ltd. 2019
P. C. Deshmukh et al. (eds.), Quantum Collisions and Confinement of Atomic

and Molecular Species, and Photons, Springer Proceedings in Physics 230,
https://doi.org/10.1007/978-981-13-9969-5_1
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2. Wigner time delay in molecular photoionization including complex heteronu-
clear molecules.

3. Tunneling time measurements [8] and calculations [9] in atomic hydrogen and
their implications for the finite tunneling time problem.

2 Wigner Time Delay and RABBITT

RABBITT (Reconstruction of Attosecond Beating By Interference of Two-
photon Transitions) technique has been used widely to study time-resolved
dynamics of atomic [2,7,10-14] and molecular [15-17] photoemission. Recently,
this technique has become angular resolved [18-20]. While the initial studies have
been confined to a narrow photon energy range not exceeding 40 eV (twenty-
fourth harmonic of the fundamental radiation at A ~ 800 nm), the most recent
experiments [14,21,22] extended this range above 100 eV. This has enabled the
study of photoemission dynamics beyond the outer atomic shells and to probe
the subvalent 4d shell of the Xe atom [21].

The RABBITT technique builds on the interference of two ionization pro-
cesses leading to the same photoelectron state by (i) absorption of the XUV
frequency wqq—1 of an odd 2¢ — 1 harmonic and an IR quantum w or (ii) absorp-
tion of wyq41 and stimulated emission of w. Both ionization processes lead to the
appearance of a sideband (SB), in between the one-photon harmonic peaks in
the photoelectron spectrum. The sideband magnitude oscillates with the relative
phase between the XUV and IR pulses [23,24]

Soq(T7) = A+ Bcos[2wr — C), C = Agpoq + Abay, (1)

where 7 = ¢/w denotes the phase delay of the IR field relative to the XUV. The
term A¢og = ¢2g+1—P29—1 denotes the phase difference between two neighboring
odd harmonics 2¢g + 1 that is related to the finite-difference group delay of the

attosecond pulse as TQ(SD) = Agpgq/2w.

2.1 Atomic RABBITT Simulations

Computational Technique Our atomic RABBITT modeling is based on solu-
tion of the one-electron time-dependent Schrodinger equation (TDSE) for a tar-
get atom [25],

iOW(r) /ot = {ﬁmm + Hing (t)] w(r). 2)

In the following, we adopt the system of atomic units and set the charge and
mass of the electron as well as the Planck constant to unity e = m = i = 1. The
radial part of the atomic Hamiltonian

N 1d*> 1(l+1
Hatom(r):_*i‘F ( )

|4 3
2 dr? 272 V) (3)
contains an effective one-electron potential V(r). Several choises exist for this
potential. We use either an optimized effective potentials (OEP) [26] or a local-
ized Hartree—Fock potential (LHP) determined as prescribed in [27]. In the case

a.kheifets@anu.edu.au
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of an encapsulated atom trapped inside a fullerene Cg( cage, an attractive spher-
ical square well potential is added

—Uo < 0 lf Rinner S T S Rinner + A
0 otherwise.

avin ={ (1)

Here Ripper = 5.8 a.u., A =1.9 a.u., and Uy = 0.302 a.u. [28].

The Hamiltonian ﬁint (t) describes interaction with the external field and is
written in the velocity gage

Frus(t) = A1) b, A1) =~ [ B() d. (5)
0

This external field is comprised of both XUV and IR pulses. The XUV field
is modeled by an attosecond pulse train (APT) with the vector potential

2
n=-—>5 T
X cos [wx(t - nT/Q)}, (6)
where /o2
2
A, = Agexp (—21n Q(né)) .
Tr

Here Ay is the vector potential peak value and T' = 27/w is the period of
the IR field. The XUV central frequency is w, and the time constants 7., 71
are chosen to span a sufficient number of harmonics in the range of photon
frequencies of interest for a given atom.

The vector potential of the IR pulse is modeled by the cosine squared envelope

A(t) = Ag cos? <M> cos[w(t — 7)].

27—IR

The IR pulse is shifted relative to the APT by a variable delay 7 such that
the RABBITT signal of the even SB 2¢q oscillates as

Soq(T7) = A+ Bcos[2wr — C] . (7)

Solution of the TDSE (19) is found using the iSURF method as given in [29].
A typical calculation with XUV and IR field intensities of 5 x 10? and 3 x 10°
W /cm?, respectively, would take up to 35 CPU hours for each 7.

The RABBITT parameters A, B, and C entering (7) can be expressed via
the absorption and emission amplitudes

A= M+ MR, B = 2Re (MM

C = arg [M{7M; D] = 20, )
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Here Mgci) are complex amplitudes for the angle-resolved photoelectron pro-
duced by adding or subtracting an IR photon, respectively. By adopting the soft
photon approximation (SPA) [30], we can write

A, B o< |1 (e - k)P (f2]0)]? 9)
o [1 + BPx(cos ;)] cos? .

Here we made a linear approximation to the Bessel function as the parameter
ap = Fy/w? is small in a weak IR field (see Appendix of [31] for derivation).
In (8), 6y is the angle between the photoelectron emission direction k and the
electric field vector of the linearly polarized light. By fitting the calculated angu-
lar dependence of the A and B parameters with the SFA expression (9) we can
obtain the two sets of the angular anisotropy parameters 852 and 837 and com-
pare them with the values calculated in the random phase approximation with
exchange (RPAE), the latter including inter-shell correlation and exchange of the
photoelectron with the remaining ionic core. These effects are not included in
the single active electron TDSE model. At the same time, we derive the angular
dependence from the odd high harmonic (HH) peaks by fitting angular variation
of their amplitude with 14 8" P,(cos 0 ). Thus, for each target atom, three sets
of B parameters are extracted and analyzed over a wide photon energy range.

By using (8), the C parameter is converted to the atomic time delay

Ta = C/(2w) = Tw + Tee (10)

which contains the two distinct components [32]. Here 1y is the Wigner-like
time delay associated with the XUV absorption and 7., is a correction due to
the continuum-—continuum (CC) transitions in the IR field. The latter term, 7.,
can also be understood as a coupling of the long-range Coulomb ionic potential
and the laser field in the context of streaking [33,34].

Numerical Results In Fig. 1, we display the angular anisotropy 3 parameters
for the Ne 2p (left), Ar 3p (center), and Xe 4d (right) extracted from the TDSE
calculations. The ¥ parameters extracted from the angular dependence of
the high harmonic peaks are plotted along with the 5B parameters extracted
from the angular variation of the RABBITT A and B parameters in (8). The
RPAE calculation is shown with the solid line. This calculation is known to
reproduce accurately the experimental 3 parameters across the studied photon
energy range [35].

We see that the harmonics and sidebands TDSE calculations of g parameters
are consistent between each other and are fairly close to the XUV-only RPAE
calculation. In Ne 2p and Ar 3p, they are close to the experimental values. In the
case of Xe 4d, the experimental data are somewhat off due to the 4d/4p inter-
shell correlation which is not included in the present calculation. Agreement with
experiment can be significantly improved in a fully relativistic RRPA calculation
with inclusion of all interacting subshells [39].

a.kheifets@anu.edu.au



Time-Resolved Theory of Atomic and Molecular Photoionization . .. 5

SB order SB order SB order
50 60 70 80 90 100

- o N

Anisotropy B parameters
< o
(9]

0.5 Expt. 1 o
Ex?t. 2 v
1 Il Il Il Il
20 40 60 80 100 20 40 60 80 80 100 120 140 160 180
Photon energy (eV) Photon energy (eV) Photon energy (eV)

Fig. 1. Angular anisotropy (3 parameters for Ne 2p (left), Ar 3p (center), and Xe 4d
(right) extracted from the TDSE calculations with the localized Hartree—Fock potential
(LHF). The B parameters extracted from the angular dependence of the high har-
monic peaks are plotted with (red) filled circles. Same parameters G5B extracted from
the angular variation of the RABBITT A and B coefficients in (8) are plotted with
(orange) triangles and (blue) asterisks, respectively. The RPAE calculation is shown
with the solid line. The experiment [36] for Ne, [37] for Ar, and [38] for Xe are given
by points with error bars (where available)
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Fig. 2. Time delay in the polarization axis direction for Ne 2p (left), Ar 3p (center), and
Xe 4d (right). The atomic time delay 7, from the TDSE calculation (red filled circles)
is compared with the Wigner time delay (orange triangle) from the RPAE calculation.
The CC correction 7cc is shown with the thin dotted line, whereas the sum 7w + Tcc
is displayed with the (blue) dotted line. On the right panel, the TDSE calculation of
the atomic time delay 7, for 4d shell of the encapsulated Xe@Cyg( is shown with the
open purple circles

The time delay in the polarization axis direction is shown in Fig.2 for the
Ne 2p (left), Ar 3p (center), and Xe 4d (right). We compare the atomic time
delay 7, extracted from the TDSE calculation with the Wigner time delay 7w
from the RPAE calculation. The hydrogenic CC correction 7¢c, which is shown
separately, is then added to the Wigner time delay. This correction, as a function
of the photoelectron energy, is represented by an analytic expression

rec(E) = NE~%2[alog(E) + b], (11)

where the coefficients N, a, and b are found from fitting the regularized
continuum—continuum delay shown in Fig. 7 of [5]. We see that except for the
near-threshold region where the photoelectron energy is very small and where
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Fig. 3. Angular variation of the atomic time delay A7, = 74(60k) — 74(0) with the
photoelectron emission direction for various side bands. Left: Ne 2p, center: Ar 3p, and
right: Xe 4d. In the case of Ar 3p, an angular variation of time delay for SB32 from
[43] is shown for comparison

the regularization of 7cc may not be applicable, the identity 7, ~ 7w + Tec
holds well for Ne 2p but less so for Ar 3p. In the case of Xe 4d (right panel), we
also show the atomic time delay 7, from the TDSE calculation on the encap-
sulated Xe@Cgy atom. This calculation shows multiple confinement resonances
which are particularly prominent when the photoelectron de Broglie wavelength
is comparable with the size of the cage [40,41].

Angular dependence of the atomic time delay 7,(6;) as a function of the
escape angle is shown in Fig. 3 for Ne 2p (left), Ar 3p (center), and Xe 4d (right).
This angular dependence is weakest in Ne where it is only prominent at large
emission angles relative to the polarization axis of light. This is so because the
2p — FEd photoemission channel is strongly dominant over 2p — FE's due to the
Fano propensity rule [42]. However, at the magic angle close to 54°, the spherical
harmonic Y5y which determines the angular dependence of the stronger channel
has a kinematic node and a normally weaker channel becomes competitive. This
rings the angular dependence of the time delay shown in the left panel of Fig. 1.
In other atoms, the competitions of the two major photoemission channels are
strong because of a Cooper minimum (Ar 3p) or a centrifugal barrier (Xe 4d).
Hence, the angular dependence of the time delay is considerably stronger.

Because of a very fine energy resolution, the spin—orbit split components of
the valence shells of heavier noble gas atoms, Kr and Xe, could be resolved in
a recent RABBITT measurement [7]. When the accessible photon energy range
was extended to 90 eV, a similar measurement could be performed on the 4d
subshell of Xe [21]. To reproduce these measurements within the present TDSE
model, the one-electron potential in (19) was adjusted to obtain the experimen-
tal threshold energies of the corresponding spin—orbit split bound states. The
corresponding TDSE results are compared with the experiment in Fig. 4. On the
left panel, we make a comparison for the atomic time delay difference o 2_ 7';/ 2
of the 5p subshell of Xe. In addition to the TDSE results, we display the rela-
tivistic RRPA result amended by the CC correction [44]. On the right panel, a
similar comparison is made for the atomic time delay difference T,i’/ z_ 7';1/ 2 of
the 4d subshell. The shown RRPA + CC result is from [39].
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Fig. 4. The atomic time delay difference 72/2 — 72/% for the 5p subshell (left) and
72/% — 7372 for the 4d subshell of Xe. The TDSE results are visualized with the filled
red circles. The RRPA calculations amended by the CC correction for 5p [44] and 4d
[39] are shown with the solid blue line. The experimental data for the 5p [7] and 4d
[21] subshells are shown with error bars

2.2 Molecular RABBITT Simulations

Computational Technique Our molecular RABBITT simulations [45,46] are
based on the TDSE solution in an expanding coordinate system [47]. This
method is termed time-dependent coordinate scaling (TDCS). In this method,
the following variable transformation is made:

r = a(t)€.

Here a(t) is a scaling factor with an asymptotically linear time dependence
a(t — 00) = acet and & is a coordinate vector. Such a transformation makes
the coordinate frame to expand along with the wave packet. In addition, the
following transformation is applied to the wave function:

(12)

1 P,
P(a(t)g,t) = TOEE exp <2a(t)a(t)§ ) P(E, ). (13)
Such a transformation removes a rapidly oscillating phase factor from the
wave function in the asymptotic region [47]. Thus, transformed wave function
satisfies the equation

v [ B AWpe
ot T awE ~ ay T Ul®E|vED (14)
where pg = —iVe = —i (%, %, %). We note that if the spectrum of the

operator ]552 is upper limited, which is the case for any numerical approximation
of a differential operator, then the first term in the RHS of (14) tends to zero
as [a(t)]2 for t — oo . In the meantime, the potential term with a long-range
Coulomb asymptotic U(r — o) ~ 1/r is transformed to Ula(t)€] ~ Z/a(t)E.
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This means that both the Coulomb term and the vector potential term are
decreasing in time as 1/a(t). Therefore, when solving (14), we can increase the
time propagation step At = a(t) Aty which accelerates the solution quite consid-
erably [47].

For complex molecules, we employ the density functional theory (DFT) with
the self-interaction correction (SIC) [48]. This correction is necessary to restore
the Coulomb asymptotics of the photoelectron interaction with the residual ion
which is essential for time delay calculations. The density functional with the
SIC [48] contains the Hartree EFu{p} and the exchange-correlation Exc{pt, p,}
components:

Esic = Eu{p} + Exc{pr,p1} — [Euipi} + Exc{pi, 0}], (15)

where the electron density p(r) = Ziv:el pi(r) is the sum of the particle densities
of the i-th electron orbital p;(r) = |¢;(r)|?. The exchange-correlation functional
is expressed in the local density approximation (LDA)

Bxolpr ) = [lo1(6) + pu(6)lexclpr (6), oy 1) (16)

where exc[p1(r), py (r)] is the exchange-correlation energy per electron. The effec-
tive potential acting upon an i-th electron by the rest of the many-electron
ensemble is expressed as a functional derivative

_ d0Esic
dpi(r)

The Kohn—Sham effective potential is the sum of the nuclear and electron
components:

(17 (I‘)

(17)

U(r) = tnua(r) + ui(r). (18)

The SIC can be applied to any density functional. In the present application,
we used two different correlation-exchange functionals: the one proposed in [49]
(GL76-SIC) and a simpler pure exchange functional (X-SIC).

Numerical Results The energy and angular variation of the time delay in
H; are displayed on the left and right panels of Fig. 5, respectively. Both these
dependencies are very different from that of atomic H and He. The energy
variation of 7, with E. for H2+ is non-monotonous. The angular dependence
of Hy displays an additional strong variation in the range of emission angles
0 = 30°-50°. To visualize clearly this molecular effect, we make a comparison of
the angular-dependent time delay in H;r with the spherically symmetric He™ ion.
To account for different ionization potentials, we carried out the Het calcula-
tion at the central frequency wxyy = 43w. It is clearly seen that the atomic and
molecular ions display the angular-dependent time delay which differs consider-
ably not only by additional strong angular variation but also the magnitude of
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Fig. 5. Left: The time delay 7, for H as a function of the photoelectron ejection energy
E. at a fixed ejection angle § = 0. The SC/CCLC results (green dotted line) and dots
for Het (red squares) are also shown for comparison. The corresponding SB indices
are marked. Right: The angular variation of the time delay A1, = 74(Ee, 0) — Ta(Ee, 0)
(black solid line) and Wigner’s time delay Amw = Tw (Ee, 0) — 7w (E.,0) (green dotted
line) of HJ for several fixed photoelectron energies E.. The results for He™ for SB with
close energies are also shown (red dashed line)

the sharp drop of the time delay near the 90° emission angle. We note that the
asymptotic field of the ion remainder is the same in both cases. Hence, should
be the same the CC term of the atomic time delay (10). Therefore, the difference
of the atomic time delay in the Hj and He™ ions should be attributed largely to
the Wigner component mw of the time delay.

In Fig.6, we display the atomic time delay of Hj calculated by the TDCS
method. Every energy point on the graph corresponds to a given SB. The error
bars indicate the accuracy of the cosine fit to (7). For comparison, another
calculation is shown in which the Wigner time delay is calculated by the prolate
spheroidal exterior complex scaling (PSECS) [50] and the CLC correction is
introduced analytically [51]. The PSECS is an ab initio technique and it returns
the exact Wigner time delay for diatomic molecules.

6R=90°
507 01
!IIIIIIIIIIIIII
-20 1 zxE
=
] =
. 0 __ 401 -
8 3
~ ~ 4 E ]
-80 1
-100 -100 1 =
0 20 40 60 80 0 20 40 60 80
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Fig. 6. Atomic time delay of Hs as a function of the photoelectron energy E. for emis-
sion in the polarization direction. The molecular axis is aligned along (left) and per-
pendicular (right) to the polarization direction
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The Wigner time delay was also estimated by a classical approximation to
CLC (CCLC) derived in [51]. The TDCS and PSECS + CCLC results agree
very well close to the threshold and are qualitatively similar at large excess
energies. In the parallel molecular orientation, both set of calculations display
a peak in the atomic time delay. However, in the TDCS calculation this peak
is shifted by 7 eV toward lower photoelectron energies (E. = 35 ¢V in TDCS
versus 42 eV in PSECS + CCLC). Such a large difference can be explained by
poor performance of the DFT for such few-electron systems like Hy. We note
that the peak displacement by 7 eV far exceeds an error of 1 eV in the ionization
potential. This indicates that such a dynamic quantity as the atomic time delay
is much more sensitive to inter-electron correlation than the static ionization
potential.

On the right panel of Fig. 7, we display the time delay difference between the
3a1 and 1b; orbitals of the HoO molecule (visualized on the left panel) at the same
photon energy. It may seem surprising that the time delay difference is nearly
vanishing in the whole studied energy range. This, however, may be explained
by the fact that the randomly oriented water molecule may look like the neon
atom and these two states in Ne differ only by the nodal plane orientation. In the
same figure, we plot the experimental results [17] which show a sign variation of
the time delay difference. The frozen-core Hartree-Fock (FCHF) calculation by
the same authors [17,52] is also overplotted. Neither calculation reproduces the
experimental results within the stated error bars.

100

50

3al 1 bl 20 25 30 35 40
Ee (eV)

Fig. 7. Time delay difference between the 3a; and 1b; orbitals in the H2O molecule
(visualized on the left panel) as a function of the photon energy. The filled (red)
circles—TDCS calculation, the (green) solid line—the FCHF calculation [17,52], the
filled squares with error bars—experiment [17]
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3 Tunneling Time and Attoclock

Measuring an offset angle of the peak photoelectron momentum distribution
in the polarization plane of a close-to-circularly polarized laser field has been
used to determine the tunneling time which the photoelectron spends under the
barrier [3,53-55]. Once the photoelectron enters the tunnel at the peak value of
the electric field, the most probable detection direction will be aligned with the
vector potential at the instant of tunneling. This direction is tilted by 90° relative
to the electric field at this instant. A measurable angular offset relative to this
axis can be converted to the time the photoelectron spends under the barrier
with the conversion rate of 7.4 attoseconds (1 as = 1078 s) per 1° at 800 nm.
Such a measurement is termed colloquially the attoclock. A similar reading can
be obtained from an attoclock driven by a very short circularly polarized laser
pulse [9,56-59].

The attoclock measurements were aimed to resolve the controversy of a finite
tunneling time which has many decades of history [60]. This controversy is yet
to be resolved with many conflicting reports of a finite time [6,61] as opposite to
zero tunneling time [8,9,56,59]. A promising pathway to resolving this contro-
versy is to examine an often neglected aspect of the attoclock measurement, the
offset angle induced by the Coulomb field of the ion remainder. In theoretical
calculations based on a numerical solution of the time-dependent Schrodinger
equation (TDSE) [62-64], the Coulombic and tunneling components of the off-
set angle are inseparable. The Coulomb field contribution can be switched off
however by replacing the atomic potential with the short-range Yukawa poten-
tial of the same binding strength. This procedure effectively eliminates the offset
angle thus suggesting zero tunneling time [8,9]. In various classical simulations
(the TIPIS model [65], backpropagation [56,57] or semiclassical simulations (the
ARM model [9]), the Coulomb field is separable and its effect can be unambigu-
ously determined.

3.1 Atomic Attoclock Simulations

Computational Technique We solve numerically the TDSE
10 ()0t = [ Hagom + Hine (1) #(r), (19)

where ﬁatom describes the atomic target in the absence of the applied field and
the interaction Hamiltonian is written in the velocity gage

Hins(t) = A(t) - B, E(t) = —0A/0t . (20)
Here the vector potential of the driving pulse is
A(t) = —Ap f(t)[cos(wt)éy, + sin(wt)é,] (21)

with the envelope function f(t) = cos*(wt/4) for —27/w < t < 27/w and zero
elsewhere. The (peak) field intensity is given by I = 2(wAg)? and the frequency
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Fig. 8. Left: Photoelectron momentum distribution in the polarization plane at the
driving field intensity I = 8.6 x 10*® W/ cm” on hydrogen. The offset angle 6 relative to
the vector potential direction at the entrance of tunnel is marked. The coloration ranges
from zero (red) to the maximum amplitude (black) linearly. Right: The attoclock offset
angle 64 as a function of the field intensity I from the present TDSE calculation (red
filled circles), the Ha set of [9] (blue asterisks), and the KR and KR’ models (filled and
empty triangles). The present TDSE results are fitted with the I~" dependence with
n = 0.41

w is taken to correspond to 800 nm radiation. At the tunneling entry ¢t = 0,
the electric field Ey reaches its maximum in the é, direction whereas the vector
potential Ay is largest in the —é, direction. The rotating electric field of the
driving pulse causes the photoelectron to make a single turn by 90° before it
arrives to the detector in the é, direction with momentum Agy. Photoelectron
scattering in the Coulomb field adds an offset angle 64 relative to this direction
(left panel of Fig.8).

Solution of the TDSE (19) is found using the iSURF method implemented in
[29]. A typical calculation takes around 140 CPU hours on a high-performance,
distributed-memory cluster. The solution of the TDSE is projected on the scat-
tering states of the target atom thus forming the photoelectron momentum dis-
tribution. The 2D momentum distribution in the polarization plane k2 P(k,, ky)
is shown on the left panel of Fig.8. This distribution is integrated radially to
obtain the angular distribution P(0) = [ dk k*P(ky, k, ). It is then fitted with a
Gaussian to determine the peak position and this value assigned to the attoclock
offset angle 6 4. The symmetry of P(6) relative to 64 is carefully monitored and
serves as a test of the quality of the TDSE calculation.

Keldysh—Rutherford Model In a simplified classical model [66], the photo-
electron is tunnel ionized and then scatters elastically on the ion remainder. We
examine cases where the applied field is relatively weak and the pulse is short
such that the actual trajectory of the field-driven photoelectron is similar to
that of an elastically scattered particle. This allows us to take an estimate of the
offset angle from the classical scattering formula [67]
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— i (p/r?) dr
- 2/ L= (p/r)? — @QV/muZ )12~ (22)

To

Here p is the impact parameter, v, is the velocity of the projectile at the
source and the detector, and the point of the closest approach rg is the largest
positive root of the denominator. In the case of the attractive Coulomb potential
V(r) = —Z/r, (22) takes the form of the Rutherford formula [67]:

0 1 Z
tan — = - (23)
2 vl p

In a more general case of a screened Coulomb potential V(r) =
—Z/rexp(—r/A), the offset angle is given by a modified expression [68] which
is, up to a typically small numerical correction (see 13 of [68]),

0 1 Z
tani = o, exp(—1/zp) . (24)

Here zp is the root of y(2) = 1—(p/A)?22 —(d/N)zexp(—1/z) and d = 27 /vse
is the so-called collision diameter. If the last term in the right-hand side of y(z)
can be neglected, (24) acquires a simple screening exponent exp(—p/A) (Fig. 9).

P

ittt T [

. —| (-

barrier

Fig. 9. Left: classical scattering trajectory of a particle in a central attractive potential.
The scattering angle 0 is defined by the impact parameter p and the asymptotic veloc-
ity voo. The tunnel ionized electron enters this trajectory at the point of the closest
approach ro driven by the peak electric field Eo and arriving to the detector at the
angle 04 relative to the vector potential Ag. Right: The Coulomb potential is tipped
by the light field. A finite width potential barrier is created, through which the electron
wave packet leaks out. I, refers to the binding energy of the electron in an unperturbed
atomic system. See text for further symbol definitions
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Equations (23) and (24) can be readily applied to the case of tunneling ion-
ization. First, we note that photoionization can be considered as half-scattering
and the offset angle should be taken as one-half of the Rutherford or Yukawa
scattering angles. Second, the point of the closest approach ry should be taken
as the tunnel exit position which, for the Coulomb potential, is the largest root
of the equation

Zlr+Eyr=1, , r12=0/2+/b?>/4—ab. (25)

Here I, is the ionization potential, Fy is the peak value of the electric field,
b=1,/Ey, and a = Z/I,. In the weak field limit, r1 =b > ry = a ~ 1, where a
is the characteristic span of the atomic orbital. The onset of the over-the-barrier
ionization (OBI) corresponds to r1 = ry and Ey = I} /(4Z) (right panel of Fig. 1).
We note that the b parameter is used to evaluate the Keldysh tunneling time
T = b/var with vy = \/E which, in turn, defines the adiabaticity parameter
v = wr [69]. With these assumptions, the attoclock offset angle in the case of
the pure Coulomb potential takes the form

2 2
RTREL g
2 Esp Eol,

(26)

The signature of this Keldysh-Rutherford (KR) formula is the field intensity
dependence of the offset angle 64 EO_1 o I=Y2 . This dependence can be
understood as a result of competition of the two terms in (23): the kinetic energy
term v2, /2 and the potential energy term Z/p. As the field intensity grows, the
kinetic energy grows linearly with I. Hence, this term alone would result in
the I~ dependence of the offset angle. This is partially compensated by the
potential energy term as the width of the barrier decreases as I~1/2. Hence, the
resulting offset angle also decreases as I~/2. The recent attoclock measurement
on the hydrogen atom [8] confirmed the I —1/2 dependence experimentally.

Resulting values of the offset angle 64 for hydrogen at various field intensi-
ties are plotted on the right panel of Fig.8. We find the present set of TDSE
calculations to be hardly distinguishable from the set labeled Hy of TDSE calcu-
lations reported in [9]. This is contrasted with the two KR and KR’ estimates.
For the former, we simply plot (26), whereas in the latter we do not make the
small angle approximation for the tangent function. Accordingly, both estimates
converge together with increasing field intensity. The KR scales at all intensi-
ties as 1795 by construction. Fitting the KR’ in the low-intensity range yields
17944 The TDSE results display a similar dependency of I~%4! scaling for the
same region but then flattens and deviates from both the KR and KR'. This is
understandable as the KR model is expected to work for weak fields only when
the field-driven trajectory is close to that involved in field-free scattering.
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4 Conclusions and Further Directions

We demonstrated how an accurate numerical solution of the field-driven time-
dependent Schrédinger equation can be used to gain valuable information on
the attosecond time-resolved dynamics of atomic and molecular photoionization.
This information is complementary to traditional photoemission studies with
continuous synchrotron fields and brings one step closer to practical realization of
the concept of a complete photoionization experiment. We focused our attention
on the two key observables of attosecond chronoscopy: the Wigner time delay
and the tunneling time. The Wigner time delay is unambiguously established in
atomic [1] and molecular [17] photoionization and serves as a useful tool to study
both one-electron potentials and collective many-electron effects. The tunneling
time is still a subject of a considerable debate and controversy [9]. Our numerical
simulation supported by the classical Keldysh—Rutherford model point to zero
tunneling time.

In the future, the present single active electron model will be extended to
include many-electron correlations and relativistic effects.
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Abstract. Electron—molecule resonances, which are short-lived excited states
of molecular negative ions, have attracted increasing attention in recent times
due to their complex dynamics as well as their role in wide variety of practical
applications. Formation and decay of the resonance is the most efficient way of
converting kinetic energy into chemical energy in a medium through the
creation of vibrationally or electronically excited states, radicals and negative
ions—all of which are chemically very active. It has been found that the energy
specificity of this process allows chemical control by bond selective fragmen-
tation of organic molecules. Though diverse experimental techniques have been
used to study the resonances over the last few decades, recent advances have
provided several new insights into the dynamics of these species. This review
would provide a short overview of the role of these resonances in various areas
of science and technology followed by some of the significant findings in recent
times.

1 Introduction

1.1 Process, Dynamics, and Features

“Electron—molecule resonances” or negative ion resonances (NIR) in molecules are
excited states of molecular negative ions. All the atoms and molecules are characterized
with respect to their electron affinity which can be positive or negative. Those with
positive electron affinity could form stable negative ions. These species stay as such
until and unless interacted upon by radiation or other particles. It may be noted that
even without positive electron affinity, atoms and molecules may have negative ion
resonant states. The negative ions and their excited states are important species in any
environment where free electrons are available, as in atmospheric or industrial plasmas,
interstellar medium and liquid or solid medium subjected to high-energy radiation. Due
to their importance, these species have been investigated for more than half a century
[1-3]. Because of its importance in several areas of science and technology, the interest
in this area is still thriving. Recent developments in new instrumentation and a number
of important results have provided a new impetus to the study of NIRs in molecules.
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A very recent review gives a reasonable account of this area in the last two decades [4].
In this article, we try to bring out some of the recent exciting developments in this area.

Depending on its energy, a free electron on its interaction with a molecule could
impart its kinetic energy to the molecule and at the same time get captured forming the
NIR. This is a discrete state lying in the continuum of the free electron + molecule
system, and thus have finite lifetime against auto-detachment, which is loss of extra
electron. This lifetime may vary from femtosecond to microseconds depending on the
molecule and the given resonance. If the lifetime against auto-detachment is sufficiently
large (of the order of vibrational motion time or larger), this electron—molecule colli-
sion complex could also dissociate to give a stable negative ion and one or more neutral
fragments, depending on the nature of the molecule and its potential energy surface.
The process starting from electron attachment and ending in the formation of a frag-
ment negative ion is called dissociative electron attachment (DEA). The schematic of
these processes is shown in Fig. 1. Here an electron of energy E, interacts with a
molecule AB and gets captured to form the NIR. This state decays continuously
releasing the extra electron through the process of auto-detachment. The electron thus
released need not have the full energy of the free electron that was captured, as the
neutral molecule may be left behind in excited rotational, vibrational, and/or electronic
states. The ejected electron can be observed in a conventional scattered electron
spectroscopy and could be used to obtain information on the resonance that was created
as well as the state in which the neutral molecule was left behind.

The decay of the resonance leading to dissociation giving neutral and negative ion
fragments (in this case, A and B ) could be studied by negative ion mass spectrometry.
A third channel for the decay of the resonance has been recently identified in poly-
atomic molecules in which the resonance decays producing non-radical neutral frag-
ments by breaking more than one bonds (not a double bond) and a free electron. This
has been called bond breaking by catalytic electron (BBCE) [5, 6]. The final products
being neutral the process is difficult to be identified in general except by optical

Negative ion resonance
PN Ve 3 )
e(E) + 4B) L (A-B))")
I‘Jissoc:iaV | \_J_Lg-_dgl_aghm_em
. A Dissociationwith /7, o)
P Fi— 1ssocation wil / T o
I'\_‘_A_,.-'I + \ B ,.'I electron ejection '( B) /," +e (E)
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Bond Breaking by Catalytic Electron (BBCE)
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Fig. 1. Schematic of the formation and decay modes of NIR in molecules
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spectroscopy or using other secondary probes. In this article, we will be mostly dis-
cussing the DEA channel and how it is used to study the electron—molecule resonances,
but include a discussion on the recent identification of BBCE in an experiment.

The schematic of the decay of the resonance in terms of molecular potential energy
curves for a diatomic system is shown in Fig. 2. Here the neutral molecule AB in its
ground state and a generic repulsive state of the resonance AB™" are shown. The width
of the negative ion curve shows its finite lifetime against auto-detachment. Note that the
electron affinity of B makes the energy of the NIR lower than that of the neutral state
for inter-nuclear distance greater than R.. The vertical dashed lines bounding the v =0
state of the neutral (where most of the molecules would be energetically at room
temperature) depict that the electron attachment process is Franck—Condon-type tran-
sition. The thick arrows marked a and d indicate auto-detachment and dissociation,
respectively. The thin vertical arrows starting from AB™" and ending on AB show how
the molecule may be formed in vibrationally excited state as the electron is released.
This auto-detachment decay can happen only till R., beyond which energetically it is
disallowed.

The absolute cross sections for DEA, opga can be written as [7] a product of the
electron attachment probability, c. and the survival probability p as

opea(e) = ac(e) x p(e)
and p(¢) is given as

R.

p(e) = exp E/gg((}]:))dR Nexp(Z)

&

where I, the auto-detachment width, v(R) the velocity of separation of A and B™, 7, the
auto-detachment lifetime, and 7, the dissociation time. These equations show that the
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Fig. 2. Schematic of the DEA process
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DEA cross sections are very sensitive to R, the inter-nuclear distance at which the
electron attachment took place. Thus, initial vibrational excitation of the neutral
molecule may lead to exponential change in the DEA cross section [8, 9]. In general,
the cross section increases exponentially with decrease in dissociation time and
increase in auto-detachment time. Note that depending on the isotopic composition of
the molecule, there will be change in the dissociation time, thus leading to considerable
isotope effect in the DEA cross section [10].

1.2  Applications

As described above, the electron—molecule resonance is a very efficient doorway in
converting the electron kinetic energy into chemical energy by creating highly reactive
species like electronically and vibrationally excited molecules, radicals, and negative
ions. In a plasma environment, the free electrons are always present and they contribute
to the plasma chemistry dominantly through the resonant attachment. Interaction of
energetic photons or other particles in a condensed medium produces free electrons in
an exponential manner through an ionization cascade till the entire energy is dissipated
into the medium. While the ionization process creates positive ions and radicals, the
cascade ionization process eventually creates low-energy electrons far more in numbers
which then participate in the formation of NIRs and consequent production of reactive
species. In many of the reactions induced through electron—molecule resonances, the
role of electrons is not only in providing the necessary energy to overcome the barrier
for a reaction but also in creating a pathway which may not have been possible
otherwise. An excellent example of this is the possible formation of stable N, , which
has been recently identified in theoretical calculations [11].

There are several gaseous and condensed media in which the electron-induced
chemistry plays a major role. One such medium is the industrial plasmas used for
lighting, semiconductor etching, plasma-assisted chemical vapor deposition, and gas
lasers [12]. The fluorocarbon plasmas used in the semiconductor industry have been in
limelight due to the global warming potential of these molecules and consequent efforts
to replace them with other molecules [4]. These and the new techniques being
developed for nanolithography using focused electron beam and ion beam have
brought the focus on electron interaction on several new molecules. The finding that
low-energy electrons play a significant role in DNA damage [13] has resulted in
increased interest in using DEA properties of molecules in radiation therapy. Single-
molecule engineering using scanning tunneling microscopes (STM) is another area in
which NIRs are found to play a major role [14]. It is also realized that the electron-
induced processes are the inevitable links in the creation of molecules, including
biological molecules in interstellar medium [15].

2 Theory

The resonances observed in electron—molecule collisions have been modeled using
scattering theory with the attached electron getting captured in a state that can be
described by a complex energy value—the real part describing the energy level and the
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imaginary part describing the lifetime of the resonance. Several approaches like the
Schwinger multichannel method [16, 17], discrete momentum representation method
[18], and R-matrix method [19] have been employed to determine and describe these
resonance states. While these methods predict the symmetry, energy, and lifetime of the
resonance they fall short in describing the DEA process as it involves treating the
nuclear degrees of freedom and its coupling with the electronic one. To describe the
DEA process, one needs to obtain the potential energy and the lifetime as a function of
the nuclear coordinates of the excited negative ion states in addition to their variation as
a function of geometry. The additional complication of the description of the extra
electron, which would be done using defused orbitals, makes these calculations
extremely challenging. Very low-energy electron attachment resulting in vibrational
Feshbach resonance and subsequent dissociation has been described using R-matrix
theories [20]. For higher energies, for diatomic molecules, the theoretical description
has been achieved with a great degree of success [21, 22]. However, the same cannot
be said about the polyatomic molecules. The complications of several nuclear degrees
of freedom and their coupling with the electronic degrees of freedom have imposed
severe constraints on the success of these calculations. There have been several
attempts to address this issue by incorporating various approximations.

One such approximation is in describing the dissociation of the molecule as being
confined to nuclear motion at the bond undergoing dissociation, while all other bonds
are kept fixed. Such fixed nuclei approximation although reduces the computational
efforts, it does not capture the very essence of the nuclear dynamics under the influence
of the extra electron. In an advancement of this approach, Haxton et al. [23] have
provided the possibility of incorporating the motion of all atoms in the molecule as
exemplified in the detailed calculations of the DEA process in water molecule. For this
purpose, they carried out calculation of the potential energy surface for the anion state
using large-scale configuration interaction which gives the energy of the anion state.
They also used the complex Kohn variational calculations to determine the width of the
resonances. The idea behind these calculations being that if the resonance width is
narrow in the range of nuclear geometries of the molecule, then the standard CI
calculations can be carried out for the real part of the potential energy surfaces. For the
corresponding imaginary part, the fixed nuclei complex Kohn variational method is
used for limited geometries of the molecule, particularly in the Frank—Condon region
with the neutral target potential energy surface. Knowing the potential energy surfaces
of the anion and neutral ground state, one can describe the full dynamics of the DEA
process using the local complex potential approximation. The DEA cross sections
obtained using this method showed limited success [24]. The absolute cross sections
for the H channel were consistent with the experimentally observed values but those
for the O channel were found to be an order of magnitude lower than the measured
values. One of the limitations of this approach is the local nature of the theory where
the width of the resonance depends only on the geometry of the molecule. The electron
energy dependence of the width cannot be described in this model.

In another set of efforts toward understanding the structure of these anion resonance
states, the method of analytic continuation is used to obtain the resonance positions and
widths [25]. One of the ways of achieving this analytic continuation is using the method
of complex scaling [26]. A second approach is the addition of an optimized absorbing
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potential which separates the inner bound region of the anion from the outer part where
wave function of the resonance does not vanish due to continuum states. The complex
potential is chosen such that it does not affect the resonant state in the inner region but
damps the asymptotically increasing continuum wave function in the outer region. This
makes it bound in the inner region and insensitive to the artificially added complex
potential. By suitably choosing a real and imaginary absorbing potential called contin-
uum remover complex absorbing potential (CR-CAP), the problem of obtaining the
resonance energies becomes the problem of solving the bound states in the finite inner
region [27, 28]. After implementing such CR-CAP, the problem is handled with well-
established quantum chemistry methods. In this way, not only the resonance energies can
be derived for polyatomic molecules with fairly good accuracy, one can also calculate the
molecular orbitals that are possibly occupied by the captured electron. This also helps in
determining the possible dissociation paths for the given resonance as one can also
calculate the relevant potential energy surfaces. The understanding of the nature of the
resonance state in acetone and acetaldehyde that result in the formation of O™ from the
carbonyl group (shown in Fig. 3) is an example of the usefulness of this technique [29].

The essence of molecular dynamics of the excited anion resonances is captured in
the absolute cross sections and kinetic energy and angular distributions of the fragment
anions produced in the DEA process. The potential energy surfaces obtained from the
ab initio calculations for various resonances can give a fair amount of information on
both these aspects. In the case of H,O, apart from the absolute cross sections for the
DEA channels, Haxton et al. [30] determined the expected angular distribution of the
fragment anions. They calculated the relative differential cross section for the incoming
electron to be captured for various molecular orientations with respect to the electron—
momentum vector [31]. Under axial recoil approximation, these relative differential
cross sections, also known as entrance channel amplitudes (shown in Fig. 4 for water),
could be converted to the angular distribution of the fragment anion with respect to the
electron beam axis after suitable molecular frame to laboratory frame transformation.

Fig. 3. Occupied molecular orbitals on electron attachment to a acetone at 8.2 eV and
b acetaldehyde at about 9.5 eV. The resulting resonance leads to the formation of the O™ ion in
each case. Here acetone undergoes a many body breakup, whereas acetaldehyde shows two body
breakup (reprinted with permission from [29])
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Fig. 4. Electron attachment probability calculated at the equilibrium geometry of the neutral
water molecule for the three resonances as a function of polar angles about the center of mass.
Dots denote positions of nuclei (Reprinted with permission from [31])

Usually, the experimentally obtained angular distributions were fitted with the
functions obtained using the formalism presented by O’Malley and Taylor [32] for
diatomic molecules and further adopted for the polyatomic molecules by Azria et al.
[33]. Here the axial recoil approximation is understood to be essential to fit the angular
distribution. The angular distribution function obtained this way essentially gives the
same distribution that is deduced from the entrance channel amplitude method. For
example, the angular distribution for the H™ production obtained [34] for the maximum
kinetic energy ions from the A; resonance in water can be seen matching with the
expected angular distribution using either method as shown in Figs. 4 and 5a, b.
However, for the ions with kinetic energies lower than that expected based on the
thermodynamics threshold have signature of the molecular dynamics on the NIR
potential energy surface as in Fig. Sc. This has been captured by carrying out the
classical trajectory calculations on the potential energy surface calculated earlier [31].
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Fig. 5. Angular distribution obtained for H ions obtained from water molecules by DEA at
a8.5 eVand b9 eV electron energy. The distributions shown are for the ions with kinetic energy
release of 4 eV. The dashed line shows fit with s + p wave contribution to the A; — A, transition
and solid line shows the fit with s + p + d waves under axial recoil approximation. ¢ Angular
distribution for DEA at 9.5 eV electron energy with 2 eV of kinetic energy release. The dot-
dashed line expected angular distribution obtained using classical trajectory calculations on the
potential energy surface calculated for anion state [31] (Reprinted with permission from [34])
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3 Experiments

As mentioned earlier, the very essence of these NIRs can be captured in the absolute
cross sections and kinetic energy and angular distributions of the fragment anions from
the dissociative electron attachment process. The absolute cross section provides a
glimpse into the intricacies of the coupling of transient negative ion states with the
auto-detachment continuum. The kinetic energy and angular distributions of the frag-
ment anions carry footprints of the dynamics that these states undergo. Conventionally,
mass spectrometers have been used to obtain the partial absolute cross sections for
various fragment anions produced. Particularly, quadrupole mass spectrometer based
setups have been used for obtaining relative cross sections with high mass resolution.
This is essential when the molecules undergo fragmentation that has multiple channels
available [35]. However, apart from the problem in dealing with H™ ions and ions with
large kinetic energies, this method has not been able to provide absolute cross sections.
It has been found that even obtaining relative cross sections with this technique runs
into difficulties while dealing with ions produced with large kinetic energy. While the
quadrupole mass spectrometer allows good mass resolution, the collection and trans-
mission of all ions irrespective of their initial kinetic energies and angular distribution
is a major issue with them. Time of flight technique with a segmented flight tube
employing a pulsed electron beam and pulsed ion extraction was found to eliminate
these problems successfully [36]. One improvement upon this technique is the use of
momentum imaging of the ions ensuring complete collection and detection of the ions
[10]. In both these methods, relative flow technique has been used to determine the
absolute cross sections [37].

Earlier, the kinetic energy distributions of these ions were measured using ion
energy analyzers coupled to a mass spectrometer, which were rotated about the
interaction point in the crossed electron beam, molecular beam setup [38, 39]. Such
measurements carried out in the plane containing the electron beam would provide the
angle differential signal from the process. These methods were time-consuming and
also restricted to limited range of angles, in addition to having systematic errors. The
introduction of velocity map imaging (VMI) technique for measuring the momentum
distribution of the fragment anions in low-energy electron collision experiment [40] has
revolutionized the understanding of the DEA process. That this technique could cover
entire 360° turned out to be very significant advantage as it provides data at 0° and
180°, which are very sensitive from symmetry considerations and enable identifying
new resonances [41], distinguishing different overlapping resonances [42], and iden-
tifying new symmetry-based dynamics of the resonances [43, 44].

The basic idea behind the VMI technique [45] is to map the 3D Newton sphere in
momentum space of the fragment ions produced on a 2D position-sensitive detector in
such a way that the ions produced with a specific velocity are directed to fall at a given
point on the detector. In order to obtain the original 3D velocity distribution, one makes
the back transformation of the distribution obtained on the detector. The underlying
requirement for this is to have an axis of symmetry in the original 3D distribution to be
parallel to the detector plane. A variant of this technique, namely, velocity slice
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imaging (VSI) where a slice of the Newton sphere containing the symmetry axis
parallel to the detector plane is mapped on the 2D position-sensitive detector [46]. This
being a 2D-to-2D transformation, inversion of the measured data is not needed. While
these techniques were successfully used for photodissociation experiments with pulsed
lasers, employing them for low-energy electron collision needed several issues to be
resolved—Iike how does one ensure that the electric field in the interaction region used
for imaging does not affect the electron beam and how the huge secondary electron
background is eliminated while detecting the negative ions. Apart from pulsing the
electron beam and pulsing the imaging field in the interaction region, the bigger bot-
tleneck of the secondary electron problem was solved by the clever use of a magnetic
field [40]. A schematic of the velocity slice imaging is shown in Fig. 6. The success of
this new experiment led to the development of several such or similar machines across
the world [47-52] which have resulted in a spurt of important publications on the
dynamics of the DEA process. This new development in experimentation led by TIFR
has opened up a new window for studying the DEA process and is playing a major role
in reviving this area of physics. Several of the new results obtained using this technique
have been reviewed very recently [4].
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Fig. 6. Schematic of the velocity slice imaging technique for low-energy electron collisions.
a SIMION modeling results for velocity focusing. The electrodes, equipotential surfaces, and the
ion trajectories are shown. b Electron beam direction (blue arrow) and the central section of the
Newton sphere. ¢ Schematic of the trajectory of the Newton sphere. d Typical time of flight
spectrum. The region bounded by the two lines in the center corresponds to the central slice of
the Newton sphere. e Typical velocity slice image
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4 Some Significant Results

4.1 Functional Group Dependence and Chemical Control Using Bond
Selectivity

Chemical control has been the “holy grail” toward which a large number of different
approaches have been made as it allows one to channel a given reaction in a specific
way in order to increase the yield of a specific product and minimize the formation of
unwanted by-products. The obvious and numerous advantages this will bring to the
society have made it the ultimate goal in chemistry. A wide variety of approaches have
been made toward this, the most prominent being use of lasers due to their
monochromatic nature, high intensity in a very narrow spectral band, and, most
importantly, the high level of coherence. Among several ideas that have been put forth
and demonstrated, the most important one has been “coherent control” using fem-
tosecond lasers [53-55]. These and various other techniques demonstrated till now
involve a great deal of instrumentation and sophistication apart from the important
question of scalability to make an impact for real-life applications. This is the context in
which controlling chemical reactions using electrons becomes important.

Short reviews of chemical control using electrons have been given earlier [56, 57].
Electrons are ubiquitous and easily produced and their energy can be changed instan-
taneously and almost trivially by changing the potential on the accelerating electrode. As
is well known, the DEA process can break a molecule even when the electron energy is
less than the dissociation energy of the bond that is being broken. The extra energy that
the electron needed comes from the electron affinity of the fragment. This, along with
the different bond dissociation energies, leads to different threshold energies for different
DEA channels. This provides a natural avenue for bond selection which is solely based
on the dissociation threshold. One example of this is DEA to CS, [36] where S~ alone is
produced below 4 eV, while all the possible fragment ions are produced above 4 eV.
This property is easily manifested in chlorofluoro compounds in which the C-F bond
dissociation energy is larger that of C—CI bond dissociation and the electron affinity of
Cl is slightly larger than F. This allows Cl to be formed at near-zero electron energies,
while F~ is formed at electron energies above 2 eV [58, 59]. Such threshold energy
dependence has been highlighted by an innovative experiment for complete chemical
transformation of a molecular film of 1,2-C,F,Cl, [60]. Another example of this is the
site-selective dissociation of DNA bases by slow electrons (of energy less than 3 eV) in
the H abstraction channel of the DEA process [61].

Around this time systematic measurements at TIFR, Mumbai [62, 63] on DEA to a
number of organic molecules and their isotopomers showed that C-H, O-H, and N-H
bonds in these molecules could be selectively broken, by controlling the electron
energy. An example of the C—H and O—H bond selectivity is the data from acetic acid
shown in Fig. 7. The H formation from acetic acid (CH;COOH) shows three peaks at
6.6 eV, 8.5 eV, and 10 eV, respectively. In contrast, the H from CH;COOD shows
only the 10 eV peak. At the same time, D from CH3COOD shows peaks at 6.5 and
8.5 eV and considerably reduced intensity at 10 eV. This clearly shows that the DEA
process is being confined to either the C-site or the O-site depending on the electron
energy. The measurements on other carboxylic acids and alcohols showed similar
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Fig. 7. Relative intensities of H™ and D~ from CH3COOH and CH;COOD as a function of
electron energy. While H™ from CH;COOH shows three peaks that from CH3;COOD shows only
the peak at 10 eV and the first two peaks appear only in the D~ signal (Adapted with permission
from [62])

behavior. On extending these measurements to amines, it was seen that such selectivity
exists for the N-site as well, clearly distinguishing it from that at the C-site [62, 63]. It
may be noted that in all these cases, the threshold energy needed to break any of the C—
H, O-H, and N-H bonds is below 4 eV and what is seen here is not a threshold energy
effect discussed above, where the selectivity is due to bond dissociation energy and the
electron affinity of the fragment anion. The TIFR measurements showed that one can
control the fragmentation in the energy range of 5 eV and above, which is well above
the energy needed to break the C—H, N-H, and O-H bonds. This was a qualitative
jump from the electron-based chemical control known till then. An analysis of the
fundamental basis for this control led to the discovery of the new phenomenon of
functional group dependence in the DEA process.

A comparison of the DEA data from the organic molecules in which the C-H, O-
H, and N-H bonds were selectively broken with that from the precursor molecules of
these bonds like CH,4, H,O, and NH; showed that the resonant electron attachment
property of these precursor molecules are retained in the respective sites in the organic
molecules (Fig. 8). That is, the electron attachment properties of methyl, hydroxyl, and
amine sites in organic molecules follow the pattern seen in methane, water, and
ammonia, respectively, and are universal in nature. Further analysis showed that these
observed properties arise from the formation of Feshbach resonances in which an
electron is removed from a nonbonding orbital and two electrons (including the cap-
tured one) are placed in an antibonding orbital. This leads to a localization and
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Fig. 8. Relative yield of H from carboxylic acids and water. The vertical scale is relative
intensity and the horizontal scale is electron energy in eV (Adapted with permission from [63])

speeding up the dissociation process so that there is minimum intramolecular energy
redistribution (IVR), which has been historically a bane of chemical control using light.

This discovery of the functional group dependence in DEA provided a deeper and
more robust basis for electron-based chemical control than known till then. That the
bonds in organic molecules could be selectively cleaved based on the functional groups
also opened up the possibility of developing new analytical techniques as well as
greatly enhanced the potential of electron-based chemical control for industrial appli-
cations and in radiation therapy. This work has been one of the major milestones in the
recent renaissance of low-energy electron—molecule collisions.

4.2 DEA to Halo Compounds

DEA to halogen compounds is particularly important since these molecules are used in
dry etching of semiconductor chips. At the same time, these molecules are of concern
in the chemistry of upper atmosphere leading to ozone destruction and as greenhouse
gases. Consequently, DEA measurements on these molecules have attracted consid-
erable interest. Here we summarize the highlights of measurements on two of these
molecules using velocity slice imaging. The first one on CF;I comes out as an excellent
example of the contrast between photodissociation versus DEA and reveals how the
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dissociation product intensities are inverted by the presence of the extra electron [64].
The second one on CF, shows the interplay of symmetry and dynamics in the DEA
process [43].

CF;l: Due to its short lifetime in the atmosphere and hence reduced global warming
potential as compared to tetrafluoromethane (CF,), trifluoroiodomethane (CF;l) is
being considered as a replacement for the former as a plasma etchant in semiconductor
industry. The relatively low lifetime of the molecule in the atmosphere is due to its
efficient destruction by photodissociation leading to CF; radicals and iodine atoms in
2P,,, and P, , states. It has been found that 84% of iodine atoms are produced in the
excited 2P1/2 state which lies at 0.94 eV above the ground state of 2P3,2 [65]. This
branching ratio is a direct result of the excitation probability of the molecule into the
Qo and 'Q, states of the neutral on photoabsorption from where they dissociate
unhampered to the respective dissociation limits (Fig. 9). Thus, the photodissociation
of CFslI could be shown as

CFs31+hv — CFI (°Qp) — CF; +1(*P;2) (dominant channel)
— CF3I(1Q1) — CF; + I(2P3/2) (weak channel)

DEA measurements on CF;I have shown the formation of I (at near-zero energy)
and CF;  (at 3.8 eV) [66]. The resonance leading to CF;™ at 3.8 eV is a core-excited
resonance that is associated with electronic excitation to the antibonding 6*cg;; LUMO
[66], which could result in a 2A1 or ’E state identical to the ¢ — o* and
n — c* excitation of the A-band transition in the neutral. The transition of this type in
the neutral molecule on photoabsorption leads to the 3Qo and *Q, states shown in Fig. 9.
In analogy with the photoexcitation, the negative ion resonant states, 2A; and E leading
to the formation of CF5 could be qualitatively represented in the figure by dashed lines.
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Fig. 9. Schematic of the potential energy curves as a function of C-I distance of CF;I and CF;I
which are involved in photodissociation and DEA, respectively. In addition to the neutral ground
state, the *Qq and 'Q; excited states of neutral molecule (solid lines) and the corresponding 2A,
and ’E core-excited negative ion states (dotted lines) are shown (Reproduced with permission
from [64])
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Fig. 10. Velocity slice images (left) and the respective angular distributions (right) of CF;  at
electron energies of 3.3 eV (top), 3.8 eV (middle) and 4.3 eV (bottom). The white arrows in the
images show the electron beam direction and the solid lines in the angular distribution figures are
fit for A; symmetry (Reproduced with permission from [64])

The momentum images of CF;™ obtained with electrons of energy around 3.8 eV
(Fig. 10) showed an inner blob and an outer ring [64]. The kinetic energy analysis of
the images proved that the outer ring corresponds to the production of the neutral
atomic iodine in the ground state (I %P,,,) and the inner blob corresponds to the excited
I (*P1)»). By time-integrating VSI data corresponding to the inner and outer structures,
the total contributions of each of the two (inner and outer) Newton spheres could be
obtained which showed that 96-98% of the total CF;™ signal corresponds to the outer
ring—that is, 1 (*P5,) channel. On fitting the angular distribution of the ions corre-
sponding to the outer ring, it was seen that the corresponding resonant state is definitely
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of A; symmetry and not of E symmetry. This allowed the DEA process leading to CF5
formation to be described as

CF3l+e” — CFsl™ x (*A) — CF; +1(?P, 5 ) (weak channel)
— CF31” * (*A) — CFsI” *(’E) — CF; +1(*P3,) (dominant channel)

Thus, in contrast to photodissociation, DEA leads to the production of I atoms mostly
in the ground state. This is a clear example of how the electron-induced chemistry could
be different from photochemistry. It is interesting to note that the contrasting behavior of
electron vis a vis the photon is due to the electron spin, which allows both the negative ion
resonant states to have the same spin multiplicity. The >Q state which has the dominant
oscillator strength cannot transfer its excitation to the lQl state since they have different
spin multiplicity. However, the A, resonant state created with similar core excitation as
that of 3Q, state (and hence dominant transition probability for formation) has a conical
intersection with the E resonant state (which has low probability for formation by
electron attachment, similar to its neutral counterpart 'Q,). This conical intersection
between A, and E states allows dissociation to the I(2P3/2) limit, as shown in Fig. 9 [64].

CF4: Being an effective plasma etchant gas, CF, has been investigated in several low-
energy electron scattering studies, including DEA [67, 68]. DEA to CF, is known to
produce F and CF;™ with fairly high cross section and F,” with small cross section
between 4 and 10 eV [69]. While it is a very important molecule in practical appli-
cations, the high-level tetrahedral symmetry it possesses makes it an interesting one
from basic physics considerations.

One of the symmetry-based effects in molecules which have been of considerable
interest is the Jahn—Teller effect. This has been observed in optical spectroscopy and
photochemistry of molecules [70]. The question was if this effect can be seen in a
scattering process and DEA studies on CF,4 using momentum imaging proved that it
could be observed in the electron attachment and subsequent dissociation process.
Signatures of the Jahn—Teller effect were suspected to be present in DEA to CH, [71]
which has identical symmetry properties like CF,, but could not be clearly proved.

The momentum images of F and CF; at different electron energies across the
respective DEA peaks were analyzed both for the kinetic energy distribution of the
fragments and their angular distributions [43, 72]. F~ momentum distribution shows the
presence of two distinct but overlapping NIRs in the range of 4-10 eV—one going
through two-body dissociation and the other one decaying through three-body frag-
mentation. CF;, on the other hand, appears to be formed from a single resonance
between 5 and 9 eV. The mutual forward—backward mirror symmetry of the
momentum images of the two fragments (Fig. 11) and that both these are produced in
same electron energy range showed that they are the products of the same NIR. These
angular distributions of F and particularly that of CF;™ could not be fitted well for the
CF, resonance state in the Ty symmetry. A good fit could be obtained only by
allowing for a superposition of T4 and Cjz, symmetries (Fig. 12). The quantum
mechanical superposition of the two symmetries in the angular distribution can man-
ifest only if during the attachment process the electron encounters both these sym-
metries in the molecule. What it means is that degenerate states of higher symmetry are
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Fig. 11. Velocity slice images of F~ (upper) at 5.5 eV (left) and 7.5 eV (right) and for CF;~
(lower) at 5.5 eV (left) and 8.5 eV (right). The arrows at the top show the direction of electron
beam (Adapted with permission from [43])
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Fig. 12. Angular distributions F~ at 5.5 eV (a) and 7.5 eV (b); CF3z™ at 5.5 eV (¢) and 7.5 eV
(d) (Reprinted with permission from [43])
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split allowing for the capture of an electron with a different angular momentum which
was not possible in the pure Ty symmetry. The lifting of degeneracy due to structural
change is typical of Jahn—Teller effect. This is possible since CF;, has Cs, symmetry
with one of the C-F bond being elongated. Because of the dynamics and the corre-
sponding Jahn-Teller distortion, the angular distribution clearly showed the superpo-
sition of the T4 and Cs, symmetries, the first such instance seen in electron scattering.

The presence of the Jahn—Teller effect could also be determined from the kinetic
energy distributions of the two fragments as a function of electron energy across the
respective DEA peaks. The kinetic energy release from the two-body dissociation
channel of F~ showed a direct proportionality to the incident electron energy across the
resonance, though a well-defined fraction of the excess energy is seen to be shared by
the internal excitation of CF5 neutral fragment. In the case of CF5;~ channel also, a part
of the excess energy is shared between the internal excitation of CF;™ and the kinetic
energy of the fragments. However, this sharing seemed to have a strong dependence on
the incident electron energy (Fig. 13). Up to certain electron energy, decided by the
stability and geometric structure of the CF; relatively small energy appears as kinetic
energy of the fragments. Above the threshold where CF; could be formed in the
geometry similar to the CF; part of CF,, most of the excess energy appears as kinetic
energy of the fragments. This dynamics of the change in geometry of the CF; part as
the CF, undergoes dissociation is also manifested in the angular distribution of the
fragments as Jahn—Teller effect [43, 72].
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Fig. 13. Kinetic energy release determined from the velocity slice images in the F~ channel
(left) and CF5  channel (right). While the F~ channel shows monotonic increase with electron
energy, the CF;  channel shows different behavior above and below 7 eV of electron energy
(Adapted with permission from [43])
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4.3 Formation of Molecular Oxygen by DEA to CO,

DEA to CO, has been reported to produce O™ as the predominant product at energies of
4, 8, and 13 eV [73] and at higher energies O, and C  are also reported [74]. The
molecular dynamics leading to the O™ channel has been studied recently in great detail
in terms of angular distribution and kinetic energy distribution using the VSI technique
[51, 75, 76]. From the earlier measurements [74], the C channel appearing at 16, 17,
and 18.7 eV, respectively, was assigned to three-body dissociation leadingto C + O + O
based on its occurrence at the relatively high electron energy.

In the very recent velocity slice imaging studies of C ions, Wang et al. [77]
observed two distinct structures, as shown in Fig. 14. The data from two electron
energies are shown in the figure. The more intense unresolved structure in the images in
the left panel is due to three-body fragmentation (C + O + O) while the structures
outside it are due to two-body fragmentation (C~ + O,). The two-body fragmentation
with O, (X° X, ) has the thermodynamic threshold of 10.18 eV. The finer structures in
the two-body channel are due to vibrational excitation of O, (X3Zg) as marked in the
kinetic energy distributions in the right panels. The data showed that near 16 eV the O,
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Fig. 14. Momentum image of C ions obtained at a 15.9 eV and b 18 eV. Corresponding
kinetic energy distributions are shown in ¢ and d, respectively. The more intense unresolved
structure in the images is due to three-body fragmentation (C° + O + O) while the structures
outside it are due to two-body fragmentation (C~ + O,). The finer structures in the two-body
channel are due to vibrational excitation of O,. It may be noted that at lower electron energy the
O, production is more efficient (Adapted with permission from [77])
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production channel has cross section almost equal to that for the three-body frag-
mentation channel, which has the thermodynamic threshold at 15.28 eV. As the
electron energy is increased, the relative contribution from the O, production channel
was found to be decreasing. The detailed analysis of the observed angular distribution
of the energetic C ions showed that up to 17.5 eV, the two-body dissociation appeared
to start with little bend in the O—-C-0O, whereas for higher electron energies, the parent
anion undergoes substantial bending before dissociation.

The observation that O, is being produced by DEA to CO, is of interest in the
context of the early evolution of the planet Earth. It was assumed that in early Earth
molecular oxygen was produced primarily by recombination of two O atoms in the
presence of a third body [78]. Recently, photodissociation of CO, has been proposed to
be another process responsible for producing O, on early Earth [79]. The observation
of O, production by DEA from CO, shows the presence of yet another process in the
early evolution of Earth’s atmosphere [77].

44 Quantum Coherence in Single-Electron Attachment

Dissociative electron attachment to H, has been extensively studied in the past. The H™
channel shows three peaks in the ion yield curve at 4, 10, and 14 eV of electron energy.
Of particular interest is the 14 eV peak which results from the dissociation of Hy
anion into H™ and H atom in excited (n = 2) state. So far, all reports in electron
scattering measurements assign this resonance to the 22; state [80]. Based on the
formalism for fragment anion angular distribution under axial recoil approximation
[32], the angular distribution expected from this resonance (lEg — 22; transition) is
isotropic if we consider the lowest partial wave (s-wave) transfer in resonance for-
mation. However, the observed angular distribution (Fig. 15) at the 14 eV peak shows
the ion intensity peaking at 0° and 180°. But more importantly the distribution shows
forward—backward asymmetry, which is a feature not expected from a homo-nuclear

P“ (a. u.)

Fig. 15. Velocity slice images (converted to momentum images) of H™ from H, and D™ from D,
at different electron energies. The electron beam direction is from bottom to top of the figure. The
data at 4.5 eV for H, is shown for comparison, which shows the expected symmetry in the
forward—backward lobes [44]
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diatomic molecule due to its inversion symmetry. This asymmetry was found to be
mostly absent or even reversed based on attaching electron energy in the case of D,.

These results, which were first of its kind and surprising to begin with, were
explained due to the very quantum behavior of the attaching electron and subsequent
interference between two quantum paths of DEA. A single electron on attachment to a
molecule creates a coherent superposition of two NIRs (22; and *Z7) of opposite parity
that dissociate to the same limit. The two NIRs that participate in this process neces-
sarily overlap in the Frank—Condon region. The even (22;) and odd (°Z}) parity states
are determined by the quantum of angular momentum (in this case, 0 and 1, respec-
tively) transferred to the molecule by the attaching electron. The single coherent state
created by the superposition of the two NIRs propagates through two different paths
decided by the potential energy curves of the individual NIRs and results in a phase
difference at the dissociation limit. This phase difference leads to the interference and
the observed forward—backward asymmetry in the angular distributions. The phase
difference is dependent on how fast the wave packet of the resonance proceeds along
the two paths, which in turn depends on the total energy available based on the energy
of the attaching electron, the path traversed, and the mass of the two nuclei. Thus, one
expects to see a difference in the interference pattern and the angular distribution as a
function of the electron energy as well as the isotopic composition.

This in a way explains the difference between H, and D,. Yet another effect leading
to the difference in H, and D, data is the fact that the two NIRs are continuously
decaying through auto-detachment. In fact, the probability for formation of D from D,
is only about one-third of H from H, [10], implying more loss through auto-
detachment in the case of D, as compared to that of H,. The cause of this is again the
mass difference between the two, with the wave packet of the D, resonant system
taking longer time to reach the dissociation limit as compared to that of H,. If the
lifetime of any of the two resonances is comparable or shorter than the dissociation
time scale, the different dissociation time will substantially change the relative
amplitude of each path. The net effect of this is a difference in the contrast of the
asymmetry between H, and D, as observed in the experiment. A qualitative model of
this using empirical potential energy curves for the resonances is shown in Fig. 16. It is
also clear that the shorter lived T} resonance contributes substantially in the auto-
detachment channel leaving its signature on the angular distribution of the ejected
electron [80], while the longer lived 22: makes dominant contribution to the DEA
channel as observed in its angular distribution [44].

4.5 Bond Breaking by Catalytic Electrons

As discussed in Sect. 1, a new mode of decay of the NIR was proposed in which the
final products are non-radical neutrals and a free electron. The initial proposal of this
came in a reaction in which the free electron attachment was followed by breaking two
bonds in an organic molecule producing two neutral fragments and a free electron [5].
This model was further extended to another system in a concerted barrierless four-
bond-breaking mechanism giving rise to three neutral products and a free electron [6].
It appears that in these cases, the electron is captured into a multicentre antibonding
orbital which weakens the corresponding bonds and they consequently relax.
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Fig. 16. Schematic of the DEA process in H, and D, at 14 eV. Two quantum paths arising from
the electron attachment lead to the same dissociation limit causing their interference. The
amplitude of each path is dependent on the dissociation time and the individual lifetime of the
participating NIRs against auto-detachment. The change in amplitude is evident for the D, case
when compared with H,. The resulting forward—backward asymmetry in the angular distribution
can be seen in the VSI images shown in the inset [44]

At the same time, there is a transfer of electron density from the bonding orbitals to
antibonding orbitals during the course of this and the system evolves with the anti-
bonding orbitals becoming lower in energy compared to the bonding orbitals, thus
leading to dissociation, with concomitant release of the extra electron. It appears that
the whole process is triggered by the attachment of the free electron. The electron thus
acts as a catalyst in this chemical reaction.

The first experimental evidence for such catalytic action of free electron was
observed in the low-energy electron interaction with the condensed formic acid [81]. In
this experiment, cold formic acid films were irradiated with electrons of a given energy
with simultaneous monitoring of the film by Fourier transform infra-red (FTIR)
spectroscopy under UHV conditions. CO, was found to be the main product. The CO,
production was found to peak at 6 and 11 eV (Fig. 17). At least the one at 6 eV could
not account for by the DEA process since no DEA channel is known to be active either
in the gas phase or in the condensed phase at that energy. The only other resonant
process available to explain the experimental data was the BBCE and the theoretical
calculations supported this further (Fig. 18). It appears that here the BBCE is leading
the formic acid to form CO, and H, with the excess electron leaving the system.

The catalytic action of low-energy electron can be a doorway to many enzymatic
activities in the biological systems. The resonant nature of this process gives an
additional edge making it an interesting candidate for control of electron-induced
chemistry.
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Fig. 17. The CO, yield plotted as a function of energy of the electron that irradiates hundred
monolayers thick formic acid film deposited at 50 K on gold (111) substrate. For point in the
plot, several freshly prepared films are irradiated and the procedure is repeated for all electron
energies (Reprinted with permission from [81])
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Fig. 18. Schematic of the theoretical model in the conversion of formic acid to CO, and H, by
the catalytic action of the free electron (Reprinted with permission from [81])

5 Future Outlook

As seen so far, the invention of new experimental techniques has changed our
understanding of electron—-molecule resonances, particularly their dynamics. New
frontiers of electron—molecule resonant interaction have also come forth in the form of
catalytic action of low-energy electrons and bond selectivity in the fragmentation
observed in the DEA process. Although a lot of new information has been unraveled,
there are several aspects of electron—molecule resonances and particularly their
dynamics that are not yet understood. Following are the possible directions to be
pursued in the future to uncover rich details of unknowns of NIR state.

5.1 Improving the Resolution of Momentum Imaging

Most of the details of the DEA process are presented in the kinetic energy and angular
distributions of the fragment anions. The momentum imaging technique unravels these
details. However, these details are limited by the resolution of the imaging process
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which is primarily due to limited resolution of the electron beam energy. The first and
the foremost step to improve our understanding of the DEA process would be to
improve the energy resolution of the electron beam. One aspect this would definitely
bring out is the details of the internal energy of the molecular fragments with vibra-
tional state resolution. This could lead to qualitative improvement in the understanding
of the dissociation dynamics of the NIRs in polyatomic molecules.

In many polyatomic molecules, the dissociation results in ions with low kinetic
energies. Along with improvement in electron energy resolution, improving the
momentum imaging apparatus in its capability of magnifying low-energy ion images
may provide further details of the dissociation process. Marrying these two advance-
ments together would provide unprecedented details of the dynamics. Moreover,
imaging spectrometers with larger mass resolutions will also help in looking at varieties
of fragments that are generally formed in the DEA to larger molecules.

5.2 Detecting Neutral Fragments

So far, the DEA dynamics has been deduced by obtaining the cross sections as well as
kinetic energy and angular distributions of the fragment anions. However, when the
DEA leads to multiple channels, detecting neutral products are essential to fully
understand the kinematics and dynamics of the process. Li et al. [82] have devised a
method of obtaining the details of the neutral fragment using electron impact ionization
following DEA. They have demonstrated this technique for DEA to CCly for near-zero
energy electron attachment where the cross section is very large. Other possibility of
detecting the neutrals would be resonant-enhanced multiphoton ionization (REMPI).
Implementation of such scheme along with the momentum imaging can provide great
details of the DEA process. Apart from that, this method can also provide information
about electron impact neutral dissociation of molecules.

5.3 Electron Collision with Excited Molecules and Radicals

Most of the studies in electron collisions on molecules have been carried out from their
ground states, though it is well known that information on the electron attachment to
excited molecules in the higher vibrational and electronic states is needed for many
practical applications involving plasmas. From pure physics point of view, electron
attachment to excited molecules allows accessing selectively (depending on the excited
state) a wider Franck—Condon region to probe the DEA process as a whole and the NIR
states in particular for their dynamics. As discussed earlier, the site selectivity of
dissociation observed in DEA provides a possible way to control chemical reactions.
With the initial excitation of vibrational or electronic degree of freedom, one can
enhance this control and even realize a mode selective chemistry which was envisaged
after the discovery of lasers.

Limited DEA studies from vibrationally excited molecules have been carried out
using heated gases [2] and in one case on vibrational state-selected molecules [83].
The DEA experiments to excited molecules were reviewed about 20 years back [84]
and unfortunately after the only consistent efforts including the first measurement of
absolute cross sections from an excited state [§5-88] very little work has been reported
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on the DEA to excited molecules. The only exceptions are a couple of reports on effects
of vibrational excitations by measuring the temperature dependences of the DEA
processes [89, 90]. As for DEA to radicals and unstable molecules, there has been
limited success [91-93].

In most of these experiments, the main bottleneck has been in preparing the
molecules in selected excited states with sufficient target densities. Optical pumping is
the only way to obtain high level of state selectivity. Techniques based on coherent
control or adiabatic passage [94] are a way forward in this respect. The excited state
DEA studies coupled with momentum imaging technique hold forth great possibilities
in revolutionizing the understanding of electron—molecule resonances and for
enhancing the potential of electron-controlled chemistry.
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Abstract. Fixed-nuclei R-matrix calculations are performed at the
equilibrium geometry of carbon monoxide using the very large cc-pV6Z
Gaussian basis set. Results from a close-coupling model involving 27
low-lying target states indicate the presence of three X% resonances at
10.1 eV (width 0.1 eV), 10.38 eV (0.0005 eV), and 11.15 eV (0.005 eV),
a 2 A resonance at 13.3 eV (0.1 eV) and two 2IT resonances at 1.9 eV (1.3
eV) and 12.8 €V (0.1 eV). These new results are in very good agreement
with many experimental studies but in contrast to a previous calculation
using a smaller cc-pVTZ basis set where we found only one 22T reso-
nances at 12.9 eV. This is the first time that any theoretical study has
reported these high lying 22T resonances in agreement to experiment
and reported detection of a 2A resonance. Total, elastic and electronic
excitation cross sections of CO by electron impact are also presented.

1 Introduction

The study of various processes involving collision of electrons with molecules is of
fundamental interest to many areas of science and technology. The cross sections
of these processes get significantly enhanced in certain narrow collision energy
range due to the formation of metastable anionic states, called resonances, which
are formed due to temporary capture of the colliding electron by the molecule.
Therefore, the resonances play an important role in processes such as dissociative
electron attachment (DEA) and their detection and characterization is a major
part of any electron—molecule collision study.

Resonances in low-energy electron collision with the CO molecule have been
studied by several groups in the past. A classic review of resonances in CO, along
with other diatomic molecules, was given by Schulz [1]. In addition, a compilation
of available cross sections of different processes in electron-CO collisions is given
by Itikawa [2]. Most of the works on CO have been directed toward the lowest
lying and well-known 21T resonance at 1.6 eV and on the elastic and vibrational
excitation processes associated with it. In the low and intermediate energy range,
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there have been quite a few experimental [3-6] and theoretical [7—11] studies
on electron impact electronic excitation of CO. However, there is very little
consensus among them on the presence and characteristics of the higher lying
resonances.

Electron collision with CO can produce anionic fragments through the DEA
process as both C and O can form stable anions. Formation of these atomic
anions as result of electron collisions has indeed been observed for a long time
and their production cross sections have been measured by several groups [12—
17]. These cross sections show a broad peak in the 9-12 eV energy range. The
presence of a 2X% resonance at 10.04 eV has been established by Sanche and
Schulz [18] and is thought to contribute to this DEA peak. Furthermore, shape
resonances at 10.4 and 10.7 eV and Feshbach resonances at 11.3 and 12.2 eV
were reported from experiments [1,18,19]; these may also contribute to DEA.

In the DEA process, O~ ion production is favored and the cross section of C~
ion is very weak. Therefore, recently there have been attempts by experimental-
ists [17,20,21] to establish the nature of resonances through the measurement of
O~ angular distributions. However, these groups arrived at different conclusions
from the analysis of their results while using essentially the same experimental
technique of velocity time-sliced imaging method. Newer and more precise mea-
surements made by Gope et al. [22] have helped to settle the above controversy
[23,24], but the problem calls for accurate theoretical calculations.

In our recent attempt [25] to study the higher lying resonances in CO, our
best model, close-coupling method with 50 target states represented using a cc-
pVTZ basis set, found only one 2X7 resonance at 12.9 eV in addition to the low-
lying 21T at 1.7 eV. In this study, we report on a similar fixed-nuclei calculation
but with a much larger cc-pV6Z basis set. Here, we find clear signatures of a
number of narrow resonances lying in the 10-13 eV range that are in great
agreement with previous experimental findings.

2 Theory

In this section, we describe the theory briefly. Details of the R-matrix method
and its implementation in the UK molecular R-matrix codes [26,27] can be found
in the review article by Tennyson [28].

The R-matrix method, which is employed here, divides the space around
the electron+target system into an inner region, inside which the exchange and
correlation effects among all N +1 electrons is explicitly considered, and an outer
region, where the scattering electron is considered to be interacting with the
multipolar potential of the N-electron target. In the inner region, the scattering

wave function, z/J,]CV +1 is represented using a close-coupling (CC) expansion:

]]CV+1 = AZaijkaﬁﬁv(xl...xN)uij(XNJrl) + Z bikXZNJrl(Xl...XNJrl), (1)
i ]

(2

where x; are the space-spin coordinates of the electrons. The ¢ in (1) represents
the wave function of the i-th target state, the u;; are the continuum orbitals
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representing the scattering electron and A is the anti-symmetrization operator.
The va *1_in the second term, are called L? configurations. These configurations
are constructed by occupation of the target molecular orbitals (MOs) by all N+1
electrons. The a;j;, and b;, are variational parameters which are obtained from
the diagonalization of the scattering Hamiltonian [29].

At the boundary of the inner region sphere, the R-matrix is calculated from
the boundary amplitude of the inner region wave functions and the R-matrix
poles. The R-matrix is then propagated outward and matched to analytical
asymptotic scattering functions. From this matching, the K-matrix is calculated
as a function of scattering energy. The K-matrix is a key quantity and other
scattering observables can be obtained from this.

In the following section, we use two quantities, the eigenphase sum and the
time delay, to detect and fit the resonances. The fitting of eigenphase sum to
the Breit—Wigner form yields the resonance position and width, which is done
automatically by the module RESON [30] in the UKRmol codes. On the other
hand, the time delay is fitted to a Lorentzian function through the module
TIMEDEL [31,32] to get the same resonance parameters.

3 Calculation and Results

As in the previous paper [25] (hereafter referred as paper-I), here we report on
R-matrix calculation at the equilibrium geometry of CO, R, = 2.1323 ag. As
mentioned above, we use the UK molecular R-matrix codes (also called UKRmol
codes) [26,27,33] for the scattering calculations. The necessary target molecular
orbitals are obtained from MOLPRO [34] using the largest supported cc-pV6Z
basis set which has no augmented diffused functions. The calculations were per-
formed in the Co, point group since neither MOLPRO nor the Gaussian version
of the UKRmol codes can use the full C., symmetry of CO molecule. However,
the target and resonant states in the Cs, symmetry can be clearly correlated
with their C, counterparts. Therefore, these states are reported below in C,
symmetry.

3.1 Target Results

The target molecular orbitals necessary in R-matrix calculations are obtained
from MOLPRO using the state-averaged complete active space (CAS) self-
consistent field (SCF) method. We used the LQUANT option available in MOL-
PRO CASSCF program to specify the L, quantum number and hence obtained
the target states in Cyo, symmetry. A total of 27 low-lying target states in
Cooy symmetry were computed. These are 4 ' X+, 21X~ 5 [T, 2 A, 4 35+,
33X, 531, and 2 3A. In terms of Cy, assignments, this amounts to 41 target
states once the degenerate states of IT and A symmetry states are accounted for.
The CASSCF active space is the same as in paper-I, where 10 valence electrons
are distributed freely over 10 valence orbitals. The active space configuration is
defined as (la; — 2a1)* (3a; — 6ay, 1by — 3by, 1by — 3b2)*0.
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Table 1. The CASSCF ground state energy (in Ep), the lowest 11 vertical excitation
energies (in eV), and ground state dipole moments (u in D) of CO calculated using
cc-pV6Z basis set. The target results using cc-pVTZ basis set are also included for
comparison. The experimental data are from Nielsen et al. [35]

State |cc-pVTZ cc-pVo6Z Expt

X 13T —112.8565508 | —112.8599842

130 6.31 6.43 6.32 (a 1)
135+ 8.39 8.36 8.51 (a'357)
1t 8.83 8.97 8.51 (A1)
1%A 9.23 9.22 9.36 (dA)
135~ 9.60 9.60 9.88 (e3X7)
1'x- 9.97 9.95 9.88 (I1'X7)
1A 10.00 10.00 10.23 (D'A4)
235 12.90 10.39 10.40 (b3 X+
2t xt 13.76 11.16 10.78 (B1X™)
2311 12.29 11.34

21T 13.72 11.84

u 0.291 0.238 0.122

Table 1 presents the target ground state energy (in Ej), vertical excitation
energies to lowest 11 states (in eV), and the ground state dipole moment (in
Debye) for the cc-pV6Z basis set. It also includes the target results from paper-I
obtained with cc-pVTZ basis set along with the experimental values as reported
by Nielsen et al. [35] for the purpose of comparison. As can be seen in the
table, the first seven excitation energies in both cc-pVTZ and cc-pV6Z basis
sets are in excellent agreement with each other and also to the experimental
values. However, if we compare the 23X+ state, which is designated as b3X% in
spectroscopic notation, the CASSCF value of 10.39 eV with cc-pV6Z basis set is
very close to the experimentally determined value of 10.4 eV, while that in case
of cc-pVTZ basis set is 12.9 eV. Similarly, the energy for 21X state from the
cc-pV6Z basis set is in much better agreement with experiment than that from
the cc-pVTZ basis set. Notwithstanding the above argument, it may be pointed
out that the vertical excitation energies of the first four target states obtained
using the much lower cc-pVTZ basis set are slightly closer to the experimentally
estimated values than those from the larger cc-pV6Z basis set. This might happen
given that the excitation energies are obtained by finding the difference between
the absolute energies of the ground state and the excited states. Of course, the
absolute energies of all the states calculated with cc-pV6Z basis set are smaller
than those calculated with the cc-pVTZ basis set, as to be expected from a
variational method. Moreover, the theoretically calculated ground state dipole
moment of CO is twice that of the experimental value despite use of the large
cc-pV6Z basis set. We assign this difference to our use of the CASSCF method.
In order to obtain accurate dipole moments close to the experiments, one would
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need to calculate highly correlated wave functions as obtained in multi-reference
configuration interaction methods. However, we did not pursue this aspect as it
was not the purpose of this work.

In the R-matrix calculations, the relative energy positions of different excited
states with respect to the ground state are very important. Since resonances are
often closely associated with a parent target state [36], getting correct target
positions is of tremendous importance to get resonance positions correctly. In
the paper-I, we found a very narrow Feshbach resonance lying extremely close
to the 23X+ target state at 12.9 eV, and therefore we assigned the later to be
its parent. In the present calculation, we get this target state very close to the
experimental value of 10.4 eV, and therefore we expect this resonance to be near
to 10.4 eV. It is known from experiments that the 63X+ (23X7T) state of CO
has Rydberg character. In the present calculation with cc-pV6Z basis set, which
includes higher angular momentum basis functions up to i-functions (I = 6), the
Rydberg nature of the state is represented correctly.

3.2 Scattering Results

In the following, we present the results obtained from the close-coupling (CC)
scattering calculation using the abovementioned 27 target states. Here, we do
not explore on calculations with different scattering models such as the static
exchange and static exchange with polarization models, as these are unsuitable
for describing the higher lying resonances that are associated with excited target
states. Such studies have been already performed previously in paper-I where
extensive testing with respect to basis sets, molecular orbitals, R-matrix radius,
etc. has been performed.

In the present CC calculation, an R-matrix sphere of radius a = 12 aq is
used and the continuum functions, appropriate for this radius [37], using partial
waves up to £ < 4 are included. The necessary occupied and virtual target
molecular orbitals are obtained from MOLPRO by doing the state-averaged
CASSCF calculation for the 27 target states which carry equal weights.

The positions and widths of the resonances that are found in this study are
listed in Table 2. We have used both the eigenphase sum and the time delay to
find the resonance parameters. Table 2 contains the fitted resonance parameters
from both RESON and TIMEDEL programs. As can be seen in the table, both
the methods give almost identical values in most of the cases. To show the
resonances obtained in the calculation, we provide the eigenphase sum and the
time-delay plots as a function of scattering energy.

Figure 1 shows the eigenphase sum and the time delay for the 2B; symmetry.
2B, and 2B, symmetry results are identical as these constitute the two degener-
ate parts of the 2T symmetry. The lowest lying 2IT resonance is well known from
many experiments and theoretical calculations. In our calculation, the position
of this resonance is found by RESON to be at 1.87 eV with a width of 1.29
eV, while TIMEDEL missed this resonance. Most of the experiments report the
position of this resonance to be at 1.6 eV. It is worth pointing here that in
our previous work using the cc-pVTZ basis set we obtained this resonance at
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Table 2. Positions (and widths) of the resonances as detected by the RESON module
in fitting of eigenphase sums and by the TIMEDEL module in fitting of the time delays.
All quantities are in eV

Symmetry | RESON TIMEDEL
2Aq 10.1019 (0.1126) | 10.0924 (0.1277)
10.3850 (0.00049) | —

11.1579 (0.0048) | 11.1576 (0.0047)
13.2969 (0.0977) | 13.2916 (0.1310)
2A, 13.3135 (0.1641) | 13.2823 (0.1456)
B, 1.8744 (1.2916) |-
12.8306 (0.0889) | 12.8302 (0.0891)
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Fig. 1. 2B; symmetry: the upper panel shows the eigenphase sum and the lower shows
the time delay as a function of scattering energy. The inset in the upper panel clearly
shows the second 2IT resonance at 12.83 eV
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1.73 eV, which is lower than the present value and closer to the experimentally
reported data. We can explain this on the basis that the R-matrix method relies
on the difference between the target and scattering states energies. Although
each part is variational and gives lower absolute energies for both the target and
scattering states, the difference between them can lead to resonances moving to
higher energy as the basis set is improved. This behavior has also been observed
in other studies [38]. In addition to the lowest one, we find a higher energy 2IT
resonance lying at 12.83 eV with a narrow width of 0.1 eV. This can be seen in
both the eigenphase sum and the time-delay plots.

The total and elastic cross sections from the 2IT (°B;+2B,) symmetry is
presented in Fig. 2 and the dominant electron impact electronic excitation cross
sections in Fig. 3. These figures show the effect of the 2IT resonances on different

60
——— Total
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----------- Elastic
40 |
T
— N A ———
= 30 1]
b -
20 sregermmeeeeneeees] |
13 13.5
10 |
0 : L I | | |
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Fig. 2. Total and elastic cross sections for 2B;+2B; (217 ) symmetry. The inset shows
the effect of the second ?IT resonance on the cross sections clearly
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Fig. 3. The dominant electron impact excitation cross sections for 2B +2%B, (2]7)
symmetry

a.kheifets@anu.edu.au



Electron Collisions with CO Molecule: An R-Matrix Study ... 55

cross sections. The lowest 2IT resonance causes a huge increase in the total and
elastic cross section while the higher 2IT resonance has very little effect on these
cross sections.

The eigenphase sum and the time-delay plots for the 2A; and 2A, symmetries
are shown together in Fig. 4. For the 2A; symmetry, we find four resonances at
10.1 eV (width 0.1 eV), 10.385 eV (width 0.00048 eV), 11.158 eV (width 0.0048
eV), and 13.29 eV (0.1 eV), while for the 2A, symmetry we find a single resonance
at around 13.3 eV (width 0.1 eV). Both the 2A; and %A, scattering calculations
find a common resonance at around 13.3 eV with a width of approximately 0.1
eV. Therefore, we assign them to be the two components of a 2A resonance.
The first three 2A4; resonances at 10.1, 10.385, and 11.158 eV are assigned to be
of 2X* symmetry in the natural C.., symmetry of CO molecule. The second
and third 22X+ resonances are very narrow and lie extremely close to the 2 35X+
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Fig. 4. Eigenphase sum (upper) and time-delay (lower) plots for both 2A; and %A,
symmetries. The vertical dashed lines indicate the excitation thresholds for the 2 35T
and 2 1 X1 target states
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and 2 ' Xt target states, respectively. We assign these target states to be their
respective parents. With this the binding energy of the second 2X* resonance
with respect to its parent 2 35+ state would be 0.001 eV, while that of the third
23* resonance with respect to its parent 2 !XT state would be 0.006 eV. All
these resonances are clearly seen in Fig. 4 where we have also marked the parent
target states.

The effect of the 22X+ and 2A resonances can be seen in the total and elastic
cross sections shown for 2A; symmetry in Fig. 5. The dominant electron impact
excitation cross sections for 2A; symmetry is shown in Fig. 6. Similarly, Fig. 7
shows the total and elastic cross sections, and Fig. 8 shows the dominant electron
impact excitation cross sections of CO in the 2A, symmetry.
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Fig. 5. Total and elastic cross section for 2A; symmetry. The insets show the effect of
the resonances on the cross sections
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Fig. 6. The dominant electron impact excitation cross sections for 2A; symmetry
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Fig. 8. The dominant electron impact excitation cross sections of CO in the 2As
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4 Conclusion

We have undertaken an R-matrix study using a very large basis set of cc-pV6Z
to identify higher energy resonances in electron scattering with carbon monox-
ide molecule. Our fixed-nuclei calculation at the equilibrium geometry of CO
indicates the presence of three 2X* resonances, one 2A resonance, and one 21T
resonance in the energy range of 10-14 eV, in addition to the low-lying 2IT reso-
nance near 2 eV. The presence of a number of resonances above 10 eV has been
reported by many experiments; however, this is the first theoretical study to
identify them clearly. The large cc-pV6Z basis set employed here effectively rep-
resents the Rydberg like target states of CO, and therefore helps in getting the
Rydberg resonances in CO correctly. All these high-energy resonances have very
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narrow widths, and therefore can have longer lifetimes to result in dissociation
giving anionic fragments. It is our purpose to study the DEA process from these
resonances and we are already computing resonance parameters as a function of
internuclear distance.

The work clearly shows the need to use extended basis sets to accurately
represent both highly excited target states and the associated resonances. This
presents something of a challenge to R-matrix calculations due to the require-
ment that the target wave function must be entirely enclosed by the R-matrix
sphere. However, we note the development of a new UK R-matrix code based
on the use of B-splines for the continuum basis [39] which facilitates the uses of
greatly extended inner regions.

Acknowledgements. AD gratefully acknowledges UCL for the use of its computa-
tional resources.
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Abstract. A theory of dynamic polarizability for trapping relevant
states of St is presented here when the ions interact with a focused opti-
cal vortex. The coupling between the orbital and spin angular momentum
of the optical vortex varies with focusing angle of the beam and is stud-
ied in the calculation of the magic wavelengths for 5s1/5 — 4ds3/25/2
transitions of Sr. The initial state of our interest here is 5512 with
my = —1/2 of which is different possible trapping state compare to our
recent work on Srt [Phys. Rev. A 97, 022511 (2018)]. We find a vari-
ation in magic wavelengths and the corresponding polarizabilities with
different combinations of orbital and spin angular momentum of the vor-
tex beam. The variation is very significant when the wavelengths of the
beam are in the infrared region of the electromagnetic spectrum. The
calculated magic wavelengths will help the experimentalists to trap the
ion for performing the high-precision spectroscopic measurements.

1 Introduction

Optical trapping of atoms or ions has been extensively used in high- precision
spectroscopic measurements [1,2]. But the mechanism of trapping using a laser
light inevitably produces a shift in the energy levels of the atoms involved in
absorption. The shift is called the stark shift. In general, the shift is different for
these energy states of the atom. Thus, naturally it will influence the fidelity of the
precision measurement experiments due to nonachievement of exact resonance.
However, this drawback can be diminished if the atoms are trapped at magic
wavelengths of the laser beam, for which the differential AC stark shift of an
atomic transition effectively vanishes. Therefore, the magic wavelengths have
significant applications in atomic clocks [3-5], atomic magnetometers [6], and
atomic interferometers [7].

All the previous studies of magic wavelengths for trapping of different atoms
or ions are obtained for the Gaussian modes of a laser [8-11]. In this work, we
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determine the magic wavelengths of the transitions 5sy/5 1,2 — 4d3/2 n,, and
581/2,—1/2 — 4d5/2,m, of Srt ion, assuming the external light field is a circularly
polarized focused optical vortex such as Laguerre-Gaussian (LG) beam [12].
Since the stark shifts will be different for the states 5s1/2 _1/2 and 5s1/2 11/2,
different laser frequencies (magic frequency) should be applied to minimize the
systematic errors in the experiments involved the state 5s;/5 _1/o compare to
551/2,4+1/2 state. Therefore, it is important to quantify the magic wavelengths
of the transitions 581/27_1/2 — 4d3/2,m1 and 581/2,_1/2 — 4d5/2,m1 of SI‘+,
as we have already reported the magic wavelengths related to 5s1/2 11/2 state
[13]. However, the special property of optical vortex is that, apart from the
polarization (i.e., spin angular momentum (SAM)), the optical vortex carries
orbital angular momentum (OAM) due to its helical phase front [14]. Now, it
is well known that during the interaction of a paraxial LG beam with atoms or
ions (which are below its recoil limit), the quadrupole transition is the lowest
order transition, where the OAM of the LG beam affects the electronic motion
[14,15]. Therefore, the OAM of a paraxial LG beam does not influence the dipole
polarizability of an atomic state. Hence, in case of paraxial LG beam, the dipole
polarizability and the magic wavelengths solely depend on the SAM of the beam.
But unlike the paraxial LG beam, the OAM and SAM of the optical vortex get
coupled when the beam is focused [12]. This leads to the transfer of OAM to
the electronic motion of the atoms in the dipole transition level and creates an
impact on the polarizability of an atomic state [12]. Further, the coupling of
angular momenta increases with the focusing angle. However, in this work, we
quantify all these effects of OAM and SAM on the polarizability of an atomic
state regarding magic wavelengths.

2 Theory

If an atom or ion is placed in an external oscillating electric field F(w), then the
second-order shift in a particular energy level of the atom or ion is proportional
to the square of the electric field, £E?(w). The proportional coefficient is called
the dynamic polarizability a(w) of the atomic or ionic energy state at frequency
w of the external electric field and it can be written as [16]

a(w) = ac(w) + aye(w) + oy (w), (1)

where a.(w) and a,(w) are dynamic core polarizability of the ionic core and
dynamic valence polarizability of the single valence system, respectively. This
ionic core is obtained by removing the valence electron from the system. c,.(w)
is the correction [17] in core polarizability in the presence of the valence electron.
As the core electrons are tightly bound to the nucleus, the presence of a valence
electron is expected not to change the core polarizability significantly. Thus, we
consider o, in the present method of calculations without variation of w. a,(w)
is calculated using the external electric field of focused LG beam [12]. In case
of focused LG beam, OAM, and SAM are no longer separately a good quantum
number as they get coupled to each other. Therefore, the effect of total angular
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momentum (OAM-+SAM) can be seen on a,(w), which can be expressed as [13]

3m2 - Ju(t]v + 1)
) Aloc (w) + 2 % (m) AQOC%(W)v (2)

ay(w) = 24000 (W) + 2 x (ZL]
v

where J, is the total angular momentum of the state v, and mj is its mag-
netic component. The coefficients A;s are Ay = [{Iél)}Z + {10y + 2{[53}2},

A = {i{[él)}Q F {I(il% 2} and Ay = [{Iél)}Q + {Iﬁ%}z — 2{Iﬁ% 2}. The param-

eter LS?, where m takes the values 0, +1, and 42, depends on focusing angle
(Omaz) by Bhowmik et al. [12] and Zhao et al. [1§]

97naz‘ . ’ X
IV, ’):/ do ( f’l@) (sin 0)"1*V/c08 0gj) (0) Jigm (', sin )€™ °.
0 wWo S1nN
(3)

Here /| is the projection of r' on the xy plane, wy is the waist of the paraxial
circularly polarized LG beam which is focused by a high numerical aperture.
The angular functions are go(6) =1+ cosf, g1(0) = sin® and g2(0) =1 — cosb.
ad(w), al(w) and a2 (w) introduced in (2) are the scalar, vector and tensor parts,
respectively, of the valence polarizability and are expressed as [16,19]

v d n 2 €n — €y
B = g Zw A (e - ) "

n — 51))2 — w?

_ 6J, o [ Te 1T [@l|d] )2 x 2w
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and

B 5.J5(2Jy — 1) .
o (w) = 4\/6(4, T1)(2J, + 1)(2], + 3) ;(*N v

{Jv 1 Jn} [(Wolld||1n)|* X (en — €0)
1 J, 2 (€n — €)% — W3 '

(6)

Henceforth, whenever we mention about SAM or OAM in the following text,
it is considered to be the angular momentum of the paraxial LG beam before
passing through the focusing lens.

3 Numerical Results and Discussions

The aim of this work is to calculate the dynamic polarizabilities of the 5s; 2,
4ds /o, and 4ds 5 states for different magnetic sublevels of Sr*. The scalar, vector,
and tensor parts of the valence polarizabilities are calculated using (4), (5), and
(6). The precise estimations of these three parts of the valence polarizability
depend on the accuracy of the unperturbed energy levels and the dipole matrices
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among them. In order to evaluate these properties, we use correlation exhaustive
relativistic coupled cluster (RCC) theory [20-24] with wave operators associated
with single and double and partial triple excitations in linear and nonlinear
forms. The wavefunctions calculated by the RCC method can produce highly
precise E1 transition amplitudes as discussed in our recent work [13]. Calculation
in this reference yields that the static core polarizability (a.(0)) of the ion is 6.103
a.u., and the static core-valence parts of the polarizabilities (v, (0)) for the states
531, 4d3 and 4dg are —0.25 a.u., —0.38 a.u., and —0.42 a.u., respectively.

“In order to determine the precnse values of dynamic Valence polarizabilities,
we require calculating a large number of dipole matrix elements. Another way
to say, the running index n in (4)—(6) is turning out to be around 25 for Sr* to
obtain accurate valence polarizability. Since the RCC method is computation-
ally very expensive, we break our total calculations of valence polarizability into
three parts depending on their significance in the sums of (4)—(6). The first part
includes the most important contributing terms to the valence polarizabilities,
which involve the E'1 matrix elements associated with the intermediate states
from 52P to 82P and 42F to 62F. Therefore, these matrix elements are calcu-
lated using the correlation exhaustive RCC method. The second part consists
of the comparatively less significant terms associated with E'1 matrix elements
in the polarizability expressions arising from intermediate states from 92P to
122P and 7?F to 122F. Thus we calculate the second part using second-order
relativistic many-body perturbation theory [25]. The last part, whose contri-
butions are comparatively further small to the valence polarizability, includes
the intermediate states from n = 13 to 25, are computed using the Dirac Fock
wavefunctions.

In Figs. 1 and 2, we present the variations of total polarizabilities of
581/2,~1/2, 4d3/2,m,, and 4ds /s, , (for different magnetic quantum numbers,
my, of the states) states with the frequency of the external field of the focused
LG beam. The focusing angle of the LG beam is considered 50° in both the fig-
ures. The combinations of angular momenta of the paraxial LG beam have been
chosen as (OAM, SAM) = (+1,+1) and (+1,—1) in Fig. 1 and Fig. 2, respec-
tively. The resonances occur in the plots due to the 5s1 /2 — 5p; /3 3/2 transitions
for 5s1 /5 state, 4dz/o — 5p1/2,3/2 transitions for 4dsz,, state and 4ds;; — 5p3 /o
transitions for 4ds/, state. The plots show a number of intersections between the
polarizabilities of 551 at my = —1/2 and different multiplets of 4d§ .5 states.
These intersections indicate magic wavelengths, at which the difference in the
stark shifts of the two related states vanishes. Figures show that magic wave-
lengths which fall in the infrared region of the electromagnetic spectrum have
large polarizabilities compared to the magic wavelengths of the visible or ultra-
violet region. These magic wavelengths with high polarizabilities will be more
effective to trap the ion, and thus they are highly recommended for trapping.
These two figures are given as an example. Similar plots are studied for differ-
ent focusing angles, say 60° and 70°, and corresponding magic wavelengths are
discussed later in this paper.
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Fig. 1. Variation of polarizabilities (Polar) of 531 and 4d3 5 states with frequency
(Freq) are plotted when the focusing angle of LG beam is 50° with OAM = +1 and
SAM = +1. The brackets indicate the magnitudes of different magnetic components.
Figure a and c are for the 53% and 4d% states, and Figure b and d are for the 55%
and 4d% states

In Tables 1, 2 and 3, we have listed a large number of magic wavelengths along
with their corresponding polarizabilities, when the focusing angles of LG beam
are 50°, 60° and 70°. The Table 1 is for the transition 5s; /o — 4ds/2, and the
combinations of OAM and SAM are (+1,+1), (+1,—1), (+2,+1) and (42, -1).
In Tables 2 and 3, the transition is 5s; /5 — 4d5/2 but the combinations of OAM
and SAM are ((+1,+1), (+1,—1)) and ((+2,+1), (+2,—1)), respectively. The
my value of 5s1 /5 is considered —1/2 throughout this paper and the tables show
totally distinct set of magic wavelengths compared to the results published [13]
considering m; = 1/2. There are five sets of magic wavelengths obtained for each
of the multiplets of 4d3,, for all combinations of angular momenta and focusing
angles of the LG beam in the given frequency range. Whereas, in the same range
of wavelength spectrum for 4ds /5 state, our calculations show seven sets of magic
wavelengths (see Tables 2 and 3) for most of the multiplets. Since the resonance
transition of 53% — 4d%,4dg are 687 nm and 674 nm, respectively, thus the
ion is attracted and trapped to the high- intensity (low intensity) region of the
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Fig. 2. Variation of polarizabilities (Polar) of 551 and 4d3 5 states with frequency

(Freq) are plotted when the focusing angle of LG beam is 50O with OAM = +1 and
SAM = —1. The brackets indicate the magnitudes of different magnetic components.
Figure a and c are for the 55% and 4d% states, and Figure b and d are for the 55%
and 4d 5 states

LG beam when the magic wavelength is larger (smaller) than the resonance
wavelength.

Since this work is about the finding of suitable magic wavelengths for trap-
ping, we only give an estimation of the theoretical uncertainty in the calculated
magic wavelengths. Here we collect the most important set of E'1 matrix ele-
ments, which include 551 — 5p1 3 transitions for 5s1 state; 4dsz — 5p1 3 and
4d3 — 4f5 transitions for 4ds state 4do — 5p3 and 4d5 — 4]‘2 7 transitions
for 4d5 state. We compare our RCC results with the SDpT values calculated
by Safronova [26] and further apply those F1 matrix elements in place of our
present RCC values to recalculate the magic wavelengths. This approach leads
to the theoretical uncertainty in our calculated magic wavelength values is about
+1%.
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4 Conclusions

In conclusions, we find a wide list of magic wavelengths for the transitions
551/2(my = —1/2) — 4dz/a(my) and 5s1/5(—1/2) — 4ds2(m;) of the SrT ion.
We have found here a quite distinct set of values of magic wavelengths compared
to the same with the initial state 5s;/3(ms = 1/2). These magic wavelengths
fall from infrared to vacuum-ultraviolet range in the electromagnetic spectrum
and will help experimentalists to trap ions in either at the high intensity or the
low-intensity region of the LG beam. The variations in the magic wavelength
are found tunable by varying the OAM, SAM, and focusing angles of the LG
beam. An appreciable amount of deviations concerning focusing angles in the
infrared magic wavelengths and corresponding polarizabilities are observed. As
these infrared magic wavelengths have significant large values of polarizabilities,
they are recommended as the best for trapping in the high precision experiments.
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Abstract. In this proceeding, we present a study of the spin—orbit inter-
action dominated features in time domain photoelectron dynamics. In
particular, a case study of Wigner—Eisenbud—Smith (WES) time delay
in the photoionization of Xe 4d subshell in the near-threshold region is
presented and discussed. We show that the Spin—Orbit Interaction Acti-
vated Interchannel Coupling (SOIAIC) produces a prominent resonance-
like structure in the WES time delay spectrum.

1 Introduction

Resonances are ubiquitous in nature. Sensitive energy-dependence of the oscilla-
tor strengths of atomic transitions cause resonance features in observables such
as cross-section, photoelectron angular distribution asymmetry parameter, etc.
These resonances could be due to the direct interference between different tran-
sition channels, or mediated by the correlated electron dynamics. When an elec-
tromagnetic field interacts with an atomic system, there are various possible
pathways through which the system may evolve such as ionization of the atomic
system, its excitation to a higher energy bound state, autoionization, multiple
ionization, etc. Observation of real-time dynamics of these light—matter interac-
tions in molecules and atoms has become possible very recently after exciting
advances in ultrafast laser techniques especially in the past two decades.

Many experimental and theoretical studies have been carried out in the
past decade to observe and understand the mechanism of photon—atomic-system
interaction. The time an electron takes to be detached from the potential of the
residual subsystem is a quantity of fundamental interest. We shall not review the
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original literature extensively. For more details of the attosecond pump-probe
like measurement and different theoretical analyses, the reader is referred to
[1-8].
In the pump-probe technique, the total observed time delay can be written
as
Tatomic = TWES + Tmeasurements (1)

where Tutomic 18 the total time delay measured in the experiment, Twgs is
the intrinsic time delay associated to the one photon (pump) transition, and
Tmeasurement 1S the delay induced by the measurement process (probe).

For scattering by a spherically symmetric potential, the WES time delay for
the [th partial wave is given by

61 (E)
. 2
5E (2)
Since photoionization is interpreted as half scattering [9], the time delay is

given by the energy derivative of the phase of the complex matrix element of the
coupling operator (here d representing the dipole operator);

tl,WES(E) =2h

twes(E, Q) = h%arg [<¢f(E, fz)|d|¢i>} (3)

where 1; and ¢; are the initial and the final state wave functions, respectively
[7].
The WES time delay comes from the phase accumulated by the photoelectron
due to its interaction with the residual ion. For photoionization of a neutral atom,
the potential between the residual ion and the photoelectron is Coulombic even
at a large distance, while it is dominated by inter-electronic interactions in the
small r region. The asymptotic phase shift due to the scattering by a pure
Coulomb-potential is

Z
5l,Coulomb(E7 r) = UlC(E) + % In 2kr (4)

where of (E) = argl'(1 4+ 1 —iZ) is the “Coulomb phaseshift”. The total time
delay due the scattering in this case is
9ol (E) A

651,Coulomb(Ea 7") _ _
po =0 o+ s (1~ In(2kn)}
(5)

C
h%éiéE) is the part of the time delay attributed to the “Coulomb phaseshift”. In
the case of a Coulomb potential, the term hﬁ {1 — In(2kr)} also contributes

tl7Coulomb(Ea T) =h

to the time delay.

In streaking experiments, for a short-range potential the logarithmic
Coulomb term does not contribute to the time delay, and Tsireaking i, there-
fore, the same as Ty gg corresponding to the short-range potential [7]. When the
Coulomb term is present

__ _SR+4C
TStreaking = TWES + TcLo, (6)
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SR+C
where Ti”,gVRE‘”'SC = aglaiE(E) and 7o is the time shift due to the motion of

electron in residual Coulomb along with the Laser field (CLC: Coulomb Laser
Coupling); o7 #YC(E) = nsgp+argl' [1 +1 —iZ/k]. nsg is the phase shift due to
the short- range part of the potential due to the correlated many-body interac-
tion of multi-electronic system. For one-electron systems ngr = 0. Together with
the pump-probe experimental observation and an estimate of cc/CLC time delay
one can get an understanding of the light-matter interaction (pump-system).

These attosecond pump-probe experiments have opened up a new domain in
which information which was time integrated into earlier measurement schemes
can now be captured [7,10-15]. Theoretically, the atomic processes are described
by the complex transition matrix elements, each of which has an absolute mag-
nitude, and a phase. Accurate computation of these matrix elements requires the
inclusion of important electron interactions/correlations to obtain satisfactory
agreement with experiments.

The relativistic effects in the photoionization of atoms are especially impor-
tant for high-Z atoms in the periodic table. One of the most important mani-
festations of the relativistic effects is the spin—orbit splitting of the nl subshell.
Important consequences of this include the splitting of spectral lines, nonzero
photoionization cross-section near Cooper minima, etc. [16-19]. An important
leveraging of the spin—orbit interaction in the photoionization from an atomic
spin—orbit doublet has been seen in experiments and is understood in terms of
some electron correlation effects that were not known earlier [20-22]. The fine-
structure splitting of the nd subshell and the delayed maximum in its photoion-
ization cross-section involves a significant influence on the oscillator strengths in
the usually strong [+1/2 channels by that from the [ —1/2 photoionization chan-
nels. The [ — 1/2 cross-section is also affected, but somewhat less significantly.
The leveraging of the spin—orbit interaction affects also the spin polarization
and the angular distribution of photoelectrons [23,24]. The correlation-induced
leveraging of spin—orbit interactions is also observed in the photoionization of
the 3d subshell of Xe; and it is predicted that as we go inner from outer subshells
this effect should get to be more prominent, since spin—orbit splitting is more
[20].

The immediate threshold energy region is highly influenced by the CLC/cc
time delay, which is important for measurement. Among some other possibili-
ties, the time delay relative to different subshells, or relative to different atomic
species, at different angles can be studied. Such studies would provide valu-
able information about the one photon transition [25-28]. The spin—orbit split
subshell properties/structures have been studied, and interchannel interaction
effects have been observed in various observables of the experiment such as
the photoionization cross-section, angular distribution asymmetry parameter,
and the spin polarization parameters. Most of these observations/studies were
carried out in the energy domain [20-24], now possible to assess in the time
domain. The spin—orbit interaction affects the photoionization cross-section in
the I + 1/2 state but not quite the photoelectron angular distribution, even if
it depends on the relative phases in the different dipole channels. So the natu-
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ral question comes: how is the energy variation of the Wigner—Eisenbud—Smith
(WES) time delay in the near-threshold region affected by the Spin—-Orbit Acti-
vated Inter-Channel Coupling (SOIAIC)? In a recent study, it was found that
the three relativistic channels from the 4d subshell to ef final states show very
different time delays at energies near the thresholds. Similar results have been
found in the photoionization of [29,30]. These studies reveal the dynamical dif-
ferences among the individual channels brought about by interchannel coupling.
In a recent work [31], the spin—orbit interaction induced confinement resonances
were investigated in the WES time delay in photoionization from high 7 atoms.

In essence, it is found that WES time delay is highly sensitive to the SOIAIC
effect in the case of photoionization from endohedral atoms. In general, the
interference between different channels with the outgoing final state of different
angular momentum causes the dependence of the WES time delay on the angle
of photoelectron ejection with respect to the polarization of light. The present
study is one of the very first attempts to understand the SOIAIC effect in pho-
toionization time delay in specific dipole-allowed channels and investigate the
energy and the angle dependence of the WES photoionization time delay.

This paper is organized in the following manner. In the next section, we
present a brief theoretical formulation. Results for the angle and energy depen-
dence of WES time delay for photoemission from inner 4dsz/, and 4ds,, sub-
shells of Xe at two different levels of truncation are presented and discussed in
Sect. 3. Conclusions are presented in the Sect. 4.

2 Theoretical Method

2.1 Photoionization Amplitude

Detailed theoretical formalism that provides the foundation for the present
work has been presented elsewhere [25,30]. Electric dipole transitions from
an nd initial state leads to the following six ionization channels: nd;_3,, —
€pP1/2,€P3/2,€f5/2 and ndj_5/o — €p32,€f52,€f7/2. The following expressions
for the nds/, ionization amplitudes [30] are of importance for the present work.
In (7), the superscript 1+ of T” represents electric multipole transition with spin-
up final state (similarly 1— represents spin-down final state in other cases). The
subscripts 10 represent the unit angular momentum photon with plane polar-

ization. The subscript nds /2,12 of [T{(()H)} represent the initial state nd;,, from

which the photoionization is taking place. Dygq, R—— is used as a shorthand
notation for the reduced dipole matrix element of the transition nds,, — €ps/2,
which contains the partial wave phase shift of the outgoing photoelectron and
the electron-correlation induced phase. In our calculations, these phases are the
DHF (Dirac-Hartree-Fock) phase (Coulomb phaseshift and short range phase due
to the exchange and non-Coulombic part of the potential for a multi-electronic
atom) and the short range many-body-correlation correction to the DHF phase

(in total similar to o*lS B+C a5 defined earlier). Y}, are the spherical harmonics.
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This scheme of notation has been followed for writing the expressions for all T”s:

/(1+) _ 1 A 1 /1 )
[Tm }ndii/?q/z - ﬁDnda/zﬁem/zYlO(p) + g TODndS/zHEpS/QYlO(p) (7)
3 A
+ 770Dnd3/2"5f5/2y30(p)'
T8 s =37 Yaa(p) + —=D Yau ()
10 nds /212 _3 ndzja—epy 2 L11\P + 6\/5 ndzja—eps o L11\P (8)
2 A
— %Dnd3/2_)€f5/2y31(p)'
/(1) _1/3 R D) )
|:T10 :|nd3/2)3/2 B 5 gDndS/Q‘}Epa/zYll(p) + \/;Dnd3/2~>ef5/2Y31(p), (9)
- 1
T/(l )] = — 7D77/ e Y A ) 10
{ 10 L nds .50 91 ndss2—els)2 32(p) (10)

The angle-resolved amplitudes for the nds/, initial state take the following
forms:

1 1

/(14) o ~ N
|:T10 :|7ldr/2 L _\/ﬁDnds/z"ﬁps/zylo(p) - mends/zﬂffs/z)Ygo(p)
o (11)
V2 ,
- TDnd5/2—>€f7/21/‘30(p)'
"(1-) 1 R 1 /2 R
[Tm ]ndr/z 1/2 _ﬁDndf’/?HePB/zYll(p) + ? 175D"d5/2ﬁef5/2y31(p) ( )
e 12
1 /3 R
- ? §Dnd5/2*>6f7/2Y31(p)'
1 1 /3
/(14 . A
|:T1(() ):|nd5/2 \e :\/T?Dndg,/z—wp?,/zyrll(p) - ? gDnd5/2—»ef5/2Y31(p) (13)
5 A
- mDnd5/2H€f7/2Y31(p)-
1— 1 /3 .~ 1 /10 .
|:Tll(() )} ds 2.3, = ? §Dnd5/2—>sf5/zy32(p)7ﬁ ?Dnd5/2—>ef7/2y32(p)' (14)
nas/2,3/2
1 /5 6
1+ . .
07 s = 77V 5Pt ramess ¥inlh) = 7 Dojamesa Vool (15)
/(1— \/g N 1 ~
|:T1(() ):|nd5/2 52 = 7Dnd5/2—>€f5/2Y33(p) - ﬁDnd5/2ﬁ5f7/2}/33(p)' (16)
The corresponding amplitudes with the possible m = —1/2,-3/2,—5/2 pro-
jection will have similar structures. The associated photoelectron group delay,

1+
which is the WES time delay [32-35] is defined as %7 where n = tan ™! [En%}
SEST
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The angle-dependent time delay for the case where neither the orientation of
the residual ion nor the spin v of the photoelectron is detected is given for the

nd; state as
2

S Tt O[]

1v
e

’ﬂdjyyn

T, (0) = (17)

2imu

which is the weighted average over the initial m-states and final state spins of
the photoelectron. We have presented the expressions only for positive m =
1/2,3/2,5/2. The corresponding time delay expressions with negative m are
identical.

:| ndjﬁm

2.2 Level of Truncation

Since the photoionization of atoms involves correlated many-electron dynamics,
the ab-initio Relativistic Random Phase Approximation (RRPA), which includes
both the relativistic and the many-electron correlation effects on the same footing
[36-38], is applied for calculating the complex matrix elements of the dipole
transitions. For including the select final state correlations, calculations have
been performed at the following two levels of truncation in RRPA:

Level 1 [10 channel coupled]
dds 2 — €f7)2,€f5/2, €P3/2
Sps 2 — €ds 2, €d3 )2, €512

5201/2 - 6d3/27 €51/2

D81/2 — €D3/2,€P1)2

4d3/2 - €f5/2, €P3/2,€P1/2
dp3/2 — 6d5/27 6d3/27 €51/2
5p1/2 — €d3 )2, €812

D812 — €P3/2, €P1/2

Level 2 [13 channel coupled]
dds /o — €f7/2,€[5/2, €P3/2
4dz /o — €f5/2,€p3/2,€P1/2
dp3/2 — €ds )2, €d3 )2, €512

5p1/2 - 6d3/27 €51/2

981/2 — €D3/2, €P1/2
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In level-1 truncation, we include the intra-subshell final-state correlations
but exclude interchannel coupling that includes channels from different subshells
[independent particle type]. In the level-II truncation scheme, we include both
intra-subshell and inter-subshell interchannel coupling for channels originating
from the spin—orbit split 4d subshell [correlated particle type]. These alterna-
tive schemes are very similar, respectively, to the Pseudo-Independent Particle
Truncation (PIPT) and Intra Sub-Shell Truncation (ISST) schemes described in
[23], and we, therefore, use the same nomenclature.

3 Results and Discussion

The weighted average, as defined in (17), for 4ds, is plotted in Fig. 1. There are

four channels which contribute in general to the average with their corresponding

weights. The WES time delay from each transition amplitude {Tll(()li)} .
nas/2,1/2

and [T{(()li) are computed (not shown here). The WES time delay spec-

:|"d3 2,3/2
tra with the cor;esf)onding weights are averaged as defined in (19) and plotted in
Fig. 1. The results from the coupled calculation (ISST) are shown in bold solid
lines for different angles in different colors. Corresponding uncoupled (PIPT)
results are shown with thin dashed lines in the same color codes as used in ISST
calculation(s).

Looking into each of the transition amplitudes from 4d3 5, we observe that the
interfering channels are 4dz /o — €p1 /2, €p3/2 and efs/ along with the respective
spherical harmonics of the continuum final states. The WES time delays for

[T{gli) and {T{EJH)} are angle dependent owing to the fact that

:|nd3/2,1/2 nds /2 3/2

400

350
300-

250 1

200

Tyes (@S)

150 ~

100

50

75 80 85 90 95 1(I)0
photon energy (eV)

Fig. 1. WES time delay in photoionization of 4ds,, subshell of atomic Xe
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there are more than one final state with different symmetry (i.e., different angular
momenta). The energy and angular variation of the WES time delay in each
channel depends on the oscillator strengths of the dipole transitions (indicated
as D).

Some sharp structures of the WES time delay spectrum in the specific tran-
sition amplitudes are washed out in these averages; but these average results
are more amenable by the experiments. The angular variation of time delay is
non-monotonous in the near-threshold region. Specially near 60°-90° angle of
photoelectron emission, the variation is high and it drops down at the photon
energies above 85eV. The variation with respect to energy is most prominent
in the ~10eV above threshold (4ds/,) region. From the threshold, it starts with
a very high positive value owing to the dominance of the Coulomb phase and
then the correlation-induced phase of the outgoing photoelectron shows up in
the WES time delay as a sharp variation near 80eV photon energy. The differ-
ence between the PIPT and ISST is very prominent in this energy region, which
reflects the impact of SOIAIC on the WES time delay.

Similar to Fig. 1, in Fig. 2 we have shown the WES time delay in pho-
toionization from 4ds /o subshell of Xe at different energies and angles. Here, the
interfering channels are 4ds/o — €p3/2,€f5/2 and €f7/5. The WES time delays

for [T{gli)} . and [T{((JH)} dsan)
nas/2,1/2 nas/2,3/2

The single-hump or no-hump like structure in PIPT level splits into the triple-
hump-like structure in ISST. This difference in structure is due to the inclusion
of correlation between the channels originating from 4ds,, and 4ds /o subshells.
Up to about 80eV, the spin—orbit effect is much prominent and it decreases as
the photon energy increases. Eventually, the PIPT result resembles the results of

are angle dependent.

500

400 ~

300 4

200

Tyes (@S)

100

photon energy (eV)

Fig. 2. WES time delay in photoionization of 4ds,, subshell of atomic Xe

a.kheifets@anu.edu.au



82 A. Mandal et al.

ISST as also seen in 4d3,5 case. This is easily understandable, as photoionization
becomes mostly one-electron process for high photon energy. This is very clear
from the present study that not only the transitions from [ + 1/2 subshell gets
affected by the channels from [ — 1/2 subshell, the reverse effect also holds. This
brings out the result of the general interchannel interaction in which one channel
is affected by the other degenerate channels at the same energy. Since the phase
and its variations with respect to energy and angle are much sensitive to these
changes, the interchannel interactions between the channels from spin—orbit split
subshells manifest in the WES time delay in a prominent way, however complex.

4 Conclusions

The angular dependence of WES time delay is present in six out of ten channels,
where the interfering continuum final states have different angular momentum
quantum numbers. The weighted averages for 4d3 /5 and 4d5,/, are presented and
discussed. The hump-like structure as seen in 4dz/p and the triple-hump-like
structure in 4ds/, time delays in the energy range of 80 =5 eV are due to the
interchannel coupling between the dipole transitions from 4d3,, with those from

Two distinct effects play a major role in determining the time delay spectrum
and the observable resonance like structures. These are the intra-subshell corre-
lations (interaction between the photoionization channels originating only from
the 4d5 /5, PIPT level of truncation) and the other one is the inter-subshell corre-
lation (interaction between the channels originating from 4ds /5 and 4ds /5, ISST
level of truncation). A part of the latter shows a variation of the structure due to
its subset, i.e., intra-subshell correlation (slightly below from 80 ¢V). The other
part (near 80eV) of this interaction causes the structure which is completely
absent in PIPT level of calculation and hence attributed to the SOIAIC.

The splitting of ionization thresholds for | + 1/2 states is important to see
the SOIAIC, since the channels originating from lower j state (I —1/2) dom-
inate over the channels that originate from the higher j state (I + 1/2). This
situation happens for the 3d subshell in Xe. One may note that the relaxation
effects are also important, hence a study of the WES time delay using both the
RRPA and the RRPA-R will provide further insight into the effect of SOTAIC
in photoionization.

From the previous studies on ds5 /5 subshell’s photoionization parameters and
from the present study, we may conclude that the SOTAIC affects the WES time
delay spectra in the photoionization of both I 4+ 1/2 subshells. Angle-resolved
studies thus play an extremely important role in getting insights into the pho-
toionization dynamics.
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Abstract. Wave packets are spatially localized, mesoscopic object in quantum
mechanics which are known to manifest interesting phenomena, like revival and
fractional revivals, during their course of time evolution when the energy
contains nonlinear dependency in the quantum number. Molecular isotope
separation from a mixture is experimentally carried out in the literature through
different methods: laser isotope separation, wave packet isotope separation, etc.
However, the minimum evolution time required for such separation as given by
the autocorrelation function is quite long ( ~ 27}, ), which is not favorable for a
quantum system due to its unavoidable interaction with the environment. We
propose a novel method to separate isotopes of Bromine molecule, "°Br, and
81Br,, in much smaller time compared to that in the existing literature by
introducing an initial time delay between the two lasers while preparing the
wave packets. The particular observation time is nothing but a chosen fractional
revival instant, coincident for both the isotopes.

1 Introduction

The dynamics of a suitably prepared diatomic molecular wave packet have attracted
immense attention in the literature [1-3], in both, theory and experiment. Wave packets
are created by the short and phase-controlled optical pulses. They are localized in
space, hence is a subject of interest in both the classical and quantum domain. Tra-
ditional methods for separating isotopes exploit the variation of their masses [4].
Isotope separation by the method of centrifugation utilizes the shift in their spectral
lines. Wave packet isotope separation relies on the minute observation of their time
evolved wave packets upon appreciable separation due to the difference between their
anharmonicity constants.

Wave packet isotope separation method identifies an observation time where the
wave packets become distinguishable in their long-time evolution through the auto-
correlation function [5]. In this process, the fractional revivals phenomena [6] of the
two isotopes do not match at the observation time because of the decoherence.
However, a time delay can be introduced between the two lasers while producing the
wave packets of the two isotopes. The amount of time delay should be such that the
behavior of fractional revival should coincide at the observation time. The observation
time is exactly at the chosen fractional revival instant. Hence, by introducing the initial
delay, one can get the particular fractional revival for both the isotopes at the same time
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and a careful study of the autocorrelation function offers the separation at much smaller
time (7., /8), where the wave packets become quasi-orthogonal, thereby making them
distinguishable.

2 Theoretical Model

The phenomena of revival and fractional revival have been experimentally observed in
the course of free evolution of the wave packets involving vibrational levels. Here, we
consider the Morse potential to study the system as it is capable of capturing the
vibrational dynamics of diatomic molecules [7, 8]. For a diatomic molecule with the
vibrational motion, the Morse potential has the form

V(x) = D(efzﬁ)r — 267&) (1)

where x = % — 1, ry is the internuclear distance at the equilibrium, D is the dissociation

energy, and f is a range parameter. For Bromine molecules, we have 30 bound states,
with § = 4.482, reduced mass u = 71933.82 a.u. for "*Br, and u = 73754.95 a.u. for
81Br,, ry = 4.310654, and D = 0.073855238 for both the isotopes. Denoting

[2uDr? —8ur}
A= gzhgo and s = ﬁzl;;o E, (2)

the eigenfunctions of the Morse potential is given by

W(E) = Ne38L5(¢), (3)

where L (&) is the associated Laguerre polynomial and N is the normalization constant
given by

B(24 —2n— 1) (n+1)]"?

N= r'22—n)ry 4)

Here, ¢ =2/e %, 0<é<ooand n=0,1,...,[2 — 1/2]. Denoting [p] as the lar-
gest integer smaller than p, the total number of bound states become [A — 1/2] + 1. The
constraint equation is s + 2n = 24 — 1. Here, A is the potential dependent term and s is
related to energy E.

In our analysis, we consider the coherent state (CS) of Morse potential which
involves only finite numbers of bound states and is given by

218 =3 dui(2), (5)
m=0
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81
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Fig. 1 The \d,,,|2 plotted as a function of m for the Morse potential of "Br, and ®'Br, for the
values of « = 0.2 (Orange, Dashed), « = 1.4 (Red, Thick), o = 2.5 (Black, Dot Dashed)

where

0 (=)™ {n'!F(M - m)] 1/2 ®)

(0 —m)! (W21 —n')

Figure 1 shows the \dm|2 distribution of 79Br2 and 81Br2 for three values of o [9].

When « has a smaller value, dm|2 is peaked at higher value of m, where the anhar-
monicity is larger. The CS wave packet is not well localized due to the presence of an

oscillatory tail. As we increase the value of o, the distribution of |a’m\2 moves toward
lower levels and the tail disappears. At the higher values of «, the CS wave packet
consists only the lower levels, where the anharmonicity is small. Thus, the choice of
distribution is important in making the initial wave packet localized.

Temporal evolution of CS state wave packet is given by

1(&) = duf},(¢) exp|—iEnd] (7)
with
En=—(D/7)(%—m—1/2)? (8)

Due to the quadratic nature of the energy spectrum, the classical and revival times
are given by Ty = Ty /(24 — 1) and T, = 212 /D, respectively. Figure 2 shows the
CS wave packet distribution in the coordinate space for both the isotopes. Here the
revival behaviors at T,.,/4 and T,.,/8 are not transparent, hence they seem indistin-
guishable at this moment. By making use of the autocorrelation function, one can find
the separation time for the isotopes at around T,.,. However, by introducing a time
delay between the two lasers and investigating the time evolution of the quantum wave
packets we can find that at z = T,,,/8 the two isotopes are distinguishable.

a.kheifets@anu.edu.au
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3 Results and Discussions
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Fig. 2 The wave packet distribution in coordinate space
revival times. Here, o = 1.4, § = 4.482

89

for Bromine molecules at various

The CS wave packet is formed by the coherent superposition of a finite number of
energy eigenstates of Morse oscillator. Initially, the CS starts oscillating without much
change in its shape. Later, it dissipates and again revives at its revival time T,,. In
Fig. 3, the autocorrelation functions for both the isotopes are depicted. At ¢t ~ T,,, the
CS revives without any phase shift and is called the full revival. The separation in the
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Fig. 3 Above, autocorrelation functions for both "Br, (red) and ¥'Br, (blue) molecules are
shown. Below is the enlarged view of the functions at the time where the isotopes are getting
separated (= T,). Time has been scaled by 7., of the first isotope

autocorrelation function is appreciable only after r~ T,.,. An enlarged view of the
spikes around ¢ = T,,, is displayed in the second plot of Fig. 3.

Now, by introducing a time delay between the lasers which excite the initial wave
packets, we can get the particular fractional revival for both the isotopes at the same
time, at about ¢ ~ T, /8. Hence, the observation time is exactly at the chosen fractional
revival instant. The two quantum states become distinguishable for the two isotopes at
this selected observation time (Fig. 4).

ol

Fig. 4 With the initial time delay, we get the particular fractional revival for both the isotopes at
the same time at # & T, /8
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4 Conclusion

In earlier studies, the autocorrelation functions of 79Br2 and 81Brz become distin-
guishable at t = T,.,, which is a very long time as far as experimental feasibility is
concerned. By introducing a time delay, we choose the observation time at particular
fractional revivals for both the isotopes. The two quantum states become distinguish-
able for the two isotopes at the selected observation time. In the present method, we are
capable of separating isotope in much smaller evolution time, compared to the existing
methods in the literature.
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Abstract. Cross sections for the electron impact scattering by
chlorobenzene (CsH5C1) are calculated using the R-matrix method and
the spherical complex optical potential (SCOP) method in low energy
(0.1-20 V) and in high energy (20-5000 eV) regimes, respectively. Using
both the methods, we are able to report data on differential, ionization,
and total cross sections (TCS).

1 Introduction

Electron impact studies with organic targets gained prominence after the study,
that secondary electrons produced by energetic radiations are responsible for
single- and double-strand breaks in DNA. Moreover, systematic and detailed
knowledge of cross sections resulting from electron collisions with simple organic
systems can help us to understand the behaviour of more complex biomolecules.
Chlorobenzene has a spectrum of transient anion state [1] and has very broad
applications, found in the planetary atmosphere [2] and used as radiosensitizer
drugs [3]. This makes the study of (CsHsCl) more appropriate.

Still with the sophisticated techniques available today, there is a scarcity of
cross-sectional data on chlorobenzene. There are a very few works reported on
the cross-sectional study of derivative of benzene molecules. Few efforts are made
by theorist and experimental groups. One of the major contributions comes from
Barbosa et al. [1], they have provided data for DCS and total cross section both
theoretically and experimentally. The other theorist group that gave TCS and ion-
ization cross section is Singh et al. [4]. Lunt et al. [5] gave experimental TCS for
the low-energy region and Makochekanwa et al. [6] provide the TCS from interme-
diate energy to high energy regions. From the literature survey, it can be observed
that the TCS data available in the literature are scattered. Thus, here we made

an attempt to fill this gap by providing the TCS data from 0.01 to 5000 eV.
© Springer Nature Singapore Pte Ltd. 2019
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In this paper, we focus on the calculation of electron collision with chloroben-
zene over a broad range of impact energies starting from 0.01 to 5000 eV.

2 Theoretical Methodology

The aim of this study is to compute the electron impact scattering cross-
sectional data for the chlorobenzene molecule from low to high energy (0.01-
5000 eV). As a single theoretical method is insufficient to calculate these cross
sections for such a wide energy range, we have employed two different meth-
ods to calculate these cross sections. For the low-energy (<20 eV) study, we
have used the R-matrix ab initio method through the Quantemol-N package
[7] and further we have employed the Spherical Complex Optical Potential
(SCOP) formalism at energies beyond the ionization threshold of the target.
Much details of the theoretical methodologies adopted for such calculations can
be found in our earlier publications [8-12]. Here, we briefly explain these two for-
malisms for the low-energy as well as for high-energy calculations in the following
subsections.

2.1 Low-Energy Formalism (0.01-15 eV)

As described in the earlier publications [8,10,12], the basic principle behind
the R-matrix method [13,14] is that the configuration space is divided into two
spatial regions. The inner region has a radius of 13 a.u., having short-range
potential due to e—e correlation and exchange effects. The electron—chorobenzene
R-matrix calculation is done using the quantum chemistry codes [14-16] and the
outer region calculation is extended to ~100 a.u. The inner region wave function
is described as

N (@ N ) AZ(IU/@ 1N )i (TN41) +szkX2 Haran)

(1)

In (1), @; represents the wave function of ith target state. A represents anti-
symmetrization operator and u;; denotes the continuum orbitals to represent the
scattering electron and a;;;, and b;, are the variational parameters. The summa-
tion runs over ; for N+1 electrons and denotes L? function at the boundary
of R-matrix with zero amplitude. The continuum orbitals are discussed briefly
by Faure et al. [17]. For permanent dipole moment of the target, long-range
interaction including [ > 4 partial waves, we used Born correction for polar tar-
gets [18-20]. In the outer region at the boundary of R-matrix, the asymptotic
solution is defined by Gailitis [21].

2.2 Intermediate to High-Energy Formalism

For intermediate to high-incident energy for e-(CsH5Cl) system, we have used
Spherical Complex Optical Potential (SCOP) formalism. The optical potential
as given by
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Vopt (T7 E’L) = Vvst('n Ez) + V:e:r (T7 E’L) + Vpol(r7 Ez) + Z.Vabs (Ir7 Ez) (2)

where F; is the incident energy and Vs, Veg, Vpor and Vgps represents static,
exchange, polarization, and absorption potential. The absorption potential Vs,
is employed with few modifications in the quasi-free model of Staszewska et al.
[22,23]. For scattering calculation, we solved Schrodinger equation by partial-
wave method. The partial waves’ phase-shifts were employed to calculate total
(elastic + inelastic) cross sections Qrces

Qres(Ei) = Qu(E:i) + > Qinet(E:) (3)

3 Results and Discussion

In Table 1, we present the calculated target properties of the chlorobenzene
molecule using cc-pVDZ basis set. The presented properties are in good agree-
ment with the available experimental as well as theoretical data in the literature.

In Fig. 1 we report the differential cross section (DCS) for e-(CsH5Cl) scat-
tering at 10 eV. The present data is in good agreement with the data available
in the literature qualitatively. While quantitatively, it is in good agreement up
to 40° with both the theoretical and experimental data Barbosa et al. [1]. Near
around 50° present data shows a shallowness in the cross sections which resem-
bles in experimental data and theoretical data of Barbosa et al. [1]. While in the
backward angles (>130°), the present data underestimates the available theoret-
ical data of Barbosa et al. [1]. Here we mainly look to reproduce the structures in
comparison with the literature. The discrepancy in the case of theoretical results
is due to the different methodology and in case of experimental, it depends on the
alignment of the experimental setup. The large dipole moment and polarizabil-
ity plays an important role in the low to intermediate energy electron scattering
cross sections.

In Fig. 2, we report the DCS for e-(Cg H5Cl) scattering at 20 eV. The present
result is in very good agreement with the available experimental and theoretical
data by Barbosa et al. [1]. The choice of this sample energies is only because
resonances can be studied. A lot of discussion about DCS is reported by Barbosa
et al. [1].

Table 1. Target properties of chlorobenzene

Target property (unit) Present Others

Ground state (Hartree) —688.64 | —689.99 [1]
Tonization potential (eV) 9.200 9.080 [1]
Dipole moment (Debye) 1.689 1.690 [1]

Rotational constants (cm™') | A 0.1893 0.1892 [24]
B 00527  0.0526 [24]
C| 00412 0.0411 [24]
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Fig. 1. Elastic differential cross sections (DCS) for incident energy of 10 eV, where
solid line represents present calculated data, solid sphere line represents experimental
data reported by Barbosa et al. [1], dash line represents calculated data reported for
TAM-SCAR Model by Barbosa et al. [1] and dot line represents calculated data reported
for SMCPP Model by Barbosa et al. [1]
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Fig. 2. Elastic differential cross sections (DCS) for incident energy of 10 eV, where solid
line represents present calculated data, solid sphere line represents experimental data
reported by Barbosa et al. [1], dash line represents calculated data reported for IAM-
SCAR Model by Barbosa et al. [1], and dot line represents calculated data reported
for SMCPP Model by Barbosa et al. [1]
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Fig. 3. e-Cs H5C! total ionization cross sections, where solid line represents the present
calculated data, dash line represents calculated data from Singh [4]

In Fig. 3, we represent the total ionization cross section calculated using the
BEB method incorporated with the Quantemol-N package [7]. The present data
is in very good agreement with a theoretical data presented by Singh et al. [4].

In Fig. 4, we report the total scattering cross sections (TCS) of chlorobenzene
molecule. The present data is in good agreement with available data in the
literature [1,4-6]. The low-energy TCS is in good agreement with Barbosa et al.
[1] computed using the IAM model for the cross-sectional calculation. Whereas
it overestimates the other theoretical values done by Barbosa et al. [1] using
different models. While in the case of experimental comparison the present data
is in good agreement with the Makochekanwa et al. [6] from intermediate to
high- energy regime. There is a theoretical data in the high energy regime for
the comparison given by Singh et al. [4] that nominally under estimates the
present data. The difference observed in the data of Singh et al. [4] is due to the
difference between the single centre expansion employed in our calculations as
against the multi-centre expansion employed by them. The peaks in the region
between 1 and 2 eV represent the resonance peak at energy 1.24 and 1.42 eV,
which is due to the degeneracy of bl and a2 symmetry as 7* states. The reason
behind this splitting is the weakness of 7* bond in the excitation function, which
is quite evident in the cross sections reported in the Fig. 4.

4 Conclusion

In the present study, we report the electron impact scattering cross sections
of chlorobenzene molecule. The present DCS data is in good agreement with
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Fig. 4. e-CsH5Cl Total scattering cross sections, where solid line represents present
calculated data, dash line represents calculated data reported for IAM-SCAR Model
by Barbosa et al. [1] and dot line represents calculated data reported for SMCPP
Model by Barbosa et al. [1], dash-dot line represents calculated data from Singh [4],
solid sphere line represents experimental data reported by Makochekanwa et al. [6],
and solid triangle line represents experimental data reported by Lunt et al. [5]

available experimental data reported by Barbosa et al. [1]. The ionization cross
section is in very good agreement with the Singh et al. [4] and the TCS is overall
in good agreement with available theoretical and experimental data [1,4-6]. The
present work will encourage the other experimentalist and theorist to study
derivatives of benzene as these are important applied targets.
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Abstract. The Hamiltonian and hence the relevant equations of motion
involving the dynamics of a driven classical anharmonic oscillator with
2m—th anharmonicity are framed. By neglecting the nonsynchronous
energy terms, we derive the model of a driven multi-photon (2m-th)
quantum anharmonic oscillator. The dynamical nature of the field oper-
ators is expressed in terms of the coupling constant, excitation number
and the driven parameter. The solutions presented here are fully analyt-
ical and are exact in nature.

PACS 03.65.Ge + 05.45.-a - 02.30.Hq

1 Introduction

The basic physics is easily understood in terms of the physical models. Of course,
the model of a harmonic oscillator (HO) is perhaps the most useful one among
them. The model of a simple harmonic oscillator is realized when a particle moves
under the action of a restoring force. In spite of the wide applications of the SHO
model, it is inadequate when we come across with the real physical situations.
For a real physical system, the inclusion of damping and/or anharmonicities in
the model of HO are inevitable. In addition to these, the oscillator may also be
put under the action of an external force and hence the model of a forced (driven)
oscillator. It is true that the presence of damping in the model of an SHO is not
a serious problem as long as we are interested in the classical regime. On the
other hand, the presence of damping in the model of a SHO makes the problem
a nontrivial one. Therefore, the damped quantum harmonic oscillator requires
special attention. In this short communication, we will ignore the presence of
damping if any. Because of the wide range of applications and of the fundamental
nature of the problem, the problems of anharmonic oscillator have attracted
people from various branches of physics [1-8].

© Springer Nature Singapore Pte Ltd. 2019
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and Molecular Species, and Photons, Springer Proceedings in Physics 230,
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2 Driven Classical Anharmonic Oscillator

The Hamiltonian of a driven classical anharmonic oscillator of unit mass is given
by
p2 q2 A 2m

H=Z+5 450"+ fq (1)
where ¢ and p are the classical position and momentum, respectively. The param-
eter \ is a small positive constant and will be termed as anharmonic constant.
The frequency of the oscillator governed by the (1) is assumed to be 1. The m
(m > 2) being a positive integer involving the order of anharmonicity. From
our choice of the Hamiltonian, it appears that we will be investigating for the
anharmonic oscillators of having even orders of anharmonicities. It is attributed
because of the fact that most of the time we are interested in the matter—field
interaction to discuss the anharmonic effects. The medium with inversion sym-
metry automatically eliminates the even orders of nonlinear susceptibilities and
hence the even orders of nonlinear polarization. Again, the odd orders of non-
linear polarization contribute to the even orders of nonlinear terms in the model
Hamiltonian. By virtue of symmetry, the entire gaseous medium is inversion
symmetric. Therefore, the choice of the Hamiltonian is quite consistent with
the matter—field interaction. Now, the equations of motion corresponding to
the Hamiltonian (1) follows from the Hamiltonian’s equation. Therefore, we
have )

;]-):Ziqi)\quflif (2)

The above two equations (2) are combined to obtain a second-order inhomoge-
neous nonlinear differential equation. The corresponding equation is given by

G+q+ A" =—f (3)

In absence of driven term (i.e., f = 0) and for m = 2, the (3) corresponds
to the equation of motion of a classical quartic anharmonic oscillator. Unfortu-
nately, the classical quartic anharmonic oscillator does not give a closed-form
analytical solution. Of course, for small values of A, the classical quartic anhar-
monic oscillator is solved approximately [6]. In absence of anharmonic and driven
terms, the Hamiltonian reduces to the Hamiltonian of a simple (one dimensional)
harmonic oscillator. Now, the quantum mechanical counterpart of the Hamilto-
nian (1) is obtained by the replacement of the classically conjugate position ¢(t)
and momentum p(t) by their corresponding operators. During the passage from
classical anharmonic oscillator governed by the Hamiltonian (1) to the corre-
sponding quantum mechanical oscillator, the fundamental commutation relation
between the position and momentum operators should be respected.
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3 Driven Quantum Anharmonic Oscillator

In order to obtain the quantum mechanical counterpart of the Hamiltonian (1),
we replace the classical canonical position (¢) and momentum (p) by their equiv-
alent operators. Therefore, we have

A
+o P+ £ (4)

H = AN
2m

PP
2 2

In the Hamiltonian (4), we assumed that the mass and the frequency of
the oscillator are unity. During the passage from classical-driven anharmonic
oscillator to its quantum mechanical counterpart, we need to the impose the

following equal time commutation relation [9,10]:

[4(t), p(t)] = [4(0), p(0)] =i (5)

where A = 1. Now, in order to differentiate between the c-numbers and the
operators, we use the caret for the operators. Based on the relation (5), we define
the usual relations connecting the position and momentum operators with those
of the dimensionless annihilation (@) and creation (a') operators

at(t) = L (q(t) - ip(t)) ©)

Hence, we have
i) = 5 (a0 + ' (1) .
Pt =~ (a(t) - af (1))
Therefore, it follows that the annihilation operator a(t) and creation operator
a'(t) obey the following commutation relation:

[a(t), a’(t)] =1 (®)

In the later part of this article, we shall simply use @ and a' instead of a(t) and
a'(t) respectively. Now, the Hamiltonian follows as

H:(aTa—F;)—!—)\1(&—|—dT)2m+f(&—|—&T) (9)

In order to obtain the equations of motion involving the operators ¢ and p, we
use the Heisenberg operator equation of motion. Therefore, we have

i 2m—1
O ~ AT _ 10
a ia —2m(a—|—a) if (10)
where, we have made use of the commutation relation [a,g(a, aT)} = %.

The equation of motion for the field operator a' may easily be obtained by taking
the Hermitian conjugate of the (10). In order to study the dynamical behavior of
the field operators, we need to solve the differential equation (10). Unfortunately,
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the differential equation is nonlinear and is involving the noncommuting opera-
tors. Therefore, a numerical solution or an approximate analytical solution may
be explored. The differential equation involving the noncommuting operators are
certainly a nontrivial problem if at all possible. Therefore, in the present arti-
cle, we rely on the so-called rotating wave approximation for solving the above
differential equation. The RWA entails us to remove the nonconserving energy

terms. In order to do so, we express the normal ordered form of (d + dT)Qm_l
-1
o any2mel 'R o 2Zm—=1\ o 2me2re1
(a+af) rz::O (2r — 1N or :(a+a) : (1)

where the notation :: stands for the normal ordered form, the binomial coefficient

(f;) = (Ifiy'),y, and (2r—1)!! = (2r—1)(2r—3)....3.1. Now, we make a binomial

under normal ordered form. We

expansion of the term (: (a+ dT)2m72T71 :)

have 2m — 2r number of terms. In this expansion, we have two middle terms. Out

2m — 2r — 1) dTm_TAm_r+1

m—r+1 “
will be the synchronous one. Now, we neglect all the terms except the syn-

)2m71 in the (10). Hence, the (10)

of these two terms, the middle term ¢,,—,+1 = (

chronous one in the expansion of (d—&—d*
assumes the following form:

a = —ila, H) = —iOa — if (12)

where, the operator O(t) is given by

A m=1 2m — 1 2m —2r — 1
- A — 1N gim—rgm—r
Ot) =145 > (2r—1N ( 9 ) ( 1 ) a a (13)

r=0 r

The equation (12) of the field operator & corresponds the equation of motion of
the driven m-photon anharmonic oscillator. As a matter of fact, the m-photon
anharmonic oscillator is found useful for investigating squeezing [11-13], phase
properties [14], Wigner function [15], and the kth power squeezing of the radia-
tion field [16]. However, the driven m-photon anharmonic oscillator is still unex-
plored. For f = 0, the operator O(t) is a constant of motion. The operator O(t)
is a function of number operator a’a. This is quite reasonable since the conser-
vation of number is guaranteed by the use of RWA and hence the removal of
nonsynchronous terms from the equations of motion. The operator O has the
dimension of frequency and hence may be called as a frequency operator. In
absence of anharmonicity (A = 0), the operator O reduces to a unit operator.
Essentially, the anharmonic part of the Hamiltonian (4) is responsible for the
shift of the frequency of the oscillator (here we assumed 1). In other words, the
frequency normalization takes place through the nonlinear term. The complete
solution of the differential equation (12) can only be obtained if the functional
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form of f(t) is explicitly known. The corresponding solution will follow as
e 10t A — e_iéti/f(t)emtdt (14)

where A is the integration constant to be evaluated under initial condition.
Taking the Hermitian conjugate of the above solution (14), we obtain the the
solution for the creation operator af. Therefore, the dynamical behavior of the
driven anharmonic oscillator under the rotating wave approximation are com-
pletely solved provided the integral (14) is evaluated for physically acceptable
function f(t). As an example, we assume that the oscillator is periodically driven.
Therefore, we have

f(t) = f(0) coswt (15)
Finally, the analytical expressions for the annihilation operator (14) assumes the
following form:

a(t) = e_iétd(O) + £(0) (02 = w2)_1 [Oe‘iét — Ocoswt + iwsin wt} (16)

It is possible to obtain the creation operator a from the (16). Assuming f(0)
as real, we have

at(t) =al (O)eiOt + f(0) (02 - wz) B [Oemt — O coswt — iwsin wt} (17)

where the Hermitian nature of the frequency operator O is utilized. Certainly,
the solutions for the field operators involving the (16) and (17) correspond the
physical model of a multiphoton driven anharmonic oscillator. Interestingly, the
dynamics of the driven anharmonic oscillator corresponding to the Hamiltonian
(9) is completely known. The exact nature of the solution (16) is certainly useful
for investigating quantum statistical properties of the radiation field coupled
to the oscillator. It is of interest to calculate the shift of the frequency of the
oscillator by calculating the matrix elements of < nla(t)|n + 1 > in terms of
the number state basis |n >. It is clear that the shift of the frequency of the
oscillator is governed by the anharmonic parameter Before we go further, we
check the equal time commutation relation between the annihilation and creation
operators. This can easily be established since the time derivative of the following
commutator vanishes: d

& fa(t),a (0] =0 (18)
In calculating the above relation (18), we have made use of the (12) and it’s
Hermitian conjugate. Now, we construct the dimensionless quadrature operators
which are happened to be position and momentum operators involving the (7).
Therefore, we have

qt) = % (eﬂ'ét&(o) + aT(O)eiOt +2£(0)0 (éQ - w2)_1 {cos Ot — cos wt})

p(t) = —% <eiiétd(0) — aT(O)eiét —2if(0) (02 — w2)71 {O sin Ot — wsinwt})
(19)
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In addition to the fundamental academic interests, the present solution will find
potential applications in the investigation of the quantum statistical properties
of the radiation field coupled to a nonlinear medium. However, the present exact
solution is obtained at the cost of the sacrifice of nonconserving energy (i.e.,
RWA) terms in the original Hamiltonian (13).

4 Conclusion

In the present investigation, we provide the solution of the driven anharmonic
oscillator. The complete solution of the driven anharmonic oscillator requires the
knowledge of the functional form of the driven parameter. The present solution is
explored under the RWA and is certainly based on the complete analytical app-
roach. The present solution will find applications in the investigation of quantum
statistical properties of the radiation fields and in the dynamics of the trapped
ions/atoms in an MOT. These quantum statistical properties include squeezing,
higher ordered squeezing, photon antibunching, and photon statistics.

Acknowledgements. The author is thankful to the University Grants Commis-
sion, New Delhi for financial support through a major research project (F.No.42-
852/2013(SR)). SM is also thankful to the Council of Scientific and Industrial Research
(CSIR), New Delhi for financial support (03(1283)/13/EMR-II). DKB thanks the CSIR
for awarding the JRF (09/202(0062)/2017-EMR-I).

References

1. Nayfeh, A.H.: Introduction to Perturbation Techniques. Wiley, New York (1981)
Nayfeh, A.H., Mook, D.T.: Non-linear Oscillations. Wiley, New York (1979)
Bellman, R.: Methods of Nonlinear Analysis, vol. 1, p. 198. Academic Press, New
York (1970)

w

4. Ross, S.L.: Differential Equation, 3rd edn. Wiley, New York (1984)

5. Mandal, S.: Phys. Lett. A 299, 531-542 (2002)

6. Mandal, S.: J. Phys. A 31, L501-L505 (1998)

7. Pathak, A., Mandal, S.: Phys. Lett. A 286, 261-276 (2001)

8. Bender, C.M., Bettencourt, L.M.A.: Phys. Rev. Lett 77, 4114-4117 (1996)

9. Gasiorowicz, S.: Quantum Physics, p. 271. Wiley, New York (1979)

10. Schiff, L.I.: Quantum Mechanics, vol. 3, p. 176. Mc. Graw Hill Book Company,

New York (1987)
11. Gerry, C.C.: Phys. Lett. A 124, 237-239 (1987)
12. Buzek, V.: Phys. Lett. A 136, 188-192 (1989)
13. Tanas, R.: Phys. Lett. A 141, 217-220 (1989)
14. Paprzycka, M., Tanas, R.: Quant. Opt. 4, 331 (1992)
15. Kheruntsyan, K.V.: J. Opt. B Quantum Semiclass. Opt. 1225 (1999)
16. Buzek, V., Jex, L.: Phys. Rev. A 41, 4079 (1990)

a.kheifets@anu.edu.au



)

Check for
updates

Diagnostics of Ar/N, Mixture Plasma
with Reliable Electron Impact Argon
Excitation Cross Sections

S. Gupta', R. K. Gangwar?, and Rajesh Srivastava' ®9

! Department of Physics, Indian Institute of Technology Roorkee,
Roorkee 247667, India
sgupta@ph.iitr.ac.in, rajsrfph@iitr.ac.in
2 Department of Physics, Visvesvaraya National Institute of Technology,
Nagpur 440010, India
reeteshkr@gmail. com

Abstract. The diagnostic study of Ar/N, mixture plasma at low temperature
has been presented with varying concentrations of N, gas. For the diagnostics of
such mixture plasma, a fine-structure resolved collisional-radiative (CR) model
is developed. The CR model requires a large amount of accurate and reliable
atomic cross-section data for the proper inclusion of all the relevant processes
occurring in the plasma. Thus we incorporated in our model, electron-impact
excitation cross-sections of argon calculated by using fully relativistic distorted
wave method. Processes which account for the coupling of argon with nitrogen
molecules have been further added in the model. We couple our CR model with
the OES measurements of Lock et al. [Physics of plasmas 23, 043518 (2016)]
and the electron density (n.) and temperature (7,) are simultaneously estimated
by optimizing the model-simulated intensities with the five emission lines
[originates from 3p54p 2p) — 3p54s (Ls;) transitions] observed in the mea-
surements. On comparison of our results with the values reported by Lock et al.
[Physics of plasmas 23, 043518 (2016)], we find that as the concentration of N,
(0-10%) increases in the Ar/N, mixture, the electron density decreases by three
orders of magnitude from 3.0 x 10°-3.0 x 10" em™® while 7, remains
approximately close to 1.6 eV.

1 Introduction

Often inert gases are added in trace amounts to different plasmas for the diagnostics
purposes, known as Trace-Rare-Gas Optical Emission Spectroscopy (TRG-OES) [1, 2].
In our earlier work, we developed collisional radiative (CR) models for pure Ar and Kr
[3, 4] inert gas plasmas for the diagnostics of low temperature (LT) plasmas. Dominant
processes in LT plasma are due to electron impact collisions [5]. The inert gases, viz.,
Ar, Kr, Xe, and Ne show several fine-structure levels due to strong relativistic
effect/spin-orbit coupling [6, 7]. Consequently, several fine-structure transitions
between the ground state to various fine-structure excited states and among the excited
states are involved in the plasma kinetics. Thus, to develop plasma population-kinetic
model, i.e., the CR model for inert gas plasmas, required fine-structure electron impact
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excitation cross-section data are calculated using fully relativistic distorted theory. The
calculated cross sections are then incorporated into the CR model for diagnostic pur-
poses. In continuation of our earlier work on pure Ar plasma [3], in the present study,
we aim to develop a CR model of Ar/N, mixture plasma for diagnostic purposes.

The addition of N, reactive gas traces in the inert gas plasma is very useful for
applications like thin film deposition [8, 9], surface chemistry [10], nitride thin films
(viz, GaN and TiN) [10], material modification, etching [11], surface sterilization [12],
and lighting [13]. To optimize the plasma processing in these applications, it is
essential to understand how the mixing of N, in argon influences the plasma parameters
[e.g, electron density (n.) and electron temperature (7.)] which behave differently
depending on the quantity of N, introduced in the plasma. Thus, the aim of this work is
to develop a reliable CR model for Ar/N, plasma and then apply it to understand the
behavior of plasma parameters. Here, we applied our model for the diagnostics of an
electron beam generated Ar/N, plasma. It is worth mentioning here that electron beam
generated plasmas are different from the normal discharge plasma and only very few
diagnostic studies are available in the literature for these plasmas [14].

In this light, in the present work by coupling our CR model with the OES mea-
surements reported by Lock et al. [14], we performed the diagnostics of an electron
beam generated Ar/N, plasma. In our study, we obtained the plasma parameters, viz,
electron temperature, electron density, and species population which characterize the
plasma [15] by optimizing five Ar-I lines with the measurements [14].

2 Collisional-Radiative Model

In the present CR model, we are considering 40 fine-structure levels, viz, 1s; (i = 2-5),
2s; (i = 2-5), 2p; (i = 1-10), 3p; (i = 1-10), and 3d; (i = 1-12) with the inclusion of
ground state and first ionization state of Ar. These states are interconnected through the
various collisional and radiative processes occurring in the plasma. The model incor-
porates different population transfer mechanisms among fine-structure levels such as
electron impact excitation, ionization, and radiative decay along with their reverse
processes, viz, electron impact de-excitation, three-body recombination. In this work,
we follow our earlier CR model on pure Ar and thus more details can be found from
our previous publications [3, 16]. However, for Ar/N, mixture plasma, the depopula-
tion channels of argon-excited states (1s; and 2p; manifold) through quenching with N,
molecule have been added. The particle balance equation for an excited level “u” is
given by the following expression,

Z klu nlne+ ZA nl+nen+nek+u e Z kul nune

=1 I>u =1
L#u l#u (1)
— ZA — nynk w4+ (T ) — nukjlﬁ — nun(Nz)kZugnCh -0
I<u
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Here, n; (I = 1-41) refers to the density of the Ith fine-structure level populations,
and n, and n(y,) are the population densities of the Ar™ and N,. As defined earlier, 7,
and T, are the plasma parameters. In the (1), positive terms are the population channels
and negative terms are the depopulation channels for the level u. The first and fourth
terms refer to the population transfer through electron impact excitation and de-
excitation. The k;,, and k;, are rate coefficients for the electron excitation and ionization
processes, respectively [3, 17]. The de-excitation rates (k,;) are obtained following the
detailed balance principle as well as the rates for third and sixth terms which denote the
three-body recombination and ionization are evaluated as described in our earlier
papers [3, 6, 16, 17]. The second and fifth terms are the radiative decay processes,
where the effective transition probability is defined as Az’;/ = A(KuP)A,. The modi-
fication in the transition probability (A,;) by a factor of A(K,p) is to incorporate the
reabsorption of the radiation. A(K,,0) is known as escape factor, here K,; denotes the
reabsorption coefficient and p is the source plasma characteristic scale length (2.0 cm.
in the present work). We have calculated the escape factor by using the Mewe
approximation [18, 19] and calculated it for all the considered transitions and for
different N, concentrations. The calculated escape factors with the addition of N in the
range for 0—10% exhibit only slight changes in the escape factors for the lines origi-
nating from 2p; — ls; transitions. These escape factors are obtained for the same
conditions as in the experiment of Lock et al. [14].

The last two terms of the (1) refer, respectively, to the depopulation through dif-
fusion of the excited states via chamber walls and the quenching with N, molecules.
Diffusion is taken into account mainly for ls; excited states using the diffusion rate
coefficients reported by Kolts and Setser [20]. The rate coefficients for the quenching of
1s; and 2p; levels with N, molecules are taken from Scheller et al. [21].

3 Result and Discussion

For the diagnostics of Ar/N, mixture plasma, the coupled particle balance equations for
all considered states (as represented in (1)) were solved simultaneously. The solution
provides the population densities of the various fine-structure excited states of Ar up to
3p; levels considered in the present model as a function of plasma parameters (i.e.,
electron density (n,) and electron temperature (7,)). In the present calculation, the
ground state argon population n,, are calculated from the standard gas law using the
pressure and gas temperature reported by the Lock et al. [14] at each concentration of
N,. The ground state argon population was ~8.04 x 10?° m~>.

For the diagnostics purpose, we obtain the intensities of the emission lines con-
sidered in the present model as a function of n, and 7,. As the CR model provides the
population densities of excited states of an argon atom, thereafter, the line intensities
are calculated by using (2). Now in order to fix the particular values of n, and T, which
really correspond to the plasma parameter, we find the best match of our calculated
intensities with the measured intensities of Lock et al. [14]. For this purpose, before
doing this, as the intensities reported by Lock et al. [14] are in arbitrary unit, we
normalize/scale them and get the value in percentage and also do the same with our
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calculated intensities. Then the least square method is applied and we obtain the
minimum deviation parameter which fixes the plasma parameters (viz., n, and T,). The
intensity corresponding to these values of n, and 7, is taken to be the best match with
the measured intensity. We calculate the deviation parameter using the minimum
scatter approach.

The intensity (I,;) of an emission line (with wavelength 4,;) corresponding to a
transition (u — ) is linked to the population density of the upper excited level (,)
as [3],

h
Ly o< ny, /I—CIAZJIY (2)

where h and c are the usual Planck’s constant and speed of light, respectively. Thus
following (1), the intensities of emission lines have been calculated as a function of 7,
and n,. Here, we have considered five emission lines decaying from 2p; (i = 1-10)
states to the 1s; (i = 2-5) states as observed in the Lock et al. [14] OES measurements.

We individually normalize both the measured and modeled intensities, respectively,
as follows,

; 1,
LSl = 5 — 100 3)
' > net Lu.0ES(Model)

In order to check the matching of our simulated intensities with those of OES
measurements, we calculated the deviation parameter (A) as given below based on the
minimum scatter approach [1]. The least magnitude of deviation parameter fixes the
plasma parameter.

5
2
_ normalized normalized
A= E :(u.,OES — Yu,Model ) (4)

u=1

In Fig. 1, the deviation parameter is plotted as a function of 7, for different values
of n, at different concentrations of N, (0-10%). The minimum value of the deviation
parameter fixes the value of T, and n,. The T, and n, values corresponding to the lowest
deviation parameter are given in a table as shown in Fig. 1. We find that the electron
temperature does not change much but remains almost close to the value of 1.6 eV
while the electron density decreases by three orders of magnitude from 3.0 x 10" to
3.0 x 10" cm ™2 as the concentration of N, varies from 0 to 10% in the Ar/N, mixture
plasma. However, Lock et al. [14] extracted T, from the EEDF as obtained in their
previous work and taken the constant value of n, = 2.0 x 10" cm™ for the Ar/N,
mixture plasma. Using these in their CR model, they obtained the state populations for
1s; and 2p; states which decrease as the concentration of N, varies from O to 10%.
Thus, we note that our results show different and opposite behavior with the modeling
results of Lock et al. [14]. In fact, it is important to mention here that the variations of
n. and T, as obtained by us are similar to those as seen by Kang et al. [10] with their
global modeling results carried out in the light of their measurements for Ar/N, mixture
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plasma. Fantz et al. [13] also experimentally studied the Ar/N, plasma at low pressure
and varied the concentration of N, and from their CR model, they found the similar
variations of n, and T, as seen by us and Kang et al. [10].

Figure 2 presents our model intensities calculated by using the populations of the
2p; excited levels (which decay to ls;) obtained at the optimized value of n, and 7, as
given in the table with Fig. 1. These are compared with Lock et al. [14] measured
intensities at 0, 1, 3, 5, and 10% concentrations of N,. We observe from Fig. 2 that out

110 — T T T T T 120 — T T T T T
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Fig. 1. Deviation parameter as a function of 7, at different n, for Ar/ N, (0-10%) mixture are
shown in the figures while the table gives the values of T, and n, corresponding to the lowest
value of the deviation parameter
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Fig. 2. Comparison of the normalized intensities obtained from the CR model with the OES
measurements [14] for Ar (2p; — 1s;) transition lines

of the five lines selected from the measured intensities, the intensities of at least three
measured lines are in reasonable agreement with our modeled intensities. We find that
the 750.4 nm and 751.5 nm lines whose intensities are not in good agreement, decay
from the 2p, and 2ps levels. Both these levels have total angular momentum J = 0.
Interestingly, we observe a correlation between these two lines with respect to their
agreement with the experiment. As can be seen from Fig. 2, for 0% N, concentration,
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the 751.5 nm line is relatively in better agreement with the experiment as compared to
750.4 nm line. On the other hand, as the N, concentration increases the behavior flips;
and for 10% N, concentration the 750.4 nm line agrees better with the experiment as
compared to the 751.5 nm line. Although the precise reason behind this feature is not
clear, it may be due to the fact that the states 2p, and 2p5 correspond to the total angular
momentum J = 0 value and these are also getting excited by electron impact from
the Ar ground state (1sg) with J = 0. In fact, it is found that for such J =0 to J'=0
transitions, the theoretically calculated electron excitation cross sections are generally
larger as compared to the experimentally measured cross sections and possibly this
could be one of the reasons. Lock et al. [14] did not report explicitly the intensity
obtained from their CR model at the extracted values of n, and 7, obtained by them;
therefore, it is not straightforward to understand the accuracy of their CR model. We
believe that our CR model is quite consistent and detailed; therefore, it can improve the
diagnostics of the plasma.

4 Conclusions

In the present work, we have developed a CR model for Ar/N, mixture plasma. We
coupled our model with the OES measurements of Lock et al. [14]. Plasma parameters
(T, and n,) are obtained by the minimum scatter approach by using experimental
intensities of the five intense lines (2p; — Ls; transitions) at various N, fractions (0-
10%). We observe that the optimized electron temperature (7,) does not change and is
almost constantly close to 1.6 eV as N, fraction changes from 0 to 10% while the
electron density decreases by three orders of magnitude. We believe that our CR model
is well optimized and demonstrates the importance of the applicability of our reliable
RDW cross sections.
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Abstract. We consider Bose—FEinstein condensates under an experimentally
feasible toroidal trap. Temporal expansion of the condensate along the minima
of the trap experiences self interference between the counter-propagating con-
stituent parts of the condensate. Condensate density nicely manifests fractional
revivals in long time evolution, where the original condensate splits into several
subsidiary components at times, rational fractions of the revival time. Upon
pointing out this novel phenomenon in this system, we investigate the spatial
interference pattern, which requires a careful explanation of the phase distri-
bution among the petals. These features have come out as significantly different
from other quantum systems and pave the way to achieve efficient quantum
precision measurements in this system.

1 Introduction

The experimental realization of Bose—Einstein condensate (BEC) has gradually made it
one of the most appropriate candidates to observe various unexplored quantum phe-
nomena. Although the formation mechanism and dynamics of BEC always remain a
nontrivial task, due to its long coherence time and high tunability, it is indeed a
favorable candidate for achieving quantum technology. The field is also connected to
many important directions: quantum optics, quantum information, weak measurement,
higher harmonic generation, negative temperature, condensed matter applications, etc.
While dealing with gravimetry, rotation sensing, and interferometric measurements,
matter—wave play an important role. Matter—wave interference has drawn huge atten-
tion for more than a decade in various aspects like quantum precision measurements
[1]. First atomic interference was observed by superposing two independent conden-
sates [2], which can be produced in a compact interferometer. Particularly, a toroidal
trap is realized in BEC by tuning the lasers in an ring shaped configuration [3, 4]. Such
trapping potential can be created by a blue-detuned laser beam in the middle of the
harmonic magnetic trap. BEC loaded in a toroidal trap has got huge attention for the
last few years [5—7] and found interesting applications in persistent flow of current [8],
solitary waves and vortices [9], and interference [1, 10]. After creating the condensate
in a toroidal trap, it radially expands along the minimum of the effective potential with
time. The tails of the expanding condensate coming from opposite directions collide,
resulting in interference which is observed experimentally [10]. However, the detailed
analysis of the dynamics of two condensates in a toroidal trap and its long time
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evolution, which reveals a number of interesting phenomena, has not yet been reported
in the literature.

In this work, we are studying the dynamics of two condensates placed in a toroidal
trap by numerically solving the Gross—Pitédevskii equation (GPE) under weak inter-
atomic interaction. We, not only report the revival and fractional revivals phenomena in
this system but also quantify the time scales and explain the origin of the occurrence of
a particular fractional revival situation. When the condensate is allowed to superpose
spatially in the central region of the trap, the resulting interference pattern becomes
quite different from similar situations in other quantum systems.

We reveal the origin of these structures through a careful phase analysis at time
snapshots.

2 Theoretical Model

The dynamics of weakly interacting BEC can be modeled by GPE which is widely
used in such nonlinear systems [11]. Incorporating various external potentials make the
dynamics richer and tunable to achieve coherent control. The mathematical form of the
3D-GPE can be written, in the presence of some external potential as

OV (X,Y,Z,T)

hZ
V4 VX, Y, Z, T) +g|¥(X,Y,Z,T)*|W(X,Y,Z,T) = ih o

M
(1)

The order parameter of the condensate is ¥ (R, T) and the total number of atoms are
related as | W(R, T)|°dR = N. The weak coupling constant is given by g = %, where
a is the s-wave scattering length for low-energy scattering. It can be positive or neg-
ative depending on the repulsive and attractive two-body interactions, respectively.
M is the mass of the atom and V,,, is the external confining potential. When an external

trap is harmonic in nature, i.e., V. (X,Y,Z) = %M(a)ﬁXz + w§Y2 + a)?Zz).

To make the equation in a convenient form, we reduce (1) into a dimensionless
form by scaling variables and parameters [3]. If the reference harmonic trap frequency
is o, the corresponding harmonic oscillator length is given by a, = \/h/M w. The

scalings are given by t = oT, x = a;,X, y = ayY, 2= ayZ, Veu (X, y,1) = %{:Z), and

Y(x,y,z,t) = /N /ai@(x, v,2,t). The final form of the 3D-GPE becomes (after
removing tilde)

Vex ( ) | ( )| ( )
2 9 2 9 2 9 2 'C7 7Z 3 ’C) 7Z71 q ’(7 71
X y t y g%d q y y

_ 0P (x,y,2,)
=i o (2)
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where Ve (x,y,2) = 3 (“/x 2+ 2y 4922 ) with y, =2 9 == and y, = % Now the

(o ’

weak coupling constant is given by g3z = ‘“;—‘]‘N and normalization [|¥(x,y,

2, 0)|Pdxdydz = 1.

If we apply strong confinement along any one particular direction, suppose z-
direction, then the time scales of the dynamics become quite asymmetric and effec-
tively the condensate will be confined in two-dimension (2D): x and y. This is assuming
that the system is in the ground state in the transverse z-axis. In this case, the wave

function in (2) can be written as ¥(x,y,z,t) = @(x,y,?) (%)%672 ¢+ The resulting
3D-GPE reduces to a quasi 2D-GPE:

1 82 62 2 . a(P(x7y7t)
|:_§<@+82)+Vext(x Y, )+82d|(/’(x7yat)| (p(xvyyt)_lhT~ (3)

where Ve (x,y) =1 (yfxz—ky}z,yz). The modified coupling constant for 2D-GPE is

2 27@ aN

given by gog = and normalization /|o(x, y,1)|[dxdy = 1.

3 External Confinement and Methodology

The external trapping potential is considered here as a toroidal trap, which can be
written as

1
Vexl(xvyv t) = §a2(x2 +y2) + U(xv))7 t)‘

Here, a(=y, = y),) is the harmonic trapping frequency in x- and y-directions and U
(x, y, t) is a Gaussian whose peak amplitude, A(f) may be time-dependent, such that one
can switch off the potential and control it whenever needed in the experiment. The
parameter ¢ is associated with the width of the Gaussian peak. The expression of the
potential peak is given by

Ux,y, 1) = A1) (ﬂ(f WW) . (4)

The minima of the potential can be calculated and its distance of minima from the
center of the harmonic trap is given by (ro):

OWext

or

r=ry
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where

/ g 4A

Hence, the radius of the toroid can be controlled by the parameters o, ¢, and A.
Numerical method: We solve the corresponding GPE (3) numerically, which is non-
trivial due to the non-linear nature of the second-order partial differential equation of
two variables and the inclusion of the space-time-dependent potential function. Bao
and Tang haves given a general method to solve the time-dependent GPE to find both
stationary and non-stationary states in various types of potential [12]. Runge—Kutta
types of method, Adhikari used semi-implicit Crank—Nicolson scheme [13, 14], finite
difference method, and Fourier split-step method [15]. Here, we take up the second
approach to solve the corresponding dynamics, i.e., split-step Fourier method (SSFM).

To solve the 2D-GP equation (4) using SSFM, we assume the shape of the initial

. . VA [ ol (xeso)?
condensate wave function as Gaussian: ¢(x,y;7=0) =1 (%) / (e w(e—xo)? +

(v —v0)%) +67W((’”+x°)2+(y”“)z)), where w is associated with the initial width of the
condensate. In our analysis, the amplitude A of the potential is taken as 100. The values
of ry and o are chosen as 11.0 and 1, respectively. The other parameters are as follows:
a=498x 107" m, a, =1 pum, N = 104, v, =1, and g,; = 2.5. We discretized the
space into 512 x 512 grids and the step size becomes 0.12.

4 Results and Discussions

We investigate the evolution of the condensate density inside the trap for a longer time.
Two Gaussian-shaped condensates are placed at the calculated minima of the effective
trap and in the diametrically opposite corners of the toroidal trap. Because of the
existence of the Gaussian barrier in the middle of the harmonic trap, the condensate
expands along the trap minima. We have chosen the amplitude and width of the
Gaussian barrier, such that the tunneling probability becomes negligible through the
barrier. During their course of evolution in the ring-shaped dip and the counter-
propagating components start overlapping each other, producing self interferences.
This spatial density distribution reveals petal formation after a complete mixing.
Figure la—r depict the petal formation in density at different evolution times. One can
observe that at time ¢ = 375 (Fig. 1r), the density distribution is the replica of the initial
density distribution and this time is known as revival time (7,). When time ¢ becomes a
rational fraction of the revival time, the initial pattern breaks into several parts: the
evolution times, 7,/20 (Fig. 1b), T,/16 (Fig. 1¢c), T,/14 (Fig. 1d), T,/12 (Fig. le), T,/10
(Fig. 19), T,/8 (Fig. 1g), T,/6 (Fig. 1h), T,/4 (Fig. 1i), and T,/2 (Fig. 1n), produce 20,
16, 14, 12, 10, 8, 6, 4, and 2, respectively. At time ¢ = T,/2, the half revival time,
similar density distribution is observed in the vertical direction with respect to the
initial position.
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Fig. 1. The density distribution in x-, y space of the condensate at different times. The snapshots
at times, t = 0, 19.52, 23.42, 27.34, 31.24, 39.06, 46.86, 62.5, 93.74, 113.28, 125, 140.62,
156.24, 187.50, 234.36, 250, 281.24, and 375 (a-r), respectively. The bright color manifests
maximum density and dark color manifests density minimum. Both x and y ranges from —12
to 12

LI < &
’ \ U T
1 @ @ . (b) ‘ () (d)
- #/* 4 L
P\ L S
_—“" o - = 'F—_"' =z

Fig. 2. Phase distribution in x-y space. The snapshots at time 7 = 19.52, 23.42, 31.24, and 46.86,
corresponding to figure (a), (b), (¢), and (d), respectively

To get a clear understanding of the condensate density distribution, phase analysis
is also quite important; we have performed the phase analysis which is displayed in
Fig. 2. The phase distribution in space is quite random in nature, not having a trivial
correlation with the obtained density patterns (Fig. 1). However, the petals at the
diametrically opposite points have equal phase. Such phase analysis is important to
analyze the spatial interference pattern when the central Gaussian peak is switched off.

5 Conclusion
We have studied the formation of quantum interferences in a toroidal trap. The number

of petals formed due to the interference of the counter-propagating condensate prob-
abilities, at different times is studied in details, which clearly reveals fractional revivals.
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The phase information during the time evolution as depicted in Fig. 2 made the physics
more engrossing and rich. Our model is quite useful towards quantum measurement or
quantum metrology. This is a promising system for rotation sensing too.
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Abstract. Helium nanodroplets are a unique system of quantum fluid clusters
possessing several intriguing properties. From the perspective of atomic sys-
tems, they have been predominantly viewed as a spectroscopic matrix hosting
other molecules and systems of interest. In this report, we draw particular
attention to select electronic processes in He aggregates hosting other atoms, in
particular, Rb. From this perspective, we present the details of single- and multi-
electron processes occurring in this alkali-He system interacting with single
extreme ultraviolet and soft X-ray photons. The features brought out in this
study are generic and pertinent to systems with similar design on the atomic
scale.
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1 Introduction

Helium nanodroplets are being widely used as an “ideal” matrix for spectroscopy of
embedded or attached species [1]. Owing to their cold internal temperature due to their
formation in supersonic jets, dopant atoms or molecules attached to these droplets are
also cooled in the process by the evaporation of He atoms in the host. Combined with
finite nanoscale dimensions 1-100 nm and a very large transparency window from the
infrared to beyond the ultraviolet, these droplets have served as nanocryostats for
hosting individual atoms or molecules as well as dopant aggregates [1, 2]. Dopant
species are hosted by the droplets either on the surface or embedded in the interiors,
thus providing a universal route for spectroscopy and investigations of cold reactions at
sub-Kelvin temperatures. This has been widely exploited to study the rotational,
vibration, and electronic spectroscopy of atomic and molecular systems [3]. Since the
lambda-point of bosonic “He in the bulk is 2.1 K, these aggregates with an internal
temperature of 400 mK, are evidenced to be in a superfluid state, enabling the real-
ization of a nanoscale quantum fluid. From this perspective, these nanodroplets
themselves have become the central object of investigation leading to the observation
of irrotational flow, Landau velocity and vortices in these nanometer-sized aggregates
[4-6]. Aggregates of bosonic “He have also been viewed as theoretical testbeds to
investigate other such systems which mimic some aspects of atomic nuclei [7]. Hence,
these droplets are a prominent candidate for rich and diverse physics and chemistry.

Complementary to their role as hosts for other systems of interest, the electronic
properties of He nanodroplets themselves in combination with doped atoms or mole-
cules open a new avenue for investigation when these systems are interrogated with
photons and electrons [3, 8—10].

2 Photo-Induced Processes in Helium Droplets

Photodynamics initiated via excitation of He in the droplets with photons of energy
>20 eV proves to be intriguing both when these clusters are pristine as well as in
weakly doped aggregates. Extreme ultraviolet (EUV) and soft X-ray photoexcitation of
doped droplets by the group of Neumark revealed a lowering of the ionization potential
of droplets by almost 1.5 eV as compared to atomic He, revealing the role of atomic-
like states or bands in their electronic structure [11]; this corroborates earlier fluores-
cence measurements [12, 13]. Photoelectron spectroscopy revealed that the photoion-
ization of pure nanodroplets is accompanied by the emission of very low energy meV
electrons.

Photoexcitation and ionization of doped droplets led to the identification of distinct
mechanisms of droplet ionization [14, 15]: (a) at photon energies 20 eV < hv < 23 eV
alkali doped droplets display a prominent ionization channel. However, droplets doped
with rare gas atoms are not ionized when photoexcited at these energies. At these
photon energies, the electronic structure of He consists of single-electron excitations
from the ground state to the 1s2p state. The photoionization of alkali doped droplets is
accompanied by the emission photoelectrons in this Penning transfer process. (b) In the
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photon energy range 23 eV < hv < 24.5 eV below the ionization threshold of atomic
He, both rare gas and alkali doped droplets are photoionized. In this case, the
accompanying photoelectrons are emitted, and the most prominent photoreaction
product is the He dimer ion, He,*. In both regimes, (a) and (b) the dynamics is initiated
by electronic excitation and the formation of He* and He,*. In pure droplets in these
cases the excited He atom or dimer is ejected from the droplet [16, 17]. (c) At hv >
24.6 eV above the ionization potential of atomic He, the direct formation of He* ions
in the droplet initiates the photodynamics. While once again, He," ions are the
prominent ionic product of ionization in both doped and pure droplets, characteristic
photoelectron with kinetic energies equal to the difference between the ionization
potential of atomic He and the photon energy is evidenced. Electron-ion coincidence
studies [14] have revealed that even photoelectrons correlated to the dopant ion have
these kinetic energies. Thus, a charge transfer between He and the dopant is the
dominant ionization channel leading to the formation of dopant photoions. The mod-
erate absorption cross section of bulk He at these energies leads to the incident photon
being absorbed in the interiors of the droplet and not just by surface atoms. Hence, a
hopping mechanism leading to the migration of the charge which localizes at the
droplet center has been proposed [18, 19] (Fig. 1).
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Fig. 1. Photoion yield for He,* and Rb* ions emitted from He nanodroplets (~ 10* atoms per
droplet) doped with Rb atoms. The droplets were photoexcited within the energy range of 19.5—
26 eV. Prominent photoion emission peaks reveal the electronic structure of the alkali-He
complex. While Rb ions are emitted even below 23 eV corresponding to the 1s3p excitation in
atomic He, dimer ions of He are generated only above this energy. The three regimes of
photoexcitation of droplets (a)—(c) discussed in the text are enunciated in this plot. The intensities
of the ion signals are indicative of relative yields observed
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3 Experiment

In this work, we employed a He droplet source attached to a velocity map imaging
(VMI) spectrometer with the capability of performing photoelectron photoion coinci-
dence (PEPICO) measurements at the GasPhase beamline of the FElettra synchrotron,
Trieste. This is similar to the arrangement used in [14, 15]. Depicted in Fig. 2, the set
up consists of a cryogenic source for producing He nanodroplets. The beam of droplets
is produced by expanding continuously high purity “He gas at high pressures (50—
100 bar) through a cooled (6-30 K) nozzle with an orifice of 5 um in diameter. To
control the size of the droplets the temperature of the nozzle was changed. Using well-
established scaling laws [3], the most probable size of the distribution of the droplets
emanating from this source in the form of a supersonic beam could be controlled, a log-
normal distribution of droplets is produced. We refer to the most probable size of the
aggregates as the droplet size. He clusters with 100-10° He atoms/droplet could be
controllably produced in these jets. This jet then passes through a skimmer into doping
chamber, equipped with a gas cell and several doping cells. The doping cell consists of
a cylindrical container with two collinear holes which allow the droplet beam to pass
and interact with the dopant vapor (in this case Rubidium). Statistical pick-up of atoms
(or molecules) by the He droplets leads to their doping in or on droplets. To dope
droplets with Rb atoms, the vapor cell was heated between 70 and 120 °C; the con-
ditions are similar to earlier work on Rb doped nanodroplets [20]. The level of doping

Delay Line
Detector
He|iU.’f‘; ’lin'.hons
r—— Nozzle /I - \ -
yions.fa'
1-|Cho er
Cold Head pp TOF
Source Doping Detector
Chamber Chamber | Chamber
2300 I/s 1500 I/s 1500 Is

Fig. 2. Experimental set up described in this section consisting of a He nanodroplet source, a
doping chamber, and a detector chamber. The supersonic jet of He droplets emanating from the
source is doped with the desired atomic species held in a vapor form in the cells in the doping
chamber. Thereafter, downstream, this jet of doped droplets intercepts a focused photon beam
from the synchrotron. The VMI-PEPICO spectrometer discussed in the text collects and analyzes
the electrons and ions produced in the photo interaction. Also shown above are the speeds of the
vacuum pump used in these chambers. This set up is similar to [14, 15]
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can be controlled by changing the temperature of the doping cell, which is resistively
heated using a PID control loop.

The droplet beam which is doped with Rb atoms is expanded into the adjacent
chamber. Synchrotron radiation from the U12.5 undulator at the Elettra synchrotron
passing through a variable angle monochromator with spherical gratings is delivered
with on-demand energy between 13 and 900 eV. The energy resolution of the photons
is better than E/AE > 10%, at a pulse repetition rate of 500 MHz, with pulse widths of
150 ps, and maximum intensity in the range of 10 W/m? [14, 21]. This photon beam
after passing through a pair of slits whose opening can be controlled for attenuating the
beam intensity is focused on to the reaction chamber.

The VMI-PEPICO spectrometer in the detector chamber consists of an array of
electrodes which accelerates photoelectrons into a position sensitive detector comprised
of a microchannel plate with a delay line anode. The position of the impinging pho-
toelectron is deciphered using conventional electronics and data acquisition modules
[14, 15, 21]. Photoelectrons up to 30 eV are accepted in this VMI system. The image of
photoelectrons from the VMI is converted into kinetic energy spectra using the
MEVELER program for Abel inversion [22]. In tandem, the corresponding photoion
produced from the same parent as the photoelectron is pushed toward and companion
microchannel plate directed opposite to the photoelectron detection element. The flight
time of the photoion is recorded using the photoelectron detector pulse as the start for
this clock. The mass by charge resolution of this ion spectrometer is ~70. Thus,
coincidence photoelectron—photoion measurements are possible.

4 Results and Discussion

Figure 3 shows a photoion mass spectrum obtained in the photoionization of Rb doped
He nanodroplets. The counts of photoions received at the detector are depicted against
their mass-to-charge ratio. In this experiment, a chopper was used to alternatingly
interrupt the He droplet jet and signals were acquired in both scenarios—this is similar
to earlier studies, see e.g., [14]. The red curve shows the photoion mass spectrum when
the chopper blocked the droplet beam, while the blue curve is the signal obtained when
the doped He droplet jet passed through. The inset confirms the generation of Rb
photoions from the droplet jet as the blue curve shows contrasting peak at m/q values of
85 and 87 atomic units, over the red bottom-line (background). A second set of peaks
over background is observed at twice the values above near 170 atomic units from Rb3
ions generated from the photoionization of doped droplets in the jet. By varying the
droplet size and the heating temperature of the vapor cell containing Rb, the mean
number of doped alkali atoms per droplet can be varied [2, 20]. Thus, even Rb trimer
doping was observed in other cases in our experiment.

4.1 Multi-electron Processes in Rb Doped He Nanodroplets

In our earlier study [14, 15], we employed similar experimental strategies as described
here to investigate single-electron process, i.e., Penning transfer from excited He* in
the droplet to hosted alkali atom(s) particularly when the photoexcitation was in the
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Fig. 3. Photoion mass spectrum: a histogram of the counts of the photoions detected is plotted
against the mass-to-charge ratio (m/q) of the ionic species in atomic units. The droplets here
contained a mean number of 10,000 He atoms/droplet. Inset Mass peak structures at 85 and 87
atomic units in the blue curve corresponding to the open condition of the chopper letting the
droplet jet through, over red the background curve obtained from the chopper closed case which
is the configuration when the droplet beam is blocked but the effusive residual gas interacts with
the photon beam

energy region of 21.6 eV corresponding to the 1s2p dipole allowed transition of atomic
He. In these cases, a prominent ionization of the alkali atoms as well as photoelectron
signatures of the excitation transfer induced ionization of the alkali atoms in coinci-
dence measurements was found. Moreover, a strong signal of meV electrons at the
same photoexcitation energy was also evidenced. However, multi-electron processes in
alkali doped droplets have not yet found their way into the literature. The present study
is motivated by this obvious need for investigation.

LaForge et al. [23], studied the double excitation of electrons in pure He nan-
odroplets observing the Rydberg series in droplets. The observed photoelectron spectra
were fit to the Fano formula [24] written in terms of the photoexcitation energy E:

_ g+t
O'(E) = Gam +O’b,

where € = Elf/go is the reduced energy, Ey is the resonance energy, I' is the resonance

linewidth, and ¢ is the Fano parameter [24]. The parameter o, is the background cross
section associated with fraction of ionization which interferes with the discrete states,
whereas g, is the fraction which does not interfere with these states [24]. In the sense of
a double-slit experiment these two fractions represent the coherent and incoherent
aspects of the process. In the investigation with pure droplets, while the line widths
were found to increase with the droplet size, quite remarkably, the g parameter and the
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peak positions varied rather weakly over a change in aggregate size from 107 to 10'!
He atoms/droplet.

We performed similar studies with Rb doped He nanodroplets where most droplets
were singly doped with Rb atoms and the droplets had a mean size of 10* He
atoms/droplet, which corresponds to a geometric size of about 20 nm. Figure 4 depicts
the Fano profile of the 252p+ resonance in Rb doped He nanodroplets. Two signals
were employed in this case to trace the resonance line—the first is the most prominent
He photoion, which is the He dimer ion, and the second is the Rb* photoion.
Remarkably the ion signals when overlaid follow each other closely, for the 2s2p+
resonance at a value of Ey = 60.39 eV for both the lines.

Quantum mechanical calculations and simulations performed ab initio on such
large systems are challenging and perhaps not feasible [23]. Other formulations may
work better in providing a physical model and intuition. However, from the experi-
mental results we can infer the following. The interference process involving two-
electron bound states embedded in the continuum of the single-electron excited states is
hardly perturbed by the presence of the alkali atom(s) on the droplet surface. We
envisage a two-step process of the following kind to explain the observation of the
Fano lineshape through both ionic channels, the He," ion as well as the Rb* ion:

Rb@Hey + hv( > 60eV) — Rb@Hey*+ — Rb@Hey +e¢~ — Rb™ +Hen + e~

In the first step, the absorption of the photon leads to the formation of the doubly
excited state in one of the atoms in the He nanodroplet. This doubly excited state
decays either by being autoionized via the quantum interference at the 2s2p+ state or
via the route where the excitation energy is transferred to the attached Rb atom in a

ion signal (a.u.)

1 T T T T T
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photon energy (eV)

Fig. 4. Fano line shape of the 2s2p+ Rydberg excitation in Rb doped He nanodroplets: The
black curve show He dimer ion signal obtained as a function of incident photon energy in the
photoexcitation process. The quantum interference between the electron pathway from the initial
state to the continuum and the energetically equivalent route involving the formation of the
doubly excited He** state, which leads to the characteristic Fano profile. Subsequent decay of
this state leading to the formation of He,"* ion and a charge transfer from He,"* to Rb leads to the
formation of the Rb* ion
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Penning-like or interatomic decay process leading to its ionization. In the former case,
following the formation of the He* ion, or very likely the He,*, in the droplet, a charge
transfer from the Rb atom attached to the droplet leading to an electron hopping from
Rb to the dimer ion results in the formation of the Rb* ion. Thus, the presence of the Rb
atom in the droplet does not significantly change the characteristics of the decay of a
doubly excited He** atom in the droplet. Subsequent fast decay of this state which has
the characteristic Fano profile leads to efficient ionization of the doped Rb atom by
charge transfer. This fast decay is evidenced by studies using attosecond EUV pulses in
combination with near-infrared pulses to map the temporal dynamics of the 2s2p+ state
in atomic He [25].

5 Conclusion

In this report, we have presented the development of an experiment to study the doubly
excited state of He in He nanodroplets doped with an alkali atom attached to the
droplet. We observe that the Fano profile and quantum interference is not significantly
perturbed by the environment keeping the coherence of the process intact throughout.
This may be surprising considering that alkali atoms do induce structural changes to the
surface of the He droplet [2]. However, our study indicates that the fast decay of the
doubly excited state may preempt much of the environmental effects. This work kindles
again the need for better understanding of multi-electron process in quantum aggre-
gates and should stimulate further experimental and theoretical investigation.
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Abstract. We contribute to the field of rogue waves by providing an exact
analytical model of the coupled Bose—Einstein Condensation (BEC) in Pdschl-
Teller potential. We start with the dimensionless 1D BEC of a weakly inter-
acting ultra-cold atomic gas with cubic nonlinearity, under the influence of one-
dimensional Poschl-Teller potential. Our main goal is to provide an exact
analytical solution of the two-component Gross—Pitdevskii equation which is the
modified form of NonLinear Schrodinger Equation (NLSE) for different types of
potentials and nonlinearity.

1 Introduction

BEC was experimentally achieved in the year 1995 and its dynamics continue to be an
interesting and nontrivial issue to the scientists, both in experiment and theory. It has
become a highly emerging area to explore the physics of it and make it applicable to the
physically relevant scenarios. Several amazing phenomena like dark and bright solitons,
rogue waves, vortices, interference, and Faraday waves are observed by tuning its
external potential, nonlinearity, etc. To understand the dynamics of BEC, Gross—
Pitdevskii (GP) equation is the most appropriate theoretical model. Our main goal is to
solve the two-component GP equation which is the modified form of NLSE for different
types of potentials and nonlinearity. Though it is quite difficult using analytical tech-
niques to tackle these kinds of nonlinear systems with the improvement of different
methodologies in PDE, it is now possible to map the equation to known localized
solutions and observe their dynamics in various potentials. These kind of analytical
studies are also helpful in interesting physical phenomena like ultra-cold atoms trapped in
BOL [1-3], Anderson localization [4, 5], and subdiffusive transport [6]. Rogue waves
have now become a topic of intense research, which are extreme wave events mostly
known for its large-scale maritime disasters. This kind of waves is related to an oceanic
phenomenon. Apart from the fact that physicist has shown its existence in optics [7, 8],
plasmas [9], capillary waves [10], and BEC [11], new studies related to the solution of
PDE having special properties of correlated solutions are of severe need. Manakov
system [12] is a special kind of system which gives the coupled Rogue wave solutions.
One implements this Manakov system in the coupled NLSE to get rogue wave solutions
[13-15]. These type of solutions are basically the mathematical description of peregrine
solitons [13, 16], which are localized in both the coordinates and is rather a mixture of
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dark-bright solitons [17, 18]. The study of multicomponent scenario on linear waves is a
direction of intense research in BEC [19]. These types of multicomponent systems
demonstrate multiple coupled condensations. The first experimental realization of this
kind of system was in Rubidium atoms [20, 21]. Such multicomponent condensates can
manifest unique features in BEC due to its inter-component interactions.

2 Analytical Model and Discussion

At a temperature below the critical temperature, the Bose—FEinstein Condensation is
described by the self-consistent NLSE known as the GP equation.

10 "0 N e NPV () — ie(en) | (e ) = 0
"ot T 2moz 0i%) % AR “v=

In order to rescale the equation, we introduce the normalizations as follows:

U(z.1) = ay(z,1)

We get the dimensionless 1D BEC [22] of weakly interacting ultra-cold atoms with
cubic nonlinearity [17, 23], trapped in a one-dimensional spatial potential.

ié + a—22 +g(z, f)|lﬁ(Z, l‘)lz—V(Z) - iT(Zv t) ‘P(Za t) =0 (1)
ot 0z

Equation (1) can be written as a system of one-dimensional coupled GPE,

2
O SO Rn) (WP 4 P ao0) — i W (5) — V(@ 2o0) =0
Yy, 1P, 2 2 . _ _
2 4 2O R (W WP Yn(ert) — i () — VWa(z 1) =0

(2)

To study the dynamics of BEC construction of the solution to equation (2) is taken
of the following ansatz

Vilz,1) = Az, DFI(Z(2), 1) (3)

where 6(z, t) and A(z, t) are the space and time-modulated phase and amplitude. F(Z(z),
t) is a space and time-dependent variable. Our aim is to construct a set of consistency
conditions which will allow us to map (2, 3) to a solvable coupled differential equation
of the form:
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The above coupled nonlinear differential equation is commonly known as Manakov
equation [6], which possesses special forms of solutions such as dark-bright solitons.

We now derive the consistency conditions among the phase, amplitude, nonlin-
earity, and gain or loss of the system such that the requirements of Manakov system
can be fulfilled.

[A%(z,1), Z:(2)] = O (5)

Zi(2) + Z:(2)0:(z,1) = 0 (6)

Z}(z) = 2A4%(z.1)g(z,1) = 0 (7

2A(z,0)A(z, 1) + [A%(z,1)0:(2, 1)) —27(2,0)A%(z,1) = 0 (8)

From the above set of consistency conditions, the expression of amplitude, phase,
and nonlinearity can be systematically reduced.

M) =25 )
Z(z)

z - Zz (Z) ( 10)

la) = e (1)

As we can observe from the above equations, the amplitude is related to the
nonlinearity coefficient.
The loss or gain is connected as,

() Z2(2) = 2¢(1)Z(2) Ze4(2) + 2¢(1) Zo(2) Z(2) — 2¢(1)Z2 (2)7(2,0) =0 (12)

The Manakov system equation [4] has the following form of solutions:

o= (2
pton = [(S)es - (2)al

(13)
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where
3 2.2 252 . 2 2aZ(z)
LZE_SQ) 1 —2a"Z"(z) + 8iwt + | f| e

1 )
M = 4f ((lZ(Z) — it — E) eaZ(z) +imt

1 14
B=2+ 8w’ +2ad%Z%(2) + | f|?*%0) (14)
a=/a?+d}

w = 02

a; and a, are arbitrary real parameters.
Now from the form of solutions, the ratios L/B and M/B describes asymptotically
as a dark soliton and a bright soliton, respectively, as t—(4)00. Hence,

% — Tanh[Z(2)]

%H l\f2<%) ﬁ;(z)]

Again Posch—-Teller (PT) potential is one of the most popular quantum mechanical
systems with some meticulous property of transmitting linear waves without attenua-
tion. The general form of PT potential is given by

(15)

2

V(Z) = —%sechz(sz) (16)

where s controls the width of the potential. With the proper choice of parameters as
Z(z) = ycosech(sz) (17)

the following form of nonlinearity is being observed,

GV3S2
g =

200 coth?(sz) cos ech?(sz) (18)

The final form of the wave function is as given below:

_ c(1)
= \/yCoth(sz)Cosech(sz) [e

2ot (g, Tanh[y cos ech(sz)] + a;Sech([y cos ech(sz)] )e_io(z")}

_ C(t) 2imt . . o . . —i0(z,1)
¥, = \/ ~Coth(s2)Cosech(s2) [e (a;Tanhly cos ech(sz)] — a;Sech[y cos ech(sz)])e }

(19)
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Fig. 1. Variation of condensate density (bright-dark) with potential. The first component (left
side) and the second component (right side). The potential is given in the negative y-axis and
density is depicted in the positive y-axis
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Fig. 2. Variation of condensate density (dark-dark) with potential. The first component (left
side) and a second component (right side)

The condensate density variation with Poschl-Teller potential is given below:
s =-0.5

As we observe in Fig. 1 for the first component, we switch off the parameter a,
bright soliton is obtained in the PT potential, whereas we obtain a dark soliton for the
second component. In Fig. 2, we observe a mixture of dark and bright soliton for both
the two condensate components where the second component condensate density is the
inverted condensate density of the first component.

3 Conclusion

In this work, we have constructed a family of solutions for Poschl-Teller potential for
two-component Bose—FEinstein Condensation. We have proposed a novel method to
find an explicit analytical solution for the coupled GP equation for Pdschl-Teller
potential. The present idea can be further extended for higher order nonlinearities and
other typical potentials such as Morse potential, Toda Lattice potential, Power law
potential, etc.

a.kheifets@anu.edu.au



Two Component Bose-Einstein Condensate ... 135

References

10.

11.

12.

13.

14.
15.

16.

17.

18.

19.

20.

21.

. Nath, A., Roy, U.: Bose-FEinstein condensate in a bichromatic optical lattice: an exact

analytical model. Laser Phys. Lett. 11, 115501 (2014)

Sakhel, A.R.: Long-time averaged dynamics of a Bose-Einstein condensate in a bichromatic
optical lattice with external harmonic confinement. Phys. B 493, 72 (2016)

Edwards, E.E., et al.: Adiabaticity and localization in one-dimensional incommensurate
lattices. Phys. Rev. Lett. 101, 260402 (2008)

Roati, G., et al.: Anderson localization of a non-interacting Bose—Einstein condensate.
Nature 453, 895 (2008)

Billy, J., et al.: Direct observation of Anderson localization of matter waves in a controlled
disorder. Nature 453, 891 (2008)

Lucioni, E., et al.: Observation of subdiffusion in a disordered interacting system. Phys. Rev.
Lett. 106, 230403 (2011)

Solli, D.R., Ropers, C., Koonath, P., Jalali, B.: Optical rogue waves. Nature 450, 1054
(2007)

Erkintalo, M., Genty, G., Dudley, J.M.: Rogue wave like characteristics in femtosecond
supercontinuum generation. Opt. Lett. 34, 2468 (2009)

Moslem, W.M., Shukla, P.K., Eliasson, B.: Surface plasma rogue waves. Europhys. Lett. 96,
25002 (2011)

Shats, M., Punzmann, H., Xia, H.: Capillary rogue waves. Phys. Rev. Lett. 104, 104503
(2010)

Bludov, Y.V., Konotop, V.V., Akhmediev, N.: Matter rogue waves. Phys. Rev. A 80,
033610 (2009)

Manakov, S.V.: On the focusing of two-dimensional stationary self-focusing of electro-
magnetic waves. Sov. Phys. JETP 38, 248 (1974)

Bludov, Y.V., Konotop, V.V., Akhmediev, N.: Vector rogue waves in binary mixtures of
Bose—Einstein condensates. Eur. Phys. J. Special Topics 185, 169 (2010)

Yan, Z.: Vector financial rogue waves. Phys. Lett. 375, 4274 (2011)

Guo, B.L., Ling, L.M.: Rogue waves in the three-dimensional Kadomtsev-Petviashvili
equation. Chin. Phys. Lett. 28, 110202 (2011)

Peregrine, D.H.: Water waves, nonlinear Schrodinger equations and their solution. J. Aust.
Math. Soc. Ser. B, Appl. Math. 25, 16 (1983)

Baronio, F., Degasperis, A., Conforti, M., Wabnitz, S.: Solutions of the vector nonlinear
Schrodinger equations: evidence of determinist rogue waves. Phys. Rev. Lett. 109, 044102
(2012)

Guo, B.L., Ling, L.M.: Rogue waves, breathers and bright-dark solutions for the coupled
Schrodinger equations. Chin. Phys. Lett. 28, 110202 (2011)

Kevrekidis, P.G., Frantzeskakis, D.J., Carretero-Gonzalez, R.: Emergent nonlinear phenom-
ena in Bose—FEinstein condensates. Springer (2008)

Hamner, C., Chang, J.J., Engels, P., Hoefer, M.A.: Generation of dark-bright soliton trains in
superfluid-superfluid counterflow. Phys. Rev. Lett. 106, 065302 (2011)

Hoefer, M.A., Chang, J.J., Hamner, C., Engels, P.: Dark-dark solitons and modulational
instability in miscible two-component Bose—Einstein condensates. Phys. Rev. A 84, 041605
(R) (2011)

a.kheifets@anu.edu.au



136 N. Kundu and U. Roy

22. Chen, Z., et al.: Waveguides induced by photorefractive screening solitons. J. Opt. Soc. Am.
B 14, 11 (1997)

23. Bronski, J.C., et al.: Bose—Einstein condensates in standing waves: the cubic nonlinear
Schrodinger equation with a periodic potential. Phys. Rev. Lett. 86, 1402 (2001)

a.kheifets@anu.edu.au



®

Check for
updates

Electron Transport Modeling in
Biological Tissues: From Water to DNA

Mario E. Alcocer-Avilal, Michele A. Quinto?, Juan M. MontiZ,
Roberto D. Rivarola?, and Christophe Champion!(®)

L Université de Bordeaux, CNRS, CEA, CELIA (Centre Lasers Intenses et
Applications), UMR 5107, 33405 Talence, France
christophe.champion@u-bordeaux.fr
2 Instituto de Fisica Rosario, CONICET — Universidad Nacional de Rosario,
S2000 EKF Rosario, Argentina

Abstract. A proper and reliable description of charged particles inter-
actions in the biological matter remains a critical aspect of radiation
research. All the more so when new and better methods for treating can-
cer through the use of ionizing radiation are emerging on the horizon such
as targeted alpha therapy. In this context, Monte Carlo track-structure
codes are extremely useful tools to study radiation-induced effects at
the atomic scale. In the present work, we review the latest version of
CELLDOSE, a homemade Monte Carlo track-structure code devoted
to electron dosimetry in biological matter. We report here some recent
results concerning the stopping power and penetration range of electrons
in water and DNA for impact energies ranging from 10 eV to 10 keV.

1 Introduction

A complete and accurate description of charged particles’ interactions with mat-
ter at the nanometric scale is essential for understanding the radio-induced
biological effects such as cellular death and chromosomal aberration induction.
Computer simulations, particularly those based on Monte Carlo (MC) methods,
are a very powerful tool in this field and have been used for decades to tackle
particle transport problems. MC radiation transport codes can be grouped into
two categories depending on how the particles are tracked: condensed-history
(MCCH) codes and track-structure (MCTS) codes. In MCCH codes, also known
as general-purpose MC codes, a particle’s path is divided into discrete steps,
each step encompassing a large number of collision processes and taking into
account their combined effects by means of multiple scattering theories. This
allows to determine the energy losses and angular changes in the direction of the
particle at the end of the step [1]. Some examples of general-purpose MC codes
are PENELOPE, MCNP, Geant4, and FLUKA. Although MCCH codes have
the obvious advantage of reducing computation time and provide results accu-
rate enough for most applications in radiation therapy, they have also important
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shortcomings, especially when dealing with very small geometries or low-energy
transfers [2,3]. Therefore, only MCTS codes are appropriate for microdosimetry
applications and remain the only tools able to reproduce in detail the energy
deposit pattern in small biological structures such as cell nucleus or DNA sub-
units (nucleobase, sugar-phosphate backbone) [4]. Contrary to MCCH codes,
MCTS codes follow both the primary and the secondary particles in an event-
by-event manner, until their energy falls below a cutoff value. Track-structure
simulations consist in a series of random samplings, which first determine the
distance traveled by the particle, then the type of interaction taking place at the
point of arrival and finally the full kinematics of the secondary particles created.
To properly simulate the transport of particles in a given medium, MCTS codes
require total and differential cross sections for describing the various particle-
induced interactions as input data. Most of the time, these cross sections are
obtained using a combination of experimental data and theoretical models. It is
worth noting that, in the end, the effectiveness and reliability of the code will
depend on how accurate and complete the cross sections database is.

The preferred medium for the simulations in most of the existing MCTS
codes designed for applications in radiobiology and medical physics is water,
since it has often been considered a good surrogate for tissue. A few codes have
also included models which allow to explore in more detail the damage to DNA
[5,6]. A summary of some well-known MCTS codes and their relevant features
may be found in [1,2].

The purpose of this paper is to review the latest version of CELLDOSE,
an homemade MCTS code for electron dosimetry in biological matter [7]. We
present some of our results and discuss the ongoing work devoted to extend the
code’s capabilities. In Sect. 2, we summarize the main features of CELLDOSE
and we provide the theoretical framework used to describe the biological media
and the physical processes considered in the code, concluding with a general out-
line of the future developments. In Sect. 3, we present our calculations regarding
the stopping power and the penetration range for electrons in water and DNA
and compare them with values found in the literature.

2 CELLDOSE

CELLDOSE is an MCTS code developed in the C++ programming language.
In its current version, it is able to simulate the full slowing-down histories of
electrons and positrons in gaseous and liquid water, as well as in DNA. The
underlying physics of CELLDOSE—mneeded to describe the elastic as well as the
inelastic electron-induced processes—refers to several theoretical models inde-
pendently developed and mostly within the quantum-mechanical framework.
For more details, we refer the reader to some of our previous studies where
the ionization treatment for electrons in water is detailed [8], where the elastic
scattering of electrons and positrons has been studied in liquid and gaseous water
[9], and finally to [10] where the ionization of DNA subunits was investigated.
All these models were summarized in [11] and implemented into a homemade
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Monte Code track-structure code—called EPOTRAN-—devoted to electron and
positron transport in water for impact energies ranging from 1 MeV down to a
predefined energy cutoff of 7.4 eV (i.e. the water excitation threshold) [12]. Thus,
CELLDOSE may be seen as a dosimetric extension of EPOTRAN whose cur-
rent extension includes newly studied electron—-DNA interactions. In this context,
CELLDOSE has been used previously to assess the electron dose distribution
for several radionuclides in simple geometries [7,13] as well as in more complex
environments [14].

2.1 Description of the Biological Medium: From Water to DNA

In CELLDOSE, the water target is described following the quantum approach
proposed by Moccia for water vapor [15]. The ten bound electrons of the water
target are distributed in five molecular orbitals (j = 5), which are constructed
from a linear combination of atomic orbitals in a self-consistent field. Each molec-
ular orbital wave function is developed in terms of Slater-type-orbital functions
centered on the oxygen nucleus. According to this description, the molecular
orbital wave functions are written as

Nj

E .
by(r) =3 ad, L () 1)

k=1
where N; is the number of Slater atomic orbitals qﬁff] ’Z Ly
responding weight. The atomic components are written as

and a;j, is the cor-

& &5 A
QS?:jlekmjk (7“) = Rn]ﬁc (T)Sljkmjk (7“), (2)
with the radial part given by
' 9f ., )2mk+1/2
Rfﬂf;; (r) = Lr’ﬂjk—le—&kr’ 3)

\/QTij!

and the angular part, expressed by means of real spherical harmonics, is given
by:

. R mjk 1/2
if Mk 7é 0: Sljkmjk(r) = (2|mj’€‘>

X {lejk*‘mjkl(’ﬁ) + (=)™ (IZ;Z ) Ylj’“lmj’“‘(f)} ’ W
i mye = 02 S1,00(7) = ¥i007).

All the necessary coefficients and quantum numbers are reported in [15].

DNA modeling follows a similar ab initio approach in which each component
(i-e., nucleobase or sugar-phosphate backbone unit) is described via N molec-
ular subshell wave functions similar to (1); N = 35, 29, 39, 33, 29 and 48 for
adenine (A), cytosine (C), guanine (G), thymine (T), uracil (U), and sugar-
phosphate backbone unit (SP), respectively. Each molecular subshell wave func-
tion is expressed as a linear combination of atomic wave functions corresponding
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to the different atomic components: Hys, Cis, Cas, Cap, Nis, Nag, Nap, O, Oaq,
Ogp, Pis, Pag, Pas, Pap, and Pg,. Total-energy calculations for all targets were
performed in the gas phase with the Gaussian 09 software at the RHF/3-21G
level of theory [16]. The computed ionization energies of the occupied molec-
ular orbitals of the targets were scaled so that the ionization energy of their
HOMO coincides with the experimental values found in the literature. For each
molecular orbital j, the effective number of electrons relative to the atomic com-
ponent k was derived from a standard Mulliken population analysis and their
sum for every occupied molecular orbital is very close to 2, since only atomic
shells with very small population were discarded. More details about this model
are provided in [17]. Besides, to get insight into the real energy deposit cartog-
raphy induced by charged particles impact in the biological medium, a DNA
molecule composed of a nucleobase-pair plus two SP groups has been consid-
ered. Additionally, to fit the realistic composition of living cells, we used the
nucleobase repartition percentages reported by Tan et al. [18], namely, 58%
(A-T) (adenine-thymine base pair) and 42% (C-G) (cytosine—guanine base pair).
Thus, by using the respective molar mass of each DNA component, viz. Ma =
135.14 g mol™!, My = 126.12 g mol™!, M¢ = 111.11 g mol™!, Mg = 151.14 g
mol~! and Mgp = 180 g mol !, the following mass percentages were obtained: A
(12.6%), T (11.8%), C (7.5%), G (10.2%) and SP group (57.9%). However, this
description corresponds to dry DNA. In order to obtain an even more realistic
biological medium, hydrated DNA was simulated by adding 18 water molecules
per nucleotide, which modified the mass percentages as follows: A (8.3%),
T (7.7%), C (4.9%), G (6.7%), SP group (38.1%), and water (34.3%). This
is consistent with the suggestion made by Birnie et al. [19] who estimated that
the total amount of water associated with DNA was of the order of 50 moles per
mole of nucleotide, in order to get the expected density of 1.29g cm™3.

Irrespective of the biomolecular targets investigated, CELLDOSE is based
on a cross section database, which refers to isolated molecules and to living
matter components in vapor state. In this context, the present work clearly differs
from existing studies on condensed matter (water or DNA), where the energy-
loss function of realistic biological components was extracted from experimental
data and interpolated for use in cross section calculations (see for example [20]
and the recent series of works by Abril and coworkers [21,22] and Emfietzoglou
et al. [23]) or developed within the independent atom model framework [24].
However, whether it is for water or DNA, the available data—cross sections as
well as macroscopic outcomes like ranges and stopping power—are exclusively
measured in vapor phase and comparisons with the liquid homologous have been
only rarely reported. Consequently, a vapor-based approach is chosen here in
order to check the suitability of our theoretical models, although comparisons
with existing condensed matter models are presented in the Results section of
this manuscript. Nevertheless, the theoretical models described in the following
section report some information about the extrapolations performed for treating
the liquid water phase, in particular for modeling the elastic scattering process
[9] and the electron-induced ionization [25].
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2.2 Interactions and Cross Sections

CELLDOSE implements a set of theoretical cross sections calculated within the
quantum-mechanical framework, using the partial-wave method. The following
interactions are taken into account in the code: elastic scattering of the incident
particle; ionization and electronic excitation of the target molecule; and Positron-
ium formation, when the primary particle is a positron. We report hereafter some
details on the theoretical treatment of electron-induced interactions in water by
considering—in some cases—the vapor and liquid environment specificities.

Elastic Scattering. When the selected interaction is elastic scattering, the
singly differential cross sections are sampled in order to determine the scattering
direction at the electron incident energy Fji,., which remains almost unchanged
because the energy transfer induced during this process is very small (of the
order of meV) [12].

The perturbation potential of the water molecule can be approximated by
a spherically symmetric potential V' (r) composed of three different terms: the
static contribution Vj, the correlation-polarization term V¢, and the exchange
term V,y. Thus, we can write:

{ V(r) = Ve (r) + Vep(r) + Vex(r)  for electrons, (5)
V(r) = =Vi(r) 4+ Vep(r)  for positrons.
As we mentioned before, for water vapor the description of the water molecule
provided by Moccia [15] was used. The static potential Vi (r) was numerically
calculated from each target molecular wave function by using the spherical aver-
age approximation and is expressed as

Norb

Vi (r) = Y [Vat(r)]etee + Ve (r)lion (6)

Jj=1

where [V (1)]elee and [V (7)]ion refer to the electronic and ionic target contribu-
tion to the static potential, respectively.

For liquid water, the molecular wave functions can only be obtained by
theoretical calculations performed in the Dynamic Molecular framework, which
rapidly becomes extremely computer time-consuming. To overcome this limita-
tion, the static potential for liquid water has been deduced from the experimental
electron density reported by Neuefeind et al. [26]. This latter was then fitted and
analytically expressed as [9]:

1
N = (ale’” "t agre”"/ bg) ; (7)
what leads to a static potential given by

1
Vn(r)= [alb%(r + 2b1)e_’“/b1 + agbg(TQ + 4bor + Eil)g)e_’”/b2 + (26 —2)],(8)

r
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where a1 = 4411 a.u., as = 120.435 a.u., by = 0.06046 a.u., b, = 0.3248 a.u. and
the parameter ¢ is expressed as

5— d o fOI‘ r < Ron
1 for r > Ron,

9)

with Rog = 1.8336 a.u. for the water molecule in liquid phase [27,28]. The
correlation-polarization contribution is based on the recommendations of Salvat
[29] and is given by

max{Veor (1), Vp(r)} for r < re

Vep(r) = {Vp(r) for r > 7., (10)

where 7, is defined as the outer radius at which V,(r) and Vo (r) cross. The
polarization potential V},(r) is the same for electrons and positrons and is given
by

VP(T) = _Z(TQC—VST%)Q’ (11)

where the static dipole polarizability of the water molecule g = 9.7949 a.u. [30]
and r. is the cutoff parameter proposed by Mittleman and Watson [31]:

1 1/4
Te = [Qadz 1/3bp01} , (12)

with z = 10 and by, an adjustable parameter given by:

bpol = v/max{(E — 0.5)/0.01; 1}. (13)

The correlation potential differs for electrons and positrons and has been well
described by Padial and Norcross [32] for the former and by Jain [33] for the

latter. The corresponding expressions V,g,.(r) and VI (r) are reported below:

Viow(1s) = 0.0311 Inrg — 0.0584 + 0.0067 Inrg
—0.0157 for r4 < 0.7,
Vo (1s) = —0.07356 + 0.02224 Inrg for 0.7 < rgy < 10, (14)
Vign (1) = —0.584r 1 +1.988r5 /% — 2.450r;2
—0.733rs 572 for 75 > 10,
1/3
with ry = [ﬁ(r)} and:

Vib(rs) = 1 {_ L82 4 (0.051 Inrg — 0.115) Inr,
+1.167} for 75 < 0.302,

Veb(rs) = 34 —0.92305 — %} for 0.302 < s < 0.56, (15)
1 8.7674rg —13.15140.95527¢

Vebie(rs) = 217 (rs+2.5)3 (rs+2.5)2 -
+28055 — 0.6208} for 0.56 < r, < 8.0.
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Finally, the exchange effect (only used for electrons) was treated via the phe-
nomenological potential Vox(r) proposed by Riley and Truhlar [34], and is
expressed as

VeX(T) =

1 { Einc - (V;t(r) + chp(’r))
(16)

2| = [(Bine = (Vaulr) + Vi(r)))* + dmp(r) - } '

Ionization. In the case of ionization, the kinetic energy of the ejected elec-
tron F, is first determined by random sampling among the singly differential
cross sections. Then by applying a direct MC sampling according to the relative
magnitude of the partial total ionization cross sections (at E,), the ionization
potential I P; is determined. The particle energy is reduced by E.+ 1P}, whereas
the ejected and scattered directions are determined according to the triply and
double differential cross sections, respectively. The particular ionization poten-
tial 1 P; is stored as locally deposited energy, except when inner-shell ionization
occurs, in which case an Auger electron is produced and assumed to be isotrop-
ically emitted with a kinetic energy Fauger [7,12].

Regarding the theoretical approach, the ionization process is described within
the frozen-core first Born approximation that consists in reducing the ten-
electron problem to a one active electron problem (for more details see [35]).
Thus, the triply differential cross sections (TDCS) are defined as

Bo;  kek
d2.d02.dE, ks

o3 (92, 2, Ee) = *| M3, (17)
where df2s = sin0;df;d¢s and df2. = sin 0.df.d¢, correspond to the scattered
and ejected direction, respectively. The momenta k;, ks and ke are related to
the incident, the scattered and the ejected electron, respectively. The transition
amplitude M is given by

1

M=—

27 <
where V represents the interaction between the incident electron and the target
and is written as

Lpf|V|g/i>7 (18)

8 1

1 0o
ve_°_ - L B
ro |ro—Ri| |ro —Ra2| ; |ro — 1]

(19)

with Ry = Ry = Rog = 1.814 a.u., while r; is the position of the ith bound
electron of the target with respect to the oxygen nucleus [36]. The initial state is
written as the product of two wave functions: a first one ¢(kj, ro) describing the
incident electron by a plane wave and a second one ;(ry,rs,...,r109) for the
ten bound electrons described by the Slater functions given by Moccia. Thus,
the initial state is expressed as

|Wl> = |¢(ki,ro)cpi(r1,r2,..., I‘10)>. (20)
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Considering the final state of the collisional system, it was successively described
within five different models: two first models where the incident and the scattered
electrons are both described by plane waves, whereas the ejected one is described
by a Coulomb wave (FBA-CW) or a distorted wave (DWBA), respectively; a two-
Coulomb wave (2CW) model where the scattered and ejected electrons are both
described by a Coulomb wave; the Branner, Briggs, and Klar (BBK) model whose
main characteristic consists of exhibiting a correct asymptotical Coulomb three-
body wave function for the ejected and scattered electrons in the residual ion field
and finally the DS3C—for dynamic screening of the three two-body Coulomb
model. For more details about these models as well as a fine analysis of the
respective improvements, we refer the reader to our previous work [36]. However,
on the basis of TDCS calculations and comparisons with available experimental
measurements, we concluded that the two first-order models, namely, FBA-CW
and DWBA, reproduced quite well the shape of the TDCS, the 2CW model
giving nevertheless a better agreement with experiments than the first cited
ones, even considering that the recoil peak remains still underestimated for some
molecular orbitals. Considering the double structure of the binary region, it is
generally well reproduced for all models. However, we observed that none of the
models—even the rather sophisticated DS3C approach—reproduces correctly
the data at low ejection angles. To conclude, for computational time reasons, we
first focused our efforts to the building and the implementation in CELLDOSE
of a DWBA database including triply, doubly, singly differential, and total cross
sections.

Let us remind that the water target wave function used here refers to an
1solated water molecule, namely, in vapor phase. For a more realistic modeling
of the electron tracking in biological matter, it is worth noting that water should
be considered in its liquid phase. To that end, various semi-empirical models
were developed since the pioneer works of the Oak Ridge group [37,38]. For
more details, we refer the reader to the works of Emfietzoglou and coworkers
[39-41]. In this context, we reported in a recent work [25] a unified methodology
to express the molecular wave functions of water in the liquid phase by means
of a single center approach and reported a low influence of the water phase on
the cross section calculations, limited to the low-incident energy regime. Indeed,
in this energy range, the contribution of the outermost target subshells to the
ionization cross sections is very important, which leads to an increasing influence
of the water phase as the incident electron energy decreases.

Excitation. When the selected interaction is excitation, direct MC sampling
is applied according to the relative magnitude of all partial excitation cross
sections for determining the excitation level n. The particle energy is reduced
by the potential energy W, assumed as locally deposited, whereas the incident
direction remains unaltered [7].

Excitation includes all the processes which modify the internal state of the
molecule without emission of electrons. These processes include, in particular,
the following:
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1. Electronic transitions toward Rydberg states or degenerate states (ZlBl,
§1A1, diffuse band);

2. The dissociative excitation processes leading to excited radicals (H*, O*, and
OH");

3. The vibrational and rotational channels;

4. The dissociative attachment leading to the formation of negative ions.

It is worth noting that describing the electronic states of molecular targets
remains a challenging task in a quantum-mechanical approach. In this context,
we first privileged semi-empirical models for treating both the electron- and
positron-induced excitations. For the first three processes listed above, the total
excitation cross sections are given by [11,42,43]

_ 47Ta%Ry2f(§")c(()n) W, \“ W, \"” ’
On (Einc) - W2 E 1- E ) (21)

where W, is the deposited energy during the excitation channel labeled n, and (2,
0B, v are fitting parameters; fén) and c(()") being the oscillator strength and a con-
stant of normalization deduced from experimental total cross sections o, (Einc),
respectively. All these parameters are listed in Olivero et al. [42]. For the disso-

ciative attachment process, the following expression is used [44]:

Aet
n Einc = T 1o 22
7nlFine) = G5 e (22)
with: g W
t = inc — ’VL, (23)

U

where A and U are fitting parameters. Moreover, let us add that according to
experimental results [44], we assume that impact excitation induces no angular
deflection.

Positronium Formation. When the incident particle is a positron, a target
electron capture process can take place, leading in the final channel of the reac-
tion to the formation of Positronium atoms (Ps), a bound system consisting of
an electron and a positron. In its ground state (triplet state), this exotic system
has a mean lifetime of approximately 1.47 x 10~7 s (ortho-Positronium) anni-
hilating in three photons, whereas in the singlet state (para-Positronium) its
mean lifetime is approximately 1.25 x 107!? s with annihilation in two photons
of 511 keV each, the rest mass of the electron. The knowledge of this process is
important for many domains of physics as well as in medicine, a field where it
is nowadays common the use of positron emission tomography (PET) for both
diagnostic and treatment monitoring.

The description of the Positronium formation process when positrons collide
with a water target is based on the work by Hervieux et al. [45], who devel-
oped a continuum distorted-wave final state (CDW-FS) approximation. Within
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this approach, the final state of the collision is distorted by two-Coulomb wave
functions associated with the interaction of both the positron and the active
electron (the captured one) with the residual ionic target. Since the collision of
a positron with a vapor water molecule is a many-electron problem, the inde-
pendent electron model (IEM) was adopted. This means that at the high impact
energies considered here, it is possible to assume that the electron is, before
being captured, suddenly ejected into an intermediate state corresponding to
a high-velocity continuum of the target (with a velocity close to the projectile
one). Therefore, it is considered that the other electrons remain as frozen in
their initial orbitals due to the fact that the relaxation time is much larger than
the collision one. The total cross sections are calculated by using a partial-wave
technique. More details are given in [45].

2.3 Future Developments

The next step in the development of CELLDOSE is to extend the code by includ-
ing the interactions of heavier charged particles, namely protons and alpha par-
ticles, with water and DNA. This will be achieved by coupling CELLDOSE with
TILDA-V (an acronym for “Transport d’Ions Lourds Dans I’Aqua & Vivo”), a
newly developed MCTS code [6,46]. In its current version, TILDA-V is able to
simulate the full transport of protons and its secondaries in water and DNA
components. Thus, the main task remains the modeling of alpha particles, tak-
ing into account all the charge states of the helium atom [47,48]. With the
growing interest in targeted alpha therapy (TAT) for treating microscopic or
small-volume disease [49], an accurate nano-dosimetric description of the pat-
tern of energy deposit of alpha particles could be a valuable input to assess
and compare the potential therapeutical advantages of several alpha-emitting
radionuclides. This is even more true given that microdosimetry seems essential
to investigate the therapeutic efficacy of TAT [50].

3 Results

We present here some recent results obtained with the latest version of CELL-
DOSE. We have computed the stopping power and penetration range for elec-
trons in water and DNA for incident energies, Ei,. in the range 10 eV to 10*
eV. To compute the stopping power one million histories of stationary projec-
tiles, i.e., primary particles for which the initial energy remains unchanged, were
simulated. In this mode, each primary particle is followed until it experiences
an interaction with the medium. A sum over the energy loss and the distance
traveled by each particle is carried out and the linear stopping power—expressed
in keV pm~!'—is then defined as

Etot

L )
where FEj,; is the total energy lost by the stationary projectiles and L is the
track length. The results were later normalized using the mass densities for

SP =

(24)
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Fig. 1. Total stopping power for electrons in water versus DNA as provided by CELL-
DOSE

each medium (pg,0 = 1 g em™3, ppna = 1.29 g em ™2 [19]) to obtain the
mass stopping power, expressed in MeV cm? g~!. Figure 1 represents the total
stopping power for electrons in water versus DNA. The results display a similar
behavior for both media, with a maximum stopping power of 232 MeV cm? g—!
at 160 eV and 223 MeV cm? g~! at 120 eV for water and DNA, respectively. It
is worth noting that the linear stopping power of DNA is greater than for water;
however, when normalizing with respect to the mass density of the medium to
obtain the mass stopping power as mentioned before, the DNA curve initially
above the one from water is shifted downwards, as shown in Fig. 1.

Figure 2 shows the contribution of ionization as well as excitation processes
to the total stopping power of electrons in both media. In panel (a) we report
our results for water and compare them with values found in the literature. A
good agreement can be seen with the data provided in the IAEA TECDOC 799
[51] and the ICRU Report 16 [52] for Eiy. > 300 €V, as well as with the calcula-
tions by Garcia-Molina et al. [53] and Tan et al. [54] for Ej,. > 500 eV. At lower
energies, however, important discrepancies are observed, especially with respect
to the maximum value of the stopping power, since there is a difference of about
12% and 19% between our values and the predictions of Garcia-Molina et al.
[53] and Tan et al. [54], respectively. This can be explained by the fact that both
authors used the dielectric formalism for their calculations, which without all the
necessary corrections is known to overestimate the inelastic cross sections at the
peak region, as pointed out in the work by Tan et al. [54]. Finally, our predictions
agree with the results obtained by Paretzke [55] in most of the energy range here
considered, although a slight underestimation of the maximum is still noticeable.
Panel (b) shows our results for DNA. As in the case of water, significant dif-
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Fig. 2. Contribution of ionization and excitation processes (dashed and dash-dotted
line, respectively) to the total stopping power for electrons in a water and b DNA
(blue and red solid lines, respectively), as provided by CELLDOSE. Total stopping
power data are taken from the IAEA TECDOC 799 [51] (squares), the ICRU report
16 [52] (diamonds), Garcia-Molina et al. [53] (triangles), Tan et al. [54] (open circles)
and Paretzke [55] (solid circles)

ferences are observed between our values and those of Garcia-Molina et al. [53]
and Tan et al. [54] at low energies and near the peak region. Nevertheless, now
the maximum stopping power values predicted by Garcia-Molina et al. [53] and
Tan et al. [54] are only 7% and 6% greater than our result, respectively. On the
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other hand, a good agreement between the three calculations can be observed
for Eine > 300 eV.

Figure 3 presents our results for the penetration range of electrons in water
and DNA (blue and red solid line, respectively). We apply here the same defi-
nition of penetration range used by Meesungnoen et al. [56], namely, the length
of the vector |Rg¢ — R;| from the point of departure (R;) to the final position
(Rg) of the electron after thermalization. As shown in Fig. 3, at energies below
~700 eV our results for water fall between those of Meesungnoen et al. [56]
(open circles) and the values computed with the default version of Geant4-DNA
[57] (solid diamonds). For incident energies above ~700 eV the three predictions
overlap perfectly. The penetration range for electrons in DNA is represented in
Fig.3 by the red solid line. It can be observed that in the whole energy range
here considered the penetration range values for DNA are lower than those for
water. There is a maximum difference of 80% in the penetration range for both
media at 10 eV, while for energies higher than 2 keV the difference falls to about
15%. In order to confirm that this behavior is not only due to the different den-
sities considered for water and DNA, we have plotted in Fig.4 the penetration
range in water with the density rescaled to a value of 1.29g cm ™3 (blue dashed
line). The results show that even after the density correction the difference in
the penetration range for electrons in water and DNA is still remarkable at low
incident energies, reaching 75% at 10 eV. On the other hand, it can be seen that
at about 500 eV the penetration range is almost the same for both media. At

10* g —— ——
10° ¢
T 0E
= F Water
L
o
S 10 4
0 \
10°F DNA 3
10-1 " " PRI | " " Lol L L P R
10" 10° 10° 10*
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Fig. 3. Penetration range for electrons in water (blue solid line) and DNA (red solid
line), as provided by CELLDOSE. Calculations provided by Meesungnoen et al. [56]
(open circles) and results obtained with the default version of Geant4-DNA, as reported
by Bordage et al. [57] (solid diamonds), are shown for comparison
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Fig. 4. Penetration range for electrons in water (blue solid line), water with the density
rescaled to 1.29g cm™® (blue dashed line) and DNA (red solid line), as provided by
CELLDOSE

higher impact energies (Ein. > 500 eV), the penetration range in DNA becomes
greater than in density-rescaled water, with a difference of about 9% at 10 keV.

4 Conclusion

We have reviewed in this paper the main features and physical models imple-
mented in the CELLDOSE MCTS code. We have also presented our latest calcu-
lations regarding the stopping power and penetration range for electrons in water
and DNA, showing that for the former medium our results are in agreement with
the values found in the literature. In the case of DNA we have provided here
the predictions of our code and compared our stopping power values with the
calculations performed by other authors, observing differences at low incident
energies and a better agreement for Ej,. > 300 eV. Our results could be taken
as a reference for future comparisons as more experimental data and theoretical
calculations on this medium become available. Finally, we have briefly discussed
the objectives of the ongoing work to improve and extend our code, underlining
the significant potential applications in ionizing radiation microdosimetry and
targeted alpha therapy.
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Abstract. In this article, we report Dissociative Electron Attachment
(DEA) cross sections. DEA is a resonant process and happens at low
energy electron scattering on electron collision with simple molecules
(<20eV). Using the well-established ab inito R-matrix method via.
Quantemol-N DEA estimator we compute the cross sections for the
diatomic molecules and applied the same for a triatomic molecule.

1 Introduction

From the perspective of fundamental study, it becomes more important to under-
stand different properties of atoms and molecules including their dynamics and
different processes involving bond formation, bond breaking, and other chemical
processes. And the easiest and simple technique for understanding the system is
to perturb the system, and one such method is electron impact scattering study.

Variety of atomic and molecular processes are widely studied using electron
collision. And the important part of the electron impact collision study at low
energy is that it is not governed by the dipole selection rule and contains all the
angular momentum components [1,2]. Thus, the study helps in understanding
the molecular structure more precisely and their relative dynamics. With this,
it underlines the importance of scattering study with electron impact. The scat-
tering study was the first phenomenal change, that helped in understanding the
structural symmetries very well. Rutherford’s experiment with the alpha particle
and the gold foil is the base for this scattering studies. With the advancement
in technology and availability of sophisticated and well-equipped instruments,
through quantum scattering elastic and inelastic processes were well studied. The
inelastic process includes rotational excitation, vibrational excitation, dissocia-
tive electron attachment/recombination, neutral dissociation, electronic excita-
tion, and ionizations [3,4].
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In this article, we focus on the study of dissociative electron attachment
(DEA) and the study of resonance phenomena that leads to dissociation of neu-
tral target.

2 Resonance

Resonance is a temporary formation of a compound state between the incident
electron and the target molecule i.e a transient state that decays by emitting
electron [5]. And these resonances have a lifetime appreciably longer than the
electron passage time, i.e., a/v where a is the linear dimension of the target
and v is electron velocity [5]. In collision process, the formation of a resonance
from the target system and incident electron will occur at some energies as it
generally leads to a severe distortion of the incident electron wave function. This
only happens when the incident electron falls in one of the discrete energy bands,
where the incident electron finds quasi-stationary orbit of the target molecule.

The resonance process is not only the effect of temporary capture of the inci-
dent electron to quasi-stationary state, but also effects the potential of the target
system [5]. The signature of inelastic processes such as rotational, vibrational,
and electronic excitations can be found in resonances. In this process, the tar-
get is excited by incident electron energy and also the electron loses its energy.
One of the inelastic process closely related to the resonance is the dissociative
electron attachment (DEA).

2.1 Theoretical Methodology

To calculate the resonance for our electron—target interaction, we have employed
the ab initio R-matrix via Quantemol-N [7]. The principle behind the R-matrix
method [6] relies on the division of the configuration space into two spatial
regions, viz., inner and outer regions. The inner region is chosen generally to
have a R-matrix radius of 10-15 au, which accounts for the short-range potentials
arising due to electron—electron correlation and exchange effects. It is solved
using the quantum chemistry codes [7]. All required target wave functions must
vanish at the boundary of the R-matrix. The outer boundary is extended to
~100 au. The trial wave function in the inner region is expressed as

Lp,iv_'—l(a:l C  TN41) AZa”ké TN)Uij (TN+1) +Zb1kxf-v+l(a:1 C  TN41)
(1)

In (1), the first summation @; represents the wave function of ith target state.
A is the anti-symmetrization operator taking care of exchange effect and u;; is
the continuum orbitals to represent the scattered electron, whereas a;;i and by
are the variational parameters determined by the diagonalization of N+1 Hamil-
tonian matrix. In the second term, summation runs over x; for N + 1 electrons
and represents L? function with zero amplitude at the R-matrix boundary [4].
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The continuum orbitals are represented by the orbitals given by Faure et al.
[8]. The asymptotic solution is obtained in the outer region by expanding the
R-matrix on the boundary by the expression given by Gailitis [9]. The K-matrix
obtained used to derive all the physical quantities which are used to calculate
the cross sections. Further, the eigenphase sum obtained on diagonalizing the K-
matrix is used to obtain the position and width of the resonance by fitting them
to the Breit-Wigner profile [10] using the RESON program [10]. The details of
the methodology can be obtained from our earlier publications [3,4,11].

3 Dissociative Electron Attachment (DEA)

As discussed in the earlier section of resonance, DEA is one of the process which
is closely related to resonance phenomena. In DEA, electron is temporally cap-
tured by the molecule to form a transient negative ion (TNI) or a resonant state
[4,12,13]. This can be understood as one of the inelastic channel being intro-
duced, i.e., electronic excitations from ground state of the neutral molecule to
the ground state or any other accessible excited states of the anion. A graphi-
cal representation of the potential energy curve of diatomic target, anion, and
excited transient negative ion is given in Fig. 1. The DEA process in general for
electron scattered by the diatomic molecule AB is given by

e +AB — AB*” — A+ B orB+ A~ (2)

The dissociative electron attachment process is active below the ionization
threshold of the molecule and it is very important in understanding the local
chemistry induced by the incident electron. The necessary condition for target
to fragment is that the energy of the incident electron must be greater than
the dissociation energy of the bond. The cross sections for a given DEA process
is defined by the initial attachment cross sections resulting from attachment
of electron with the target molecule multiplied by the survival probability of
TNI beyond the cross point (7. in the Fig. 1) of the respective potential energy
curves. In dissociation, excitation is the initial step involved either in the direct
or exchange scattering. Dissociation is certain once the interatomic distance of
the resonance state anion exceeds cross point 7. (see Fig.1).

3.1 Theoretical Methodology

In general, the DEA cross sections is calculated as a product of resonance cross
section o.(F;) arising from electron collision with ground state of the target and
the survival probability “S” of these resonances that occur during the interaction.
Thus, DEA cross section or(E;) is represented as

O'T(Ei) = CZS’iUTi (3)

where FE; is the incident energy of electron and the summation runs over the
different resonances being considered. Whereas C accounts for energy-dependent
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A AB”
AB .\ - _» Franck Condon

AB

Potential energy (eV)

EA(AB")

Internuclear distance (r)

Fig.1. A typical interatomic potential energy curve of a diatomic molecule. Here
AB represents the neutral diatomic molecule, AB*~ represents the excited diatomic
molecule, A is the neutral fragmented atom, B~ represents the negative ion formed
after fragmentation and EC is the electron-captured process for the Franck—Condon
region, AD represents the auto-detachment process, DEA represents the dissociative
electron attachment process, and EA represents Electron affinity of the AB molecule

widths for the resonances. To perform the DEA calculations the inputs required
are the dissociation energy, the ground state vibrational energy, and the electron
affinity E, of the target molecule. Further, the resonance cross sections, o,; are
calculated by computing resonance width and position using Breit-Wigner profile
using RESON program [10]. Resonance cross-sections (o,;) is as follows

o, (E;) = / O (1o sw (Ei, r)(r)dr (1)
0

where ¢*(r), is the wave function of the vibrational ground state is assumed to
have a simple harmonic form given by

0(r) = (LRl )
m
The Breit—Wigner [10] cross section is expressed as

27 il—'Q
O'BW(EhT) = E (Ez _ ‘/;"(T))2 + if@ (6)

where V. is the resonance potential. Using the molecular geometry, the equilib-
rium distance for the molecule in the direction of the dissociating coordinate (r.)
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is computed. This is approximately the average distance of each atom from the
center of mass multiplied by a dimensional correction factor of v/2. Further, the
dissociation energy is computed as the difference between the target dissocia-
tion energy and the electron affinity of the dissociating fragment, D, = D, — E,,.
A Morse potential is used to approximate the ground state electronic target
potential. The details regarding the Morse potential can be found in our earlier
publication [3,4].

From Fig.1, the anion reaches r. point without autoionizing, then the
molecule must dissociate. A survival probability (S) for target to dissociate is
then computed. When r. > r., the survival probability S is estimated by con-
sidering the classical time to reach r. given by

2me(re — re)?

= V;"(re) - V;f(rc)

(7)

and survival probability S is given by
S=e 1t (8)

where I' is resonance width. When the crossing point 7. is less than the target
equilibrium geometry 7. the survival probability is assumed to be unity (S = 1).

4 Results and Discussion

Target selected for the present study, HCl, ClO, and FNO molecules are of
varying importance in different fields of applied physics.

In Fig. 2, we report the result of DEA process of H~ anion formation from
HCI. The present theoretical data is in good agreement with the experimental
data of Orient and Srivastava [14] above 10eV. Below 10eV present results
are lower compared to experimental data of Orient and Srivastava [14]. The
calculated resonance by Quantemol-N is at 9.4 eV. This shift in the DEA cross
sections computed here is attributed by an energy shift of resonances, due to the
formulation through which we calculated position and width of resonance using
R-matrix (Quantemol-N) [3,4].

Chlorine-containing molecules play a particularly important role in the
removal of ozone and atomic oxygen at Earth’s upper atmosphere due to which
its importance in global stratospheric ozone is lost. The open shell nature of
many of the C1;0, compounds makes them difficult systems to treat theoret-
ically. Electron correlation plays an important role in these systems, not only
for characterizing the ground state wavefunction, but also in the excitation of
the many low lying excited states which significantly affect low energy electron
collisions. The DEA-estimator [4] method is based on electron—molecule calcula-
tions performed with the R-matrix method [6] and is implemented as part of the
Quantemol-N [3] expert system. In Fig. 3 it is our maiden effort to report Cl~
anion on dissociation of ClO molecule. The two prominent shape resonances are

a.kheifets@anu.edu.au



160 M. Vinodkumar et al.

° oo @ Srivastava
0.01 4 ° [+ Present
: [* ]

e o

c

o)

© 1E3

o ~

m 4

n

7]

o

S

(&S]

1E-4 -
] )

T — T T T T T T T T T T T T T

0 2 4 6 8 10 12 14 16 18 20
Energy (eV)

Fig. 2. HCI dissociative to Cl + H~, where solid line represents the present calculated

result of DEA cross section of H ™, solid sphere represents the measured data by Orient
and Srivastava [14]
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Fig. 3. CIO dissociative to O + Cl™, where solid line represents the present calculated
result of DEA cross section of Cl™

at 6.7 and 12.6 eV in Fig. 3. The contribution to these peaks comes from symme-
try state 2A4,. ClO belongs to Cs, symmetry but we have done our calculations
using C, symmetry as Quantemol-N uses only Abelian point group symmetry.
These resonances can be easily recognized from the nature of Fig. 3.
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Fig. 4. FNO dissociative to F + NO™, where solid line represents the present calculated
result of DEA cross section of NO™

FNO molecule is a reactive agent which is mainly used for converting the
metal to their respective fluorides and release of nitric oxide during this process.
It is also considered as a source to have NO during the organic processes and
also been proposed as an oxidizer for the rocket propellants. Nitric oxide (NO) is
a radical and has a probability of NO™ ion on the dissociation of FNO molecule.
In Fig. 4, we report the DEA cross sections for the NO™ anion on dissociation of
FNO molecule. Electron collisions with FNO gives different resonance structures.
Our DEA calculation finds resonances at 9.4 and 13.07 eV due to 2A’ symmetric
state and at 5.3eV due to 2A” symmetric state.

5 Conclusion

In the present study, we report the DEA cross sections of HC1 (H ™), CIO (Ci™),
and FNO (NO™) molecules. The H~ of HCI molecule is in good agreement with
available experimental data reported by Orient and Srivastava [14]. The CI~
of CIO and NO~ of FNO are reported here for the first time to the best of
our knowledge. The present work will encourage the other experimentalist and
theorist to study DEA of these targets as these are important applied targets.
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Abstract. Two extreme cases of atomic configurations and the resulting
radiative decay are considered: (a) only two electrons knocked out and
(b) only two electrons present. In the first case, an empty K shell with
an otherwise normal atomic configuration (hollow atom) is considered
and the decay properties of the two possible modes of radiative decay
of empty K shell resulting in one-electron one-photon (OEOP) or two-
electron one-photon (TEOP) processes are analyzed to study the impact
of correlation on the coupling schemes as the coupling moves from LS
at low Z to jj at high Z. In the second case, the correlation induced
intense TEOP transitions from He-like ions with empty K shell and only
two electrons in the 2s subshell are investigated. The radiative rates of
transitions between 252 and 1snp (n = 2—4) groups have been studied to
evaluate the contributions from each group to the total TEOP rates. The
dependence of the estimated line intensities of X-ray photons from 2s2-
1s2p on the nature of orthogonalization of the spin orbitals is analyzed.

1 Introduction

The excitation and de-excitation of hollow atoms where the inner shell is com-
pletely empty have been experimentally investigated using different processes
since it was first produced by Briand et al. [1] and theoretically analyzed by many
workers using Dirac-Hartree-Slater (DHS) and multi-configuration Dirac-Fock
(MCDF) models with the inclusion of Breit interaction and quantum electrody-
namics corrections. An electron jump from the 2p shell to the doubly ionized
1s shell leads to one-electron one-photon (OEOP) transition and an alternate
simultaneous two electron jumps from the L shell (one from the 2s and the
other from the 2p subshells) give rise to two-electron one-photon (TEOP) tran-
sition.The former radiation is termed as Ka X-ray hypersatellite and the latter
which is exclusively due to the correlation between 2s and 2p electrons is known
as Kaa X-ray. Though Kaa X-rays are less intense than Ka X-ray hypersatel-
lites, accurate evaluation of measurable quantities like lifetimes, fluorescence
yields, ionization cross sections does require the X-ray rates from both OEOP
and TEOP transitions. While Ka X-ray hypersatellites have been extensively
analyzed both theoretically [2-5] and experimentally [1,6-12], experimental data
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on Kaa X-rays are scarce [13] placing added importance on the systematic eval-
uation of theoretical data. The double ionization process of K shell is a sensitive
tool to investigate the relativistic and QED effects in atoms [4] and is probably
the only testing ground to study the variation of coupling scheme from almost
pure LS at low Z to jj coupling at high Z. In spectroscopy, the nomenclatures
employed to specify the initial and final configurations leading to radiative tran-
sitions are usually of two types. In the first type, the holes characterize the states
and the configurations are indicated by the missing electrons in the initial and
final states. In the second type, the initial and final configurations are indicated
by the occupation numbers of electrons in the different shells. In this work, the
first nomenclature is used to describe the Ka X-ray hypersatellites and Kao
X-rays and the second one is used to describe He-like ionic configurations. The
relative intensities of the Ka? and KaJ lines from 1s72— 1s7'2p~1! fine struc-
ture transitions have been used to prove the LS and jj coupling schemes. Just
like Ka? and Kag lines, the relative intensities of Kayas and Kasag lines from
1s72— 257 '2p~! are also highly sensitive to the degree of intermediacy of the
coupling scheme (LS vs. jj) and an attempt has been made by us for the first
time to analyze the impact of correlation on the variation in the coupling with
Z [14].

The K X-ray spectra from singly excited states of He-like ions have been
investigated both experimentally and theoretically for some selected configura-
tions. However, experimental results on the OEOP transition from the doubly
excited 2s? 1Sy state of He-like ion are scarce due to the low probability of
emission of the only possible magnetic dipole (M1) line. This situation places
an added importance on the systematic evaluation of other possible alternative
modes of decay. While the normal two-electron one-photon (TEOP) transitions
where both the electrons jump to the same inner shell (Ka«) are weak, special
type of TEOP transitions in which the two electrons jump to different shells are
highly intense [15]. As this unusual type of transition is due exclusively to the
correlated motion of the two electrons and hence very sensitive to the nature
of the spin orbitals of the initial and final states, in our previous work [15] we
had carried out two different versions of Optimal level scheme. The first method
was based on bi-orthogonalization in which the initial and final state functions
are orthogonal to each other and the second method considered a common set
where the orbital functions of the two states are not completely orthogonal to
each other. The transition data from these two methods were analyzed to test the
dependence of the calculated line intensities on the nature of the spin orbitals.
In [15], we had considered 2s?— 1s2p TEOP and 1s2s M1 transitions. In this
work we have extended our calculations to 2s2— 1snp (n = 3,4) groups of transi-
tions to evaluate all nonnegligible contributions to the total transition rates. All
the calculations have been computed in the relativistic configuration interaction
formalism (RCI) which uses correlated MCDF wavefunctions and include Breit
interaction and QED effects [16].
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2 Numerical Procedure

In a multi-configuration relativistic calculation, the configuration state functions
(CSFs) are symmetry- adapted linear combinations of Slater determinants con-
structed from a set of one-electron Dirac spinors. A linear combination of these
configuration state functions (CSFs) is then used in the construction of atomic
state functions (ASFs) with the same J and parity.

ncsr

Ui(J7) =) cia®TaI?) (1)

where ¢;, are the mixing coeflicients for the state i and ncgp are the number of
CSFs included in the evaluation of ASF. The I', represents all the one-electron
and intermediate quantum numbers needed to define the CSFs and the con-
figuration mixing coefficients are obtained through the diagonalization of the
Dirac-Coulomb Hamiltonian

Hpe = Y leavpi + (6~ )&~ 2]+ Y0 (2)

T
[ i<j )

Once a set of radial orbitals and the expansion coefficients are optimized for
self-consistency, RCI calculations can be performed by including higher order
interactions in the Hamiltonian. The most important of these is the transverse
photon interaction

N
a;.oj cos(wiiTij) cos(w;;ri;) — 1
Hipan = — (20 ONGT) (o, G )0y ) T 20y )
i<j & gt

where w;; is the wavenumber of the exchanged virtual photon and is obtained
as the difference between the diagonal Lagrange multipliers associated with the
orbitals. However, this is valid only when the shells are singly occupied and the
diagonal energy parameters may not represent the correct binding energies of
the orbitals in a variously ionized atomic system. Hence in the present work,
the low-frequency limit w;; — 0 is considered and only the mixing coefficients
are recalculated by diagonalizing the Dirac-Coulomb-Breit Hamiltonian matrix.
The dominant QED corrections comprise of self energy and vacuum polariza-
tion. While the former contribution is evaluated in the hydrogen-like approxima-
tion, the latter correction is treated perturbatively. The theoretical background
using relativistic wavefunctions and higher order corrections is fully described in
[16-19].

In the active space approximation method [17], the electrons from the occu-
pied orbitals are excited to unoccupied orbitals in the active set. Since the
orbitals with the same principal quantum number n have near similar ener-
gies, the active set is expanded in layers of n. The correlation contribution was
evaluated by considering SD excitations of electrons from the occupied shells to
unoccupied virtual shells. In the first step, as a zeroth-order minimal basis set,
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we generated mono-configuration DF wavefunctions separately for the initial and
final reference sets in Extended Optimal Level (EOL) scheme using variational
method [18]. In EOL calculations, the radial functions and the mixing coefficients
are determined by optimizing the energy functional, which is the weighted sum of
the energy values corresponding to a set of (2j + 1) eigenstates. In the subsequent
steps, we included higher order correlation corrections by gradually expanding
the size of the CSF sets in layers and repeated the computations for each step
by step multi-configuration expansion until the convergence and stability of the
observable is obtained. Finally in the relativistic configuration interaction (RCI)
calculations, we included Breit interaction and QED corrections and evaluated
the transition parameters. As pointed out earlier, the TEOP transitions from
252 (1Sp) are due exclusively to the correlated motion of the two electrons and
hence to test the influence of relaxed and frozen spin orbitals on the transition
amplitudes, in our earlier work [15] we generated two sets of spin orbitals. In the
first method (Method I), we used a set of separately generated initial and final
state spin orbitals which were subsequently made mutually orthogonal to each
other. In the second method (Method II), we opted for a common orthonormal
basis set incorporating some amount of non-orthogonality in the radial functions.
In this work, only Method I is considered in the study of transitions between
252 and 1snp (n = 3,4) groups in He-like ions.

3 Results and Discussion

The Kol and Kol fine structure lines are due to 1572 1Sy— 1s712p~1 1P
and 1572 1Sy— 1s712p~! 3P, transitions respectively. Similarly the respective
Kasas and Koo lines represent the 1s72 1.8y— 257 12p~1 1P, and 1572 155—
257 12p~! 3P, transitions. For closed shell atoms with an initial empty K shell,
the number of Ka” or Kaa fine structure transitions will be only two whereas
atoms with open shell ground configurations will yield a lot more transitions. In
our work, we have neglected the interaction of the electrons in the unfilled outer
shells with the inner shells. While this simplification might lead to a marginal
change in the transition data, the intensity ratios of the fine structure lines will
not be affected.

The intensity ratio of the Ko’ to the Ko lines in terms of the spin-orbit
and electrostatic interactions matrix elements can be expressed as [10]

I(Kap)/I(Kaz) = (8/9)x*/[1 — x/3 + (1 = (2/3)x"x*)'/*” (4)

where x = (3/4)¢(2p)/G1(1s,2p). The symbols ¢(2p) and G (1s,2p) represent the
spin—orbit and electrostatic interaction matrix elements respectively. For low Z
ions, (2p) is negligible in comparison to Gi(1s,2p). With increasing Z, contri-
bution from {(2p) increases and for high Z ions, the intensity ratio approaches 2,
the corresponding limit observed for the Ka diagram lines. In Fig. 1, the inten-
sity ratios of Ko to Kol lines are compared with other relativistic and available
experimental data [3,4,6-9]. In pure LS coupling, only Ko/ and Kagas transi-
tions are dipole allowed and Kozi‘ and Kajagz are spin forbidden where as the
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Fig. 1. Comparison of intensity ratios of Ka hypersatellite lines with other available
data. Costa et al. [3], Chen et al. [4], Diamont et al. [6,7], Salem et al. [8,9], Ahopelto
et al. [12]

later two transitions are fully allowed in jj coupling due to mixing between the
two final states.

As 2py /5 is close to the nucleus than 2p3, Ka® line intensity increases with
Z due to relativistic effects [3]. As shown in our earlier paper [5], our calculated
ratios are in good agreement with the existing relativistic and experimental
data. The ratio for low Z atoms is nearly zero showing the prominence of pure
LS coupling. As Z increases, spin -orbit interaction starts contributing to the
transition parameters and at Z around 40, I(Ka} )/I(Kak) ~ 1,thereby proving
that the strengths of e—e interaction and spin—orbit interaction are nearly the
same in this Z range. With increasing Z, spin—orbit interaction dominates and the
coupling moves from intermediate to jj scheme. Thus,as pointed out by earlier
workers [3,4,6,7], the intensity ratio I(Ka?)/I(Ka%) is strongly dependent on
the coupling scheme. However, while the intensity ratio is nearly 0 for low Z,
it does not approach the jj coupling limit of 2 for high Z as predicted by the
angular momentum coupling scheme [2,10]. For example, our present calculation
for Z = 80 gives a ratio of 1.69. As experimental measurements for Z > 45
where the smooth variation of coupling from intermediate to jj scheme occurs
are limited, the accuracy of the theoretical predictions can be verified only when
experimental data on high 7 elements are made available.

In Fig.2, I(Kajasz)/I(Kasas) values reported by us using relativistic con-
figuration interaction method [14] are plotted for 12 < Z < 80. For the sake
of comparison, our calculated Ko} /Kol ratios [5] are also shown in the figure.
While the same trend in moving from pure LS to pure jj scheme is reflected
in both decay modes, TEOP intensity ratios are consistently lower than OEOP
ratios for all Z. We also note that while OEOP intensity ratio is unity around Z
= 40, TEOP gives unit value around Z = 50. It may be pointed out here that
the transition rates of Ka hypersatellites calculated in the length and velocity
forms are nearly the name for most of the ions considered in our work whereas
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Fig. 2. Comparison of intensity ratios of Ka hypersatellites and Kaa lines

the intensity ratios of Kaa fines structure lines calculated in length and velocity
gauges vary substantially [14].

Precise experimental measurements are needed to know how well pure jj
coupling applies for high Z elements and also the influence of correlation on
the coupling scheme, especially at the regime intermediate between LS and jj
couplings.

The configurations mixing between 2s2 'Sy and 2p? 'Sy, 3P, is responsible
for the E1 transitions from 'Sy state and 2P, —1S is a result of configuration
interaction and spin—orbit mixing with the final term [21]. Detailed investiga-
tions on the influence of correlation and higher order corrections from Breit
interaction and QED effects to the X-ray energies and rates and also on the
effects of fully and partially relaxed spin orbitals of the initial and final states on
the correlation sensitive radiative rates are reported in our earlier paper [15]. In
Table 1, to analyze the influence of spin-orbitals on the unusually intense TEOP
transitions from 2s% 1Sy with empty K shell, we reproduce the energies of E1
and M1 transitions from [15] along with available data [20-23] for some select
ions (Z = 26, 27, 46, 66 and 92) calculated using relaxed (Method I) and frozen
orbital (Method II) sets. The calculated energies from Method I are in excellent
agreement with earlier data [20-22] and differ by 50 eV for U%T from the values
Ref. [23]. The Method II energies agree reasonably well with the previous values
only for ions with Z < 50. The present M1 energies compare well with those of
Ref. [21] except for U0+,

Table 2 reproduces the transition rates from Ref. [15] calculated using Meth-
ods I and II along with other available data for ions with Z = 26, 27, 46, 66 and
92. The transition rates from both the methods are in good agreement with each
other for ions with Z < 46. However, the differences increase with increasing Z.
The present rates are in excellent agreement with the NIST compilation [20] and
MZ rates [22]. While the rates from Method I compare well with REOS rates of
Zhang et al. [21] for low and medium Z ions, the two rates deviate considerably
for ions with Z > 50 whereas the rates from Method II are in better agreement
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Table 1. Comparison of E1 and M1 energies in eV [15] from 2s? 'Sy state with other
relativistic data. The energies listed in the second row under columns 2, 4, and 6 are
values calculated with frozen set of orbitals

Z 'P-'So *p -1, 351 =150
Present Others Present  Others Present  Others
26 6845.41 6845.93° 6878.76 6879.37°  6910.02 6910.47°
6848.82 6846.0* 6882.11 6878.9% 6913.00
6845.44 © 6878.49"
27 7388.92 7389.6% 7425.58 7425.8% 7458.2
7392.78 7389.42>  7429.39 7425.60°  7461.33
46 21799.49 21810.66° 22021.66 22023.99° 22085.23 22087.49°
21822.79 22044.49 22107.29
66 45845.82 45852.44° 46832.55 46839.27¢ 46931.89 46938.84°
45924.38 46909.98
92 92897.39 92940.43° 97338.71 97381.78° 97482.21 97527.60°
93177.7 92950¢  97619. 7 97392¢ 975364
*Reference [20]
PReference [22]

“Reference [21]
dReference [23]

with REOS rates than the rates obtained from Method I. The M1 rates from
Method I compare well with Ref. [21] except for heavy elements.

It is clear from Table 2 that the chosen optimization approach does influence
the transition rates for high Z elements.

The length to velocity gauges rates (A;/A, ) listed in the last two columns
show that the ratio is nearly unity for both dipole allowed and spin forbidden
transitions thereby providing the reliability of the spin orbitals used in the eval-
uation of transition parameters.

Table 3 lists the rates of 2s2— 1snp (1 P1,>P1) (n = 3,4) transitions calculated
in this work for some select ions. Unlike the 252 — 152p transitions the agreement
between the TEOP rates in the two gauges for 2s2— 1s3p is only 60-76% for
allowed transitions.The spin-forbidden rates agree well by 90% only for ions
with Z < 30 and differ largely for heavy ions. For the 2s2— 1s4p weak lines, the
differences are more pronounced. As the agreement between the rates calculated
in the two gauges is a measure of the accuracy of the atomis state function (ASF)
representation, these less intense transitions need improved ASFs. However, a
comparison of this table with those listed in Table IIT of Ref. [15], a part of which
is reproduced in Table 2 of this paper, shows that the decay of 252 1Sy is mainly
governed by transitions to 1s2p ! P; and 3P} states and the contributions from the
other groups of transitions to the total TEOP rates is negligible. The transition
parameters for 2s2— 1snp (1P,> P;) (n = 3,4) transitions are calculated using
only Method I as the contributions from these groups to the total X-ray rates is
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Table 2. Comparison of length gauge E1 and M1 rates in s™' [15] from 2s? 'Sy with
other relativistic data. The rates listed in the second row under columns 2, 4, and
6 are values calculated with common set of orbitals. The length to velocity (A;/A,)
values for the E1 transitions are listed in the last two columns. The numbers within
the parentheses are powers of ten

Z 'P-1Sy 3P -1y 351 -1S0 1p- 1Sy 3P -1Sy
Present  Others  Present Others  Present  Others (Ai/Ay) (A1 Ay)

26 5.891(13) 5.78(13)P 4.997(13) 4.75(13)P 5.711(8) 5.46(8)>  1.00 1.01
5.837(13) 5.9(13)® 4.908(13) 4.9(13)

5.9(13)¢ 4.1(13)¢

27 6.267(13) 6.26(13)* 6.743(13) 6.38(13)* 1.186(9) 1.00 1.01
6.133(13) 6.2(13)° 6.4(13)°

46 5.114(13) 5.02(13)P 1.359(15) 1.04(15)P 1.74(11) 1.8(11)® 1.00 1.01
5.151(13) 1.156(15) 1.822(11)

66 2.178(13) 2.37(13)P 7.508(15) 4.07(15)P 6.787(12) 7.79(12)® 0.991 1.02
2.469(13) 5.209(15) 7.203(12)

92 4.342(12) 8.88(12)P 5.005(16) 1.38(16)P 1.742(14) 2.82(14)P 0.941 1.42
8.264(12) 2.345(16) 2.135(14)

aReference [22]
PReference [21]
¢Reference [20]

Table 3. E1 rates in length gauge in s~! from 2s%-1snp (n = 3,4] transitions

Z 1s3p 1s4dp Z 1s3p 1sdp

Ipp—1sy 3P —155 'Pp—1sy 3P 15, 1py 15y 3P —18y ‘P —15y, 3P, -1 5,
18 2.195(10) 1.460(9)  3.815(9)  3.332(8) 20 3.379(10) 2.981(9)  2.204(10)  1.222(9)
26 2.288(10) 1.023(10) 8.717(9)  2.685(9) 28 4.654(10) 2.072(10) 9.572(9)  3.568(9)
36 4.564(10) 5.4791(10) 1.901(10) 1.410(10) 46 4.554(9)  5.689(10) 1.959(10) 1.363(10)
54 2.131(11) 3.221(11) 1.280(10) 3.054(10) 74 9.881(10) 4.985(11) 1.173(9) 4.675(10)

minimal. However, we expect that the impact of relaxed and frozen orbitals on
the energies and rates will follow the same trend as was observed for 2s2— 152p
transitions.

4 Conclusion

The intensity ratios of the Ka” and Kaa fine structure lines prove the well
known angular momentum coupling schemes, namely pure LS coupling at low
7, moving from intermediate coupling to jj coupling at high Z. We also note
that while the intensity ratio is highly sensitive to the degree of intermediacy
of the coupling scheme, it does not approach the jj coupling limit of 2 for high
7 as predicted by the angular momentum coupling scheme. Also, a comparison
of the intensity ratios of Ko and Koo fine structure lines clearly indicates
the influence of correlation on the intermediate and jj coupling schemes. Precise
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experimental measurements are needed to know how well pure jj coupling applies
for high Z elements and also the influence of correlation on the coupling schemes.

The sequential decay of the doubly excited 2s? 1.5 state of He-like ion to
the ground state is possible only through this special type of intense TEOP
transitions to states of 1snp with maximum contribution from 2s®— 1s2p and
hence the decay of such a system will provide valuable information on the
transition dynamics of such hollow ions. Future precise experimental measure-
ments/observations can help in judging the dependence of line intensities on the
nature of spin-orbitals as noticed in this work.

Acknowledgements. The author acknowledges the support from Science and Engi-
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Abstract. Electron impact excitation cross sections of xenon atoms from its
two metastable states (5p5 65)1-2,0 to the ten fine-structure (5p56p)J=0, 123 levels
have been calculated using relativistic distorted wave (RDW) theory. The results
are reported in the wide range of incident electron energies (excitation threshold
to 1 keV). Fitting of the obtained cross sections of each transition with suitable
analytic expression is also provided for plasma modeling purposes.

1 Introduction

In recent years, trace-rare-gas (TRG) optical emission spectroscopy (OES) is widely
used for plasma diagnostics [1, 2]. In this technique, a small amount of a rare-gas (Ne,
Ar, Kr, and Xe) atom is introduced to the plasma and the optical emission intensities
coming from it are recorded. By coupling the OES measured intensities with an
appropriate kinetics plasma model [mostly a collisional radiative (C-R) model] one can
obtain the plasma parameters, such as electron temperature and electron density of the
plasma. Moreover, the most commonly used lines of an inert gas for diagnostics are
from the 2p; (i = 1-10) — 1s; (i = 1-4) transitions (the levels are written in Paschan
notation). In this context, the knowledge of the populations of the 2p; states is very
important as the emitted intensities are directly proportional to the upper-level popu-
lations. Further, to develop a C-R model and get accurate plasma parameters, we need
to utilize reliable cross-section results in the model for the dominant electron impact
processes which populate the 2p; levels [3-7]. These levels can be excited by the
electrons from the ground 1s, as well as the metastable 1s3 and 1ss states. Since the
metastable states, as compared to the ground state, are closer to the 2p; energy levels,
their cross sections are expected to be larger [8, 9].

Most of the earlier studies have focused on the electron impact 1s;-2p; transitions in Ar
and Kr inert gases and reported their cross sections in a detailed manner. Not much
attention has been paid to study similar transitions in Xe which are also prominent in Xe
plasma having many applications such as in thrusters [10]. However, for these transitions,
experimental and theoretical cross-section results are very limited and available for a few
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selected electron energies which are often fine-structure unresolved [11-13]. For 1s5-2p;
(i=15,7,9,10)and1lss-2p; (i = 6, 8) transitions, Jung et al. [12] reported cross sections for
electron incident energy only up to 10 eV and 300 eV, respectively. To compare with
their results, Srivastava et al. [13] performed the RDW calculations for the same transi-
tions and in a similar incident energy range. Therefore, in the light of the required detailed
complete set of cross section data, in the present study, we obtain these cross sections for
all the excitations from both the 1s5 and 153 metastable states to all ten 2p; levels in the
wide range of energy up to 1 KeV using the RDW theory.

2 Theoretical Background

For the electron impact excitation of an atom having N electrons from an initial state
a to final state b, the distorted wave T-matrix [14] can be written as

a—b

TEOY (T, Kty JaMa by, 0) = (@' (1,2,.. NJFDY (K, N + 1)|V = U(N+1)

><|A{<D:fl(1727 ) S (ka,N+1)}>

a,
(1)

here, Jup) and M, represent, respectively, the total angular momentum and the
corresponding magnetic component of the atom in the initial (final) state. K,4), and
Ha(p) denote, respectively, the wave vectors and the spin projection of the incident
(scattered) electron. 0 is the scattering angle between the wave vectors of the incident

and scattered electron. (l);‘zlb)(l, 2,...,N) represents relativistic N-electron wave func-

tion for the target atom in the initial (final) state. Fg(m;((;) is the relativistic distorted

projectile electron wave function in the incident (scattered) channel where “+” denotes
an outgoing wave and “—” refers to an incoming wave. V is the interaction potential
between projectile electron and target atom and U is the distortion potential which is
assumed to be a function of ry,; coordinate only. The electron exchange has been
taken into account by using the antisymmetrization operator A.

In order to evaluate T-matrix, one requires accurate initial and final state wave
function of the xenon atom as well as of projectile electrons distorted waves. The
bound state wave functions in initial and final states of the atom are calculated within
multiconfiguration Dirac—Fock (MCDF) approach by GRASP2K code [15]. These
atomic target wave functions (initial/final) are expressed as a linear combination of
other configuration state functions (CSFs) having the same J value and parity. In
addition to the ground state (5p°), the 5p°6s', 5p°6p', 5p°5d", 5p°7s', and 5p°7p" are
the various CSFs used to represent the xenon atom wave functions in GRASP2K [15].
To insure the reliability of the obtained wave function, we have compared our calcu-
lated transition energies and oscillator strengths with the available results from the
NIST database [16] as well as other experimental [12, 17-19] and theoretical [20, 21]
reports and we found good agreement with them. To obtain the wave function for the
projectile electrons, Dirac equations are solved in the field of the spherically averaged
static potential of the final state of the atom.

a.kheifets@anu.edu.au



174 Priti et al.

The excitation cross section to its magnetic sublevel M,, can be expressed in terms
of the T-Matrix as follows:

2

ou, = (2n )42(ZJT/| 52;‘),[/ JmM[taﬂa;Jb7Mbaﬂb70)| dQ (2)

where the integration is performed over the solid angle of the scattered electron. We get
the total excitation cross section by summing G, for all the magnetic sublevels of the
final state of the atom.

3 Results and Discussion

In Fig. 1, 2a and b, we have shown electron impact cross section results for the exci-
tation from the metastable states 1s; and 1ss to the ten 5p56p (2p;, i = 1-10) fine-
structure levels of xenon in the incident energy range up to 1 keV. Only experimental
cross section results of Jung et al. [12] are available for the 1ss—2ps and 1ss—2pg
excitation up to higher impact energies. In Fig. 1, we have compared our calculated
cross sections with the experimental results and find excellent agreement in the energy
range above the 80 eV. However, below this energy, our results are slightly higher than
the experimental results. Being a perturbative approach, RDW method sometimes
slightly overestimates the cross sections for the low incident electron energies. In
Fig. 2b and c, we have presented our complete set of results for the 2p; level excitations,
respectively, from the 1ss and 1s; states. We find from these figures that the dipole
allowed transitions (AJ = 0, £1), have lager cross sections as compare to the forbidden

T T T T T
-18
LU 2 —1s;2p, E
® 1s:-2p.[12]
1s-2p,
] 155'2'05[12]
Nﬂ"h
E i
c
o
k5] ®
@
»
3
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Q2 10-20 - b
- @
1 " 1 i [
0 200 400

Incident Energy (eV)
Fig. 1. Electron impact excitation cross section for the transitions 1ss-2ps and 1ss-2pg, solid

lines represent the present calculation and solid circles represent the experimental results of Jung
et al. [12]
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Fig. 2. RDW cross sections for electron impact excitation from the metastable level 1ss (J = 2)
and Lss (J = 0) to the 2pi fine-structure levels of the 5p°6p configuration

transitions which are quite expected. The cross sections for the forbidden transitions
decay faster at higher impact energies as E . Further, cross sections for core preserving
excitations, is larger than core changing excitations. Therefore, cross sections for
(5p*5p6s) — (5p*5p’6p) transitions are larger than the (5p*>5p’6s) — (5p5p*6p). For
example, cross section for 1ss-2p is large than 1ss-2p, while both are dipole allowed
transitions. Finally, for plasma modeling purposes, we have fitted our calculated cross
sections of all the transitions up to 1 keV by the following expression:
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Here, o is the electron impact excitation cross section and E is the incident electron
energy. Both ¢ and E are in the atomic units. The by, by, by, bs, ¢, ¢, and c; are the fitting
parameters which are given in Table 1. The fitted cross sections are accurate to 5%.

4 Conclusions

We have studied electron impact excitation of xenon from the lowest lying metastable
states to the ten fine-structure states of the 5p°6p using RDW method. Cross sections
are calculated in the wide electron incident energy range from excitation threshold to 1
KeV. We have compared our results with the available experimental results of Jung
et al. [12] and found good agreement. Our present study is an effort to provide a
complete set of reliable cross-section data for the most prominent transition lines of the
Xe plasma.
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Abstract. Nanoclusters exposed to intense ultrashort pulses have
attracted immense attention due to higher absorption and high charge
state ion emission. Insofar, most of the studies in Coulomb explosion
of clusters have been at non-relativistic laser intensities. The question
of how the ionisation of the clusters change at relativistic intensities
(>2 x 10'8 Wcm72) is little explored. In this article, we present charge
resolved ion spectroscopic measurement of ion emission for two different
cluster sizes of Ar exposed to relativistic intensities. Low charge states
(<84) dominate for smaller cluster sizes and high charges states (>8+)
dominate the spectrum at larger cluster sizes. Electron impacting ionisa-
tion seem to be dominantly important to comprehend the charge propen-
sity spectrum. Detailed simulations are important to decipher the role
of over the barrier ionisation and electron impact ionisation.

1 Introduction

At low intensities, light interaction with the matter can be understood by the
induced polarisation that is linear to the electric field of the electromagnetic
radiation. The intensity of light is proportional to the square of the electric field
amplitude of the electromagnetic radiation. At high intensities with larger elec-
tric field amplitude, the induced polarisation does not remain linear to the field
[1]. Nonlinear interaction brings in multi-photon processes and typically at inten-
sities beyond 10'© Wem™2 most atomic systems would undergo multi-photon
ionisation. At larger intensities, such nonlinear interactions are non-perturbative
and electromagnetic fields severely distort the atomic coulomb potential. Tunnel-
ionisation becomes increasingly dominant at intensities larger than 102 Wem™2
[2]. At a 100 times larger intensity, the coulomb potential is so severely distorted
that a barrier-less ionisation sets in most atoms [3]. All atoms exposed to the
over-the-barrier ionisation fields would ionise. Free electrons generated from any
atomic system continue to interact with the field after becoming free from the
atomic potential. Electrons can gain energy in the field when they oscillate under
the electron-magnetic field. The equation of the motion of free electrons under
of the interaction of the light is characterised by:

Mele(t) = eFy sinwt, (1)
© Springer Nature Singapore Pte Ltd. 2019
P. C. Deshmukh et al. (eds.), Quantum Collisions and Confinement of Atomic

and Molecular Species, and Photons, Springer Proceedings in Physics 230,
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where Ej is the field amplitude of the electric field of the electromagnetic radia-
tion, w is the laser frequency, m. and . are the mass and instantaneous position
of the electron. If we solve for the velocity of the electron and obtain the cycle
average kinetic energy, it is

UpleV) = gme(V(0?)

2 2
e“Ey

4mew?

(2)

This is called as the ponderomotive energy and can be simplified for useful
evaluation to be ~9.33 x 10714 I(W/cm?)(A(pm)?), where I is the intensity in
W/cm? and ) is the light wavelength in wm units [4]. Even at an intensity of
10* W/cm? for a laser of wavelength A = 800 nm, the electron energy is ~600
eV, which is more than 40 times the ionisation energy of a Hydrogen atom
and is more than 380 times larger than the photon energy. Non-perturbative
phenomenon dominates at this regime and the classical motion of the electron in
the field dominate the interaction physics. At even higher intensity, the velocity
of the electrons becomes sufficiently large to appreciate the interaction of the
electrons with the magnetic field of the radiation. In such a case it becomes more
relevant to use the Lorentz force equation

F:e(E+%xB) (3)

The motion of the electron in this regime is very different. A simple harmonic
electron motion of the dipole regime changes to a figure eight motion in the high-
intensity regime [5]. An intensity regime is considered relativistic once the laser
field E is so high that [6,7] ponderomotive potential given as m.c?(y/(a2 + 1))
becomes close to the electron rest mass, where ag is the normalised vector poten-
tial representing the amplitude of the laser radiation given by ag = eA/m.c and
A is the vector potential defining the electron magnetic radiation. At these inten-
sities, the ponderomotive energy of the electron becomes comparable with its rest
mass (~500 keV) and the motion of the electron is governed by the relativistic
mass correction of the electron. For ag ~ 1, the intensity corresponds to about
2 x 10 Wem™2 with 800 nm light. This gives U, ~ 200 keV.

When there is an ensemble of atoms, all the atoms in the focal volume are sub-
jected to these effects. Tonisation of a large number of atoms leads to larger elec-
tron density and the screening of Coulomb exponentials by the electrons. When
the number of electrons in a Debye sphere become larger, plasma properties dom-
inate the laser-matter interaction. Collective phenomena affects the key parame-
ters like the dielectric permittivity which changes the propagation of the electro-
magnetic fields and in turn the light—matter interaction. Intense laser-produced
plasmas are different compared to the conventional low-density plasmas due to
the impulsive generation of the plasma [8]. When light fields are so short that
the atoms have no time to move, a solid density system would generate plasma of
solid density or even higher density. Since the ponderomotive energy of the elec-
trons, the plasmas is at high energy compared to any conventional plasma. High-
density, high-temperature laser produced plasma brings about very rich phenom-
ena as every parameter changes vary dramatically both spatially and temporally
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[9]. In the relativistic regime, plasma absorption is known to be very different as
the basic electron motion is different. Light penetrates far beyond the normal skin
depth [6]. The effect of the magnetic field in the Lorentz force leads to J x B forces
that drive electrons along laser propagation [10].

Plasmas made of nanoparticles of matter, also called as nanoclusters, are
special in their own right [11-13]. A few thousand atoms bound together by
van der Waals forces have solid like intra-cluster density. Solid density plasma
with a particle size that is much smaller than the light wavelength have much
different properties compared to plasma generated from macroscopic targets. In
an extended target, when the laser is focused on a few microns, there is always
a continuum of cold or unexposed matter connected to the hot plasma region.
Ejection of electrons from the focal volume will induce electron mobility from
the unexposed region to reduce the charge densities and quickly reduce the local
electrostatic potential. A nanocluster suspended in the vacuum is devoid of such
cold electron currents. Charge density is higher and remain higher till cluster
disintegrates. Plasma temperature remains higher and electron ion recombina-
tion rates are lower. A large number of experiments have demonstrated these
interesting features [11-13].

Atomic systems in nanoclusters are ionised once the electric field experienced
in strong enough to induce multi-photon ionisation. At higher fields tunnel ion-
isation followed by the over barrier ionisation contributes to free electrons from
the atoms. Electrons that leave the atom are considered to be inner ionised.
These electrons continue to interact with the electromagnetic fields and gain
ponderomotive energy. Electrons pulled away from the ion cloud in each half
cycle of the light field are driven back when the field reverses and contribute to
the collisional ionisation of the atoms [14]. Electron cloud oscillates with respect
of the ion cloud under the coulomb potential and the electric field of the light.
Fraction of electrons that gain energy larger than the binding energy due to
cluster potential, leave the cluster and are termed outer ionised [15]. Outer ion-
isation leads to coulomb pressure while the high-energy electrons contributes
to the hydrodynamic pressure. At the end of the laser pulse, thus a hot dense
nanoplasma is generated and it takes several ps for the cluster to expand and to
disintegrate under the coulomb/hydrodynamics forces to expunge highly charged
high- energy ions. Hot dense plasma thus is a bright source of short pulses of
hot electrons, ions, and X-rays [16,17].

Most of the experiments in clusters, be it to measure ion spectra, electron
spectra, X-ray emission, or light absorption, have all been explored mainly in the
nonrelativistic regime [13,16,17]. Even at intensities of about 106 Wem=2, Ar
clusters of about 40,000 atoms results in a mean charge of about 8. Ion kinetic
energies extend to about 1 MeV, even though the electron energy is only a few
keV [18]. Electron cloud oscillates about the ion cloud and these dipole oscil-
lations bring out an asymmetric charge distribution with highly charged high-
energy ions preferentially emitted along the direction of polarisation. As the
cluster expands, the electron density decreases and when the local plasma fre-
quency matches the laser frequency there is a resonant enhanced light absorption
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and ion/electron emission. Dipole oscillations of the electron cloud are largely
known to be responsible for the efficient nanoplasma heating and the high charge
states formed in the cluster [19].

The question we ask in this article is about how the nanoplasma generation
changes, if relativistic intensities are used. If the Lorentz force equation drives
the electrons differently compared to the dipole oscillations, there would be J
x B forces on the electron cloud and electrons could be driven along the direc-
tion of the laser propagation. Would the electron ion collisions and the inverse
bremsstrahlung heating change the charge propensity in the cluster? We present
experiments on the measurement of the ion charge-state propensity distribution
(ICSPD) of argon clusters in the relativistic regime for two different cluster sizes.
The peak charge state remains unchanged at 84 in both the cases. The smaller
clusters have dominantly low charge states (<8+). For larger clusters, there is a
dramatic change and the spectrum is dominated by higher charge states (>8+).
In both the cases, intensity is large enough to generate up to 124 charge states
by the over-barrier ionisation. Screening of the field could be responsible for the
changes in the spectrum. It appears that the high charge states generated are
correlated with the electron impact ionisation. Smaller clusters with lesser num-
ber of atoms do not seem to offer sufficient electron—ion collisions to produce
the higher charge states. The results point out the need for a detailed simu-
lations of the nanoplasma with the relativistic effects to fully comprehend the
observations.

2 Experiments

The experiments presented here use a Thompson parabola spectrometer (TPS)
that is described in detail elsewhere [20] and only the salient features are dis-
cussed here. A TPS samples ions through a small collimating aperture and dis-
perses positive ions entering like a pencil beam by electric and magnetic fields
designed to deflect ions in orthogonal directions. Ions exhibit a parabolic motion
and are pushed away from the propagation axis. After the field deflection region,
ions are allowed to drift through a small region to increase the spatial disper-
sion and the ions splat on a position-sensitive ion detector. Microchannel plate
(MCP) detector coupled to a phosphor screen and an imaging camera are used
to acquire the images of the ion splat position for each laser pulse exposed to
the clusters. Ion drift from the undeflected beam path depends on the m/q of
the ions and kinetic energy. Splat position of the ions of similar m/q appears
as a parabolic trace. Ions closer to the origin (the splat position of the beam
when the deflection fields are switched off) have the highest kinetic energy and
the lowest energy ions are dispersed far away from the detector. Ions of different
m/q give a different parabolic trace. Kinematic equations of the ion motion in
the fields and the drift region are used to invert the splat position to m/q and the
ion kinetic energy [20]. The technique thus enables charge resolved ion kinetic
energy spectrum (CRKES) apart from the ion charge propensity distribution
(ICSPD) [21].
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Applying the TPS for clusters offers a problem because of the extended nature
of the ion source size. Clusters are typically produced by a supersonic jet and
sampled in high vacuum system by a skimmer. Even at a cm down the nozzle
the cluster beam extends to about a cm. Cluster in the focal volume exceed-
ing an intensity of 10'®> Wem ™2 can contribute to the ionisation signals. In our
experimental conditions, the ionisation regime extends to about 3 mm. Ion sam-
pling, therefore, needs an additional pair of slits very close to the focal volume to
restrict the ion sampling and only then, well- resolved parabolic traces of ions are
measurable. In our experiments, we use a pair movable slits that are motorised
and dynamically adjusted to chose the fraction of the focal volume sampled by
the TPS. This allows us to sample ions from the relativistic intensity regime and
enables the measurements described here [20].

A supersonic jet with a 750 wm wide, 45° conical nozzle operated with dif-
ferent backing pressures of Ar was used to produce different sizes of clusters.
Rayleigh scattering measurements [16] in conjunction with the use of the Hagena
parameter are used to estimate the cluster sizes. A 500 wm skimmer is used to
sample the cluster in a differentially pumped interaction chamber with a base
pressure of about 1076 Torr. At these conditions, there is no inter-cluster inter-
actions and the ions fly of the detector without resulting in any charge transfer
or recombination reactions. Ion explosion from individual cluster exposed to the
intensities is thus measured. 35 fs pulses at a pulse energy of about 600 mJ are
focused down to 10pm waist size to achieve peak intensities of ~4 x 10'® Wem 2.

3 Results and Discussion

Figure 1 shows the Thomson parabola image for ion explosion for two cluster
sizes Arjao0 and Arsgso0 at relativistic intensity of 4 x 1018 Wem—2 achieved
with 40 fs pulses. The variable slits in the TPS probe are set to image ions
generated only in the 300 pm Rayleigh range and so ion emission from the low
intense domains are avoided. Since only a small number of clusters are present
in the focal area, the ion count rates are very low and necessitated an image
acquisition from around 72,000 laser shots to acquire the TPS image.The ion
distribution peaks at Ar®* for both the cluster sizes [21]. In Fig. la parabolic
lines are far away from the origin and a 100 keV ion energy line is indicated.
At higher cluster size, the parabola is drawn more closer to the origin and a
250 keV ion energies line is indicated in Fig. 1b. From these images we derive
a histogram, by integrating the ion yield in the each parabolic line, to get the
relative ion yield for the different charge states. Figure2 gives the normalised
ion charge state propensity distribution (ICSPD). As can be seen with smaller
clusters, charge propensity is dominated by the lower charge states while for
larger clusters, the high charge states are prominent. For bigger clusters, 8+ is
still the dominant ion. But, the lower charge states are depleted considerably
and the higher charge propensity has increased considerably. The mean charge
here is about 9 while it is about 6.8 with Ari4q0.
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B

Ar3gsoo

R=2.3nm,P=5bar R=6.9nm, P =20 bar

Fig.1l. Thompson parabola images at relativistic intensities a, b are ion images
obtained from a Thompson parabola spectrometer for two different backing pressures
in supersonic jet nozzle at ~4 x 10"® Wem™? intensity. The size in the legend indicates
the mean cluster size. Line indicates the maximum energy points and indicate that the
maximum ion energy observed is 100 keV in case of 2.3nm (Ari400) and 250 keV in
case of 6.9 nm (Arse,500) clusters

To understand these observations, we look into the ionisation mechanism.
The ionisation is by (a) multiphoton ionisation, (b) over-the-barrier ionisa-
tion, (OBI) (c) collisional ionisation by laser-driven electrons, and (d) collective
plasma resonance mechanism. The first three are single particle response mech-
anisms. Multiphoton initiates the ionisation at the early time of the laser pulse
and OBI follows. OBI is a threshold process and the threshold intensity is given
to be [3]

L = 4 % 10°(1,)* /2 (4)

where I, is the ionisation potential for atom to a g+ state and I, gives the
intensity threshold in Wem™2. Table 1 gives the OBI threshold intensity for the
different charge states of Ar. At non-relativistic intensities (<3 x 106 Wem™2)
OBI threshold is such that direct laser field ionisation can generate at the most
8+. There is a big jump in ionisation energy once eight electrons are removed
and the 94 requires electron removal from the L shell of Ar. Correspondingly,
there is a big jump in OBI threshold and only relativistic fields can generate 9+
and above directly by field ionisation. At ~4 x 10'®, Ar'?* charge state with an
ionisation energy of about 618 eV can be achieved by over the barrier ionisation.
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Fig. 2. Relativistic ion emission a and b are the ICSPD of ion emission from Arij400
and Arsg 000 clusters, respectively at relativistic intensity of 4 x 10'® Wem ™2

If all the atoms in the cluster experience the applied relativistic intensity, ide-
ally one would expect only charge states beyond 12+ for measurements done at
~4 x 10", Tt is clear from the measurements that are presented in Fig. 2 that
this is not observed. However, three issues can affect measurements. (i) Focal
volume effect: At the focal waist, the beam has a Gaussian intensity profile.
Slits used in the experiments restrict the ionisation zone sampled only along
the laser propagation direction. In the transverse direction, ionisation in the
low intensity focal volume can not be avoided. This can contribute to ionisa-
tion signals from clusters exposed to lower non-relativistic intensity. For smaller
clusters generated at a lower backing pressure one would expect that the low-
intensity focal volume contribution to be less compared to the measurements
at high backing pressure with larger clusters. Since low-intensity focal volume
contribute to lower charge states, it is expected that the low charge propensity
is lower for experiments with Arq49¢ clusters than at Arsg 500 clusters. Experi-
mental results are contrary to these expectations. (ii) Nanoplasma shielding can
reduce the intensity experienced by atoms. A bigger cluster would have more
atoms shielded by the field than with smaller clusters. So, if the plasma shield-
ing is a dominant factor, then larger cluster should yield a lager fraction of lower
charge states. Results presented in Fig. 2 are contrary to these expectations.
(iii) Electron—ion recombination after the laser pulse is incident and can affect
the charge state distribution. Extensive discussion on recombination in single
isolated clusters [22] have concluded that due to the high electron temperature
and large electrostatic fields on the clusters, charge reduction is single isolated
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Table 1. Over the barrier ionisation threshold intensity for different charge states of
Ar along with their ionisation energies

Ar?T (q)| Tonisation energy (eV)| OBI threshold intensity (Wem™?)
1 15.76 2.46 x 10
2 27.66 5.82 x 10
3 40.74 1.22 x 10%°
4 59.81 3.19 x 10%°
5 75.02 5.06 x 10'°
6 91.00 7.62 x 10%°
7 124.32 1.95 x 10'6
8 143.46 2.65 x 106
9 422.45 1.57 x 10'®
10 478.69 2.10 x 108
11 538.96 2.79 x 10'®
12 618.26 4.06 x 10'®
13 686.10 5.24 x 108
14 755.74 6.66 x 10'®
15 854.77 9.49 x 10'®
16 918.03 1.11 x 10'°
17 4120.88 3.99 x 10*
18 4426.22 4.73 x 10*

clusters in negligibly small. For the experimental conditions used in these exper-
iments, inter-cluster recombination processes [23] and charge transfer reaction
are avoided. So this feature may not affect the measurements.

Apart from the field ionisation, ionisation by electron collisions is considered
to be a dominant feature in the nano-plasmas. In an inverse bremsstrahlung
mechanism, electrons gain energy from the field and disperse the energy in
electron—ion collisions. In collective mechanism, the dielectric properties of the
plasma modify the electro magnetic field interaction. Here again, the imaginary
part of the dielectric permitivity that contributes to the field attenuation and
energy deposition in the plasma fields depends on the electron-ion collisions.
So, it is anticipated that electron-ion collisions control the charge states, espe-
cially in the generation of the higher charge states that may not be possible
with the field ionisation alone. In Fig. 2b, it is noticeable that the decrease in
charge state propensity appears to have exponential dependence of the charge
state. This decrease in the charge propensity could be reflective of the decrease
in electron impact ionisation cross section. To examine this possibility, we use
the well known Lotz formalism [24,25] to evaluate the electron impact ionisation
cross section of Ar. Electron collision with Ar¢t with q varied from 8 to 14 is
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Fig. 3. ICSPD of Arsss00 clusters at relativistic intensity of 4 x 10'® Wem™2 for
charge states beyond 8+. Projected in the plot is also the electron impact ionisation
cross section evaluated using the Lotz formalism and is given in the right-side axis of
the plot

evaluated at an electron energy of 200 keV which represents the ponderomotive
energy. At these high energies, electron impact ionization cross section reaches
an asymptotic limit and do not vary significantly with the change in electron
energy. Figure 3 shows the evaluated electron impact ionisation cross section
projected with the ion charge state propensity for charge states beyond 8+. As
can be seen the charge propensity very closely follows the decrease in electron
impact ionisation cross section for the higher charge states. So is it possible that
the higher ionisation state generation is controlled by the electron impact ioni-
sation in the bigger clusters. For the smaller clusters, the electron ion collisions
are expected to be less frequent, since the cluster size is smaller and therefore
the high charge state propensity may be lower.

At relativistic intensities, pulse profile and pulse contrast are known to affect
the plasma generation. In the present experiments, ns contrast is about 10~¢ and
the ps contrast can be as large as 107° at 10 ps and 10~* at 2-4 ps [26]. This
means an intensity of 10'* Wem ™2 in the 2-4 ps regime prior to the main pulse.
Clusters experiencing this intensity would expand under Coulomb pressure. For a
Aryy00 cluster experiments presented in Fig. 1, the maximum average ion energy
is about 50 keV and it raises to about 200 keV for the Arss 500 clusters. Even
if we assume that this average energy is achieved 5 ps ahead of the main pulse,
a Ary400 cluster would expand to about 2 wm. These atomic ions would still be
in the focal volume and should be subjected to the OBI by the main pulse. The
very fact there is a dramatic change is ICSPD with the cluster size would mean
that the pre-pulse does not destroy the cluster before the main pulse is incident.
Pre-pulse expansion can only expose atoms (to the main pulse and should result
in field ionisation contributing to the higher charge states. So, the pulse contrast
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effects cannot explain the charge states distribution measured in the present
experiments.

It is possible that the nanoplasma shielding is strong and OBI is not brought
out in all the atoms in the cluster. The key question that opens is about the
plasma shielding in a 2nm cluster and how they change at relativistic intensities.
With the different arguments presented with the experimental measurements,
it is clear that comprehending the ion charge states formed by cluster ioniza-
tion at relativistic intensities is not straightforward. Detailed calculations of the
nanoplasma generation and evolution with the inclusion of relativistic effects is
necessary to understand the experimental measurements. At present, there are
no PIC models that can evaluate these ionisation dynamics in detail and we hope
that the experiments offer inspiration to bring out the nanoplasma dynamics at
relativistic intensities.

4 Summary and Conclusions

We present an experimental study of the Ar cluster ionisation at relativistic
intensities of about ~4 x 10'® Wem™2 by using a Thompson parabola spec-
trometer. Ion charge propensity distribution presented for different cluster sizes,
Arjg00 and Arse 500, bring out very important differences in cluster ionisation
with the cluster size. The measurements are not reflective of the dominance of
over the barrier ionisation. Electron impacting ionisation seem to be important
to generate the high charge states and charge propensity correlates with the elec-
tron impacting ionisation cross section. Larger clusters appear to be necessary
for effective electron impact ionisation and generation of higher charge states.
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Abstract. We have studied the potential energy curves (PECs) for
1%+ electronic states of HfH' and PtHT molecular ions using the self-
consistent field (SCF) method and the coupled-cluster method with sin-
gle and double excitations (CCSD). The spectroscopic constants derived
from these potential energy curves are reported and compared with the
available calculations in the literature. Further, the permanent dipole
moment (PDM) of these molecular ions are calculated using the finite-
field approach by applying a weak external electric field in the perturba-
tive regime. Furthermore, vibrational parameters are obtained by solving
the vibrational Schrédinger equation numerically.

1 Introduction

The polar diatomic molecules are of particular interest to experimentalists who
are seeking for a non-zero electric dipole moment of an electron (eEDM). The
latter plays an important role while exploring the physics beyond the stan-
dard model of particle physics. Apart from atoms, the current best limit on
eEDM also comes from the cold molecular experiments on ThO [1], HfF+ [2]
and YDbF [3]. The theoretical calculations of spectroscopic parameters and prop-
erties of such molecules containing heavy atoms is a challenge because of their
complex electronic structure. As the eEDM hitherto has evaded detection, new
systems are being proposed and explored constantly [4-6]. Two such molecu-
lar candidates: PtHY, and HfHT have been proposed by Meyer et al. [7] in
which they have obtained the PECs for 13X, 13T and 1A electronic states
of these ions, using multi-reference configuration interaction method with sin-
gle and double excitations (MRCISD), available in MOLPRO quantum chem-
istry package. Nevertheless, in their work, equilibrium bond lengths (R.), and
rotational constants (B.) are reported only for >A states. The spectroscopic
constants such as, R., electronic transition energy (7¢), and harmonic frequency
(we) have been studied by Skripnikov et al. [8] for the four lowest electronic states
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(3Az, 1XF, 3Ay, and 3A;) of PtHT ion, using MRCISD method. Further,
they have used 60-core electron generalized relativistic effective core potential
(GRECP) for the Pt atom. The diatomic constants R, we, Te, and dissociation
energy (D,) for 1Y% state at the non-relativistic (NR) level, for 1 XF and 3A
state using perturbation theory (PT), for *X*, 3II, and 3A state using spin-
free no-pair method corrected to second order in the external potential (PVP)
have been reported for PtH* ion by Dyall [9]. Zurita et al. [10] have performed
Hartree—Fock SCF calculations for the low-lying electronic states of PtH™, with
the relativistic ten-electron pseudopotential (PP10). Quite recently, several elec-
tronic states of PtH and PtH™ have been computed by Shen et al. [11] using
MRCI + Q method that includes the single and double excitations plus David-
son’s cluster correction. Further, spin—orbit coupling (SOC) effects are included
via the state-interaction (SI) approach.

Dyall [9] and Ohanessian et al. [12] have predicted the !X+ state as the
ground state of PtHT, whereas in the recent studies, [7,8,11] 3Aj state is
reported as the true ground state of this ion. Further, two contradictory results
for the ordering of first and second excited states of PtHT are available in the
literature. According to [8,11], 1 XF is lower in energy than 3A, state, whereas
an opposite trend is obtained in [7].

The first study on HfHT ion has been done by Ohanessian et al. [12] using
generalized valence bond plus CISD method together with the effective core
potentials. They have reported relative energies and spectroscopic parameters
for the lowest four (34, 3II, 3¢, and 3X~) electronic states. The 2 dependent
PECs of ' X and 3A state have been studied by Meyer et al. [7]. In their work,
ground state of HfH' ion is a toss-up between 'Y and 3A;. Therefore, more
detailed relativistic calculations are required to resolve this issue.

In the current work, we have performed fully relativistic potential energy
calculations and the spectroscopic constants, viz., equilibrium bond length (R,),
dissociation energy (D.), harmonic frequency (w. ), anharmonic constant (wex.),
and rotational constant (B, and «.) of ! X+ states of HFH' and PtH* molecular
ions, at SCF and CCSD level of correlation. The permanent dipole moment
(PDM), (1), at equilibrium internuclear distance, R., has been calculated using
finite-field method for both the ions. Using PECs obtained at the level of CCSD,
energies (E, ), rotational constants (B, ), and wavefunctions of vibrational states
are obtained by solving the vibrational Schrédinger equation numerically.

In the next section, we briefly describe the computational method, while
in Sect. 3, we show results and discussions for the properties calculated and in
Sect. 4 we conclude.

2 Computational Method

The relativistic energy calculations for ' X+ state of PtHT and HfHt molecu-
lar ions are performed using Dirac-Fock—Coulomb Hamiltonian with DIRAC15
program [13]. The contribution from two-electron (SS|SS) integrals is taken in
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an approximate manner, as suggested in [14]. The energy calculations at CCSD
level of correlation are carried out with the RELCCSD module of DIRAC15 soft-
ware. The uncontracted correlation consistent polarized valence quadruple zeta
(cc-pVQZ) basis set for H [6s 3p 2d 1f] atom [15] and Dyall valence basis set of
similar level, dyall.vdz, for Pt [78s 30p 19d 13f 4¢ 2h] and Hf [72s 30p 19d 13f
4g 2h] [16] are used in conjunction with Gaussian charge distribution and Cs,
molecular point group symmetry. The nuclear masses of 1.007825, 179.9465457,
and 194.964766 atomic mass unit (amu) are used for H, Hf and Pt, respectively.
The filled orbitals having energy less than —5E; are taken as a frozen core.
With this constraint, we have correlated 32 electrons for PtHT and 26 electrons
for HfH* in CCSD calculations. Further, the virtual energy threshold is set at
5E; for both the molecular cations that include 102 and 138 virtual orbitals
for PtH™ and HfH™ ion, respectively. The potential energy calculations are per-
formed for a bond distance ranging from, 1 to 12 A, with a step size of 0.5 A while
around the equilibrium point, a finer step size of about 0.001 A is adopted. Using
VIBROT program available in MOLCAS [17] software package, the calculated
potential energies are fitted to an analytical form of potential function using
cubic splines. The dissociation energies are calculated as a difference between
the energies at equilibrium point and those computed at asymptotic distance by
numerical extrapolation. Further, the Numerov method is utilized to solve the
ro-vibrational Schrédinger equation numerically to obtain the spectroscopic con-
stants, with J = 0 rotational state. The energies of ro-vibrational states (E,, ;)
can be expressed as [18]:

2
1 1
EUJ:we(v—l—Q)—wexe(v—i-Q) +o -+ BJ(J 1) = (1)

where v and J are vibrational and rotational quantum numbers, respectively.
The rotational constant, B,, corresponding to vibrational state v can be defined
as

Bv:Be—ae<U+;>+-~- (2)
where B (= h/8m?cuuR?) is the rotational constant at the equilibrium point, and
. is the vibration—rotation interaction constant. Here, ¢ and u[= mimso/(m; +
ms)] represents the velocity of light and reduced mass of the molecular system,
respectively.

The total energy F of the system in the presence of external electric field of
strength € is given by [19]:

1
E(e) = Ey — pe — 50&62 (3)
where p and « represent the dipole moment and the static dipole polarizability,
respectively. It is evident from (3) that the dipole moment can be calculated as
the first derivative of total energy with respect to applied electric field. First,
the field-dependent energies are calculated by adding different values of € in the
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range; 1.03 x 10% and 2.57 x 10° V/cm, to the Hamiltonian using DIRAC15
software. Thereafter, the PDMs are obtained by fitting the first-order polyno-
mial to these energies calculated at the equilibrium bond length. The range of
perturbative electric field is chosen by comparing PDM results obtained using
finite-field approach and those calculated directly using the expectation value
approach in the DIRAC15 software, at the SCF level.

3 Results and Discussion

It has to be noted that the atomic units for distance (1 au = 0.52917721 A),
dipole moment (1 au = 2.54174691 D), and electric field (1 au = 5.142 x 10°
V/cm) are used, unless otherwise mentioned, throughout the paper. Figure 1a,
b show the potential energy curves for ' X+ state of HfHt and PtH* molecular
ions, respectively, at SCF and CCSD level of correlation. The large difference in
the PECs at SCF and CCSD level of theory indicates that the correlation effects
are large in both the molecular ions considered. The spectroscopic constants cal-
culated from the PECs, together with the available results in the literature, are
tabulated in Table 1. Our value of R, (=2.868 au) for PtH™ ion, reported at the
level of CCSD, differs from other available calculations in the literature [8-12], by
a maximum of 3.1%. The computed value of w, = 2385 cm~! for PtH*, at CCSD
level in the present study, agrees well with the value of 2399 cm™!, reported in
[12] at CISD level of correlation, whereas it differs from other calculations [8-
11], by a maximum of 11%. The calculated dissociation energy, D, =4.20eV, of
PtH™ cation at CCSD level of correlation is considerably larger than any of the
available results [7,9-12]. The potential depth of HfHT, D, =2.49 eV reported in
[7], is larger by 0.06 €V than our result at CCSD level. The difference between
potential depths reported in our work and those reported in the literature could
be due to the relativistic effects, correlation method employed, size of the cor-
relation space and the choice of basis sets. There is no other calculation for the
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Fig. 1. Potential energy curves obtained at SCF and CCSD level of correlation for ! X+
state of a HfH', and b PtH" molecular ions
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Table 1. Computed spectroscopic constants and molecular properties of HfH' and
PtHT molecular ions in their 'XF state compared with the available results in the
literature

Molecule | Method R D, We WeTe B Qe v (au) | References
(au) (eV) (cm_l) (cm_l) (cm_l) (em™1)

HfHT SCF 3.473 | 6.49 1799 19.8 4.97 0.09 1.515 This work
CCSD 3.432 | 2.43 1909 18.0 5.11 0.07 1.218 This work
MRCISD - 249 |- - - - - 7]

PtHT SCF 2.864 | 7.26 2307 21.9 6.94 0.10 0.353 This work
CCSD 2.868 |4.20 2385 42.57 7.28 0.19 0.159 This work
MRCISD - 314 |- - - - - 7]
MRCISD 2.825 | — 2428 - - - - [8]
NR 2.828 042 [2464 |- - - - 9]
PT 2.836 | 0.89 | 2546 |- - - - 9]
PVP 2.830 |1.34 | 2572 |- - - - [9]
DHF? 2.876 |1.22 [2426 |- - - - 9]
SCF 2.783 |1.31 2650 - - - — [10]
MRCISD + Q | 2.887 |3.03 |2320 |25.9 [7.222 |- - [11]
CISD 2.870 |2.875 | 2399 [12]

“DHF: Dirac-Hartree-Fock

spectroscopic constants, except that of D, in [7], available in the literature for
the !XT electronic state of HfHT ion.

Those results, for the spectroscopic constants of the molecular ions considered in
this work, available in the literature are calculated either at the non-relativistic
level or at the scalar-relativistic level. Further, the highest correlation method
used among all the available calculations is the MRCISD, which is not size exten-
sive, unlike the CCSD method that we have employed in this work. Further, the
size of the basis sets and the active space considered in our work are larger than
that in any other published works on these molecular systems. We, therefore,
believe that our relativistic calculations performed are more reliable than any
other available result.

In order to calculate the contributions from relativistic effects, we have per-
formed both non-relativistic and relativistic energy calculations near the equi-
librium point at the SCF level, for both the diatomic molecules. The relativistic
contributions for the total energies of HfH™ and PtH™ are found to be 5.3% and
6.3%, respectively. Further, the correlation contributions to the spectroscopic
parameters of the molecular ions are calculated by comparing those results cal-
culated at the SCF and the CCSD levels. They are found to be 0.041au and
0.004 au for the equilibrium bond length R., —4.06eV and —3.06 eV for the dis-
sociation energy D,, and 110 cm ™' and 78 cm™! for the harmonic frequency we,
respectively, for HfH' and PtHT.

The value of PDM, at the equilibrium point, is found to be 1.218 au and 0.159 au
for HfH* and PtH™, respectively, at the CCSD level of theory. The correlation
contribution to the PDM is 19.6% and 54.9% for HfHt and PtH™, respectively
for the QZ basis set and at the CCSD level of theory. As there is no experimental
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Table 2. Vibrational energies and rotational constants for low-lying vibrational levels
of HfH' and PtH™ at CCSD level of correlation

v |HfHT PtH™T
E, (tm™)| B, (tm™) | E, (cm™') | B, (cm™)

0 915.97 |5.033 1170.49 | 7.183
1 2738.40 | 4.906 3443.80 |6.973
2 4544.27 | 4.794 5638.28 | 6.774
3 | 6294.63 | 4.698 7753.57 | 6.580
4 | 7973.99 |4.604 9793.36 | 6.386
5 | 9584.91 |4.496 11757.69 | 6.191
6 [11126.79 |4.377 13646.17 | 5.993
7 112594.18 | 4.246 15457.33 |5.791
8 [13980.91 |4.094 17188.82 | 5.586
9 1527733 |3.914 18837.53 | 5.374
10 | 16465.74 | 3.689 20399.65 |5.155

or other theoretical results on the PDM of these ions in the literature, to the best
of our knowledge, our result will serve as a benchmark. The calculated vibra-
tional parameters such as the vibrational energies and the vibrationally coupled
rotational constants are given in Table2 for a few low-lying vibrational levels
of 1X* electronic state of both ions. The relative energy separation between
the adjacent vibrational levels and the value of rotational constant decreases, as
anticipated, as one goes from lower to higher vibrational states.

4 Conclusions

In summary, theoretical investigation of the lowest ' X+ state of HfHt and PtH*
has been carried out using SCF and CCSD levels of correlation taking opti-
mized quadruple zeta basis sets. Our results of the spectroscopic constants are
in reasonable agreement with the existing results wherever available. The value
of PDM for both the ions is reported for the first time. In addition, both the
relativistic and the correlation effects have been calculated for both the ions.
Further, the energies, rotational constants, and wavefunctions of different vibra-
tional states are obtained by solving the vibrational Schrédinger equation and
the results are reported here. Our results may serve as benchmarks for the future
experimental and theoretical investigations of HfHT and PtH™ molecular ions.
Furthermore, the accurate PEC calculations of 3A states are required in order
to resolve the issue of the true ground state of these ionic systems and such
calculations are being performed.

a.kheifets@anu.edu.au



Spectroscopic Studies of 'Y+ States of HfH" and PtH™ Molecular Ions 197

Acknowledgements. The relevant calculations, whose results are presented in this
work, were performed on the computing facility available in the Department of Physics,
IIT Roorkee and in the Department of Chemistry, TMU, Japan.

References

10.

11.

12.

13.

Baron, J., Campbell, W.C., DeMille, D., Doyle, J.M., Gabrielse, G., Gurevich,
Y.V., Hess, P.W., Hutzler, N.R., Kirilov, E., Kozyryev, 1., O’Leary, B.R., Panda,
C.D., Parsons, M.F., Spaun, B., Vutha, A.C., West, A.D., West, E.P., Collabo-
ration, A.C.M.E.: Methods, analysis, and the treatment of systematic errors for
the electron electric dipole moment search in thorium monoxide. New J. Phys. 19,
073029 (2017). https://doi.org/10.1088/1367-2630/aa708e

Cairncross, W.B., Gresh, D.N., Grau, M., Cossel, K.C., Roussy, T.S., Ni, Y.,
Zhou, Y., Ye, J., Cornell, E.A.: Precision measurement of the electron’s electric
dipole moment using trapped molecular ions. Phys. Rev. Lett. 119, 153001 (2017).
https://doi.org/10.1103/PhysRevLett.119.153001

Hudson, J.J., Kara, D.M., Smallman, I.J., Sauer, B.E., Tarbutt, M.R., Hinds, E.A.:
Improved measurement of the shape of the electron. Nature 473, 493-496 (2011).
https://doi.org/10.1038 /nature10104

Shafer-Ray, Neil E.: Possibility of 0-g-factor paramagnetic molecules for measure-
ment of the electron’s electric dipole moment. Phys. Rev. A 73, 034102 (2006).
https://doi.org/10.1103 /PhysRevA.73.034102

Meyer, E.R., Bohn, J.L.: Prospects for an electron electric-dipole moment search
in metastable ThO and ThF*. Phys. Rev. A 78, 010502(R) (2008). https://doi.
org/10.1103/PhysRevA.78.010502

Prasannaa, V.S., Vutha, A.C., Abe, M., Das, B.P.: Mercury monohalides: suit-
ability for electron electric dipole moment searches. Phys. Rev. Lett. 114, 183001
(2015). https://doi.org/10.1103/PhysRevLett.114.183001

Meyer, E.R., Bohn, J.L., Deskevich, M.P.: Candidate molecular ions for an electron
electric dipole moment experiment. Phys. Rev. A 73, 062108 (2006). https://doi.
org/10.1103/PhysRevA.73.062108

Skripnikov, L.V., Petrov, A.N., Titov, A.V., Mosyagin, N.S.: Electron electric
dipole moment: Relativistic correlation calculations of the P, T-violation effect
in the ® Az state of PtHT. Phys. Rev. A 80, 060501(R) (2009). https://doi.org/10.
1103 /PhysRevA.80.060501

Dyall, K.G.: Relativistic effects on the bonding and properties of the hydrides of
platinum. J. Chem. Phys. 98, 9678-9686 (1993). https://doi.org/10.1063/1.464346
Zurita, S., Rubio, J., Illas, F., Barthelat, J.C.: Ab initio electronic structure of
PtH™, PtH, Pto, and PtyH from a one-electron pseudopotential approach. J. Chem.
Phys. 104, 8500-8506 (1996). https://doi.org/10.1063/1.471600

Shen, K., Suo, B., Zou, W.: Theoretical study of low-lying ) electronic states of
PtH and PtH™. J. Phys. Chem. A 121, 3699-3707 (2017). https://doi.org/10.1021/
acs.jpca.7b0305

Ohanessian, G., Brusich, M.J., Goddard, W.A.: Theoretical study of transition-
metal hydrides. 5. HFH" through HgH', BaH", and LaH". J. Am. Chem. Soc.
112, 7179-7189 (1990)

Bast, R., Saue, T., Visscher, L., Jensen, H.J.A.: In: Bakken, V., Dyall, K.G., Dubil-
lard, S., Ekstroem, U., Eliav, E., Enevoldsen, T., Fasshauer, E., Fleig, T., Foss-
gaard, O., Gomes, A.S.P., Helgaker, T., Henriksson, J., Ilias, M., Jacob, Ch.R.,

a.kheifets@anu.edu.au


https://doi.org/10.1088/1367-2630/aa708e
https://doi.org/10.1103/PhysRevLett.119.153001
https://doi.org/10.1038/nature10104
https://doi.org/10.1103/PhysRevA.73.034102
https://doi.org/10.1103/PhysRevA.78.010502
https://doi.org/10.1103/PhysRevA.78.010502
https://doi.org/10.1103/PhysRevLett.114.183001
https://doi.org/10.1103/PhysRevA.73.062108
https://doi.org/10.1103/PhysRevA.73.062108
https://doi.org/10.1103/PhysRevA.80.060501
https://doi.org/10.1103/PhysRevA.80.060501
https://doi.org/10.1063/1.464346
https://doi.org/10.1063/1.471600
https://doi.org/10.1021/acs.jpca.7b0305
https://doi.org/10.1021/acs.jpca.7b0305

198

14.

15.

16.

17.

18.

19.

R. Bala et al.

Knecht, S., Komorovsky, S., Kullie, O., Laerdahl, J.K., Larsen, C.V., Lee, Y.S.,
Nataraj, H.S., Nayak, M.K., Norman, P., Olejniczak, G., Olsen, J., Park, Y.C.,
Pedersen, J.K., Pernpointner, M., Di Remigio, R., Ruud, K., Salek, P., Schim-
melpfennig, B., Sikkema, J., Thorvaldsen, A.J., Thyssen, J., Stralen, J. van, Vil-
laume, S., Visser, O., Winther, T., Yamamoto, S. (Contributors) DIRAC, a rela-
tivistic ab initio electronic structure program, Release DIRAC15 (2015). http://
www.diracprogram.org

Visscher, L.: Approximate molecular relativistic Dirac-Coulomb calculations using
a simple Coulombic correction. Theor. Chim. Acta. 98, 68—70 (1997). https://doi.
org/10.1007 /5002140050280

Dunning, Jr., T.H.: Gaussian basis sets for use in correlated molecular calculations.
I. The atoms boron through neon and hydrogen. J. Chem. Phys. 90, 1007-1023
(1989). https://doi.org/10.1063/1.456153

Dyall, K.G.: Relativistic double-zeta, triple-zeta, and quadruple-zeta basis sets for
the 5d elements Hf—Hg. Theor. Chem. Acc. 112, 403—409 (2004). https://doi.org/
10.1007/s00214-004-0607-y

Karlstrom, G., Lindh, R., Malmqvist, P.-A., Roos, B.O., Ryde, U., Veryazov, V.,
Widmark, P.-O., Cossi, M., Schimmelpfennig, B., Neogrady, P., Seijo, L.: MOL-
CAS: a program package for computational chemistry. Comput. Mat. Sci. 28, 222—
239 (2003). https://doi.org/10.1016/S0927-0256(03)00109-5

Banwell, C.N.: Fundamentals of Molecular Spectroscopy, 3rd edn. Tata McGraw-
Hill Publishing Company Limited

Maroulis, G.: Hyperpolarizability of HoO revisited: accurate estimate of the basis
set limit and the size of electron correlation effects. Chem. Phys. Lett. 289, 403—411
(1998). https://doi.org/10.1016/S0009-2614(98)00439-4

a.kheifets@anu.edu.au


http://www.diracprogram.org
http://www.diracprogram.org
https://doi.org/10.1007/s002140050280
https://doi.org/10.1007/s002140050280
https://doi.org/10.1063/1.456153
https://doi.org/10.1007/s00214-004-0607-y
https://doi.org/10.1007/s00214-004-0607-y
https://doi.org/10.1016/S0927-0256(03)00109-5
https://doi.org/10.1016/S0009-2614(98)00439-4

)

Check for
updates

Elemental Constitution Detection
of Environmental Samples of Delhi Using XRF
Spectroscopy

Ruchika Guptal’z(M), Kajol Chakrabortyl’z, Ch. Vikar Ahmad'?,
Chirashree Ghosh3, and Punita Verma'®?

! Department of Physics, Kalindi College, University of Delhi, East Patel Nagar,
New Delhi 110008, India
{ruchikagupta. du, drpunitaverma. nature}@gmail. com
2 Department of Physics and Astrophysics, University of Delhi,
New Delhi 110007, India
3 Department of Environmental Studies, University of Delhi,
New Delhi 110007, India

Abstract. Metal toxicity has proven to be a major threat to human life as there
are several health risks associated with it. Metal bio-magnification within living
systems is a persisting problem. Due to anthropogenic activities, the concen-
tration of various metals in environmental samples (plants, soil, air, water, etc.)
is increasing at an alarming rate thus leading to their contamination. Investi-
gations on determining the contamination level of environmental samples have
been going on for a substantial amount of time in India as well as all over the
world. Electrochemical, chemical or spectroscopic techniques have been popular
for the abovementioned purpose. These methods although being easier and
compatible, lag behind in sensitivity and accuracy. Thus, there is a need for a
better technique which can detect contaminants in trace and ultra-trace amounts
and also has multi-element detection capacity. Present work is an effort to
identify contamination in different soil and plant samples collected from diverse
land use sites in Delhi using X-Ray Fluorescence (XRF) spectroscopy. XRF
offers the advantages of higher sensitivity (detection in the range of ppm), multi-
element detection capability and easier sample preparation over other tech-
niques. The samples were collected from two sites having different biological
toxicity. Concentrations of the elements detected in the samples have been
estimated from the X-ray spectra of the samples.

1 Introduction

In densely populated cities like Delhi, industrial as well as domestic waste has inad-
vertently become a source of toxic elements which has dramatic effects on the
ecosystem. There is a continuous discharge of wastes and effluents to the environment,
i.e., in soil, water, and air. Most of the waste materials in the vicinity of the industrial
area are dumped without any prior treatment which then directly pollutes soil, water
systems as well as air. All these wastes from industries and other household sources
contain high amounts of heavy elements such as As, Cd, Cr, Cu, Fe, Hg, Mn, Ni, Pb,
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and Zn [1, 2]. Contamination of soil and plants by the significant amount of metals
constitutes biological toxicity. This toxicity has proven to be a major threat and there
are several health risks associated with it. The repercussions become more severe with
the reduction in dimension of contaminating particles. As the particle size decreases, its
ability to seep through soil and vegetation increases. Consumption of food grown on
such soil by humans or animals paves way for the pollutants to enter the body and
cause diseases like cancer [3]. A large number of investigations all over the world have
discussed the effects of pollution on human health [4-6]. Consequently, there is a need
to determine and evaluate the contamination of environmental samples and make
efforts to develop a methodology which could reduce or better overcome this envi-
ronmental deterioration.

Investigations on determining the contamination level of environmental samples
have been going on for a substantial amount of time in India as well as all over the
world. Electrochemical, chemical, or spectroscopic techniques have been popular for
the abovementioned detection purpose. These methods, although being easier and
compatible, lack sensitivity for multi-element detection and accuracy. Thus, there is a
need for a better technique which can detect contaminants in trace and ultra-trace
amounts. Present work is an effort to identify contamination in different soil and plant
samples collected from diverse land use sites in Delhi using XRF spectroscopy. X-Ray
Fluorescence (XRF) spectroscopy, specifically a versatile method for composition
analysis, is nondestructive and has high sensitivity with multi-element detection
capability. This method has high sensitivity in detecting elements with the atomic
number in the range of Z > 18 in trace and ultra-trace amounts in both thick as well as
in thin samples.

The underlying principle in X-Ray Fluorescence (XRF) procedure is based on
measuring the energy and intensity of the characteristic X-rays emitted from the sample
under investigation. In this technique, the sample is irradiated by a collimated beam of
photons, thus creating vacancies in the atomic shells of elements present in the sample.
These vacancies are subsequently occupied by the transition of higher shell electrons
leading to the emission of X-rays characteristic to the elemental composition of the
sample. The emitted X-rays are then detected by a suitable X-ray detector, visible as a
spectrum in the computer after appropriate data acquisition system and software
analysis. The intensity measurement of the X-rays gives a concentration of the indi-
vidual elements present in the sample imparting quantitative estimation of the ele-
mental composition of the sample. Previous investigations have used X-ray radioactive
sources such as >°Fe, X-ray tubes or synchrotron radiation to investigate various
samples using K, L, and M shell/subshell X-ray emission to detect trace and ultra-trace
elements like chromium, arsenic, selenium, silver, mercury, lead, etc., in all types of
environmental samples. This technique has been extensively used by environmentalists
as well as physicists to determine impurities in a sample [3].

1.1 Previous Investigations on Determination of Elemental Constitution
of Environmental Samples Using XRF

The implementation of XRF as a pollutant determinant tool in environmental samples
has gained momentum due to its various merits. One of them is the absence of
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exhaustive procedures involved in sample preparation, analysis, storage, etc., as in the
case of other established electrochemical techniques like Atomic Absorption Spec-
troscopy (AAS). From the literature, it was evident that environmental samples
including different types of soils, various medicinal plants, water samples as well as
aerosols have been analyzed using XRF to determine their elemental constitution and
quantify the pollutants present in them. Mittal et al. [7] in 1993 determined the calcium
and potassium concentrations in roots and leaves of spinach and radish using XRF
taking care of inter-element effects of calcium and potassium. The enhancement of
potassium K X-rays due to the presence of calcium K X-rays in the sample was avoided
by selective excitation of the sample. Deep et al. [8] studied the potassium variation in
(Vigna radiate) sprouts with lunar phases following the method of selective excitation
in thick samples. Bandhu et al. [9] analyzed the pollutant concentration in aerosol
samples of Chandigarh, India. Similarly, Alrakabi et al. [10] and Singh et al. [11]
reported the metal contamination found in groundwater samples of Chandigarh. Deep
et al. [12] analyzed different water samples using XRF. The results indicated the
presence of Ca in water in the range 0.1-100 ppm which attributes to its hardness. In
Spain, Queralt et al. [13] investigated the presence of macro, micro, and nonessential
elements in medicinal plants. Antoaneta et al. [14] reported the decrease of heavy metal
concentration in soil with increasing distance from metallurgical work sites in
Romania. Cruz et al. [15] from Barcelona and Maiana et al. [16] from Argentina
examined aerosol samples under different conditions. McCumber et al. [17] from USA
measured concentration of lead in soil.

It is inferred that XRF finds wide ranging applications in detecting pollutants in
various environmental samples which include aerosols, plants, soil, and water. The
multi-element detection capacity of XRF technique is evident from [9] where sixteen
elements were detected in aerosol samples. XRF is an efficient technique to detect
elements at ultra-trace levels which is clear from the fact that calcium was found in the
range of 0.1-100 ppm in water samples as reported by Deep et al. [12] and lead was
detected in a range of 10-170 ppm in soil samples as reported by McCumber et al.
[17]. Thus, in the present work, XRF spectroscopy has been employed for analysis of
environmental plant and soil samples as detailed here.

2 Methodology and Experiment

The methodology consisted of three parts, viz., identification of sites and collection of
samples, turning powdered samples into pellets, and finally irradiation of pellets and
data acquisition.

2.1 Sample Collection

Air pollution shows a seasonal variation. Moreover, during winter in Delhi, on average
air pollution rises by more than twice the amount in comparison to other seasons
(Spring and Summer). Among all pollutants, Particulate matter (PM), PM,, and PM, s,
are of greater concern for public health because it is a carrier of all airborne metal
elements. According to Central Pollution Control Board (CPCB) portal, on an average
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day of a January month (last winter phase), the concentration of PM, s exceeded
200 mg/m?, in the range of “Very Poor” rating of AQI (Air Quality Index) value
compared to other seasons. Macro and microclimatic reasons for rising pollution levels
in Delhi during winter month include biomass burning from inside and outside Delhi or
brick kiln’s operation in Delhi as major causes of pollution. These seasonal increments
collude with meteorological factors, especially during winter months. Natural “Ther-
mal Inversion Process” (cool air stagnates over the city keeping pollution close to the
ground) creates a persistent winter fog which further worsens the problem.

For the abovementioned reasons, plant leaves and soil samples were collected
during peak winter month (January) in Delhi from two sites; one a heavy traffic
junction and crowded market place referred here as Site 1 and another, a ridge area with
greenery and less traffic referred here as Site 2. These two sites were chosen to obtain a
comparison between metal concentrations in environmental samples obtained from
both the sites. The collected plant and soil samples from two sites in the month of
January 2017 are summarized in Table 1.

2.2 Powder to Pellet/Target Preparation

The collected plant samples were first washed to remove surface impurities and then
oven-dried thoroughly to evaporate all moisture content. The dried leaves were ground
and sieved through a sieve mesh with an aperture width of 53 um yielding a very fine
powder. The soil samples from both sites were also grinded and then sieved to obtain a
fine powder. These fine powdered samples were subsequently converted to thick pellets
[7] using a pellet making die setup along with a 15 ton hydraulic press.

2.3 Irradiation of Pellets and Data Acquisition

The experiment was performed at XRF Lab, Punjabi University, Patiala, India. Fig-
ure 1 is a schematic representation of the geometrical arrangement experimental set-up.
The experimental setup is described elsewhere in detail [18]. The sample pellets were
irradiated with X-ray photons from a 50 kV X-ray tube equipped with Rh anode. An
Amptek Si-PIN X-ray detector having a resolution of 145 eV at 5.9 keV was used to
detect the X-rays emitted from the sample pellets.

Table 1. Sample information

Sample Species Sample scientific name Sites
Site 1 Site 2
Heavy traffic junction | Ridge area
Plant Banyan Ficus benghalensis v v
Ashok Polyalthia longifolia v v
Putranjiva Putranjiva roxburghii v -
Mulberry Morus alba v -
Soil type Sandy loam to clay loam v
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X-Ray Tube

s \45° Detector

N
Sample

Fig. 1. 90° single reflection geometrical arrangement of 50 kV X-ray tube with Rh anode,
sample S and an Amptek Si-PIN X-ray detector. Distance between X-ray tube window and
sample = 3.5 cm; distance between sample and X-ray detector = 0.5 cm. Sample diame-
ter = 2.5 cm [18]

2.4 Analysis

For irradiation, the tube was operated at a constant voltage and filament current i.e.
17 kV and 0.01 mA, respectively. The peaks in the recorded sample spectrum were
identified with the help of X-ray energy table [19]. The energy calibration of the
detector was done by irradiating pellets of different elements and taking their Ko peak
as reference. The fractional concentrations were estimated for all the identified ele-
ments according to the following formula:

Cone. of X in sample — Area under peak of X in sample

Conc. of X in standard

(1)

where X = Element detected whose concentration has to be calculated (in mg/g) and
standard implies any known compound of element X (for example CaO can be used as
a standard for measuring the concentration of Ca in the sample). The sample and
standard were irradiated under same tube voltage and filament current. The experi-
mental setup (tube—sample—detector geometry) was also the same for both the irradi-
ations. The flux variation of the tube while irradiating sample and standard was taken
into account by normalizing both spectra with respect to the area of Rh La peak. Both
the irradiations were done within a time interval of 30 min to minimize drift in tube and
detector conditions as well as the electronic setup.

Since the experimental setup was inside a glass chamber, a background spectrum
was recorded by replacing the sample with borax and subtracted from each recorded
sample spectrum as shown Fig. 2.

Area under peak of X in standard
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Fig. 2. Left: background spectrum recorded with the borax target. Right: sample X-ray spectrum
with subtracted background. Both spectra have been recorded for 1000 s

The characteristic peaks in the spectrum indicate the elemental composition of the
sample. As mentioned in Sect. 2.1 plant and soil samples from two sites having dif-
ferent toxicities were collected which are summarized in Table 1. The background
subtracted spectra of different samples are shown in the figures below. Figure 3 shows
X-ray spectra of plant samples from Site 1 in January 2017. Figure 4 shows X-ray
spectra of plant samples collected from Site 2 in January 2017.

Figure 5 shows the background-subtracted X-ray spectra of soil samples from site 1
and site 2.

Standards are basically compounds of the elements detected in the environmental
samples. Thick pellets of these compounds were also irradiated under the same tube
conditions to estimate the elemental concentration in the sample by using equation (1).

3 Results and Discussions

In plant samples, K, Ca, and Fe were detected whereas, in case of soil samples apart
from these, Ti and Mn were also found. In the case of Putranjiva roxburghii, a small
amount of Mn was detected. Table 2 and Table 3 show the calculated concentrations of
different elements detected in plant and soil samples, using equation 1, respectively.

The minimum detection limit of the experimental setup was also determined for
different elements by exciting known samples at their edge energies as shown in
Table 4.

It has been observed that concentrations of K, Ca in plants and K, Ca, Ti and Fe in
soils are much higher than their MDL’s while Fe in plants and Mn in soils are just
indications with estimated amounts less than their MDLs. On average, it was found that
the X-ray tube setup had a minimum detection limit of around 1 mg/g for high Z
elements. The qualitative investigation, peak intensities, of plant and soil samples
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Fig. 3. X-ray spectra of different plant samples collected in from site 1
Site 2: Plant sample Ficus benghalensis (Banyan) Site 2: Plant sample Polyalthia longifolia (Polyalthia)
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Fig. 4. X-ray spectra of plant samples collected from site 2

showed that the present XRF setup can efficiently detect middle Z (atomic number)
elements, i.e., from K to Fe as can be seen from Figs. 6 and 7.

Preliminary calculations showed the presence of Ca in substantial amount in plant
and soil samples of both sites. In the case of soil samples, high amounts of Fe were also
detected as shown in Fig. 7. Future investigations would comprise the determination of
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Fig. 5. X-ray spectra of soil samples from a site 1 and b site 2

Table 2. Fractional concentrations of various elements found in plant samples collected from

site 1 and site 2

Plant sample Element Concentration (mg/g)
Site 1 Site 2
Ficus benghalensis K 39.0 31.6
Ca 60.0 79.4
Fe 02.0 01.0
Polyalthia longifolia K 30.7 31.3
Ca 70.3 59.3
Fe 00.9 01.1
Putranjiva roxburghii K 37.6 -
Ca 55.5 -
Mn 00.7 -
Fe 02.2 -
Morus alba K 26.9 -
Ca 93.1 -
Fe 03.5 -

Table 3. Fractional concentrations of various elements found in soil

Element Concentration (mg/g)

Site 1 Site 2
K 36.1 31.7
Ca 71.7 60.4
Ti 09.9 11.0
Mn 02.1 01.7
Fe 82.2 74.3
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Table 4. Minimum detection limit (MDL) of the experimental setup for different elements
found in the samples

Element MDL (mg/g)
Ca 3.4
Ti 3.8
Fe 2.6

Fig. 6. Concentration of different elements detected in plant samples from site 1

Concentration (mg/g)

Concentration (mg/g)
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Fig. 7. Concentration of different elements detected in soil samples from site 1 and site 2
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7
Comparison of concentration of Fe
p in Site 1 plant samples Y XRF
® AAS
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Fig. 8. Comparison between XRF and AAS concentrations of Fe in plant samples of site 1

Ca and Fe levels in soil samples, as vegetation is grown on these soils, and study their
effect on the human body as well as agriculture.

The plant samples of Site 1 were also analyzed using Atomic Absorption Spec-
troscopy (AAS) method. A comparison was drawn between the AAS and XRF cal-
culated concentrations of Fe in plant samples taken from Site 1 as shown in Fig. 8.

From Fig. 8, it can be seen that in case of Polyalthia longifolia and Morus alba,
AAS shows higher concentrations of Fe whereas both XRF and AAS calculated
concentrations are nearly same for Ficus benghalensis and Putranjiva roxburghii. This
anomaly will be studied further in detail to isolate the possible reasons for such
deviation, in the future.

4 Conclusion

Various plant and soil samples from two different regions of Delhi were analyzed for
their elemental constitution using XRF spectroscopy. Details of the preliminary mea-
surements performed to quantify the efficiency of the setup have been presented.
Investigations will be continued in the future to assess metal contamination level in
environmental samples on a large scale basis to identify and mark randomly highly
metal accumulated vegetation species and soil types. After knowing the accurate value
of spatio-temporal contamination level of samples, various suitable control method-
ologies can be devised to stop further toxicity followed by implementation of better
scientific ways to reduce the level of pollution. This will ultimately lead to sustainable
management of environment.
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Abstract. We examine the quantum Hall (QH) states of the optical lat-
tices with square geometry using Bose-Hubbard model (BHM) in pres-
ence of artificial gauge field. In particular, we focus on the QH states
for the flux value of a = 1/3. For this, we use cluster Gutzwiller mean
field (CGMF) theory with cluster sizes of 3 x 2 and 3 x 3. We obtain
QH states at fillings v = 1/2,1,3/2,2,5/2 with the cluster size 3 x 2 and
v=1/3,2/3,1,4/3,5/3,2,7/3,8/3 with 3 x 3 cluster. Our results show
that the geometry of the QH states is sensitive to the cluster sizes. For
all the values of v, the competing superfluid (SF) state is the ground
state and QH state is the metastable state.

1 Introduction

Ultracold Bosons in optical lattices (OLs) [6] have been the subject of intense
research since the experimental realization of Bose— Einstein condensate (BEC)
in OLs [3,15,16,26]. The rapid developments in the control of BECs in OLs
have made these systems an elegant experimental tool to explore the founda-
tions of strongly correlated quantum many-body systems. Till recently, many of
these were limited to the realm of theoretical studies. The near ideal, defect-free,
experimental realizations of OLs make these excellent proxies to explore quan-
tum many-body effects in condensed matter systems. One remarkable recent
experimental development is the introduction of synthetic magnetic fields in
OLs [1,30]. This makes the physics of quantum Hall (QH) effect accessible to
OLs. An important outcome is the study of Harper—Hofstadter model [18,20] and
observation of fractal spectrum [8] for interacting Bosons in OL with synthetic
magnetic field [23]. The scope to investigate the interplay of lattice geometry,
synthetic magnetic fields, and strong interactions have made these systems an
excellent platform to explore exotic quantum many-body phases.

In the quantum description, the energies of electrons in an external mag-
netic field are quantized into Landau levels. These have large degeneracy and
in a lattice these correspond to the Bloch bands [18] and is sensitive to applied
© Springer Nature Singapore Pte Ltd. 2019
P. C. Deshmukh et al. (eds.), Quantum Collisions and Confinement of Atomic

and Molecular Species, and Photons, Springer Proceedings in Physics 230,
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magnetic field. The key point is the geometrical phase an electron acquires when
completing a loop in the cyclotron motion. Thus, neutral atoms in OLs can
mimic the physics of electrons in magnetic fields if a geometrical phase can be
induced to the atoms. This is achieved through the generation of a synthetic
magnetic field in OLs through an artificial gauge potential [7,24,27,28] using
lasers. Then, an atom hopping around a single unit cell in the OL, also called a
plaquette, acquires Peierls’ phase [36] of & = 2ra. Where « is the flux quanta per
plaquette and it is related to the strength of the synthetic magnetic field. In the
condensed matter systems realizing high o require magnetic fields ~10 Tesla.
In this respect, the OLs have the advantage that by suitable choice of external
as well as internal parameters, various topological states such as fractional QH
(FQH) states are obtainable with the current experimental realizations [34,39]
and a variety of FQH-like states can be expected to emerge from these systems.

A paradigmatic model which describes BECs in OLs is the Bose-Hubbard
model (BHM) [11,22]. In this model, the kinetic energy of the bosons competes
with the onsite interaction and drives a quantum phase transition (QPT) from
superfluid (SF) to bosonic Mott insulator (MI) phase [16,40]. Various theoretical
methods, such as mean field theory [11], strong coupling expansion [12,13,32,43],
quantum Monte Carlo [44], density matrix renormalization group [37] have been
used to study the role of quantum fluctuation and short range on site inter-
action on QPT. The SF phase is compressible with finite SF order parame-
ter and phase coherent; MI phase, on the other hand, is incompressible with
zero-order parameter and shows integer commensurate filling per lattice site.
In contrast to these two phases, the QH states are incompressible states with
zero-order parameter and have incommensurate filling. Several previous works
[4,10,14,17,21,25,31,34,35,39,42] have theoretically explored the existence of
FQH states in OLs using BHM with synthetic magnetic fields, the bosonic coun-
terpart of the Harper—Hofstadter model [18,20]. These theoretical works have
also examined the possible signatures of the FQH states. One of the possibilities
is the measurement of two-point correlation function in the bulk and in the edge
of the lattice [19]. Such measurements may be experimentally possible using the
concepts from quantum information theory [9,41].

In the present work, we use cluster Gutzwiller mean field (CGMF) theory
to provide a better description of the atom—atom correlations. It is proven to
be more accurate than single site Gutzwiller theory and previous works have
also used CGMF theory to study both the integer quantum Hall (IQH) and
FQH states. In [31] the appearance of incompressible QH ground state in the
hardcore limit with stripe order for « = 1/5 and v = 1/2 is reported. Similarly,
using reciprocal cluster mean field (RCMF) analysis, a competing FQH state
is reported for @ = 1/4 in the recent study by Hugel et al. [21]. Motivated
by the above observation of QH states, we explore the possible QH states for
a = 1/3 with different cluster size in the hardcore limit and demonstrate the
dependence of the QH state geometry on the cluster size. For the present studies,
we have considered 3 x 2 and 3 x 3 clusters and report the improvement in the
description of the QH states with the increase of cluster sizes. This stems from
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more accurate accounting of the correlation effect with larger cluster sizes. We
have also performed a comparative study between the obtained QH and SF states
with both the cluster sizes and detect the emergence of various patterns.

2 Theory

We study a system of spinless bosonic atoms at T = 0K, confined in a two-
dimensional (2D) optical lattice of square geometry under the influence of artifi-
cial gauge field [1,2,23,30]. In the Landau gauge A = (A,,0,0) with A, = 27rag,
the system is described by the following Hamiltonian [22,23,34,35,39], BHM
Hamiltonian where Peierls substitution is incorporated in the nearest neighbor
(NN) hopping [18,20,36],

H==3" (e, + ) bibg + > iy [g(ﬁj -1) - u)] , (1)
(5k) J

J = (p,q) corresponds to the lattice site index where ¢ is the index of the lattice
site along y-axis, l;j (j);r) are the bosonic annihilation (creation) operators, f;
is the occupation number operator at jth lattice site, J, (J,) are the hopping
strengths between two neighboring sites along z (y) direction, U corresponds to
the onsite interaction and p is the chemical potential. Based on the experimental
realizations, we consider isotropic hopping J, = J, = J, and repulsive onsite
interaction energy (U > 0). In the presence of synthetic magnetic field, the atoms
acquire a phase 2ma upon hopping around a plaquette, where, a is the number
of flux quanta per plaquette, and it has values 0 < a < 1/2. In the absence of
synthetic magnetic field (o« = 0), the Hamiltonian (1) reduces to the familiar
BHM Hamiltonian which admits two possible phases—MI and SF [11,16,22].
The MI phase appears in the strongly interacting regime (J/U < 1), while SF
phase occurs in the limit (J/U > 1). In homogeneous system, where the OL does
not include any background potential, the phase-boundary between MI and SF
forms lobes of different fillings and in presence of magnetic field the MI-lobes are
enhanced [33]. We employ the single site Gutzwiller mean field method (SGMF)
and CGMF to analyse the system in presence of synthetic magnetic field and
obtain the QH states.

2.1 Mean Field Theory and Gutzwiller Approximation

Following the mean field [38] calculations of the BHM, we decompose the creation
and annihilation operators in (1) into mean field and fluctuation around the
mean field, that is, b; = ¢; + 0b;, with ¢; = (b;), and similarly, b} =¢; + 5b},
with ¢7 = <E;> Neglecting the term quadratic in the fluctuations, the mean field
Hamiltonian is

FMF _ _ Z [(Jweﬂrraq +.J,) (BIQI)k + qu*l;k - ¢;¢k) + H.c.}
(k)

3 [gﬁj(ﬁj -1) - m%} : 2)
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We can, therefore, express the total Hamiltonian as the sum of single site mean
field Hamiltonians

hy = = |(Jee™ 1 ) (61b; — 6i0; ) + Hee| 3)

+ ﬁ](’flj — 1) — ,U/ﬁj

vo|

The next step is to diagonalize the Hamiltonian (2) for each site separately. For
this, we consider the Gutzwiller ansatz, that is the ground state of the entire
lattice is the direct product of the ground states of all the individual sites, and
can be written in the Fock basis as

Ny,
Waw) = H ) =T1D_ e In);. (4)

j n=0

with the normalization condition ) \cn)\z = 1. Here, N, is the occupation

number state maximum number of particles at a site and c(] ) corresponds the
complex coefficients for the ground state [¢); at the jth site. Gutzwiller ansatz
is the exact solution of the system in the strongly interacting regime (J < U).

For the numerical computations, we consider N, = 10 and choose an initial
guess of ¢. Then, we diagonalize the Hamiltonian for each site and retain the
ground state as the state [1)); in [PGw). Then, using this [t));, we calculate new
¢ for the next iteration and this cycle is continued till convergence is reached.
To distinguish the different phases, we compute the SF order parameter at each
site, and for the jth lattice site SF order parameter is

¢ = <3’7Gw|b [Pew) = Z\/ﬁc*@lc@ (5)

From the above expression it is evident that ¢; is zero in the MI phase of the
system since only one of the co-efficients in (4) is nonzero, and it is finite for
the SF phase due to the different c,s contribution. We also compute the average
lattice occupancy or density at each of the lattice site as

Ny,
pi = (Wawli;[Waw) =Y nlcd)|>. (6)
n=0

These are the essence of SGMF theory.

2.2 Theory of CGMF

In the SGMF Hamiltonian (4), we decouple the hopping terms between two
neighbouring sites by considering the mean field or SF order parameter ¢. Thus,
we could write the Hamiltonian of the entire system as the sum of Hamiltonians
of individual sites and implement it as a site wise computations. However, this
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approximation is inadequate to incorporate the correlation effects arising from
the NN hopping. To remedy this short coming, which assumes great importance
to describe strongly correlated states like QH states, previous works have relied
on CGMF [31]. To derive the CGMF Hamiltonian, we consider the entire lat-
tice size as K x L, which we divide into W clusters (C) of size M x N, i.e.,
W = (K x L)/(M x N). The case of M = N = 1 corresponds to the SGMF
theory. In CGMF Hamiltonian, the hopping term is decomposed into two parts.
First is the actual hopping term in the internal link of the cluster (6C) and the
second term takes care of the boundary via mean fields. Our recent study [4]
describes the decomposition of hopping term and CGMF method more clearly.
After decomposition, the Hamiltonian for a single cluster (C') is expressed in the
following way

ey =— Z {(eizwaq(]xl};r)ﬂvql;p,q + H.c.) + (Jylszr),q_lépﬂ + Hc)}

p,qeC
= 3 (a0 g + ) + ({05 g + )]
p,qedC
+ Z { Tp,q(Tip,g — 1) _MﬁP7Q] ) (7)
p,qeC

where (apq) = > /eq(by ) Then, we use Gutzwiller ansatz and the local
cluster wavefunction in a Fock basis can be expressed as

‘w0> = Z C’nl,nz,...,nMN |n1an2a-"7n1\/fN>? (8)

ni,n2,...;,NMN

with n; being the index of the occupation number state of ith lattice site
within the cluster, and Cy, n,.... nuyn 15 the amplitude of the cluster Fock state
[n1,m2,...,naN). Here also, the total Hamiltonian of the system can be written
as the sum of all the individual cluster Hamiltonians [29]. The SF order param-
eter ¢ is computed for each cluster in the similar way as discussed in SGMF
method. The next step is to find the ground state and we adopt the similar
process as is described in SGMF theory. We take the initial solution for ¢, con-
struct the Hamiltonian matrix elements for a single cluster and diagonalize it.
After diagonalization, we consider the lowest ground state |i.) for the cluster
and calculate the new ¢ and repeat the cycle until we get the converged solution.
Here, it is worth to be mention that in case of CGMF, the convergence is very
sensitive to the initial conditions [25,31] and we use the method of successive
over-relaxation for the better convergence [5].

3 Results and Discussions
We start our computations by considering a single cluster for o = 1/3, with 3 x 2

and 3 x 3 clusters. We choose these clusters as Hamiltonian becomes periodic over
a 3 x 1 magnetic unit cell in the Landau gauge for this flux value of . We obtain
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Fig. 1. The variation in the number density p for « = 1/3 as function of u. The states in
SF phase are compressible and have nonzero superfluid order parameter ¢. As a result,
p varies linearly with u and the green curve represents the SF states. For specific values
of filling factor v there are states with constant p, represented by the blue lines, and
these correspond to the QH states. a Results from 3 x 2 cluster, the plateaus or the
constant p values correspond to v =n/2,n =1,2,...,5 and the corresponding p values
are n/6. b Results from 3 x 3, the platueas correspond to v =n/3,n =1,2,...,8 and
the corresponding p values are n/9

QH states from the CGMF and characterize them based on the compressibility
= Op/Op, where the density for the cluster is p = >, (¢c| 0 [¢hc) /(K x L).
As the QH states are incompressible k = 0 for these states, and k is finite for
the compressible SF states. Therefore, p(u) of QH states has plateaus for dif-
ferent fillings v and p(u) is linear for the SF phase. In the Fig. 1, the plateaus
corresponding to constant p indicate the existence for the QH states. Our com-
putations, as mentioned earlier, are in the hardcore boson limit where p < 1.
We obtain the QH states at v = n/2, with n = 1,2,...,5 by taking the 3 x 2
cluster, and at v = n/3, with n = 1,2,...,8 by taking the 3 x 3 cluster. The QH
states are enhanced with the larger cluster size as mentioned above. Here, 3 x 3
cluster is close to exact diagonalization (ED) as the central lattice site has exact
hopping contributions from the nearest neighbor sites. And, indeed, the diago-
nalization of the cluster can be transformed into ED with minor modifications
in the computations of the Hamiltonian matrix elements. One main reason for
enhancement in the QH states with 3 x 3 cluster is that it describes correlations
effects more accurately compared to the 3 x 2 cluster and hence, the results are
more accurate. Further, we show the density plots for the QH and SF states for
the larger lattice system. For this, we take 12 x 12 lattice sites and J/U = 0.01.
This system size, and hopping energies are kept the same for all the QH and SF
states discussed in the rest of the manuscript. The IQH state at filling v = 1,
/U = —0.008 with density p = 1/3 is shown in Fig. 2. The IQH state has stripe

a.kheifets@anu.edu.au



Quantum Hall States for & = 1/3 in Optical Lattices 217

X T

Fig. 2. The IQH state for « = 1/3 and v = 1 with a 3 x 2 cluster and b with
3 x 3 cluster. The IQH state switches from stripe to checkerboard geometry with the
mentioned cluster sizes

pattern with 3 x 2 cluster and transforms into checkerboard pattern with 3 x 3
cluster. The transformation from the stripe to checkerboard pattern is observed
for the other IQH state of v = 2 as well. We observe that all the IQH and FQH
states have stripe pattern except the v = 3/2 state, which has homogeneous
density with p = 0.5 with 3 x 2 cluster. And the corresponding SF states have a
zigzag pattern in the density p and in the SF order parameter ¢. One of the FQH
state for v = 5/2 and corresponding SF state is shown in the Fig. 3. As discussed
earlier, we do not observe the half-integer FQH states with 3 x 3 cluster, but do
observe the FQH states at the one third fillings. One of the FQH and SF state
with 3 x 3 cluster for v = 1/3 is shown in the Fig. 4. Here, with 3 x 3 cluster,
we observe all the FQH states have checkerboard pattern and all the SF states
have the diagonal stripe pattern. We find that in all the cases SF states is the
ground state and QH state is metastable state.

a=1/3,v=>5/2

0.90 0.77
(b)
0.77 0.72
0.65 ) s 1p 068
T

Fig. 3. a The FQH state with « = 1/3 and v = 5/2 with 3 x 2 cluster, it has a stripe
pattern in the density with vanishing SF order parameter. b The analogous SF state
with zigzag pattern in the density as well as in the SF order parameter

0 4 8 11
x
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a=1/3,vr=1/3

0.40 0.26

0.20 0.19

0.12

X i

Fig. 4. a The FQH state with o = 1/3 and v = 1/3 with 3 x 3 cluster with a checker-
board pattern in the density and vanishing SF order parameter. b The analogous SF
state with diagonal stripe pattern in the density as well as in the SF order parameter

One pertinent question that needs to be addressed is the experimental detec-
tion of the QH states we have discussed. In this regard, the two-point correlation
function, say along the y-axis for a fixed = coordinate C,(y), is an observable
based on which we can identify the QH states. It may be measured through
quantum probes [9,41], and is defined as

Culy) = (BL(®)bo(y)), 9)

where the expectation is taken with cluster wavefunction. In a recent work [19],
it is reported that for QH states, C,.(y) decays as inverse power law at the edge.
While in the bulk, it initially decays exponentially as QH state is gapped and
has a power-law tail associated with the edge. We also observe these trends of
C.(y) for the QH states discussed in this work.

4 Conclusion

We obtain QH states by considering the two cluster sizes as 3 x 2 and 3 x 3 in
the CGMF theory. With the larger cluster 3 x 3, we approach ED as the CGMF
provides an exact description of the hopping term for the central lattice site. We
obtain QH states with fillings v =n/2, n = 1,2,...,5 and corresponding density
p =n/6 with 3 x 2 cluster size. However, with 3 x 3 cluster, we obtain a larger
set of QH states with fillings v =n/3, n =1,2,...,8 and corresponding density
p =n/9. We also observe the competing SF states corresponding to all the QH
states. We find that the SF state is the ground state and QH state is metastable
state in all the cases. We have demonstrated that the QH states change geometry
from stripe to checkerboard by switching 3 x 2 to 3 x 3 cluster size. On the other
hand, SF state has zigzag pattern with both the cluster sizes, specially with
3 x 3 the zigzag pattern is equivalent to diagonal stripe pattern. Thus, we have
established that to obtain correct density pattern of the QH states, it is essential
to consider larger cluster sizes in the CGMF theory.
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Abstract. The C2II, — X?X* system of the linear LaNH molecule in the
ultraviolet spectral region has been studied by the laser-induced fluorescence
(LIF) spectroscopy in free-jet. Recently, we reported the rotational analysis of
the origin band (000 - 000) of the C — X transition, and the detection of the low-
lying A”A, electronic state (Bhattacharyya et al. in Chem Phys Lett 692, 1-6
(2018), [9]). Along with the origin band, we detected three weaker bands, two of
them originate from the fundamental and second bend vibrations v,(m, bend) of
the ground state. The experimental rotational spectrum of one of the band
observed at 23,158 cm ™" along with the rotational analysis is presented. Rota-
tional analysis confirms the band as C*II;,(001,%IT) — X*= " (02°0,2%).
A true rotational analysis for the band at 23,252 cm™' was not possible,
however, on the basis of contour fit to the experimental spectrum, we could
tentatively assign the band as C?T13/5(01'0,2 A) — X2= (01'0,2 IT).

1 Introduction

The lanthanide sulphides have potentials to be used as solar energy conversion
materials, pigments, infrared window materials, and phosphor host media [1]. The
lanthanide oxides and imides have attracted considerable interest for their use in cat-
alytic applications. Imides based organometallic lanthanide complexes have been
synthesized recently [2]. Studies on the possibility of treating ammonia nitrogen
wastewater using doped La/Fe/TiO, photocatalyst by oxidizing ammonia nitrogen to
nitrogen has been reported [3]. The process of actual development of the industrial
catalyst for automotive, petroleum industry, nitrogen fixation, water gas shift reaction
and so on is certainly complex. However, at the heart of these complex reactions is a
common reaction step—the oxidative addition of gaseous reagents with a transition
metal. Elucidating the mechanism of this common reaction step plays a vital role in the
development of these homogeneous and heterogeneous catalysts. The reaction steps in
a complex heterogeneous catalysis reaction include activations of H-H, C—H, C-C and
N-H bonds to a transition metal centre to form a precursor complex. Understanding the
electronic structure of transition metal-containing small imides like ScCNH, YNH and
LaNH plays an important role in this cause. The electronic structure provides
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information on the nature of bonding of transition metals with smaller molecules and
radicals.

The monoxides, imides and sulphides of Sc, Y and La form an isovalent family of
molecules whose optical spectra in the yellow-red region is dominated by the A%IT, —
X?2* and B*Lt — X?X " electronic transitions. The only theory available for the
ground and low-lying electronic states of these molecules is for YNH by Das and
Balasubramanian [4]. The authors had shown that the YNH molecule in linear form is
more stable than the NYH bent molecule, and the symmetry of the linear YNH ground
state is “X*. The singly occupied ¢ molecular orbital has dominant electron density
from the yttrium metal’s 5s orbital. The electron promotion from the metal nsc to the
(n — 1)dr and (n — 1)do orbitals is accountable for the A — X and B — X transitions,
respectively. The experimental data for the ScNH [5] and YNH [6] molecules are
limited to the origin bands of the A — X and B — X transitions. For LaNH molecule,
substantial spectroscopic work related to the vibrational structure of the ground state,
and the rotational spectra for the A — X and B — X transitions were presented by Rixon
[7]. Along with the origin bands of the A — X and B — X transitions, rotational tran-
sitions between the bending vibrations of the ground and excited states were also
presented in the thesis. The Renner—Teller coupling between the excited states AT,
and B’L*t was evident from the 33% higher vibrational frequency of the B state
compared to the X state. The effect of Renner—Teller coupling was also manifested in
the rotational spectrum by the fact that the A-doubling constant in the 4°I1, state has
similar value as the spin-rotation constant, v in the B>X " state.

In our recent work in LaNH molecule, we presented the rotational spectrum of the
origin band of the C2IT, — X>X " transition and determined rotational constants for the
C state. We also experimentally detected the low-lying A”*A, electronic state for the
first time in a group3 imide molecule. Along with the origin band, we observed three
weaker bands lying between the spin—orbit components of the origin band. To make the
work uncluttered, we reported the origin band only in the earlier communication. In the
present paper, we focus on the rotational spectrum of two of these weak bands
observed, respectively, at 23,252 and 23,158 cm” !, Based on the energy consideration,
they are assigned, respectively, as the C*I1;,,(01'0) —X*<*(01'0) and
C?5/,(001) — X*£*(02°0) transitions.

2 Experimental

The experimental details could be found in the earlier work from our laboratory [8]. In
brief, using Smalley-type laser vaporization supersonic expansion apparatus, we pro-
duced LaNH molecules in free-jet. Two percent NH; diluted in helium was used in the
gas pulsed valve, which facilitated the reaction between the La-plasma and NH;. LaNH
molecules in the free-jet were excited by a XeCl excimer laser pumped tunable dye
laser at right angles to the beam expansion axis, about 50 mm downstream the nozzle.
The resulting laser-induced fluorescence (LIF) was collected orthogonal to the free-jet
and dye laser beam axes by a lens system. The LIF was dispersed by a monochromator
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and detected by a Peltier cooled photomultiplier tube. The signal was amplified,
integrated and stored on a computer. The rotational spectrum was recorded by scanning
the dye laser wavelength. The spectral linewidth of the dye laser was 0.1 cm™'. The
wavelength calibration was done by a wavelength metre (HighFinesse WS5) with an
absolute accuracy of 2 pm.

3 Results and Discussion

The LIF search scan, in the 15,000-23,750 cm ! spectral range, for the excitation
bands of the reaction products of the laser produced lanthanum plasma and ammonia,
revealed two intense bands centred at 23,366 and 23,093 cm” ! and three weak bands at
23,322, 23,252 and 23,158 cm ! belonging to LaNH molecule. The low-resolution
excitation spectrum was presented in Fig. 1 of our recent publication [9]. The carrier of
these bands was confirmed from the known values of the ground state vibrations;
v3(c*, La-N stretch) = 752 cm™ ! and v,(m, bend) = 464 cm™ ! [7]. For the two intense
bands, the lower state, XX (000) was confirmed from the lower state combination
differences. The dispersed fluorescence spectrum also confirmed the lower state as the
ground state. Two weak bands, respectively, at 23,252 and 23,158 cm™' probably
belong to the CI1;/,(01'0) — X?=* (01'0) and C*I15,,(001) — X*>=* (02°0) transi-
tions. A crude approximation can be made to locate these two bands energetically by

Observed spectrum R +R0
"Zi 24RR +RQ
QchJrQPz(J : 1§ —— T N'=2 \ 23 23
TR ERETTT
PP 9 ‘ 4 1 " s

Simulated spectrum

T T T T T T T T T
23148 23152 23156 23160 23164
Wavenumber (cm™)

Fig. 1. Rotationally resolved spectrum of the C*I13/,(001,2 IT) — X*>£* (02°0,% £) transition in
LaNH. The branches are marked in the spectrum by solid and dashed vertical lines which,
respectively, represent transitions from G = 3 and G = 4 hyperfine components of the lower
state. The simulated spectrum has been generated using the constants in Table 1 and for
rotational temperature of 40 K and Gaussian linewidth of 0.1 cm™"
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assuming that the fundamental v,(m, bend), (0110) and v3(c™, La-N stretch) frequency,
(001) of the C state is same as that of the 4°IT state of 380 and 693 cm™*, respectively
[7]. This place the former and later bands at 23,282 and 23,162 cmfl, respectively. The
energy of the X>(02°0,2X) state was measured 896 cm™ " in [7].

3.1 Rotational Analysis of the C2I13/,(001) — X2 (02°0) Transition

The rotationally resolved spectrum of the band centred at 23,158 cm ™' is presented in
Fig. 1. The C’ZH3 s> electronic  state belongs to Hund’s case (a). The
C?5/,(001,2 1) — X*£ 7 (02°0, £) system, where the notation indicates electronic
and vibronic symmetries of the upper and lower states, is expected to have four
apparent branches [10]. These four branches are Pp, p 4 QQ, RQ + BR and SR. In
terms of the pattern-forming quantum number J' for the upper *IT state and N” for the
lower 2X" state, these four branches correspond to values of J'-N" of 3/2, 1/2, —1/2 and
—3/2. The X*>£ " (02°0,2 £) lower state is described by bgs coupling; La has magnet-
ically active nuclei with nuclear spin, I = 7/2, and since the unpaired electron in ¢
molecular orbital of LaNH is mainly 6s electron of La atom, spin (S) of the electron
couples to I more strongly than the rotation (N). I and S couple to form G which in turn
couples to N to form the total angular momentum F. For LaNH XX " state, I = 7/2
and S = 1/2, which gives G = 3 and 4, with the two G levels split by 4bg. The lower
state has been identified from the combination differences of the isolated rotational
lines. We used PGOPHER [11] to assign rotational lines of all the branches and to fit
the experimental line positions. We followed a modified branch labelling scheme [12]
over the commonly occurring ANAJr(N™), in which the F;” label is replaced by the
value of G”. The four branches for a C?I13,,(001,>IT) — X<+ (02°0,2 %) transition
are PPzG", QPZG” + QQZGH, RQZG” + RRQG" and SRZG", where G” =3, 4.

Usually, the Q quantum number of the upper electronic state is determined from the
first rotational lines. We could not observe first rotational lines isolated in the rotational
branches at the employed resolution of 0.1 cm™" of the dye laser. The intensity in the
band is approximately one-fourth of the origin band, and this hindered us to record the
rotational spectrum at higher resolution of the dye laser by introducing intra-cavity
etalon. Once the intra-cavity etalon is used it reduces the dye laser pulse energy and
produces a spectrum for the weak band with unacceptable signal to noise ratio. In our
earlier work on the origin band, the first SR branch G"-pairs, sR23(O) and SR24(0), could
not be observed isolated at lower resolution of ~0.1 cm™' and were merged with the
broad ®Q,; + RR,; branch lines. The SR,3(0) line was observed isolated only when the
spectrum was recorded at a higher resolution of 0.05 cm™". For the present spectrum as
well, the first isolated line in this branch is SRo4(1). It was straightforward to identify
the SRog~ branch lines from N” = 1-11 for both the G” = 3 and 4 components. These
SR, branch lines were observed mostly isolated at the employed experimental res-
olution of 0.1 cm™'. The Qch,n + Qch,n(N”) branch lines from N” = 2-16, which
combine with the corresponding SRZG”(N”) lines were identified in the spectrum from
the lower state combination differences. The *Q,g» + "Ryg» branch is intense, how-
ever, observed unresolved. This branch has a clear double band head structure
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Table 1. Molecular constants (in cm ™) for the C2IT5,,(001, IT) and X>Z " (02°0,2 %) states of
LaNH molecule. The symmetry notations shown inside the bracket indicate vibronic symmetry
for the corresponding electronic state

Constants C?115/,(001,2 1) X227 (02002 %)
T x + 23057.547(4) X

A 200° -

B 0.285730(38) 0.30649(25)

D x 10° - 8.82(59)

q x 10* - 4.788¢

b - 0.11095¢

3 = 896 cm™ ! from DF measurements [7]

"The spectrum was fitted using spin—orbit parameter, A =200 cm™ !, in the upper state.
Therefore, the fitted band origins are shifted 100 cm™' to lower energies from the sub-band
origins

“The constants are held fixed to the values for the X>Z* (0110) state from [7]

separated by ~0.44 cm™'. Many rotational lines of this branch were observed blended
with the ?P,g» + 2Q,g~ branch lines, which were identified in the spectrum from
N" = 2-16. The PP2G~ branch lines were identified from N” = 4-9. The rotational
spectrum was observed mostly free from local rotational perturbations at the employed
resolution.

Rotational constants for both the upper and lower states were determined from the
least squares fitting of the rotational wavenumbers using PGOPHER. The lower state
was split into two states where the G” = 4 component was placed 4bg (=0.4438 cm b
higher in energy than the G"” = 3 component. The constants for the lower state was
initially held fixed to the known values for the v,(wt, bend) = 1 state of the X2¥ state,
X227 (01'0,2 IT) [7]. The molecular constants are listed in Table 1, and the rotational
line list is provided in Table 2. The rotational temperature ~40 K and Gaussian
linewidth ~0.1 cm™" were determined from the intensity contour fit.

3.2 23252 cm ! Band

The band observed at 23,252 cm™' perhaps belongs to the @2H3/2(0110,2 A) —
X2zt (01'0,2 1) transition. This consists of two overlapping bands corresponding to
the two-spin components, Q = 5/2 and 3/2 of the *A vibronic state of the C>IT elec-
tronic state. For the present spectrum, which was recorded at a moderate resolution of
0.1 cm™", it was not possible to assign the rotational lines unambiguously and carry out
a rotational analysis. However, our simulated spectrum, with two energetically close-
lying upper states of A vibronic symmetry, and the lower state as X>X* (01'0,2 IT)
reproduces the experimental spectrum well (Fig. 2). The simulated spectrum was
obtained with the following rotational constants (in cm™') for the upper state
—T(C*15,(01'0,2 Asj2) = 23618.4, T(C*T13,(01'0,2 A3 ) = 23617.0, B = 0.2727,
A =200, ¢g=0.008, D=1 x 107°. The rotational constants other than T were
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Table 2. The observed and calculated transition energies (in cm™!) for the
A2H3/2 (001,2I5,) — X2 (02°0,2 £) band of LaNH molecule
Branch N Observed | Obs. — Branch N Observed | Obs. —
" calc. " calc.
PPys 4 |23153.73 0.02 Py +20Q | 2 2315616 0.03
5 123152.70 0.05 3 |23155.74 0.02
6 |23151.62 0.06 4 |23155.26 |-0.01
7 123150.46 0.03 5 |23154.81 0.02
8 23149.27 0.01 6 |23154.26 0.00
9 [23148.04 |-0.02 7 |23153.73 0.03
8 [23153.08 |—0.03
PPy 4 123153.26 | —0.01 9 2315244 |-0.04
5 2315227 0.06 10 |23151.81 -0.01
6 |23151.18 0.07 11 |23151.18 0.05
7 123150.02 0.04 12 |23150.46 0.03
8 [23148.81 —-0.01 13 |23149.64 | —0.05
9 [23147.61 -0.01 14 2314890 |—0.03
15 |23148.12 | -0.03
p,; + 2Q,; 2 [23156.57 0.00 16 |23147.39 0.03
3 |23156.16 0.00
4 |23155.74 0.02 SRos 1 |23159.15 |-0.07
5 |23155.26 0.04 2 2315999 | -0.01
6 |23154.69 |-0.01 3 |23160.75 0.01
7 123154.19 0.04 4 |23161.41 —-0.03
8 2315352 |—0.03 5 [23162.06 |-0.03
9 [23152.86 |-0.07 6 [23162.68 |—0.04
10 |23152.27 0.00 7 123163.30 0.00
11 |23151.62 0.04 8 123163.89 0.03
12 |23150.89 0.02 9 2316445 0.08
13 |23150.08 |—0.05 10 |23164.90 0.04
14 2314933 | —0.04 11 |23165.35 0.03
15 |23148.60 0.01
16 |23147.83 0.03 SR,y 1 23158.70 | —0.08
2 |23159.57 0.01
P, +9Qy | 2 |23156.16 0.03 3 [23160.33 0.04
3 |23155.74 0.02 4 2316095 |-0.04
4 12315526 | —-0.01 5 [23161.62 |-0.04
5 ]23154.81 0.02 6 |23162.26 | —0.01
6 |23154.26 0.00 7 23162.87 0.01
7 |23153.73 0.03 8 123163.40 |—0.01
8 [23153.08 |—0.03 9 [23163.98 0.05
9 |2315244 |-0.04 10 |23164.45 0.04
10 |23151.81 —-0.01 11 |23164.90 0.03
11 |23151.18 0.05
(continued)
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Table 2. (continued)

Branch N Observed | Obs. — Branch N Observed | Obs. —
calc. " calc.

Py +20Qu |12 [23150.46 0.03
13 [23149.64 |—0.05
14 2314890 |—0.03
15 |23148.12 |—0.03
16 [23147.39 0.03

assigned same for both the vibronic states. The rotational constants for the lower state,
X?Z7(01'0), were held fixed to the following values from [7]; T = 464,
B =0.306263, D =2.8 x 1077, g = 0.000478 and 4bp = 0.4438. For an unambiguous
rotational analysis, the rotational spectrum needs to be investigated at a higher
resolution.

—— Pgopher Simulation
Experimental

- - - T -
23240 23245 23250 23255 23260

Wavenumber (cm')

Fig. 2. Experimental and simulated spectrum of the CIl3,(01'0,2 A) — X?=* (01'0,2 IT)
transition

4 Conclusion

The laser-induced fluorescence spectrum from the second bend vibration of the ground
state, vo(m, bend) = 2 to the fundamental stretch vibration v3(c*, La-N stretch) = 1 of

the C211, /2 state has been studied in the free-jet of LaNH molecules. The rotational
spectrum has been recorded at a resolution of 0.1 cm™' by scanning the wavelength of
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a tunable dye laser. The rotationally resolved LIF spectrum of the C2I15,,(001,2 IT) —

X231 (02°0,2 %) transition has been analyzed to obtain the molecular constants for the

upper and lower states. The rotational constants for the CZ2IIs /2(0110,2 A) —

X2+ (01'0,2 1) transition could be derived from a contour fit to the experimental
spectrum. To derive true rotational constants, the spectrum is to be obtained at a higher
resolution.
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Abstract. Photoionization process of acetylene doped in helium nan-
odroplets is studied with EUV synchrotron radiation with photon ener-
gies between 20 and 26 eV by Photoelectron-Photoion Coincidence
(PEPICO) experiment by detecting photoelectrons in coincidence with
the photoions using electron velocity map imaging (VMI) spectrometer
and ion time of flight (TOF) spectrometer. Acetylene is ionized in the
droplet via Penning ionization at 21.6 eV photon energy. For photon
energy of 23.9 eV and above the photoionization threshold of He, charge
transfer ionization occurs in acetylene following autoionization and direct
ionization in the droplet respectively.
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1 Introduction

Helium nanodroplet is used as an ideal host matrix for spectroscopic study
of embedded molecules because of its non-reactiveness with the embedded
molecules, transparency to infrared, visible and ultraviolet light and ability to
ro-vibronically cool the embedded molecule. However, upon photo-excitation of
the He nanodroplets with extreme ultraviolet radiation, typically for photon
energies between 20 and 26 eV, He droplet strongly absorbs the incident light
and excites to electronically excited states or ionizes to the continuum. Following
this excitation or ionization, He nanodroplet exhibits a very complex photody-
namic between the droplet and the dopant [4,5]. Due to the transfer of excitation
energy from the droplet to the dopant, ionization may occur in the dopant via
Penning ionization process or charge transfer between the neutral dopant and
the ionized droplet may lead to dopant ionization via charge transfer ionization
process.

The effect of He environment in ionization process of acetylene with EUV
synchrotron radiation has been studied at the GasPhase beamline of Elettra
Synchrotron Facility, Italy. The photoion yields for different ionic fragments at
different photon energies enabled us to identify different ionization processes in
acetylene. We observed Cy H. 2+ ion yield peaks at 21.6 and 23.9 eV photon energies
which occur through Penning ionization process following the de-excitation of
excited He droplet and charge transfer ionization process following the autoion-
ization of He droplet respectively. Charge transfer ionization process is noticed
between the directly ionized He atoms in the droplet and the dopant Cy;Hy at
photon energies above the ionization threshold of He.

We have recorded the photoelectrons with a Velocity Map Imaging (VMI)
spectrometer in coincidence with the photoions detected with a Time of Flight
(TOF) mass spectrometer for photon energies between 20 and 26 eV. From this
detection procedure, the photoelectron spectra (PES) correlated to different ionic
fragments from the droplet are obtained and these mass correlated PES helped
us to gain insight into the ionization processes of acetylene in the droplet.

We have also looked into the isomerization process in acetylene under the He
droplet environment. Acetylene cation [HC' = CH|" is a well-studied molecular
ion in which isomerization occurs through H atom migration from one C' atom
to other C' atom upon absorption of EUV radiation. The isomerization of gas
phase isolated acetylene occurs at an energy of 16.7 eV [9] which is well below
the photoexcitation energy of He nanodroplets, therefore He nanodroplet envi-
ronment is expected to play an important role in the isomerization process. The
signature of isomerization in acetylene is the formation of CH, ion, therefore
the CH;' and C’2H2+ ion yields at different photon energies have been moni-
tored. We have not observed any substantial change in the ion yield ratio of the
isomeric ion (C'HJ") to its parent ion (CyH,") for the case of doped droplet ion-
ization, when compared with the same ratio due to effusive acetylene ionization
at these energies. This suggests that there is no enhancement or inhibition of
isomerization process by the host He matrix.
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2 Experimental Details

We have performed our experiment at the GasPhase beamline [11] of Elettra
Synchrotron facility, Trieste, Italy. The schematic of the experimental setup has
been shown in Fig.1. The detailed information about the experimental setup
could be found elsewhere [7,15]. The He droplets are generated by supersonically
expanding pressurized high purity helium gas (He6.0) through a cold nozzle of
5um diameter into the vacuum. The size of the droplet depends on the backing
pressure and the nozzle temperature. For our experiment, we have kept the
backing pressure to be constant at 50 bar and varied the nozzle temperature
(Tho-) from 14 to 22 K. From the previous studies, the mean droplet size could
be estimated to be 2000-15000 atoms per droplet at these expansion conditions
[16,17].

After passing through the skimmer of 0.4 mm diameter orifice, the droplet
beam is doped with acetylene gas via an effusive gas jet of acetylene in the
doping chamber. The amount of doping is controlled by the pressure of the
effusive acetylene gas in the doping chamber. We have varied the doping chamber
pressure (Pp¢) from 6.5x 10~ mbar to 4.5x 10~¢ mbar, where single to multiple
doping condition of acetylene molecules into the droplet has been achieved. A
mechanical chopper is introduced between pure He droplet source and the doping
chamber to eliminate the background signal coming from the effusive gas from
the doped droplet signal. Chopper open signal corresponds to ions and electrons

Source Chamber Doping Chamber Reaction Chamber
Delay Line
Detector
e
Helium Skimmer Skimmer __ —
He nozzle J J
r— — I — —
— W \I ' \I — —
Cold Head Chopper

B ion
MCP
Effusive Gas Jet

Fig. 1. Schematic of the experimental setup. He droplets are created in the source
chamber by supersonic expansion of the helium gas through the cold nozzle. In the
doping chamber, the droplets are doped with the effusive gas. At last the doped droplet
beam reaches the reaction chamber, where it is ionized by XUV synchrotron radiation,
and creates photoelectrons and ions which are then detected in coincidence via VMI
and TOF spectrometer respectively
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forming in the droplet and the effusive gas that is accompanied by the droplet.
On the other hand, chopper close signal denotes ions and electrons forming in the
effusive gas only. Therefore, to get the ionization signal only from the droplet,
chopper close signal has been subtracted from the chopper open signal.

The acetylene doped helium droplet beam is then passed through the second
skimmer to the reaction chamber, where the droplet beam interacts with the
EUV synchrotron radiation of the GasPhase beamline of Elettra. The photon
energy of the beamline can be varied between 13 and 900 eV with a good energy
resolution of £/ A E > 10*. However, we have used photon energy between
20 and 26 eV, which is required for electron excitation in the He droplet and
ionization to a few electonvolts above the first ionization threshold of He in the
droplets. The peak intensity of the radiation was kept around 15 Wm™? with
repetition rate of 500 MHz.

We used a Velocity Map Imaging (VMI) spectrometer to detect the photoelec-
trons in coincidence with the photoions which are being detected with a Time of
Flight (TOF) mass spectrometer. This experimental detection scheme enabled us
to perform Photoelectron Photoion Coincidence (PEPICO) experiment, where
we could obtain the photoelectron energy spectrum (PES) correlated to differ-
ent ionic fragments. To get the full three-dimensional velocity distribution of
the photoelectrons from the two dimensional VMI images, MEVELER method,
introduced by Bernhard Dick [6], has been used. For calibrating the VMI spec-
trometer, effusive helium gas has been ionized with different photon energies
from 25 to 40 eV. Since the ionization energy of atomic helium (24.58 eV) is well
known, the photoelectrons with well-known kinetic energies have been imaged on
the VMI spectrometer at different photon energies. Since in the VMI spectrom-
eter, same energy electrons are mapped on the 2D position sensitive detector,
photoelectrons having specific constant kinetic energies form concentric circles
in the MEVELER inverted images. From these images, the relationship between
the kinetic energies of the photoelectrons and the radii of the circles has been
obtained. With this method, we have calibrated the VMI spectrometer.

3 Results and Discussion

Upon irradiation of EUV radiation, both pure and doped He droplets exhibit
very interesting excitation and ionization behaviour [4,5]. For photon energy
between 20.5 and 23.0 eV, He droplets are excited with very high cross section
into the energy band derived from 1s2s and 1s2p atomic He states. Following
this excitation, inter-band and intra-band relaxation happen in the droplet which
lead to He* and He} excimers formation inside the droplet [1,10,18,19]. These
He* and Hes excimers then migrate to the surface of the droplet due to repulsive
interaction between the excimers and the droplet either by resonant hopping
process or by fast nuclear motion to the surface [1,3,14]. Depending on size
of the droplet, these He* are either released from the droplet or trapped at
the surface and eventually relaxed into the long lived 1s2s!3S He states or
vibrationally excited Hej states. The latter are eventually evaporated out of
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the droplet by vibrational relaxation through coupling with the droplet [3]. In
case of doped He droplet, when the droplet is relaxed to its ground state, the
relaxation energy can be transferred to the dopant atom or molecule and excite
or ionize the dopant by Penning ionization process [5].

When the droplet is excited by 23-24.6 eV photons, higher lying Rydberg
states of the He} [1,2,19] are accessed which can autoionize by very complex
mechanism. This leads to emission of very low kinetic energy (<1 meV) electron
[12,13]. Now for dopant present in the droplet, the vacancy created in the He
droplet, can be transferred to the dopant atom or molecule and produce dopant
ion via charge transfer process following the autoionization. For photon energy
above the ionization threshold of He (IPy. = 24.6 eV), He" ions are created
in the droplet by direct ionization of He. For doped droplet, the positive hole
created in He™ can eventually migrate to the dopant and can ionize the droplet
by charge transfer process. In the autoionization and direct ionization regime,
ionization in the droplet leads to fragmentation in the droplet, producing small
He cluster ions (Hej;) [8].

In this work, we have studied photoionization process of acetylene doped
in the helium nanodroplet by measuring the dependence of photoion yield of
H e;, CH2+ and CQH;' ion at different photon energies (see Fig.2). The nozzle
temperature and doping chamber pressure are maintained at 16 K and 6.6 x
10~7 mbar respectively. The green dashed lines correspond to the atomic energy
levels of He. Below the ionization threshold of He atom, we can see that, HeJ
ion yield peaks around 23.1 and 23.8 eV photon energies which correspond to
1s3p' P and 1s4p' P excited levels of atomic He respectively. For photon energy
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Fig. 2. Photoion yield at different photon energies for Hej, CH; , and C2H, ions
coming from droplet at 16 K nozzle temperature and doping chamber pressure of
6.6 x 10~7 mbar. The dashed lines are corresponding to atomic excitation energies and
photoionization threshold energy of He atom
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above ionization potential of He (IPp.), direct ionization of the droplet can
be seen. Above 23.0 eV photon energy, photoion yield spectrum for CQH;_ and
CHJ ions are almost similar to that of Hej, which implies that there is initial
autoionization (< IPp.) or direct ionization (> IPp.) of He in the droplet
which is followed by charge transfer ionization of acetylene. Around 21.6 eV
photon energy which corresponds to 1s2p' P excitation band of He droplet, we
can see a peak in the photoion yield of CyH, . Ionization in acetylene happens
at this energy through the Penning ionization process.

There is negligible Co H, ion yield coming from the droplet, before the Pen-
ning ionization and C’gHsr ions are detected only when there are excitation and
autoionization or direct ionization of the He in the droplet even though ioniza-
tion threshold of CyHy (11.3 €V) is much below the Penning ionization energy.
One can argue that, C3H, is only excited or ionized inside the droplet via the
initial excitation or ionization of He droplet environment.

There are two major states of [HCCH|*, X?II, (11.3 eV) and A*X% (16.7
eV), in which the CoHy can be populated due to the energy transfer to the
C5Hs, following the relaxation of excited He droplet to its ground state in the
Penning ionization regime. Now the A*Y 1 state of [HCCH|* is unstable towards
isomerization since there is no potential barrier for isomerization to [HoCC|™
in the X2B; (13.2 €V) and X2B, (16.7 ¢V) states. On the other hand, X2II,
does not lead to isomerization because of the finite potential differences [9]. For
different photon energies from 20 to 24.5 eV, the ratio of CHj ion yield to the
parent C'QHQJr ion yield in case of the doped droplet has been observed to be the
same as the ratio when measured with effusive CyH,. If there are any changes
in the relative populations of the isomeric state (AQE;) and non-isomeric state
(X2I1,) of CoH; then we should expect to see otherwise. Therefore, we argue
that there is no enhancement or suppression of the isomerization process due to
the He droplet environment.

The photoelectron spectra correlated to CaHy ™ ions and Hej ions at 26 eV
photon energy for T},,. = 16K and Ppc = 6.6 x 10~7 mbar are shown in Fig. 3.
We can see that PES correlated to both the ions are exactly the same and
there is a sharp peak in the PES at the photoelectron kinetic energy of 1.5 eV
which is approximately equal to the excess photon energy above the ionization
threshold (24.58 €V) of He atom. Therefore we can say that the photoelectrons
detected in coincidence with the CQH;_ ions are actually coming from the direct
ionization of He atom inside the droplet which is followed by the charge transfer
ionization of CyHs. The PES correlated to CQH; at the Penning ionization and
autoionization regimes will be discussed in other papers.
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Fig. 3. Photoelectron Spectra correlated to a Hel and b CgH;' ions at 26 eV photon
energy for Th,. =16 K and Ppc = 6.6 x 1077 mbar. The blue dashed line represents
the peak kinetic energy of the PES

4 Conclusion

Acetylene is ionized through Penning ionization process and charge transfer ion-
ization process following the autoionization and direct ionization of He droplet
in the He nanodroplet environment. In the Penning ionization regime, there is
no evidence to the role of droplet environment leading to either enhancement or
suppression of isomerization process in acetylene.
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Abstract. This article presents positron scattering cross sections for simple
hydrocarbons, viz., ethane, ethene, ethyne, propane, and propyne. The present
work focuses on the calculation of different elastic and inelastic interactions due
to positron impact with simple hydrocarbons in terms of inelastic cross sections
(both with and without positronium formation channel), electronic excitation
cross section (Q,..) and momentum transfer cross section (Q,,,.s). Knowing that
positron-plasma study is one of the trending fields, the calculated data have
diverse plasma and astrophysical modeling applications. Due to the lack of
previous studies, all the cross sections presented have been reported for the first
time.

1 Introduction

Introduction of sophisticated trapping methods and storage [1] has now enabled
researchers around the world to perform a number of positron scattering experiments.
Similarly, many theories have come up to back these measurements. Even though these
technological and computational developments have helped in finding the cross sec-
tions for many systems, there is still a dearth of data in molecules such as the present
ones. The present work is a small step in improving the scenario of cross-section data
for positron scattering from simple hydrocarbons. Being an antiparticle of electron,
positron annihilates electrons. In addition to that, they can combine with electrons to
form neutral plasmas or pair plasmas. These plasmas have significance in the growth of
extreme astrophysical objects such as pulsars and black holes [2]. However, laboratory
experiments on pair plasmas such as positron accumulation experiment (PAX) [3] and
a positron-electron experiment (APEX) [3] have proved that positron collisions have
various applications in the field of plasma science as well.

Study of various cross sections for C,—C; hydrocarbons (viz., ethane, ethene,
ethyne, propane, and propyne) via positron scattering is undertaken in the present
endeavor. This work is believed to be important due to numerous applications of the
chosen targets in the field of astrophysics and plasma physics. For example, the
plasma-facing material of almost all modern operating fusion devices contains carbon
as one of the major element. Chemical erosion caused by plasma-wall interactions is an
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abundant source of simple hydrocarbons which contaminate the hydrogenic plasma [4].
The composition of the hydrocarbon fluxes flowing inside the plasma covers a wide
spectrum of molecules from methane to propane [5]. These hydrocarbons play an
important role in plasma diagnostics in the diverter region of magnetically confined
high-temperature hydrogen plasma [6]. As the energy of ions striking the walls of
plasma surface decreases more complex C,—C3 hydrocarbons are discharged [4] and,
hence the importance of the present study becomes more vital. Moreover, the presence
of these hydrocarbons in the planetary and cometary atmosphere makes these targets
important in the field of astrophysics [6]. Various cross-section data such as different
excitation and momentum transfer cross sections are required to comprehend the
behavior of these molecules in various astrophysical and plasma environment. Fur-
thermore, these data are very essential in various modeling raging from RF plasma
processing to astrophysical media [7]. In addition to that, lighter linear hydrocarbons
such as ethyne are interesting targets due to their role in chemical vapor deposition
reactions [8].

The modified form of spherical complex optical potential (SCOP) formalism [9, 10]
and complex scattering potential-ionization contribution (CSP-ic) [11, 12] are used in
this work to calculate the positron scattering cross sections over a wide energy range
for the targets ethane, ethyne, propane, and propyne. The cross sections reported in the
present work are inelastic (with and without including the positronium (Ps) formation
channel), electronic excitation, and momentum transfer cross section. In our recent
article [13], positron scattering total cross section, elastic cross section, direct ionization
cross section positronium formation cross section, and total ionization cross section
have been reported for the same set of targets by employing an identical method.
However, for the present set of cross sections, no previous studies have been reported
in the literature. The following section outlines the theoretical methodology followed
by results and discussion and finally, conclusions are drawn from the calculated results.

2 Theory

The detail of the theoretical methods employed in this work is already given in the
articles [9—12]. However, an overview is provided in this section. The modified form of
SCOP [9, 10] and CSP-ic methods [11, 12] are used to calculate various cross sections
reported in this work. In this model, the potential experienced by the incident positrons
due to the target is represented by the following equation:

Vop (s Ei) = Viu(r) + Vpor(r) +iVans (r, Ei) (1)

where, V, represents the static potential, which is an interaction potential experienced
by an incident positron due to the static electronic charge cloud of the target. V,,,, is the
polarization potential, which occurs because of the distortion of the charge distribution
of the target due to the field created by the incident projectile. The first two terms form
the real part in (1), which gives rise to the elastic processes occurring during the
collision. The complex part of (1) is the absorption potential. This accounts for all the
inelastic processes occurring during the scattering process. V,,,, represents the total loss
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of scattered flux into all allowed inelastic channels, such as positronium formation,
electronic excitation, and ionization channels. Since the present model treats the
scattering problem in the form of spherical potential, hence rotational and vibrational
channels cannot be included in the calculation.

The charge density and static potential have been formulated by the potential field
parameters of Cox and Bonham [14], whereas the correlation polarization potential
given by Zhang et al. [15] is used for the formulation of polarization potential. The
present work uses the absorption model of Reid and Wadehra’s [16] to calculate
various inelastic processes occurring during the collision.

Accurate evaluation of charge density of the targets is very essential in the present
model since all the interaction potentials depend on this. Since the parameters given by
Cox and Bonham [14] are only for atoms, the multi-scattering center (MSC) approach
is employed to derive the charge density for molecules. In this method, instead of
considering the collision between the incident positron and the whole molecule,
independent collision between the incident positron and a part of the molecule is
visualized. To develop the charge density of each center, the charge density of lighter
hydrogen atom is expanded from the center of the carbon atom. However, if the bond
length of C—C is smaller than the diameter of the carbon atom, then the charge density
of carbon atom is expanded from the center of mass of the system. For the present set
of targets, such condition arises in case of ethyne and propyne, where the triple bond
between two carbon atoms is smaller than the sum of the diameter of the respective
carbon atoms. The charge density of these two carbon atoms is expanded from their
center of mass. However, for the rest of the molecules, i.e., ethane, ethene, and pro-
pane, a simple addition of the charge density of the constituent atoms is done due to
large C—C bond length as compared to the diameter of the carbon atom. This is done on
the basis of the assumption that if the bond length is large, then the charge density of
one atom does not affect the charge density of the other atom of the same molecule.
Figure 1 gives the structure of the molecules, whereas Table 1 provides the respective
bond lengths.

& “ ©

Fig. 1. Molecular structure. a Ethane, b Ethene, ¢ Ethyne, d Propane, e Propyne
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Table 1. Bond lengths [20]

Target Bond length (A)

Ethane C-C = 1.536, C-H = 1.091

Ethene C=C = 1.339, C-H = 1.086

Ethyne C=C = 1.203, C-H = 1.063

Propane C-C = 1.526, C-H = 1.089, 1.094, 1.094
Propyne C-C = 1.460, C=C = 1.207, C-H = 1.060, 1.096

3 Calculation of Different Inelastic Cross Sections

The interaction potential obtained in (1) was used in the Schrédinger equation, which
was solved by partial wave method under suitable boundary conditions [17]. The
inelastic cross section contains many absorption channels such as positronium for-
mation, electronic excitations, and ionizations. Due to the two center problem, incor-
porating positronium formation channel in the absorption phenomena is one the most
difficult task that one has to deal with while studying positron scattering. A phe-
nomenological method is adopted to overcome this situation. The details of the method
can be obtained from our previous articles [9-12]. However, the essential parts are
discussed here.

For low incident energies, the convergence of the solution is obtained with less
partial waves. However, for positrons with high energies, more than 50 partial waves
were required for the convergence. The solutions were obtained in the form of complex
phase shifts (§;) which were used to calculate the absorption factor (1;), using the
relation 7, = exp(—2Imd;). This absorption factor forms the main parameter which is
essential to calculate the inelastic cross sections, which is given as follows:

Qmel = %Z 21+ 1 1 - 7’12) (2)
=0

where [ is the number of partial waves and k is the wave vector associated with the
scattered wave.

The phenomenological formula proposed by Chiari et al. [18] is employed in the
present work to determine the absorption threshold parameter. Since rotational and
vibrational excitations are not included in the present calculation, all the inelastic
processes are assumed to be prohibited below the absorption threshold. However,
beyond this value, the inelastic channels like Ps formation, electronic excitations, and
ionizations are included. Although this method is far from being accurate, however,
proves to be an effective process to include Ps formation channel in the calculation for
large and complex molecules which is not possible to do using any stringent theories
due to the complexity of the problem. The threshold parameter employed in this work
is given as
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A(l’:‘l) = A (A - A ) E AI’)/EHX) (3)

where E; is the energy of the incident projectile (positron), A. and A, are the first
electronic excitation energy and Ps formation threshold, respectively. E,, is the energy
at which the inelastic cross section has the maximum magnitude when A, is used as the
inelastic threshold. In the present calculation, ionization energy (IE) is used as the
absorption threshold to calculate the absorption potential given by Reid and Wadehra
[16] which is then used to calculate the inelastic cross section without Ps formation
(Q;) using (2). Equation 3 is used to evaluate the dynamic inelastic threshold for the
calculation of inelastic cross section including the Ps formation channel (Q;,.).

4 Calculation of Electronic Excitation Cross Section (Q,,.)

As already mentioned, Q;, only contains electronic excitation and ionization channels.
Thus, mathematically it can be given as

Qin = Qexc + Qion (4)

where, Q... represents the sum over all the discrete excitation cross sections for all the
accessible electronic states and Q,,, is the total cross sections of all allowed direct
ionization processes. The well-known CSP-ic method [11, 12] is used to estimate the
Qion, Which is already reported in [13]. Since Q,;, is evaluated using the above-
mentioned method and Q,,, is already known, Q... can be easily estimated by

Qexc = Qin - Qion~ (5)
From [11, 12, 19], it is understood that the uncertainty in the estimation of the
direct ionization cross section is around 7%. Eventually, this results in an uncertainty of
7% in the determination of Q,,. as well.
5 Calculation of Momentum Transfer Cross Section (Q,,.cs)
O,nies pProvides information about the average momentum transferred by a projectile to

the target scattering process. The Q,,..s calculated here is averaged over all the scat-
tering angles. The expression for finding Q,,..s is given as

Ol = 255" (14 1) s (6) — (1) (6)
=0

Table 2 enumerates all the parameters used in the calculation, which includes target
properties. No other parameter is used in the present calculation, which renders the
present data to be easily reproducible.
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Table 2. Target properties

Target Polarizability (A% [20] IE (eV) [20] Ac (eV) A, (eV) E., (eV)
Ethane 4.226 11.52 10.00 4.72 40
Ethene 4.188 10.51 9.60 3.71 35
Ethyne 3.487 11.40 9.20 4.60 35
Propane 5.921 10.94 9.49 4.14 40
Propyne 5.550 10.36 9.07 3.56 35

6 Results and Discussion

6.1 Electronic Excitation Cross Section (Q,,.)

Figure 2 presents the total electronic excitation cross section for simple hydrocarbons
up to 500 eV. This cross section provides the absorption of flux due to the electronic
excitation of the target due to positron collision. However, since the threshold is taken
to be the ionization potential of the target, hence, the present cross section only pro-
vides information for the electronic states which lie beyond the ionization threshold.
The variation in the magnitude of cross section is dependent on the size of the target.
Hence, it is observed that the magnitude of Q,,. is highest for propane and lowest for
ethene. Ethyne being the smallest target is studied in this work, hence, as expected it
has the lowest Q... Besides, it is noted that in the rising end, the curves are pretty steep
whereas it is rather flat in the trailing end of the curve. This signifies that the rate of
electronic excitation is high in the low energies which quickly attains a maximum and
then gradually decreases as the energy of the positron increases. Due to less interaction
time, the cross sections at higher energies decrease. Since the present Q... is calculated
by subtracting the ionization cross section from the inelastic cross section (Q;,,), hence,
it has an uncertainty of 7% in its calculation [12].

3.0
——Ethane
- — —Ethene
2.5 1 /'."_ R Ethyne
;7 SN, —-—- Propane
T ---—- Propyne
2.0 1
&
< 15
g
Ql
1.0
0.5
0.0 ¢ T
10 100
Energy (eV)

Fig. 2. Positron scattering electronic excitation cross section. Solid line: Ethane, dashed line:
Ethene, dotted line: Ethyne, dashed dot line: Propane, dashed dot dot line: Propyne
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Fig. 3. Positron scattering inelastic cross section without positronium formation channel. Solid
line: Ethane, dashed line: Ethene, dotted line: Ethyne, dashed dot line: Propane, dashed dot dot
line: Propyne

6.2 Inelastic Cross Section Without Positronium Formation (Q;,)
(i.e., Electronic Excitation Plus Ionization Cross Section)

Positron scattering inelastic cross section without the positronium formation channel is
pictorially represented in Fig. 3. The inelastic cross section reported here consists of all
the accessible electronic excited states and the allowed ionization channels. The general
trend of the graph is that the Q;, increases as the energy increases then it reaches a
maximum and after which the curve starts decreasing. The magnitude of cross section
depends on the size of the molecule, thus the number of electron plays a role in
determining the cross section. Since the number of electrons is highest in propane,
hence, it has the largest magnitude of cross section. The magnitude of the cross section
is in the order propane > propyne > ethane > ethene > ethyne same as the order of the
number of electrons in the targets. On the left end of the peak the curves get steeper as
the size increases which is obvious due to the fact that as the size of the target increases
the magnitude of cross section increase, however, the peak position remains almost at
the same energy, which results in a steeper rising curve. It is worth mentioning that the
threshold of Q;, is the ionization energy of that particular target.

6.3 Inelastic Cross Section Including the Positronium Formation
Channel (Q;,.;) (i.e., Electronic Excitation Plus Ionization Plus
Positronium Formation Cross Section)

Figure 4 provides the positron scattering inelastic cross section which includes the
positronium formation channel. Unlike the previous case, here the inelastic threshold is
varied with energy according to (3). The magnitude of cross section for each molecule
is greater than the cross sections observed in the previous case. This is due to the fact
that Q;,.; includes an additional absorption channel of Ps formation. Hence, it is evident
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Fig. 4. Positron scattering inelastic cross section including positronium formation channel.
Solid line: Ethane, dashed line: Ethene, dotted line: Ethyne, dashed dot line: Propane, dashed dot
dot line: Propyne

that the difference between Q;,,.; and Q;, gives the Ps formation cross section. It is well-
known that Ps formation has major influence at low energies, which adds to the cross
sections calculated in Fig. 3. Hence, the peaks in the present curves show a left shift
when compared to Fig. 3. Unlike the previous case, the magnitude of cross section not
only depends on the number of target electrons but also on A.. From Table 2, it is seen
that for molecules containing two carbon atoms, A, decreases as the size of the
molecule decrease. Same is seen for molecules containing three carbon atoms as well.
It is known that low threshold value increases the cross section, whereas from the
previous case it is seen that the cross section decreases as the size of the molecule
decrease. These two contrasting variations make the magnitude of the Q;,., non-
uniform with respect to the size of the target. This could be the reason that the peak
positions are different for each of the targets. The general trend of the graph is
somewhat like a Gaussian function similar to all the previous results as seen in Figs. 2
and 3. It is noticeable that in the trailing end of the curve, all the values tend to
coincide. This is in accordance with the first Born approximation, where the cross
section depends majorly on the incident kinetic energy of the projectile.

7 Correlation Plot

The total cross section reported in our recent work [13] agrees well with the experi-
mental studies and was found to lie within the experimental uncertainties. Since the
present work uses the same method, the cross sections reported is expected to be
reliable and consistent. However, to further ascertain the consistency of the present data
a correlation plot has been shown in Fig. 5. Figure 5a shows a correlation plot between
0., and number of electrons in the molecule at 45 eV. It is observed that there is a
linear relationship between the Q.. and number of electrons in the target. Likewise,
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Fig. 5. Correlation plot. a Q.. versus the number of electrons, b Q;, versus the number of
electrons

Fig. 5b shows a correlation plot between Q;, and number of electrons at 45 eV. This
figure also reflects a linear relationship between Q;, and number of electrons in the
target. The energy is chosen to be 45 eV because of the fact that Q.. and Q;, have the
maximum magnitude around this energy for all the targets. The intercept and slope of
the linear fit of Fig. 5a are 0.995 and 0.047, respectively, whereas for Fig. 5b they are
4.037 and 0.191, respectively. This linear relationship in the two figures demonstrates
the reliability of the present data.

8 Momentum Transfer Cross Section

Figure 6 illustrates the positron scattering momentum transfer cross section for simple
hydrocarbons from 5 to 300 eV. As evident from the size of the molecule, Q,,,., for
propane has the highest magnitude whereas Q,,., for ethyne is the lowest. It is

20
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?
Sl 84
4
0

Energy (eV)

Fig. 6. Positron scattering momentum transfer cross section. Solid line: Ethane, dashed line:
Ethene, dotted line: Ethyne, dashed dot line: Propane, dashed dot dot line: Propyne
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observed that as the size of the molecule decreases Q,,.s iS seen to decrease as
well. However, for ethene and ethyne, the nature is slightly different from others.
Moreover, a hat like structure is observed for some molecules between the energy
range of 15-40 eV. Since Q,,. is derived from the elastic cross section, which is
calculated in presence of absorption processes, the hat like structure could be due to the
inelastic channel. Since, in this region the inelastic cross sections have a higher
magnitude of cross section. This effect is maximum for propane and propene as they
have significantly higher inelastic cross sections than the rest of the targets in the
concerned energy range. These et QO,uies data are valuable in modeling positron
transport in gases.

9 Conclusion

This work reports different cross sections due to positron scattering from simple
molecules. No such previous studies have been found in the literature. Hence, no
comparisons were made for the present calculations. Different thresholds have been
employed to calculate various cross sections, which could be helpful to study several
threshold effects. The targets undertaken in this work have a variety of applications in
the field of plasma and astrophysics. Hence, the calculated cross sections are believed
to be useful to the modeling community. The calculations done are free from any
adjustable parameters thus making the calculation reproducible. Moreover, the SCOP
formalism employed in this work has a distinct advantage over other methods that
compute cross sections in the intermediate and high energy range, since it takes less
computing. Besides, it can handle complex and large targets with much ease as
compared to any other model. Hence, the present work is expected to be appreciated by
the atomic and molecular physics community.
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Abstract. We have used relativistic distorted-wave method to study electron-
impact excitation of the fine-structure transitions from the 6s26p 2p, 12,32 States
to the excited 6S26d 2D3/2’5/2, 6S6p2 2D3/2’5/2 and 6S27 N 251/2 states of Pb* ion.
The bound state wavefunctions of the target ion are obtained within the multi-
configuration Dirac-Fock approach. The reliability of the calculated wave-
functions is determined by comparing our calculated oscillator strengths for the
different transitions with the available measurements and other theoretical cal-
culations. Finally, the cross sections for all the considered fine-structure tran-
sitions are reported in the incident electron energy range from the excitation
threshold to 100 eV. Cross section results for the resonance transition
6s26p 2P, — 65°6d *Ds), are compared with the only available recent mea-
surements [Gomonai et al. Eur. Phys. J. D 71 31 (2017)] and good agreement is
found at the high incident electron energies.

1 Introduction

Lead has been discovered in interstellar gas by the Goddard High-Resolution
Spectrograph (GHRS) onboard the Hubble Space Telescope (HST) [1]. It has also been
observed that the cosmic abundance of lead is the highest among the elements
heavier than barium (Z > 56). Pb* is expected to be the dominant ionization stage
of gaseous lead in cold, neutral interstellar clouds [2]. The resonance line
6526p *P1;, — 65°6d *Ds,, of the Pb* at 1433.906 A are reported in the emission
spectra of several stars as well as in archival Space Telescope Imaging Spectrograph
(STIS) data [1, 2]. Recently, Heidarian et al. [3] have reported the first detection of the
65%6p *P1» — 656p> “Dsy, transition of Pb* at 1203.616 A in the interstellar medium.
Thus it is important to have accurate atomic data for a singly charged lead ion to
enhance our understanding of the production of elements heavier than iron as well as
depletion of heavy elements from the interstellar gas into the dust grains.
Electron-impact excitation processes play an important role in estimating the
abundances of species in the plasma as well as temperature and density of the plasma.
Most of the earlier theoretical and experimental work have reported wavelengths,
transition probabilities and oscillator strengths of the transitions and lifetime of the
states of Pb* ion. Alonso-Medina [4] measured transition probabilities of 30 lines of
Pb* by measuring the intensities of the emission lines of a laser-produced plasma of Pb.
Colon and Alonso-Medina [5] calculated transition probabilities for 190 lines, with
wavelengths lower than 15,000 A using the relativistic Hartree—Fock method and
configuration interaction in an intermediate coupling scheme. These involved
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transitions from the 6s5°ns (n = 7—14) %Sy 5, 65np (n = 7-9) *Py 5.3, 65°nd (n = 6-15)
D5, 65°f (n = 5-7) *Fsa.72, and 656p> (*Pia3a.52, “Daaisias “Piiaara, and S 1)
levels of Pb*. Alonso-Medina et al. [6] also reported first experimental data of the
transition probability for the 2203.5 A line of Pb* arising from the transition
6s26p 2Py, — 65°7s 2Syp. Recently, Heidarian et al. [3] performed lifetime mea-
surements using beam-foil techniques on the levels of Pb* producing lines at 1203.6 A
(656p* *Dsp) and 1433.9 A (65°6d *Dsp). They reported the first detection of the
1203.6 A line in composite HST/STIS spectra. Quinet et al. [7], determined experi-
mentally as well as theoretically radiative decay rates from the 6s*7s 2S;, level.
Safronova et al. [8] performed calculations using relativistic many-body perturbation
theory (MBPT) and obtained energies of 6s2npj (n = 6-9), 6s°nsyn (n = 7-9), 6s2ndj
(n = 6-8), and 6s2nf5/2 (n = 5-6) states. They also calculated reduced matrix elements,
oscillator strengths, and transition rates for the 72 possible 6s°nlj-6s’n'l’j electric—
dipole transitions.

So far, there is only one experimental work reported recently by Gomonai et al. [9]
for electron-impact excitation of Pb* ion. They used crossed-beam technique to mea-
sure effective cross section of the electron-impact excitation for the resonance line
6526p 2P1/2 — 65%6d 2D3/2 of the Pb" ion in the (6-100) eV energy range. Except for
this experiment, there is no other theoretical or experimental investigation to study
electron-impact excitation of singly charged lead. Therefore, in this paper, we have
focused on selected transitions due to electron-impact excitation of Pb* ions. We have
considered only important resonance lines detected in the HST/STIS spectra of Pb* ion
from the viewpoint of astrophysical applications. We have considered excitations of the
6526d 2D3/2,5/2, 6s6p2 2D3/2,5/2 and 6s°7s 281/2 states from the fine-structure levels
P, 12,32 of the ground state configuration 6526p. Since lead (Z = 82) is a heavy element
with dominant relativistic effects, we have used a fully relativistic distorted-wave
(RDW) method to evaluate the scattering amplitude for the excitation processes. We
have already applied this method successfully to study electron-impact excitation of
neutral lead atom [10]. In this method, the projectile electron wavefunctions are
obtained by solving Dirac equation while the bound states of the Pb* ion are calculated
within multi-configuration Dirac-Fock (MCDF) framework using GRASP2k code [11].
Since the accuracy of the atomic wavefunctions directly influence the quality of the
projectile electron wavefunction and consequently, the scattering parameters, we have
compared oscillator strengths of the transitions with previous measurements and the-
oretical results as well as NIST database. Finally, results are reported for excitation
cross sections from threshold to 100 eV electron energy. Cross sections for the reso-
nance line 6s26p 2P, — 65°6d *Ds, are compared with the only available measure-
ments [9].

The paper is arranged as follows: the next section describes briefly the RDW
method employed to obtain the cross section for the 8 dipole allowed transitions as
mentioned above. Subsequently, results and discussion are presented in Sect. 3 fol-
lowed by concluding remarks in Sect. 4.
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2 Theoretical Method

Using RDW approximation the scattering amplitude for excitation from the state
a — b can be expressed as

F (U, My, 3 Ja, My, 11,3 0)

k
= (27r)2\/k:b<‘1-‘;(1,2,...,N+ DVe = Upy(N+1)[¥,(1,2,...,N+1))

where J, M refer to the total angular momentum quantum number and its associated
magnetic quantum numbers. (i, denote the spin projections of the projectile electron.
0 is the angle between the momentum vectors k, and k; of the incident and scattered
electrons. V¢ is the target-projectile Coulomb interaction as given by equation

z N 1
Ve=— + (2)
N +1 =1 {rj —FN+1

Here position coordinates of the atomic and projectile electrons with respect to the
nucleus are given by, respectively, 7;(1,...,N) and ry 1, Z is the nuclear charge and
N is the number of bound electrons in the target. U;, is the distortion potential which
depends only on the radial coordinates of the projectile electron. We have chosen U, to
be a spherically averaged static potential of the excited state of the ion. Assuming that
the projectile electron does not alter the wavefunctions of the target, the total wave-

functions ‘P;;l{_ in the initial/final channels a/b can be represented as

W = AD(1,2, . NF L (e, N 1) )

where @/, denotes the N-electron target wave functions and F;;t{ ~ represent the
projectile electron distorted-wave function with + sign referring to the incoming and
outgoing waves. The procedure to obtain the distorted wavefunctions with the help of
partial wave expansion method and subsequently, solving coupled Dirac equations is
described in our earlier work [12].

The integrated cross section for excitation of atom from J, to J, state can be

obtained by using the following expression,

1 2
Ja Jp) = J 5M7 ;Ja;Ma; mg dQ 4
a(Jy, — Jp) 2(2Ja+1)M§%/[ _/lf(b bs Hp a3 0)] 4)
by a
Hps Hg

We have performed these calculations in the Collision frame of reference with
quantization axis (z-axis) to be along the incident electron beam direction while the
scattering plane is chosen to be the xz-plane.
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3 Results and Discussion

In the present work, we have calculated cross sections for electron-impact excitation of
the 6s°6d 2D3/2,5/2, 6s6p” 2D3/2,5,2 and 6s°7s %S, states from the fine-structure levels
6s26p ’p 12,32 of the ground state. These are 8 dipole transitions in total. The reliability
of the cross sections depends on the accuracy of the target wavefunctions used in the
calculation. Therefore, we first discuss our method of obtaining wavefunctions of the
target states and their quality assessment. These wavefunctions are obtained within
multi-configuration Dirac-Fock approximation by using GRASP2k code. Pb* is a
heavy element with ground state electronic configuration [Xe]4f*54'%6s?6p having
fully filled 5d and 6s inner shells and partially filled 6p outer shell. The previous
theoretical investigations on spectroscopic properties of Pb* [7] have revealed the
importance of the correlation between valence and sub valence shells. Therefore, to
observe the effect of core-valence interaction we considered here single substitution
from inner 5d and 6s subshells.

We optimized various sets of wavefunctions of the atomic states by including a
number of configuration state functions. To ascertain the accuracy of these sets we
compared oscillator strengths with other theoretical and experimental values. We found
that the set-1, having configurations as shown in Table 1, shows overall best agreement
with results from NIST database [13], experimental measurements and other theoretical
methods. Adding more configuration to set-1, for example in set-2 which has additional
5d'%6s6d” configuration, has very little effects on the oscillator strengths of the tran-
sitions as can be seen from Table 2. We observe from Table 2 that the beam-foil
measurements from the Toledo Heavy Ion Accelerator (THIA) [3] differ significantly
from the NIST values for 6s°6d D5, — 656p *Py) and 65°6d *Ds;, — 65°6p *Ps)
transitions. Similarly, there seems to be a wide discrepancy among theoretical results
for these two transitions, however, our value is closer to the THIA measurements
for both the transitions. For 65°6d *D;, — 6s26p %P, transition, all the theoretical
results are in good agreement with the measurements. Our calculations for
656p” 2D3,2’5,2 — 65%6p 2P1/2!3,2 transition agree reasonably with the calculation of
Heidarian et al. [3]. All theoretical and experimental results are in good agreement for
65775 2S1p — 6s26p P,

The bound state wavefunctions of the target ion in the initial and final states are
used to calculate the distortion potential [12]. The projectile electron travels under the
influence of the distortion potential and its wavefunction is obtained by solving the
coupled Dirac equations with appropriate boundary conditions. Thus collecting all
necessary constituents required for the transition matrix (1), we finally obtain cross
sections.

Table 1. Configuration sets in atomic wavefunction calculation
5d'%65%6p, 5d'°65%6d, 5d'°6s%7s, 5d°6s>6p?, 5d°65°6d7s, 5d'°6s6p?
5d'06s7s2, 5d'°6s*7d, 5d'°65*8d, 5d°6s*7s*, 5d°65>6d>
5d'965%6p, 5d'°65%6d, 5d'°65*7s, 5d°65>6p*, 5d°65°6dTs, 5d'°6s6p?
5d"96s56d?, 5d'°6s7s?, 5d'°65*7d, 5d'°6s>8d, 5d°6s*7s%, 5d°6s>6d>

Set - 1

Set - 2
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Table 2. Comparison of our calculated oscillator strengths of the transitions in Pb* with
corresponding values from the NIST database [13], other theoretical methods and experiments

Transition levels f-value

Upper Lower Set-1 Set-2 Other Measurements | NIST
calculations

65%6d°D3), — 65%6p?P, 1 0.3079 0.3070 | 0.86", 0.321(34)° 0.869
0.268",

0.372°,
0.4518¢,
0.869°
65%6d°Ds3), — 65°6p?P;,, | 0.0673 | 0.0674 0.063° 0.064(7)°
0.074°,

0.06255,
0.100°
65%6d°Ds), — 6526p?Py, | 0.1963 | 0.2004 0.123°, 0.179(14)° 0.881
0.054°,

0.5024,
0.880°,
6s6p? 2D3jy — 6526p2P,,, 12532 1.250 1.124°, 0.75(3)°
2.02¢

6s6p2Dyjy — 6526p?P;,, | 0.0004 1 0.0004 0.0011°, 0.0001(0)°
0.0003¢

6s6p? 2Ds )y — 6526p2P;, 04578 04476 | 0.573", 0.204(14)°
0.897¢

65775 28, ), — 65°6p?P,, | 0.1697 10.1696 | 0.2316", -
0.139°,

0.1900f
65775 28, ), — 6526p?Py,, | 0.1608 | 0.1616 | 0.201°, 0.1795¢ 0.180
0.1820°

References a: Cardelli et al. (1993) [1]; b: Heidarian et al. (2015) [3]; ¢: Colon & Alonso-Medina
(2001) [5]; d: Safronova et al. (2005) [8]; e: Migdalek (1976a) [14]; f: Kunisz and Migdalek
(1974) [15];

We have calculated integrated cross sections (ICS) for 8 dipole allowed fine-
structure transitions as listed in Table 2 using atomic wavefunctions of set-1 and set-2.
These cross sections as a function of incident electron energy are shown in Fig. 1. It
can be seen that the two sets of ICSs are in good agreement with each other. All these
transitions show the characteristic feature of dipole—allowed transition, i.e., the ICSs
fall off as In(E)/E with increasing incident electron energy. For excitation of 6s26p P
to 65°6d °D;, state, we have compared our results with the recent measurements
reported by Gomonai et al. [9]. The discrepancy in our results with the experimental
data for energies below 80 eV is due to the fact that the measurements include the
effect of cascade transitions and the resonance contribution of autoionizing states. Our
calculations, being two-state approximation in the first-order perturbation theory,
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Fig. 1. ICS for Pb* ion using the two sets of wavefunctions; solid circles with error bar present
the experimental results by Gomonai et al. [9]

do not incorporate resonance effects as well as cascading from higher states. However,
at 100 eV electron energy value of our cross section is 0.55 x 10~1¢ cm® which is in
excellent agreement with the measured value of (0.5 +0.3) x 107'% cm?.

We find that the ICS for 6s26p 2P3,2 to 6s6p2 2D3/2 transition is three order of
magnitude smaller in comparison to the ICS of other transitions considered in the
present work, therefore, we have not shown it in Fig. 1. The small value of ICS for the
above transition may be attributed to the corresponding value of oscillator strength as
can be seen in Table 2. Further, the relative values of ICSs for various transitions can
be understood on the basis of their oscillator strengths. A transition having a greater
value of oscillator strength has larger cross sections over entire range of the incident
electron energy. The nearly identical shape of all the cross sections from ground state
represents the decreasing of cross section with increasing electron energy.

4 Conclusions

In the present work, we have applied RDW theory to study dipole allowed transitions
from the 6;?26[7 2P1/2!3/2 states to the 6S26d 2D3/2’5/2, 6S6p2 2D3/2’5/2 and 6Sz7S 251/2
states. We found that Pb* is a strong as well as the challenging candidate to exhibit the
correlation effects between valence and core subshells. The accuracy of the atomic
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wavefunctions is established by comparing our calculated oscillator strengths with
other available theoretical and experimental results. Further theoretical and experi-
mental investigations are required to resolve the discrepancy among various results for
oscillator strengths. We compared our ICS results with the recent measurements of
Gomonai et al. [9] available for one transition 6s26p 2P, — 65°6d *Ds) only. We find
good agreement with the measured cross section at 100 eV as expected. We hope that
our results will be useful in encouraging more investigations for Pb* for better
understanding of spectroscopic properties and collision dynamics of this cosmic
abundant element.
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Abstract. Experiments are starting to probe collisions and chemical
reactions between atoms and molecules at ultralow temperatures. We
have developed a new theoretical procedure for studying these collisions
using the R-matrix method. Here, this method is tested for the atom—
atom collisions described by a Morse potential. Analytic solutions for
continuum states of the Morse potential are derived and compared with
numerical results computed using an R-matrix method, where the inner
region wavefunctions are obtained using a standard nuclear motion algo-
rithm. Results are given for eigenphases and scattering lengths. Excellent
agreement is obtained in all cases. Progress in developing a general pro-
cedure for treating ultralow energy reactive and non-reactive collisions
is discussed.

1 Introduction

The ability to perform very low-energy collisions between heavy particles is lead-
ing to a quiet revolution at the border between atomic physics and experimental
quantum chemistry [1]. Studies of reactive and non-reactive collisions at tem-
peratures very significantly below 1 K are starting to probe processes which are
not easily resolved at higher temperatures. These experiments study chemical
reactions and scattering at the quantum scattering limit where, asymptotically,
only a few partial waves contribute [2].

To address these problems theoretically requires the development of new com-
putational techniques. Recently, we proposed adapting R-matrix theory to the
study of ultralow energy reactive and non-reactive, heavy-particle collisions [3].
R-matrix theory involves the division of space into an inner region encompass-
ing the whole collision complex and an outer region where species involved in
the scattering can be separately identified. Procedures based on the computable
R-matrix method have proved outstandingly successful for the study of electron
collisions with atoms and molecules [4,5], and are increasingly being adopted
in other areas [6]. In the computable R-matrix method, the Schrédinger equa-
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tion for the restricted inner region is solved once and for all for each scattering
symmetry, independent of the precise scattering energy. For heavy-particle scat-
tering, this procedure is particularly appropriate for reactive or non-reactive
collisions which occur over deep potential energy wells. Thus, for example,
H + H; collisions do not occur over a deep well as the Hgs system is only weakly
bound [7], while collisions between H* + Hy occur over the deep well of the Hi
potential energy surface [8].

Strongly bound systems with deep potential energy wells support many
bound states. Even the very lowest continuum states which are associated with
ultralow-energy scattering feel the effect of these many bound states which lie
below them in energy. The result is that even the lowest scattering state has
a complicated wavefunction which couples many channels which are asymptoti-
cally closed. It is well known that this situation leads to a plethora of quasibound
states, or resonances, in the near-dissociation region [9-13]. Use of the R-matrix
method allows the region of the deep potential well to be treated using vari-
ational nuclear motion programs which are capable of giving highly accurate
results for energy-independent problems with complicated wavefunctions [14]. It
is then only necessary to treat a few partial waves in the energy-dependent outer
region. In this region it may be necessary to propagate solutions to very large
interparticle separations [15] and to scan over the many energies necessary to
characterise narrow resonances.

At present we are in the process of developing a heavy particle R-matrix
scattering code, RmatReact, based on the use of a variety of variational nuclear
motion codes in the inner region [16—20]. Doing this involves developing compu-
tational procedures which extend methods of the solutions into the continuum
[12,13,21]. In particular, the problem must be solved within a finite region and,
critically, use basis functions which give reliable amplitudes at the R-matrix
boundary. These amplitudes, and the associated inner region energies, are used
to construct the scattering energy-dependent R-matrix which links the inner and
outer regions [3].

In this paper, we report on tests we have performed using our methodology
for the Morse oscillator potential. Section 2 gives an overview of the general
theory while Sect. 3 demonstrates that the scattering problem can be solved
analytically for a Morse oscillator potential. This allows the rigorous assessment
of our numerical procedures, which are discussed in Sect. 4. Results are given in
Sect. 5, and conclusions and some pointers to our future work are given in the
final Section.

2 Theory: The RmatReact Method

The theory behind the RmatReact method has been discussed extensively
[3-5], and much of this explanation derives from those discussions. The gen-
eral principle behind the method is the partitioning of space into an inner and
outer region, dependent on the reaction coordinate, as discussed above.
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In the case of two atoms colliding, there is only one reaction coordinate: the
internuclear distance r. A point r = ag is defined such that any internuclear
distance lower than that is the inner region and any distance larger is the outer
region.

Within the inner region, the system is treated as a bound diatom, and the
eigenenergies and eigenfunctions of the radial Schrédinger equation with the
Morse potential can be determined using software built for nuclear motion cal-
culations. Because the eigenfunctions and values refer to the bound states, they
are independent of scattering energy. Likewise, in the outer region, the system
is treated as a pair of weakly interacting, unbound atoms. Each atom will have
associated atomic channels describing its quantum state.

The inner region was solved in this work using a discrete variable representa-
tion (DVR) [22] grid method based on the Lobatto shape functions, which have
the property of always having a point defined on both boundaries of the grid.
Manolopoulos [23] and Manolopoulos and Wyatt [24] pioneered the use of these
functions for scattering problems. Lobatto shape functions [25] can be used to
obtain simple expressions for the components of the Hamiltonian matrix, making
it computationally efficient to diagonalise whilst avoiding much of the expensive
integration usually involved in constructing a Hamiltonian matrix. Once the
inner region has been solved to obtain a diagonalised Hamiltonian matrix, a
matrix known as the R-matrix, can be constructed on the boundary ag. The
R-matrix is constructed from the scattering energy, F, the bound eigenenergies,
and the values of the eigenfunctions on the boundary ag, known as the surface
amplitudes.

For a given angular momentum quantum number J, if the mth surface ampli-
tude associated with the ith atomic channel is defined as w, (ag), the mth
eigenenergy is defined as E, and the scattering wavefunction for atomic chan-
nel 7 is defined to be F{ (r, E)7 then the R-matrix has two equivalent definitions
at ag:

N2 J

< dF (7" E)

ao, E aoR ao, d s (1)
r=ao
2 XM ow! (ao)w?, (ao)

J m jm
J E) = E 2
Rz](a()a ) 2[1@0 — E},]@ —_E ’ ( )

where the sum in (1) is over the N atomic channels for a given value of J
considered in the scattering event, and the sum in (2) is over the N solutions to
the Schrédinger equation within an atomic channel.

In the J = 0, single channel case considered in this work, ¢ = j and (1)
reduces down to a single term, N, = 1, and the single R-matrix element is
defined as R(ag, F). Furthermore, w;, (ap) becomes a single surface amplitude,
and the sum is over the NV surface amplitudes.

As (1) suggests, the R-matrix can be thought of as the ‘log-derivative’ of
the channel function F”(r, E), which is an outer region function. However (2)
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shows that the R-matrix can be constructed as a sum over the eigenfunctions
and energies of the inner region. The fact that these inner and outer region
definitions of the R-matrix are equivalent is what gives the R-matrix method
its value: information about the energy-independent inner region provide the
starting point for obtaining scattering information.

In the outer region, it is assumed that the potential is small and slowly vary-
ing, compared to the deep wells of the inner region. As such, it is possible to use
methods which iteratively solve the Schrodinger equations over finite distances
to propagate the R-matrix from the boundary at ap to an asymptotic distance
ap. At a,, the potential is assumed to be zero. In this work, the propagation
method due to Burke [4] and Walker and Light [26] is used.

For the single channel, the propagation algorithm takes as its input the R-
matrix element at the inner region boundary, R(ag, E), and produces the R-
matrix element at the asymptotic distance, R(ap, E). To produce the value of
the R-matrix at the outer region point as, Rs(as, E), the iteration equation takes
as its input the value of the R-matrix at as_1, Rs—1(as—1, E), and has the form:

1 1 2 .
s = s—1ls 1At )\SA -1 ’
R asAs <tan()\sAa) + sin(2A; Aa) (@5-1Ro1 A tan(ds Aa) — 1) ) ®)

where Aa = a; — as_1, and

N =B - V(a). ()

At the asymptotic distance a,, the R-matrix is used to construct the K-matrix
using the equation [4]:

s7 (kr) — R;fj(ap, E)krs‘]/(kr)
Kij(k) = - (cJ(kr) + R/ (ap, E)krc”” (kr)) ’

where

s (x) = xj" (x) (6a)
(x) = —wy” (), (6b)

where j¥(z) is the Spherical Bessel Function of the First Kind, y¥(z) is the
Spherical Bessel Function of the Second Kind, and s’ (x) and ¢’ (z) are the
derivatives with respect to x of s/(z) and ¢”(x) respectively.

In the single channel, (5) reduces to

R(ap, E)kr — tan kr

K(k) = .
(k) 1+ R(ap, E)krtankr

The inner, outer and asymptotic regions are illustrated in Fig. 1.
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Asymptotic Region = assume no
interactions, use asymptotic
scattering solutions

Fig. 1. Schematic outlining the partitioning of space into an inner, outer and asymp-
totic region in the R-matrix method

3 Analytic Scattering in Morse Oscillators

3.1 Morse Oscillator Solutions

When there is no angular momentum and hence no centrifugal term, the Morse
potential for a diatom as a function of the internuclear distance r has the alge-
braic form:

V(r) = D, <(1 _ e—aMorse(r—re))z _ 1) , (8)

where D, is the well depth (assuming the zero of potential energy is placed at
the dissociation energy), r. is the equilibrium position, or position of the well
minimum, and aperse 18 a scaling parameter (the so-called Morse parameter)
affecting the shape of the well.
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The analytic eigenfunctions and eigenenergies of the Schrédinger equa-
tion with a Morse potential are well known. For the radial time-independent
Schrédinger equation

h? d?
(_mdrz + Dee_QaMmse(r—re) _ 2Dee—aMorse(T—Te)> Wn — Eng[/m (9)

the bound eigenenergies E,, and eigenfunctions ¥,, are given by Morse [27]:

2
D_h? 1 1 D h?
EMorse = _De 2 orse - 5 | 2 orse )
n +2aMorse | | o (n+2> 4De<aM \| 5 o (n+2)>

(10)
and

gMorse — N »(1/(axorsero) =n=1/2) oy (;)Lg/(ammm)zn1)(Z)’ (11)

where L' (z) is the nth associated Laguerre polynomial, and N,, is a normalising
factor given by

—2n — 1) amorsel (N + 1)

2 )
C=r)
AMorseT0

where I'(z) is the standard Gamma function.

QMorseT0

N, = ( (12)

3.2 Scattering Observables

It is possible to derive analytic scattering observables for a quantum scattering
event involving the Morse oscillator potential energy curve because the time-
independent Schrodinger equation with a Morse potential is analytically soluble.

Similar to (9), for a scattering event between particles with reduced mass
with energy E interacting over a Morse potential, the radial wavefunction ¥ (r)
is given by the time-independent radial Schrodinger equation:

h? d?
<_ + Dee_2aMorse(T_Te) _ 2Dee_aMor>e T— Te)) w Ed] (13)
r

By defining

2uFE
h2’

one constraint that may be placed on t(r) is that in the no-potential limit it

must behave like the wavefunction of a free particle, i.e. it must be a plane wave.

Likewise, this means that in the infinite distance limit where the potential’s

strength tends to zero, the wavefunction must be sinusoidal such that

k= (14)

lim ¢(r) = sin(kr + §(k)), (15)

T—00
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where 0(k) is defined to be the phase shift (also known as the eigenphase) induced
in the particle by its interaction with the potential.
Furthermore, by defining

72
= 16
To 2,LLD€ ) ( )
2
— —a(r—re) 17
Z(T) GMorsel0 ¢ ’ ( )
and )
P(z) = 224(2), (18)
then it can be shown [28] that (13) can be re-written as
1 o\’
d*P 1 1 it ()
— —= - P(z) =0. 19
dz? + 4 + OMorseT0% + 22 (2) (19)

In this form, the equation is equivalent to the well-known Whittaker equation,
whose solutions are the Whittaker functions. There are two linearly independent
solutions to (19):

- 1 1 ik 2ik
'l/):I:(Z) _ 672/2Z:|:Z]€/aMorsch1 < _ + 4 1+ 4 ;Z) , (20)
2 GMorseT0 GMorse GMorse

where 1 Fy(x,y; z) is the Kummer confluent hypergeometric function of the first
kind, and the ¢4 (z) functions represent incoming and outgoing waves.

Using the results for the analytic scattering wavefunctions of the Morse
potential in (20), it is possible to construct an analytic equation for the eigen-
phase §(k) associated with scattering with the Morse potential. The eigenphase
of the scattering event is desired because it can be used to generate other observ-
ables such as the cross section and scattering length.

The derivation below follows that of Rawitscher et al. [28] and Selg [29,30].

The general solution 1 (r) to (13) can be written in terms of the two solutions

o (19), which are given by (20), such that:

P(r) = Cypy (1) + C9p(r), (21)

where C'y are two constants.

There are two boundary conditions on t(r) that can be used to obtain an
expression for the eigenphase. Firstly, the asymptotic radial function must vanish
at = 0, such that 1(0) = 0. This fact can be used to express one of the Cy
coefficients in terms of the other. Secondly the r — co asymptotic limit is given
by (15). As r — 00, z — 0. This means that due to a property of the Kummer
confluent hypergeometric functions, both hypergeometric functions tend to 1 as
r — 00.
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The S-matrix can be defined in the r — oo limit as the negative of the ratio
of the coefficients of the outgoing plane wave component of the asymptotic radial
wavefunction to the incoming plane wave component [4].

Then, by defining zy such that

2
2(r=0)=2p = —e¢, 22
( ) GMorseT0 ( )

the following expression can be obtained:

ik

z i"‘I\dorse ik
<) = eFur, (23)

20

Using the boundary conditions and (23), one can obtain an expression for the
ratio of the coefficients of ¢ in this limit, and hence one can obtain an analytic
expression for the S-matrix:

1 1 ik 2ik
C 1F1 <§ B orse + orse ’ 1 + orse ; ZO)
S(kj) — lim ~+ _ am 0 an am ) (24)

r—oo (_ 1 1 ik 2tk .
—o C 1F1<§_ - . 71_ t 72())

AMorseT0 QMorse QMorse

Besides (15), another way of defining the eigenphase is as the argument of the
S-matrix, such that:

S(k) = €20k, (25)

Note that the factor of 2 in the exponent is arbitrary, and other authors define it
differently, depending on whether the eigenphase is defined as the argument of
the S-matrix (as in [29]), or as the arctangent of the K-matrix, which is equivalent
to defining the eigenphase to be half of the argument of the S-matrix (as in this
work, and [28]).

The analytic expression for the eigenphase is then given by:

1 1 ik 2ik .
1 1 <2 AMorseT0 + aMorse ’ 1+ aMorse’ ZO)
§(k) = - arg (26)
2 (L 1 _ ik 2k .,
15112 AMorseT0 AMorse QMorse 0

Once the eigenphase has been obtained for a given Morse potential, then
many scattering observables can be derived, including the K-matrix, and the
T-matrix (also known as the transition matrix):

K(k) = tan 6(k), (27)
T(k) = S(k) — 1. (29)

Note that other authors use different definitions of the T-matrix such as the
negative of its definition given here.
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The total cross section at a given energy, oot (k), which is the integral of
the differential cross section over all solid angles, can be obtained from the

eigenphase:
4 . 4
otot (k) = 72 Sin (6(k)). (30)
Finally the scattering length, A, and the effective range, r.g, are charac-
teristic length scales associated with low-energy scattering. A is defined as the

limit
. —tan(d(k))
A= g (S0 @1

for the J = 0, s-wave (lowest energy) eigenphase [4]. The scattering length can
be thought of as the low-energy k£ — 0 limit of the gradient of the eigenphase.
The effective range can be analytically determined through an integral over all
spaces of the difference between the zero-energy scattering wavefunction, and
the zero-energy potential-free scattering wavefunction [31]. It can be thought of
as a length parameter which measures the overall effect the potential has on the
scattering event, since it is defined by the difference between scattering in the
cases with and without a potential. As such, calling it the effective range of the
potential is natural.

One way of obtaining these two quantities from the eigenphase is by taking
a Taylor expansion of the eigenphase close to zero scattering energy [4]:

kcot 6(k) = _71 + %reﬂlﬁ + O(K*). (32)

4 Method

4.1 Potentials Investigated

The main Morse potential used in this work is presented in Fig. 2. This Morse
potential uses parameters with reduced mass of y = 33.71525621 Da (and a value
of h obtained from Mohr et al. [32]). The value for p was chosen for numerical
convenience when testing the algorithm, as it meant that 2%2/2u had a value of
0.5 to seven decimal places in the units of cm~' and A used in this work. The
specific value used for apiorse Was chosen such that the ground state eigenenergy
was 90 cm™! to six decimal places, for ease of comparison. The values of D,
and r, used in this work were chosen in analogy with the Ary dimer, which
is currently being used to investigate the application of this method to more
sophisticated potentials. The analytic eigenenergies were generated from these
parameters and (10).

Other Morse potentials were tested, notably several obtained from [33] for
actual diatoms: LiH, Hs, HCI, and CO. Figure 3 shows one of these potentials:
LiH. In this paper, we present only results for the Morse potential shown in
Fig. 2. Similar numerical behaviour was observed for all of the potentials tested,
however.
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V(r)lem™

50

r/A
0

=100

Fig.2. A Morse oscillator potential energy curve for an Ars-like potential with
D. =100 cmfl, re = 3.5 A, aMorse = 1.451455517 A~'. Wavefunctions of the vibra-
tional bound states are also shown at their associated eigenenergies, along with the
continuum states between 0 and 60 cm~!. The bound and continuum states were
generated by solving the Schrodinger equation with p = 33.71525621 Da with an
R-matrix method with a boundary of 10 A

V(r)lem™

Fig. 3. Morse oscillator potential and states for LiH. Parameters used are D. =
20287.62581 cm ™!, 7o = 1.5956 A, amorse = 1.128 A~! [33]. The states were generated
by solving the Schrédinger equation with p = 0.8801221 Da [33] with an R-matrix
method with a boundary of 10 A

4.2 Numerical Details

The R-matrix method was used to generate scattering results, including the
eigenphase and the scattering length, for the single channel, J = 0 Morse oscil-
lator potential. These results are compared with the analytic results quoted
above.

In the construction of the R-matrix, the inner region bound system was solved
numerically to generate the bound eigenenergies and radial eigenfunctions of two
particles interacting over a Morse potential well. To generate the numeric results,
N = 200 grid points and eigenfunctions were used to obtain the inner region
eigenenergies (and amplitudes) using the Lobatto shape functions DVR method
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outlined in Sect. 2. The inner region was defined to range from rp;, = 0.01 A to
ap = 10.0 A.

The R-matrix was then constructed on the boundary and propagated to an
asymptotic radius. For the results presented in the following, the propagation
was performed from ag = 10.0 A to ap = 25.0 A, with Nprop = 2500 iterations
of the propagation equation over a uniform grid. The propagated R-matrix was
then used to construct the eigenphase for the J = 0 Morse scattering event.

To explore the low-energy behaviour of the numeric method, the analytic and
numeric eigenphases were used to generate the scattering length and effective
range. This was done by fitting the low-energy plot to the form given in (32)
using Mathematica’s FindFit function over the lower scattering energy range
k = 0.0004 A to k = 0.001 A. (This is equivalent to E = 8.0 x 10~% cm~! to
E =5.0x10"7 em~! for this system.)

5 Results

5.1 Comparison Between Analytic and Numerical RmatReact
Results

The numerical and analytic results for the eigenenergies are presented in
Table 1. For low-lying states whose wavefunctions are essentially completely
contained in the inner region, the agreement between the two methods is excel-
lent. The final two states are more diffuse, as seen in Fig. 2, and hence they are
more likely to have significant amplitude outside the inner region. Due to this,
the inner region solution energies lies slightly below the true answer.

Table 1. Comparison of the analytic and numeric bound eigenenergies of the Morse
diatomic system for vibrational energy levels n = 0-9. The relative error refers to the
difference between each level’s numeric and analytic values, divided by the analytic
value (analytic minus numeric, divided by analytic)

n | Analytic/cm™" | R-matrix/cm ™! | Relative error
0 | —90.000000 —90.000000 1.73 x 10712
1| —71.580042 —71.580042 4.59 x 10~
2 | —55.266807 —55.266807 1.30 x 1071
3 | —41.060295 —41.060295 1.82 x 107!
4 | —28.960506 —28.960506 5.73 x 10712
5| —18.967441 —18.967441 1.33 x 10712
6 | —11.081099 —11.081099 3.25 x 10712
7| —5.3014807 —5.3014807 | —6.42 x 10712
8| —1.6285853 —1.6286033 | —0.000011

9| —0.062413189 | —0.094633937 | —0.516
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V(r)lem™?
50+

i rlA

_50,

-100r

Fig. 4. The same Morse oscillator potential as in Fig. 2. Energy levels of the contin-
uum states generated by the R-matrix below 60 cm ™! are coloured differently to the
vibrational bound states in order to distinguish the states close to dissociation from
the states just above dissociation. The R-matrix inner region boundary, ap = 10 A, is
also highlighted

Eigenphase
2 P
1.0
0.5 — Analytic

Scattering energy/cm! R-Matrix

_05 0.02 0.04 0.06-.0.08 0.10

-1.0
-71/2

Eigenphase
1x107*

5x10-°

—— Difference

Scattering energy/cm=!
0.02 0.04 0.06 0.08 0.10

-5x10~5

-1x10~*

Fig. 5. Upper plot: eigenphase (in radians) for a scattering event for the Morse potential
of Fig. 2 calculated both analytically and using R-matrix methodology. The two lines
overlap. Lower plot: difference (analytic — R-matrix) in eigenphase (in radians) between
the two methods

Figure 4 compares the RmatReact numerical eigenphase to the analytic solu-
tion for the eigenphase given by (26) over the scattering energy range of 0.001
to 0.1 em™! (0.00144 to 0.144 K). The root mean square difference between the
analytic and numeric results is approximately 4.6 x 10~° radians, which is small
(Fig. 5).

Analytic and numerical results for scattering length and effective range are
presented in Table 2. Again the results given by the two methods are very similar.

a.kheifets@anu.edu.au



Low-Temperature Scattering with the R-Matrix Method ... 269

Table 2. Table of comparisons for the analytic and numeric scattering length and effec-
tive range. The relative error refers to the difference between each quantity’s numeric
and analytic values divided by the analytic value (analytic minus numeric, divided by
analytic)

Analytic/ A | R-matrix/ A | Relative error
Scattering length | 10.166078 10.166133 —5.34 x 1076
Effective range 1.6537298 1.6667562 —0.00788

Table 3. Table of numerical parameters

Symbol | Definition Units
N Number of inner region states and grid points | Unitless
Nprop | Number of propagation points Unitless
Tmin Start of inner region A

ao End of inner region and start of propagation | A

ap End of propagation A

Ar 0-Tmin Average inner region grid spacing A
ATprop ajf,:alo Average propagator grid spacing A

5.2 Numerical Parameters

To investigate the accuracy of the R-matrix method in comparison to the analytic
results, the numerical parameters used in the algorithm were varied and the
resultant error was plotted. The seven numerical parameters which the method
relies on are summarised in Table 3.

To encapsulate all of the information in the lower plot of Fig. 4 in one number,
the error metric used was the root mean square deviation (RMSD) between the
eigenphase, §(E) calculated using the R-matrix method (dnum(E)) and the ana-
lytic eigenphase (dana(E)). The eigenphase was calculated for 100 equally spaced
scattering energy values between 0.001 and 0.1 cm™'. The error characteristic,
the RMSD, was then calculated using:

100
_ (6ana(Ei) — Onum (EZ))2
ORMSD = ; \/ 100 ) (33)

A version of this error metric which involved (numerically) integrating the
squared difference over the energy range was tested, and found to give the same
results as merely sampling over 100 equally spaced points in the energy range.
Plotting drmsp as a function of different error parameters facilitated the assess-
ment of the numerical stability of the method. These plots can be found in Fig. 6.
For all of the plots in Fig. 6, mmin was kept constant at 0.01 A.

When varying ag, any ag value above approximately 9 A appears to produce
converged results where the error changes very little. This is likely because a
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Fig. 6. Top left: The log of the RMSD of the eigenphase plotted against ao between
6.5 A and 11 A. The other parameters were held constant at N = 200, Nprop = 2500,
Tprop = 25 A. Top right: The log of the RMSD of the eigenphase plotted against
ap between 11 A and 26 A. The other parameters were held constant at N = 200,
Nprop = 2500, ap = 10 A. Middle left: The log of the RMSD of the eigenphase plotted
against IV between 20 and 220. The other parameters were held constant at Nprop =
2500, ap = 10 A, rpr0p = 25 A. Middle right: The log of the RMSD of the eigenphase
plotted against Nprop between 500 and 2500. The other parameters were held constant
at N = 200, ap = 10 A, 7,.0p = 25 A. Bottom left: The log of the RMSD of the
eigenphase plotted against Ar between 0.0445982 A and 0.156094 A. N was allowed
to vary between 223 and 63 to vary Ar. The other parameters were held constant at
ao = 10 A, Nprop = 2500, 7prop = 25. Bottom right: The log of the RMSD of the
eigenphase plotted against Arprop between 0.005 A and 0.164835 A. Nprop was allowed
to vary between 3000 and 90 to vary Arprop. The other parameters were held constant
at N =200, ap = 10 A, rprop = 25

value of ag which is too small cannot accurately ‘capture’ all of the bound states
of the potential well. Since the final bound state is of the order 1072 cm™! in
depth, V(ap) must be approximately of that order for the state to be found by
the method.

When varying a,, any value above 16 A appears to produce converged results;
however, the error increases slightly as a,, is extended beyond 16 A. This is likely
due to Arprop increasing as Npyop is held constant, which decreases the accuracy
of the approximations made in the propagator method.
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When varying N and Ar (where Ar is increased by decreasing N and vice
versa), there is a clear point where increasing N further has no effect, but where
decreasing N even slightly significantly increases the error. This suggests that
the method is converging on a solution once the grid spacing is sufficiently small,
as is common in numerical integration techniques. This further suggests that this
solution’s RMSD from the analytic solution is approximately 104,

Finally, when varying Np.op and Arpep, the method appears to produce
results with very low error for all values of Nppop and Arprop tested, with only
slight variation in the error recorded. This suggests that it is possible to prop-
agate the R-matrix using very few, very wide steps and still produce accurate
results. However, this may be a consequence of using as the test potential the
Morse oscillator potential, since it decreases exponentially with distance and
thus varies very little in the outer region. More relatistic potentials are longer
range and multipolar in nature at large r, so narrower steps may be needed in
the propagation.

6 Conclusions and Outlook

We clearly demonstrate that we can obtain excellent results using our R-matrix
implementation for low-energy scattering within a Morse oscillator potential.
Asymptotically this potential decays exponentially, which makes it unlike phys-
ical potentials, which have a much longer range. Physical potentials decay as
r~", where n is a positive integer.

The next step is to implement DVR shape functions into variational nuclear
motion codes to facilitate the calculation of boundary amplitudes within these
codes. This been done for the general diatomic code Duo [16] and triatomic
code DVR3D [17]. The diatomic problems for which tests have been run so
far all involve a single asymptotic channel, which makes R-matrix propagation
straightforward. In general, this will not be true and it will be necessary to
consider multichannel problems. To address this issue we have successfully per-
formed propagations with a general code originally designed for electron—atom
problems [34]. This code now needs generalising to provide automated resonance
fitting [35,36] and bound state finding [37] features.

We intend to use this new methodology on physical problems, and to create a
generalisation of the R-matrix formalism to allow the explicit treatment of reac-
tive processes. We have conducted preliminary tests similar to the ones presented
here on more accurate Ar—Ar potentials with multipolar long-range expansions,
for which the leading term is n = 6, and also obtained excellent results. All of
these results will be reported elsewhere (10.1080/00268976.2019.1615143).

Acknowledgments. This project has received funding from the European Union’s
Horizon 2020 research and innovation programme under the Marie Sklodowska-Curie
grant agreement No 701962 and from the EPSRC.

a.kheifets@anu.edu.au


https://doi.org/10.1080/00268976.2019.1615143

272

T. Rivlin et al.

References

~

0 3 O Ot

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.
28.

. Stuhl, B.K., Hummon, M.T., Ye, J.: Annu. Rev. Phys. Chem. 65, 501 (2014).

https://doi.org/10.1146 /annurev-physchem-040513-103744

. Quemener, G., Julienne, P.S.: Chem. Rev. 112, 4949 (2012)
. Tennyson, J., McKemmish, L.K., Rivlin, T.: Faraday Discuss. 195, 31 (2016).

https://doi.org/10.1039/c6£fd00110f

. Burke, P.G.: R-Matrix Theory of Atomic Collisions: Application to Atomic, Molec-

ular and Optical Processes, vol. 61. Springer Science & Business Media (2011)

. Tennyson, J.: Phys. Rep. 491, 29 (2010)

. Descouvemont, P., Baye, D.: Rep. Prog. Phys. 73, 036301 (2010)

. Tennyson, J.: Chem. Phys. Lett. 86, 181 (1982)

. Polyansky, O.L., Alijah, A., Zobov, N.F., Mizus, I.I., Ovsyannikov, R., Tennyson,

J., Szidarovszky, T., Csdszdr, A.G.: Phil. Trans. R. Soc. Lond. A 370, 5014 (2012)

. Carrington, A., McNab, L.R.: Acc. Chem. Res. 22, 218 (1989). https://doi.org/10.

1021/ar00162a004

Mayle, M., Quemener, G., Ruzic, B.P., Bohn, J.L.: Phys. Rev. A 87, 012709 (2013).
https://doi.org/10.1103/PhysRevA.87.012709

Zobov, N.F.; Shirin, S.V., Lodi, L., Silva, B.C., Tennyson, J., Csaszir, A.G.,
Polyansky, O.L.: Chem. Phys. Lett. 507, 48 (2011)

Szidarovszky, T., Csaszar, A.G.: Mol. Phys. 111, 2131 (2013). https://doi.org/10.
1080/00268976.2013.793831

Silva, B.C., Barletta, P., Munro, J.J., Tennyson, J.: J. Chem. Phys. 128, 244312
(2008)

Pavanello, M., Adamowicz, L., Alijah, A., Zobov, N.F., Mizus, L.I., Polyansky, O.L.,
Tennyson, J., Szidarovszky, T., Cséaszar, A.G., Berg, M., Petrignani, A., Wolf, A.:
Phys. Rev. Lett. 108, 023002 (2012)

Lara, M., Jambrina, P.G., Aoiz, F.J., Launay, J.M.: J. Chem. Phys. 143, 204305
(2015). https://doi.org/10.1063/1.4936144

Yurchenko, S.N., Lodi, L., Tennyson, J., Stolyarov, A.V.: Comput. Phys. Commun.
202, 262 (2016). https://doi.org/10.1016/j.cpc.2015.12.021

Tennyson, J., Kostin, M.A., Barletta, P., Harris, G.J., Polyansky, O.L., Ramanlal,
J., Zobov, N.F.: Comput. Phys. Commun. 163, 85 (2004)

Kozin, I.N., Law, M.M., Tennyson, J., Hutson, J.M.: Comput. Phys. Commun.
163, 117 (2004)

Yurchenko, S., Jensen, P.; Thiel, W.: J. Chem. Phys. 71, 281 (2004)

Yurchenko, S., Jensen, P., Thiel, W.: J. Chem. Phys. 90, 333 (2010)

Mussa, H.Y., Tennyson, J.: Comput. Phys. Commun. 128, 434 (2000)

Light, J.C., Carrington, T.: Adv. Chem. Phys. 114, 263 (2000). https://doi.org/
10.1002/9780470141731.ch4

Manolopoulos, D.: In: Numerical Grid Methods and Their Application to
Schrodingers Equation (pp. 57—-68). Springer (1993)

Manolopoulos, D., Wyatt, R.: Chem. Phys. Lett. 152, 23 (1988)

Weisstein, E.W.: Lobatto quadrature From MathWorld—A Wolfram Web
Resource. http://mathworld.wolfram.com/LobattoQuadrature.html. Accessed on
22 Nov 16

Walker, R.B., Light, J.C.: Ann. Rev. Phys. Chem. 31, 401 (1980). https://doi.org/
10.1146 /annurev.pc.31.100180.002153

Morse, P.M.: Phys. Rev. 34, 57 (1929)

Rawitscher, G., Merow, C., Nguyen, M., Simbotin, I.: Am. J. Phys. 70, 935 (2002)

a.kheifets@anu.edu.au


https://doi.org/10.1146/annurev-physchem-040513-103744
https://doi.org/10.1039/c6fd00110f
https://doi.org/10.1021/ar00162a004
https://doi.org/10.1021/ar00162a004
https://doi.org/10.1103/PhysRevA.87.012709
https://doi.org/10.1080/00268976.2013.793831
https://doi.org/10.1080/00268976.2013.793831
https://doi.org/10.1063/1.4936144
https://doi.org/10.1016/j.cpc.2015.12.021
https://doi.org/10.1002/9780470141731.ch4
https://doi.org/10.1002/9780470141731.ch4
http://mathworld.wolfram.com/LobattoQuadrature.html
https://doi.org/10.1146/annurev.pc.31.100180.002153
https://doi.org/10.1146/annurev.pc.31.100180.002153

29.
30.
31.
32.
33.
34.
35.
36.

37.

Low-Temperature Scattering with the R-Matrix Method ... 273

Selg, M.: Proc. Estonian Acad. Sci. 65, 267 (2016)

Selg, M.: J. Chem. Phys. 136, 114113 (2012)

Bethe, H.: Phys. Rev. 76, 38 (1949)

Mohr, P.J., Taylor, B.N., Newell, D.B.: J. Phys. Chem. Ref. Data 84, 1527 (2012)
Qiang, W.C., Dong, S.H.: Phys. Letts. A 363, 169 (2007)

Burke, V.M., Noble, C.J.: Computer Phys. Comm. 85, 471 (1995)

Tennyson, J., Noble, C.J.: Comput. Phys. Commun. 33, 421 (1984)

Little, D.A., Tennyson, J., Plummer, M., Sunderland, A.: Comput. Phys. Commun.
215, 137 (2017). https://doi.org/10.1016/j.cpc.2017.01.005

Sarpal, B.K., Branchett, S.E., Tennyson, J., Morgan, L.A.: J. Phys. B: At. Mol.
Opt. Phys. 24, 3685 (1991)

a.kheifets@anu.edu.au


https://doi.org/10.1016/j.cpc.2017.01.005

q

Check for
updates

Strong-Field Ionization with Few-Cycle
Bessel Pulses: Interplay Between Orbital
Angular Momentum and Carrier
Envelope Phase

Willi Paufler!®™) Birger Boning', and Stephan Fritzsche'-?

! Theoretisch Physikalisches Institut, Friedrich Schiller Universitit Jena,
Jena, Germany
willi.pauflerQuni-jena.de
2 Helmholtz Institut, Jena, Germany

Abstract. We study strong-field ionization of a hydrogenic target by
few-cycle Bessel pulses. In order to investigate the interplay between
the carrier envelope phase (CEP) and the orbital angular momentum
of a few-cycle pulse (OAM), we apply a semiclassical two-step model.
In particular, we here compute and discuss photoelectron momentum
distributions (PEMD) for localized atomic targets. We show how these
momentum distributions are affected by the CEP and TAM of the inci-
dent pulse. In particular, we find that the OAM affects the PEMD in a
similar way as the CEP, depending on the initial position of our target.

1 Introduction

The behavior of atoms in strong laser fields is closely connected to nonlinear pro-
cesses such as above threshold ionization (ATI) [1,2], high harmonic generation
(HHG) [3] or nonsequential double ionization (NSDI) [4]. Different theoretical
approaches like the numerical solution of the time dependent Schréodinger equa-
tion (TDSE), the strong-field approximation (SFA) [1,5] or semiclassical models
are used to explore the electron dynamics at the ultrafast timescale. Among
the semiclassical models the two-step model for ionization and measurement of
direct electrons [6] and the three-step model [7] for re-collisional phenomena
[8-11] (HHG, NSDI) have been applied widely and helped to describe many
experimental observations. In the three-step model, for instance, the first step
describes the tunnel ionization of an electron due to the supresed atomic poten-
tial in a strong laser field. Here, the so-called ADK theory (Ammosov Delone
Krainov), which was derived from the work of Perelomov et al. [12,13] and
Perelomov and Popov [14], models the ionization rate of the electrons. In the
second step, the released electron moves freely along its classical trajectory, while
its (in)elastic re-scattering, or recombination, is considered in the third step.
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Today, the strong-field ionization of atoms and molecules is quite well under-
stood for incident plane wave radiation for systems that can be described within
the single active electron approximation. Spectra for different polarizations
[15,16], for different pulse lengths and the corresponding CEP-effects [1,17,18]
or two-color ionization have been studied [5] and pulse shaping effects can nowa-
days be used to control attosecond dynamics.

During the past few years, twisted light beams gained a lot of attention
[19,20]. It is well known that plane wave photons carry spin angular momentum
(SAM), but twisted photons carry additional orbital angular momentum (OAM).
In contrast to plane waves, twisted light typically is characterized by helical phase
fronts and a much more complex spatial structure. For such twisted beams,
especially, the intensity profile perpendicular to the propagation direction does
not exhibit a uniform distribution but has concentric ring maxima and minima,
cf. Fig. 2. For the strong-field ionization by twisted light, therefore, the intensity
distribution within the profile of the beam is important, because strong-field
ionization only occurs near the intensity maxima, where the intensity is high
enough. Along the and near to the beam axis (vortex line), there is no ionization.
Moreover, since the field vectors point in different directions at different positions
in the beam, see [21], it is expected that differently localized single atomic targets
will result in different PEMDs.

In this work, we study theoretically the strong-field ionization of hydrogen by
twisted few-cycle near-infrared pulses. We apply a semiclassical two-step model
(Sect. 2) to calculate the photoelectron momentum distributions (PEMD). We
observe an asymmetry in the PEMD similar to the CEP dependent asymmetry
in the photo electron spectrum of strong-field ionization by circularly polarized
pulses [1,17] (Sect. 3.1). In contrast to the asymmetries in circularly polarized
fields, however, the asymmetries observed in this work do not only depend on the
CEP but also on the position of the atomic target in the field and the projection
of the total angular momentum (TAM), which is the sum of the orbital angular
momentum and spin angular momentum, of the Bessel pulse (Sect. 3.2). We will
provide two different explanations, how to understand the interplay of OAM
and CEP. Finally, we show that the PEMDs produced by Bessel pulses become
symmetric for infinitely extended targets.

2 Model

2.1 Semiclassical Two-Step Model

Here we explain the details of our semiclassical two-step model for strong-field
ionization. In this model, the atom is exposed to a strong laser field. This strong
external field causes a suppression of the atomic potential. Thus, the potential
forms a barrier, where the electron can tunnel through. To describe the tunneling
of the electron through the suppressed potential, we use the ADK ionization
rate. Tunneling is more likely when the atomic potential is more suppressed.
Thus the ionization probability is highest when the external field reaches its
maximum. The ADK rate attaches a weight to every possible time of ionization.

a.kheifets@anu.edu.au



276 W. Paufler et al.

At this time, we assume a free electron to be “born” at the place of the atom
and neglect the Coulomb potential of the parent ion when the tunnel ionization
has occurred. We remark, that this is a rough approximation, since the electron
cannot be born at the place of the atom. To be more precise, we should take the
tunnel exit and the Coulomb potential into account [22]. The coulomb potential
for example would change the angle of peak emission in the PEMD [23,24].
However, in this work we will drop these details because they have no effect on
the qualitative comparison of strong-field ionization between plane waves and
twisted light. In the two-step model, the component of the electron velocity
longitudinal to the instantaneous field direction is set to zero, while the initial
velocity transversal to the instantaneous electric field is given by a Gaussian
distribution and therefore is not necessarily zero. Therefore, the probability for
an electron to tunnel through the barrier at a given time ¢, with absolute initial
velocity vo is given by Liu [25]

w(to, UOL) = Wty Wyyg » (1)

E(b,to)\ [ 4r* \Y" s
= (b,tg)
w=("5") (o) )

gives the probability for ionization at time ¢ty and

where

2
K __"voL

=, |— ¢ E®iy 3

Wy . ﬂ'E(b,tO)e ’ ( )

is the Gaussian distribution of initial velocities. E(b, %) denotes the magnitude
of the electric field at time ¢ at impact parameter b = (b, @, 2), [cf. Fig. 2], and
k = +/2Ip with Ip being the ionization potential. Note that it is important for a
twisted beam to consider the spatial dependence of the electric field E(b, ¢g) and
not only the time dependence E(ty) because in the case of twisted light beams
or pulses the electric field depends on the position of the target.

After the release of the electron into the continuum, we neglect the parent
ion so that the electron moves freely on its classical trajectory in the external
field. Then, the dynamics of the electron are given by Newton’s equation

= —E(r,1). (4)

Here we consider the spatial dependence of the electric field explicitly to properly
describe the twisted pulse. For a twisted Bessel beam, for instance, the electric
field components can be easily obtained from the vector potential in Coulomb
gauge [19]

A(I‘, t) = Z N, Ams (I‘) eiiwtv (5)

ms=0,%+1
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where the coefficients 4,,_(r) are given by

A, () = [ S (=)™ e, T, (3672 ) o) s

and 7, are eigenvectors of the z-component of the SAM operator

0 1 1
=101, = — | £
Mo ) /ES] V2 0

The expansion coefficients can be written as

A 1
= Caq — =
V2 T2

The structure and derivation of the vector potential (5) was explained in detail by
Matula et al. [19]. To solve Newton’s equation (4) in terms of real trajectories,
we need a real valued field. Therefore, we only use the imaginary part of the
vector potential, so we can rewrite the vector potential as

co = (1+ A cosdy).

A(r,t)=A, e, +Ay,e, + Az e, (6)

with components

A (r,t) = \/g (%me(%r)

+ A cosVy (me_l(%r) - %me (%r))) cos(myp + k,z — wt),

(7)
Ag(r,t) =— \/g (% (va,l(%r) - %va (%r))

+ ™ A cos Vi, (%r)) sin(my + k.2 — wt), (8)
T
A, (r,t) =4/ %A sin g Sy, (3e7) sin(m o + k.2 — wt), (9)

where m., is the projection of the TAM upon the z-axis (propagation direction),
A is the helicity, s = \/k? — k2 and k = %, where c is the speed of light.

To consider the ionization of the atoms by a short pulse, we need to multiply
the vector potential above by an envelope function:

AP (r ) = F(1)A(r,1). (10)

2

Here f(t) is chosen to be a sin®-envelope

F(t) = sin? <‘”t) , (11)
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and n, is the number of cycles. Thus, the pulse duration can be written as
T, = n,T with the cycle duration T' = %’T The electric field is then given by

EPUe(r, 1) = — 0, AP (x, 1). (12)

To obtain an electron’s trajectory we randomly choose an initial time ¢y (time of
ionization) and an initial velocity perpendicular to the electric field at the time
of ionization, as explained above. We use a 4th-order Runge-Kutta algorithm
to solve Newton’s equations (4). We start the integration of this equation at the
time of ionization and propagate it up to the end of the pulse. After the laser is
switched off, the momentum of the electron does not change anymore. Thus, the
momentum of the electron at the end of the laser pulse is its final momentum.
To gather a distribution of final momenta, which we call PEMD, we evaluate
about 107 trajectories, and associate each trajectory by its weight given by the
ADK rate (1).

3 Results

3.1 Strong-Field Ionization by Few-Cycle Circularly Polarized
Pulses

Let us first consider the strong-field ionization with circularly polarized few-cycle
pulses to analyze how the CEP modifies the PEMD. We model the pulse by

A(t) =Ao f(t) (cos(wt + @eep) €x + sin(wt + @eep) €y)

where @cep is the carrier envelope phase. Since it is well known that the rescat-
tering of the electron can be neglected in an intense circularly polarized field [26],
we can apply our semiclassical two-step model, where we only consider photo
electrons which do not interact (rescatter) again with the parent ion, but rather
move directly to the detector. With this model we can reproduce the prediction
of Cormier and Lambropoulos [27] that the photo electron angular distribution
of a few-cycle pulse becomes asymmetric because of the CEP of the pulse, which
was experimentally confirmed by Paulus et al. [28] and Milogevié¢ et al. [29].

In our simulations we applied an 800 nm two cycle pulse with a peak intensity
of 101* Wem™2. For a two cycle pulse with ¢cep, = 0 the vector potential (13) is
symmetric with respect to the z-axis (see Fig. 1c, blue curve). The corresponding
PEMD resulting from strong-field ionization by a 2-cycle pulse is also symmetric
with respect to the z-axis, see Fig. 1a. Each PEMD mirrors the negative vector
potential of the interacting pulse. If we change the CEP of the interacting pulse
to @eep = %, the symmetry of the vector potential changes (see Fig. lc, red
curve) and thus the symmetry of the PEMD (Fig. 1b).
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Fig. 1. The momentum distributions of photo electrons for A = 800 nm circularly
polarized 2 cycle pulses with peak intensity of 10'* Wem™2. The pulse propagates
in z-direction. The CEP was changed from ¢cep = 0 (a) to @eep = /2 (b). The
vector potentials corresponding to (13) are shown in (c). The blue curve displays vector
potentials for pcep = 0 and the red curve for @cep = m/2, respectively

3.2 Strong-Field Ionization by Few-Cycle Bessel Pulses

Single-Atom Simulations The electric field of a twisted pulse has a more
complex structure than a plane wave field. Because of the spatial dependence,
the electric field vector points in different directions at different positions or as
usually called, impact parameters b [30]. In this section we model our target by
a single atom which is localized at an impact parameter b = (b, pp, 2 = 0). In
order to investigate strong-field ionization, we choose the impact parameter to
coincide with the first intensity maximum (see Fig. 2). In these simulations we
will vary the angle ¢,. The distance from the beam axis to the first maximum
(=~ 600 nm) is large compared to the length of a classical trajectory of an electron
(=~ 10nm), which is accelerated for two cycles in the field. The impact angle of
the electron does not change much during the propagation of the electron in
the external field. The expression m,¢ in (7-9), therefore acts like an additional
phase, similar to the carrier envelope phase.

In Fig. 3, we present the PEMDs corresponding to strong-field ionization by
a two- cycle Bessel beam with A = 1, ¥, = 20° and A = 800 nm. The atom
was placed on the first intensity maximum. For each PEMD we analyzed up
to 107 trajectories. Columns 1, 2 and 3 correspond to ¢, = 0°, 45° and 90°,
respectively, and rows 1, 2 and 3 to TAM of m, = 2, 3, 4. When the TAM
projection of the Bessel pulse is increased, the first intensity maximum occurs
further away from the beam axis and, hence from the vortex line of zero intensity.
The peak intensity on the first maximum decreases, if we increase the projection
of the TAM. To compare the PEMDs for beams with different projection of the
TAM we normalize each pulse to a peak intensity of 10 W cm™2 on its first
maximum. In the upper row of Fig. 3 we get similar results to the strong-field
ionization with a circularly polarized pulse and different CEP (cf. Fig. 1). As
can be seen, the PEMD rotates about 45°, when we change the impact angle
pp to 45° and from changing this angle ¢, to 90° the PEMD rotates about 90°
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=y

Fig. 2. Scheme of the strong-field ionization of atomic hydrogen with twisted pulses.
The red rings represent the intensity profile of the Bessel beam, see also [19]. The
pulse propagates in z-direction. A cloud of atoms (or single atom) is centered around
an impact parameter b = (b, vy, z = 0). The atomic target (cloud) is illustrated by
the small atom. To describe the strong-field ionization of atomic hydrogen, an impact
parameter b is chosen for the atom on the first intensity maximum (first ring). On the
left we see a side view and right we see a front view, to illustrate better how the impact
angle ¢ can be understood

compared to the PEMD with ¢, = 0°. If we change the projection of the TAM
of the pulse from m = 2 (row 1) to m, = 3 (row 2), the rotation of the PEMD
about the propagation axis increases. The vector potential of a Bessel beam
is an eigenfunction of the z-component of total angular momentum operator,
which is a sum of the projection of the orbital (L) and spin angular momentum
operator (S ). However, in general, it is not an eigenfunction of the operators L,
and S,. Therefore, the beam has no well defined OAM. A Bessel beam can be
associated with its dominating OAM, which is given by m = m, — A. In our case
the projection of the TAM m., = 2 and the helicity A = 1, the dominating OAM
is my — A =1, in the case of a TAM projection m, = 3, we have m, — A = 2.
The dominating OAM for m., = 3 is twice as large as for m., = 2, thus the angle
of rotation of the PEMD is doubled as well. A similar argument holds true for
m, = 4.

Another way to explain why the PEMD for m, = 3 is rotated twice as much
as for m, = 2 is to analyze the vector potential at each impact parameter. We
consider the PEMD for m, = 2, ¢, = 0° and m, = 2, ¢, = 90° (both Fig. 3). If
we examine the term m.pp, one would intuitively expect a phase shift of

T
(mv‘pb)goo - (m7<,0b)00 =2 5 -2-0=m (13)

in the vector potential and therefore that the PEMD should rotate about 180°.
Instead of a rotation of 180° we observe a rotation about 90° (comp. Fig. 3, first
line, left and right column). The z-component of the vector potential at y, = 0°
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Fig. 3. PEMDs of atomic hydrogen, if ionized with a strong two-cycle 800 nm Bessel
pulse with a peak intensity of 10'* Wcm™2. The pulse propagates in z-direction, and
the photo electrons are measured in z-y-direction. Each row corresponds to a different
projection of the TAM with m. = 2 (upper row), m, = 3 (middle row) and m, = 4
(lower row). Different columns represent different impact angles. In the first (second,
third) column we have ¢, = 0° (45°,90°)

can be written as
Az = A, cos(pp) — Ag sin(pp) = Ay ~ cos (k.2 — wt). (14)
However, the z-component at an impact angle ¢, = 90° is similar to

Ay = A, cos(pp) — Ay sin(py) = —Ap ~ sin (7 + k2 — wt). (15)

The expressions (14) and (15) differ by a phase shift of 7. The same argument
can be applied to the y and z component of the vector potential. This phase
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shift of 7 is the reason for rotation of the PEMD about 90°. If we consider the
PEMD for m., = 3 and impact angles ¢, = 0° and ¢, = 90°, respectively, we
can calculate a phase shift of 7 and therefore a rotation of the PEMD about
180°.

Although for every PEMD the CEP was chosen to be 0 in the twisted pulse,
the calculated PEMD exhibit an asymmetry which can be compared to the CEP
dependent asymmetries, discussed in Sect. 3.1. Instead of the CEP, only the
impact parameter was changed. Because of the dependence of the asymmetry in
the PEMD on the impact parameter, we can think of a local phase in a twisted
pulse. This local phase is caused due to the OAM of the beam.

Localized Extended Targets If we consider a cloud of atoms in a plane wave
field, every single atom is exposed to a field with the same phase. If we expose a
cloud of atoms to a short twisted pulse, atoms at different positions in the pulse
are exposed to a local field with a different phase. Therefore, in order to obtain
the PEMD of an extended target, we need to integrate over different phases.
Therefore, an increase of the atomic target reduces the asymmetry due to the
averaging over different positions of the atoms in the beam. We model our target
by a cloud of atoms. The cloud is described by a Gaussian distribution

. Wexp (~gpatlo =0 +52+2). (16)

where the center of the cloud coincides with the impact parameter b on the
z-axis. We refer the size of the cloud to the full width of half maximum of a
Gaussian distribution, which is given by 2.4 o.

Figure 4 displays the PEMD for a beam with m, = 2 and A = 1 at impact
parameter b = (b, = 0,b, = 0), where b is chosen to coincide with the
first intensity maximum and for targets of different size: single atom (left), an
atomic cloud with diameter d = 600 nm (middle) and a cloud with d = 2400 nm
(right), respectively. The asymmetry in the PEMD vanishes, if we increase the
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Fig. 4. PEMDs for different sizes of the atomic targets. The spectra were calculated
for a single atom and clouds with a diameter of b 600 nm and ¢ 2400 nm. The PEMDs
become symmetric for large targets
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size of the target. To measure the asymmetry in an experiment, it is necessary
to localize the atomic target to if the atoms can be localized to an accuracy of
approximately 1 pm scale.

4 Summary and Conclusion

The semiclassical two-step model has been applied for studying the strong-field
ionization of atoms by few-cycle, near-infrared twisted pulses. We showed that
the PEMD of localized targets is sensitive to the position of the target in the
beam. If we ionize an atomic target with a few-cycle circularly polarized pulse,
the PEMD strongly depends on the carrier envelope phase. In particular, it is
possible to extract the carrier envelope phase from the shape of the PEMD.
Similar to the carrier envelope phase in circularly polarized pulses, we found
that the PEMD of atoms ionized by strong few-cycle Bessel pulses is affected
by the position of the atomic target in the beam. If we change the impact angle
pp of the target, we also change the local phase of the field that interacts with
the atom. This was explained as a position- dependent asymmetry in the vector
potential that mirrors in the PEMD. Furthermore, this asymmetry depends on
the projection of the TAM of the beam. For higher TAM projection the PEMD
is more sensitive to small deviations in the impact angle.

For extended targets with a diameter larger than 2 um the reported asym-
metry in the spectrum of photoelectrons vanishes. Therefore, it is required to
localize the atomic targets below this scale to measure these asymmetries in the
PEMDs.
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