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Abstract

Orbit-based theoretical approaches to modelling strong field phenomena allow physical
intuition to be extracted from complex multi-dimensional quantum processes. High-
order harmonic generation (HHG) has been interpreted relatively successfully for almost
two decades as a three step process in which an ionized electron is accelerated by the
field and recombines with its parent ion, resulting in high-order multiples of the laser
frequency. This process is often modelled within the strong-field approximation (SFA),
where the effect of the Coulomb potential on the electron is neglected while the electron
is accelerated by the field, and the single-active electron (SAE) approximation. The SFA
provides an appealing interpretation of HHG in terms of interfering electron trajecto-
ries. Although successful in reproducing experimental observables in atomic systems, in
recent years the importance of multi-electron effects, molecular orbital symmetry and
the Coulomb potential in atoms and diatomic molecules have been seen experimentally
and theoretically. These effects, neglected by the original SFA formulation, mean that
either modifications to the original SFA, or new trajectory based theories, are essential

for a more complete physical understanding of the HHG phenomenon.

This thesis investigates these effects in HHG from homonuclear and heteronuclear di-
atomic molecules in strong fields. We model and assess the importance of multiple
molecular orbital contributions, molecular orbital geometry and two-centre interference
on the HHG spectrum. These problems are approached within a semi-analytical, SFA,
framework and with a static core. It is found that these effects can be seen in the HHG
spectrum. By predicting novel features in the spectrum arising from such effects we ob-
tain not only a better understanding and interpretation of current experimental results,

but also new insight and applicability to molecular imaging.

In addition to these modifications, a new theoretical approach, the coupled coherent
state (CCS) method is used to model Hydrogen in an intense field, although it can be
extended to multi-electron systems and diatomic molecules. In the CCS method, the
Coulomb potential is fully included at all stages in the HHG process, and most notably,
during the electron propagation, where it is neglected by the SFA. The CCS method has
favourable scaling with dimensionality, compared to other numerical approaches, as well
as being fully quantum. It is trajectory based, facilitating comparison with the three
step model and the strong field approximation. Therefore we benefit from the physical
intuition of semi-classical approaches but within a fully quantum framework and without

the approximations of semi-analytical methods.
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Chapter 1

Overview

This thesis brings together molecular physics and strong field physics using trajec-
tory based approaches to model the physical phenomenon of high harmonic generation
(HHG). This is a non-linear process in which an atom or molecule is exposed to a strong
laser field, of intensity greater than 103 em ™2, and results in a spectrum of harmonics,

which are integer multiples of the driving laser field.

The interaction of light with matter is a prominent area of modern physics which dates
back to Hertz’s realization, in 1886, that light could influence matter. The ability to
generate coherent light, following the invention of the maser in 1953 [16], allowed matter
to be understood with much greater precision by probing particular energy levels. This
possibility arose from Einstein’s proposal of the existence of photons in 1917 [17] and
the description of light matter interaction through perturbation theory. Initially, the
available laser intensity was limited by the gain medium, but the development of chirped
pulse amplification [18], in 1985, allowed higher intensity laser light to be produced.
Nowadays, laser light of intensities beyond 10"Wem ™2 are possible from table top laser

systems.

At such high intensities, a wealth of phenomena arise which are no longer well described
by a perturbative description of laser matter interaction. This is because the laser
field is of a similar strength to the atomic binding force. Such phenomena include
above threshold ionization (ATI) and high harmonic generation (HHG). In addition, at
intensities of 10®¥Wem ™2 and above, relativistic effects become important because the

energy transfered to the system is of the order of the rest mass of the electron.

Early on, HHG was recognised to be of practical importance because of its potential as

a coherent source of extreme ultraviolet (XUV) and x-ray radiation. More recently, it
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has led to an exciting, and a rapidly evolving, scientific field known as ‘Attosecond Sci-
ence’. This is because the physical mechanism behind HHG takes place on a timescale
of attoseconds (atto=1071%), which is a timescale of an order comparable to electron
rearrangement in a chemical reaction. For example, the atomic unit (a.u.) of time is
0.00243 femtoseconds (femto=1071%). Thanks to great theoretical and experimental ef-
forts, HHG has consequently become an important practical tool for generating extreme
ultraviolet (XUV) attosecond pulses [8, 19, 20] and attosecond tomographic imaging of

molecular orbitals [7, 9, 21].

From a theorist’s viewpoint, when modelling such phenomena, a full solution to the
time-dependent Schroddinger equation (TDSE) is desirable. However, there is no exact
analytical solution of the TDSE, even for a single electron atomic system in a strong
laser field. Numerical solutions are available but only up to two active electrons [22].
Many of the early simulations therefore resorted to modelling HHG within a single active
electron (SAE) approximation, which proved to be quite an accurate approximation and
reproduced the most important features of the phenomenon. However, recent experi-
ments [9, 23] have demonstrated the importance of multi-electron effects in HHG. Many
theoretical efforts have demonstrated the limits to the validity of the SAE approximation
[1, 24-26] and the importance of multi-electron effects. Much of the work in this area is

highly numerical, using approximate techniques borrowed from quantum chemistry.

In this thesis we approach the problem from a much more analytical perspective. Mainly,
the methods presented are extensions to the workhorse of strong field physics, the strong-
field approximation (SFA). In addition, we apply the coupled coherent state (CCS)
approach to HHG. This has the main benefit over existing numerical approaches in
that it is a trajectory based approach, which allows easier comparison to the SFA and
facilitates a fresh interpretation of the physics behing the generation of high harmonic
light. Also, it fully includes the Coulomb potential, which in the SFA is neglected in

certain parts of the computation, a sacrifice which is made to simplify the problem.

We also use the SFA to study the effects of molecular orbital geometry on HHG spectra.
The influence of molecular structure is imprinted on the harmonic spectrum [1, 3, 9,
23, 27]. Therefore predicting what features one might expect from performing a HHG
experiment with a system exhibiting a specific type of molecular orbital extends the

applicability of HHG to molecular imaging.

High harmonic generation can be well understood using semi-classical models, such that
much of the important physics may be understood in terms of classical electron trajec-
tories. However, quantum interference is an inherent part of HHG. Even in Hydrogenic,

single electron, systems, interference occurs between different possible trajectories along
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which the electron may return. In diatomic systems there is also two-center interfer-
ence arising from electron recombination to the spatially separated atomic centers. In
addition, for systems with more than a single active bound state, interference may oc-
cur between processes coupling different bound states. In this work, all three types
of quantum interference are discussed, and their influence on the harmonic spectrum

examined.

This thesis focuses on trajectory based approaches to high-order harmonic generation.
In Chapter 2 the main issues and challenges within the field are reviewed. In Chapter
3 the most common theoretical approaches used to model HHG are presented. Chapter
4 details the workhorse of strong field physics, the strong-field approximation (SFA)
and its extension to diatomic molecules. Chapter 5, Chapter 6 and Chapter 7 deal
with approaches we have developed to expand the traditional SFA beyond the SAE
approximation for diatomic systems. In Chapter 8 we focus on the effects that par-
ticular features in a molecular electron orbital have on the harmonic spectrum, with a
particular emphasis on heteronuclear diatomic systems. Chapter 9 will look at coupled
coherent state (CCS) approach and apply it to obtain harmonic spectra from single
electron Hydrogenic systems. Finally, in Chapter 10 we summarise our main findings

and conclusions.

The appendices provide material of either a complementary or technical nature. In
Appendix A we list the abbreviations most commonly used in this field and this thesis.
Appendix B defines the atomic units used throughout this work. An explanation of
different gauge formulations of the Hamiltonian is provided in Appendix C. Some of
the integrations required for Chapter 6 are provided in Appendix E, which contains
expressions for the overlap integrals and Appendix D, which contains integrations for
the three-dimensional model. A derivation of the approach in Chapter 6 is presented in
Appendix F. Appendix G provides some important derivations of some of the expressions

we use when calculating harmonic spectra with the CCS approach.



Chapter 2

Introduction

2.1 Historical overview

The first observations of high-oder harmonic generation (HHG) [28, 29] and above-
threshold ionization (ATI) [30] were in the late 1980s and followed earlier work on
multi-photon ionization in intense fields [31]. These early experiments found that multi-
electron rare gas atoms interacting with intense infra-red fields (I > 10'3Wem=2) gave
rise to spectrum of harmonics. The harmonics were odd multiples of the driving laser
frequency, and were of similar intensity to each other with increasing harmonic order,
a feature known as the ‘plateau’. This region of similar intensity was followed by an
abrupt decrease in harmonic intensity after a certain harmonic order, which is called the
‘cutoff’. Such observations were counterintuitive to the monotonic decrease in harmonic
intensity with harmonic order, which one would intuitively expect from perturbation
theory. The specific features of a harmonic spectrum are illustrated in Fig. 2.1 a).
Similar observations were made for ATI photo-electron spectra, a process where more

photons than required for ionization to take place are absorbed.

These highly non-linear phenomena may be understood as the outcome of laser-induced
rescattering or recombination [32]. For HHG this consists of three consecutive steps
of ionization of the target system, propagation of the ionized electron in the laser field
and finally recombination of the electron to the system from which ionization occurred,
as illustrated in Fig. 2.2. The figure shows that the Coulomb potential is deformed
by the laser field, which allows the electron to tunnel through the potential barrier. In
principle, if the field is intense enough the electron may also escape over the barrier. The
three step model (TSM), as it is known, is also applicable to above-threshold ionization,
where after ionization the electron either leaves the vicinity of the atom and travels

to the detector, or rescatters elastically with its parent ion, and non-sequential double

4
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ionization (NSDI), where, when the electron returns to the atom, an inelastic ionization
event occurs, releasing two electrons into the continuum [33, 34]. In addition, the TSM
may also be modified to incorporate other important physical phenomena occurring in
strong fields, such as recollission excitation followed by subsequent tunnelling [4, 35, 36],

which is a rescattering mechanism in NSDI.

The recollision model of HHG interprets the energy of an emitted harmonic to be the
combined energy of the recombining electron and the ionization potential of the bound
state to which it is recombining to. This simple interpretation also can be used to obtain
good predictions of the cutoff in the harmonic spectrum, which is determined by the
maximum possible energy that the recombining electron may have acquired from the

field. Most of the modern applications of HHG are understood within this framework.

Several years after the experimental observation of HHG, the imaging applications of this
phenomena were recognised. These include tomographic reconstruction of the highest
occupied molecular orbital (HOMO) of diatomic molecules [7, 21] using the harmonic
spectra, imaging of orbitals lying energetically below the HOMO [23, 37, 38] and real
time imaging of electron-hole dynamics [9]. This latter issue is related to the fact that, by
removing an electron under the influence of the field, a hole is created in the core, which
will evolve on a sub femtosecond timescale. The experimentally reconstructed HOMO
and real time electron hole dynamics are displayed in Fig. 2.1 b) and d). In the case
of ATI, photo-electron holographic imaging of rare gases is possible using velocity-map
imaging techniques [10, 39]. These dynamic imaging possibilities arise from the sub cycle
dynamics of the propagating electron and the width of the returning wavepacket, which
allows matter to be probed with attosecond (107!8) temporal resolution, and angstrom

(10719) spatial resolution, respectively.

In some senses the three step mechanism is similar to the pump-probe experiments used
very successfully in femtochemistry, which, for example, allowed intermediate states of a
chemical reaction to be imaged. There is a vast literature for the topic of femtochemistry
(see for example [40]), for which the Nobel Prize was awarded to Ahmed Zewail in 1999.
However, for electron and electron hole dynamics to be observed pulses with a duration
less than a femtosecond are required. This is due to the atomic unit of time being of
the order of attoseconds. Rather than use shorter laser pulses one may use the physical
mechanism behind the HHG process to image matter. The ‘self-probing’ of a molecular
species, where the recombination of the electron wavepacket is seen as the probe in a
pump probe type experiment has recently been utilised, for example, to model electron
core dynamics in a molecule [9], and also to record molecular dynamics in Hy and
methane [41, 42].
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FIGURE 2.1: Some of the main results resulting from the HHG mechanism. a) An

early harmonic spectrum from atomic Ar in an Nd:YAG laser. From reference [6]. b) A

tomographic reconstruction of the HOMO of Ny. From reference [7]. c¢) Kinetic energy

spectra of electrons detached from a neon atom versus the delay between the attosecond

pulse and the strong femtosecond pulse. From reference [8]. d) Hole dynamics measured

using the harmonic spectrum in COs: 1) initial hole density 2) shape after a quarter
period 3) after a half period. From reference [9]

This approach to molecular imaging, known as high harmonic spectroscopy, utilizes the
fact that each harmonic in the spectrum corresponds to a particular return time of the
previously ionized electron. This can be seen in Fig. 2.3, which demonstrates that each
harmonic energy has two contributions, the so called long and short trajectories. If only
the short trajectories are selected, each harmonic is generated at a very specific time
interval, implying that each harmonic is a snapshot of the system at a particular time.
In other words, the harmonic spectrum encodes temporal information about the target
system. For a typically HHG experiment, the driving laser pulse is of femtosecond du-
ration and wavelength of 800nm, which corresponds approximately to a period of 2.7 fs.
The sub-cycle electron dynamics, which corresponds to the time between ionization and

recombination, are thus on the attosecond timescale.
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FIGURE 2.2: Illustration of the three step process for a system of ionization potential

I,,. The steps are 1) tunnelling ionization from the Coulomb potential which has been

deformed by the strong laser field 2) acceleration of the electron by the laser field 3)

recombination with the core leading to the generation of a high-energy photon. From
reference [10].

FIGURE 2.3: Ionization and recombination times during the laser field cycle for a given
harmonic. The right hand panel shows a cosine laser field of wavelength A = 800nm
and intensity 1.2 x 10™Wem™2. The left panel depicts the times of ionization and
recombination for a given energy of recollision. The dashed line corresponds to long
trajectories and the solid line to short trajectories. From reference [11].
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Not only does HHG enable access to attosecond system dynamics, but it also allows
angstrom spatial resolution. This is due to the de Broglie wavelength of the returning
electron. If such resolution was required using photons the energy would have to be very
high, that is, in the X-ray regime. Such high energy photons are likely to probe deeper
into the atomic or molecular species, which is unsuitable for most chemical reactions in
which rearrangement occurs in valence shells. In high harmonic spectroscopy, on the
other hand, the energy of the recombining wavepacket can be relatively low to achieve
angstrom spatial resolution. This makes HHG a novel, tabletop technique, for molecular
imaging. It could benefit many scientific fields where electron dynamics are important,

including, but not limited to, physics, chemistry and biology.

The highest energy harmoncis, which in Fig. 2.3 are around 23eV, have only one con-
tributing solution, which implies that the highest order harmonics are emitted at a very
specific time in the field cycle. Consequently, HHG may also be used as a mechanism to
create isolated attosecond pulses of XUV radiation [43]. Such attosecond bursts have al-
lowed, for example, the complete characterization of femtosecond laser pulses [8, 19, 20],
the measurement of atomic processes on an attosecond timescale, for example, the ejec-
tion of an Auger electron from Krypton atoms [44], and tunnelling dynamics [45]. In
Fig. 2.1 ¢) a kinetic energy spectrum versus the time delay between a attosecond pulse
and a femtosecond strong laser field is presented. This allows the femtosecond pulse to

be fully characterised.

HHG is a non-perturbative phenomenon because the force exerted on the electron by
the high intensity driving laser field is comparable to the Coulomb force exerted by
the target system. Therefore, it is not possible to use perturbation theory to model
strong field phenomena. Many other theoretical approaches and approximations are
regularly employed by the strong field community when modelling HHG. The strong field
approximation (SFA) [46] has facilitated theoretical calculations on atoms and molecules
(see, for example [1, 27, 47-49]) to be carried out analytically to a great extent. This
approximation assumes that, during the propagation step of the three step model, the
electron does not feel the binding potential of the residual core and that the field does
not influence the core when the electron is bound. In addition, the recolliding electron
wavepacket is assumed to be a plane wave. This is often a good approximation because

the electron travels a large distance from the atom or molecule during its propagation
in the field.

Another widely used approximation is the single active electron (SAE) approximation,
which assumes that only the least bound electron contributes to the physics of the phe-
nomenon. Several other approximations are also made. For example, it is often assumed

that the ground state does not become depleted, that continuum-continuum transitions



2.2 9

are neglected, that the single atom response is sufficient to understand the HHG phe-
nomenion and that the core does not evolve while the electron is in the continuum.
Although many of these approximations are often valid, depending on the particular

experiment, they often break down.

Throughout this work the single atom or molecule response to the strong laser field is
discussed. However, we recognise that in a HHG experiment, where there is a large
number of atoms or molecules, harmonics produced at each atom or molecule must be
phase matched. In other words, that for a strong harmonic signal each contribution
must add coherently. The phase of a harmonic is dependent on the laser intensity [50].
Therefore, in a gaussian profile laser beam, harmonics emitted from different regions
may have different phases. The propagation of the harmonic in the medium may also

have a strong effect on the overall harmonic signal.

In what follows we will now elaborate on some of the most important issues and recent

developments in high harmonic generation.

2.2 Multi-electron effects and orbital symmetry

The single active electron approximation is often applicable to many electron atoms and
simple molecules, and has worked very well in modelling early experimental data. This
is because electrons more deeply bound than the least bound electron in an atom, or
highest occupied molecular orbital (HOMO) in a molecule have a very low probability of
ionization, and, consequently, are expected not to contribute significantly to the HHG
process. However, harmonic generation experiments have been performed on systems
of increasing complexity, ranging from diatomic molecules [51] to hydrocarbons [52], to
surfaces [53, 54|, where SAE, single orbital approximations are likely to break down.
Even in relatively simple diatomic molecular systems, which are the focus of this work,
there is a wealth of phenomena resulting from the effect of many electrons and multiple

orbitals which cannot be explained within these approximations.

Since the beginning of this century it has become experimentally possible to align an
ensemble of molecules with a low intensity picosecond ’pump’ pulse, prior to an intense
'probe’ femto-second laser pulse, which generates the high harmonic radiation [55-57].
This capability enables harmonic generation to be performed for arbitrary angles be-
tween the laser field polarization and the internuclear axis of a diatomic molecule and
has led to important observations in the study of multi-electron effects. There are two
important questions which must be considered when modelling HHG for many electron

diatomic systems
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e What is the effect of lower lying orbitals when performing a HHG experiment on

diatomic molecules?

e How does orbital geometry and symmetry influence the strength of the harmonic
yield?

The molecular orbital geometry of a diatomic molecular orbital will have a strong influ-
ence on the harmonic spectrum. This is especially true for such features as nodal planes,
which are regions of vanishing probability density in the molecular wavefunction. Let
us assume that the molecular orbital from which the active electron tunnels has a nodal
plane along the internuclear axis. If this axis is aligned parallel to the laser-field polar-
ization, the probability density will be vanishing at the geometric center of the molecule.
This leads to the harmonic signal being strongly suppressed for parallel alignment in this
instance. The issue has been extensively explored in the construction and interpretation
of photoionization angular-dependent maps, which are based on the fact that the tun-
nel ionization probability is highly influenced by the molecular alignment angle [58-60].
Since ionization is inherent in the HHG process, one would expect a similar suppression
in the harmonic signal. Such a suppression has indeed been identified in HHG spectra
(2,9, 23, 27]

The issue of molecular geometry is also linked to the observation of multiple orbital
contributions in HHG. For example, in Ny, the HOMO has geometry such that the
electron density is distributed along the internuclear axis. This results in a greater
ionization rate when the molecule is aligned parallel to the field polarization direction
compared to when it is aligned perpendicular to the field. However, the HOMO-1, which
is the first molecular orbital that lies energetically below the HOMO, has a nodal plane
along the internuclear axis, and therefore ionization from this orbital is greatest when
the internuclear axis is aligned perpendicular to the driving field polarization [58, 61].
As the HOMO-1 in this specific instance lies energetically only a few electron volts
below the HOMO and has the opposite ionization behaviour to the HOMO, it is not a
good approximation to neglect it. Observation of the opposite behaviour of harmonic
yield versus alignment angle to that expected from the HOMO [23] which in this case
means increased harmonic yield for perpendicular alignment, indicates the influence of
the HOMO-1. These effects, previously attributed to the depletion of the ground state
[62, 63], are exploited in obtaining geometric and dynamic information from multiple

orbitals in a HHG experiment [9].

The effect of orbital symmetry can be described well and intuitively using the SFA
[1, 27, 48, 49]. However, the effect of multiple orbitals has only been incorporated into

the SFA in a few cases [1, 2, 64, 65] and approximate numerical solutions are often
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beneficial as a benchmark to analytical techniques. For example, the importance of
lower lying orbitals have been observed using time dependent density functional theory
(TDDFT) [25, 66, 67].

In addition to the influence of molecular orbitals lying energetically below the HOMO
contributing to the harmonic spectra, one must also consider a) electron exchange be-
tween the continuum electron and the residual core [2, 64, 65] b), multi-electron polar-
ization of the neutral molecule and the ion [24, 26], ¢) laser induced excitation of the
core during the propagation of the electron in the continuum [24, 68] and d) excitation
of the core during recombination [68]. Apart from a), which corrects the traditional
SFA semi-analytically, these studies use the approximate numerical approach, multi-
configurational time dependent Hartree (MCTDH) theory. This is because incorporating
multi-electron effects into the SFA is extremely challenging and fully numerical solutions
for all but single electron diatomic systems are currently impossible. For the diatomic
systems of interest, such as Ny or C'Os2, the number of degrees of freedom are prohibitive
even to MCTDHF methods so the less accurate TDDFT or frozen core approximations

must be made, which neglect all or part of the electron exchange or correlation.

In this work we will use the SFA to model the effects of orbital symmetry on the harmonic
spectrum and extend the standard SFA to look at the influence of lower lying orbitals and
multi-electron effects. The issues of multi-electron, multi-orbital effects are addressed
specifically in Chapter 5, Chapter 6 and Chapter 7. The influence of orbital geometry
and nodal structures on the harmonic spectrum are also addressed in these Chapters as

well as in Chapter 8.

2.3 Two-centre interference

The capability to align an ensemble of molecules with a low intensity laser pulse prior
to performing harmonic generation spectroscopy results in two-center, angular depen-
dent interference in the harmonic spectra. Such interference minima were predicted
theoretically for photo-electron spectra from H2+ in the 1960s [69]. The first theoretical
calculations for harmonic generation from H2+ at arbitrary alignment angles [57, 70, 71]
predicted an angle dependent minimum in the harmonic spectrum which was accompa-
nied by a phase jump in the emitted harmonics, suggesting that this phenomena was
an interference effect. The physical interpretation of this phenomenon was that the in-
terference arose from the electron wavepacket recolliding with two spatially separated
centers. It should be noted that the interference is not due to harmonic light emitted
from spatially separated centers. This is because the wavelength of the harmonics are

much higher than the typical internuclear distance of a diatomic wavefunction, such
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FIGURE 2.4: Schematic representation of destructive two-center interference occurring
when a plane wave of wavelength A collides with a diatomic molecule of internuclear
separation, R, aligned at an angle 0, relative to the linearly polarized laser field.

that interference is not to be expected, whereas the wavelength of the returning electron

wavepacket is of a similar order to the internuclear separation.

For a one- or two-electron diatomic molecule of internuclear separation R and with a
symmetric wavefunction constructed of s-type atomic orbitals, two centre interference

minima are expected for,
A
Rcos(0r) = (2n + 1)?]?, (2.1)

and maxima for,

Rcos(0r) = nAg, (2.2)

where 6}, is the alignment angle between the internuclear axis and the laser field polar-
ization and A\, = 27” is the de Broglie wavelength of the returning electron wavepacket,
as displayed in Fig. 2.4. Given that the recollision model predicts that the frequency
of a harmonic, emitted after a wavepacket of energy FE) recombines with a system of

ionization potential I, will be equal to,

Q= Ip + E)\, (2.3)

one would expect interference minima to occur at a harmonic frequency,

2
™
Q=———+1 24
2R? cos?(0r,) +p (24)
and maxima at
0= o iy (2.5)
"~ RZcos?(f) 7 )

Although this intuitive picture seemed to be in agreement with numerical simulations

for H;' , discrepancies from this interference condition were observed when measuring
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the interference minima in experiments. It was found that the harmonic at which the
interference minimum occurred was dependent on the driving laser intensity, contrary
to what is predicted by Eq. (2.4) and Eq. (2.5). In fact, in the experiment [72] the
frequency at which the minimum occurred was well predicted by Eq. (2.3), whereas in

[73], it was found that interference minimum occurred at the harmonic frequency,
Q=EF, (2.6)

Possible reasons for such a discrepancy include that the above mentioned experiments
were conducted on CO, which has a HOMO that consists of both s-type and p-type
atomic orbitals, unlike that of H; , which contains only s-type orbitals. This difference
will cause the interference minima to deviate from the simple intuitive picture described
above [74]. Nonetheless, the simple interference condition can be extended to fully
account for orbital symmetry and the presence of p-type atomic orbitals, within the
framework of the SFA [27, 47, 75, 76], which is also presented in this work, and gen-
eralized for heteronculear molecules [3, 77, 78]. A discussion may be found in Chapter
4.

A distinction must also be drawn between the so called static minimum, described
above, which is determined by the shape of the molecular orbital the returning electron
wave packet interacts with, which is assumed to be static, and dynamic minimum. The
importance of sub-cycle evolution of the HOMO was highlighted as one of the reasons
for discrepancies from the simple interference condition [9]. In addition to this, the
contribution of orbitals lying energetically below the HOMO, which in many studies
had been assumed to be negligible, as discussed in Sec. 2.2, were found to be extremely
important. The HOMO-1 is especially prominent near to the harmonic cutoff, because it
has a higher ionization potential than the HOMO, and thus recombination will give rise
to a higher energy photon. To understand the minimum from a dynamic perspective,
the phase from ionization, propagation and recombination of the electron, as well as the
phase accumulated by the residual core, must be accounted for. Based on this analysis,
the harmonic at which the interference minima occurred scaled linearly with the driving
laser intensity, in stark contrast to the situation predicted by the simple interference

condition.

Interestingly, even in numerical simulations of H; the minimum was intensity dependent
[79], suggesting the influence of excited states and the Coulomb potential. The relation-
ship between static and dynamic interference was investigated within the context of
excited states in Hy where the phase between the ionic ground state and excited state

shifted the predicted minima from those expected to arise from structural interference if
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such excited states were energetically close enough to the ground state [80]. The phase

depends on the initial position of the electron wavepacket and is intensity dependent.

The interference minimum is, of course, strongly dependent on internuclear distance,
which for H, is expected to vary on the timescale of the three step model. This has been
investigated experimentally [41, 42], and it has been shown that the nuclear dynamics
of Hy shifts the two-center minima to comparatively lower harmonic orders. For larger
diatomic molecules, however, it has been demonstrated theoretically that vibrational
nuclear dynamics are negligible [81], such that the Born-Oppenheimer approximation is
applicable. The Born-Oppenheimer approximation assumes that the electronic motion
and the nuclear motion can be decoupled, because the nuclear motion occurs on a much
longer timescale to that of the electronic motion. In the context of modelling diatomic

species in strong fields this allows the vibrational motion of the nuclei to be neglected.

In this thesis we will examine two-center interference in a static framework in diatomic
homonuclear and heteronuclear molecules. The generalised two-center interference con-
dition, which accounts for s-p mixing, and is derived in [27], is presented in Chapter 4.
We discuss two-center interference in the harmonic spectrum in Chapter 5, Chapter 6,

Chapter 7 and Chapter 8.

2.4 Coulomb effects

Even in atomic hydrogen the effect of the Coulomb potential has been shown to be
important in some strong field phenomena, such as the observation of the ‘ionization
surprise’ in the lower energy region of strong field ionization spectra [82, 83]. This is a
spike like structure in the low energy region of the photo-electron energy distribution,
which appears when using mid-infrared laser frequencies. The feature is not predicted
by the SFA or the Keldysh tunneling theory, although it is well produced by solving the
time-dependent Schréodinger equation (TDSE) numerically. It was shown later that this
result could be well reproduced using a Coulomb corrected SFA [84] in which the effect
of the Coulomb potential on the electron is included, indicating not only the importance
of the Coulomb potential but also a clear physical interpretation with quantum orbits.
When modelling larger systems in strong fields the effects of the Coulomb potential,
such as Coulomb focussing of the continuum wavepacket, are likely to become even
more important. Therefore, theoretical methods are required which provide an intuitive,
trajectory based analytical grounding, such as the SFA, but include these important
effects. Analytical work in this direction includes corrections to the SFA [85-87], which

has proved very challenging, and apart from the exceptional case of [9] have not been
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applied to HHG. Other trajectory based approaches, such as the semi-classical Herman-
Kluk (HK) [88], which also fully include the Coulomb potential, have only been applied
to HHG in a few cases [89, 90].

In this thesis we propose a novel trajectory based method, called the coupled coherent
state (CCS) approach, in which the binding potential is fully included throughout the
HHG process. This approach is presented in Chapter 9, as well as harmonic spectra

obtained using the method.

2.5 Increasing the harmonic cutoff

An important issue in modeling high-order harmonic generation is how to increase the
cutoff energy, or in other words, the maximum frequency obtained from the spectrum.
Generation of the highest frequency XUV radiation enables the probing of ever shorter
timescales [10], and also increases the spatial resolution on which matter can be probed.
Hence, high frequency pulses are desirable. The cutoff energy of a harmonic spectrum
is proportional to IA\?> where I is the intensity of the driving laser field and \ is the

wavelength, suggesting that increasing either of these parameters will increase the cutoff.

Increasing the wavelength of the driving laser will increase the electron excursion time
in the field, which will cause additional wavepacket spreading, and therefore a reduction
in the overall yield. The scaling of the yield with wavelength has been reported in the
literature as proportional to A~ or proportional to A=7 [91, 92]. This can be overcome
to some extent by, for example, the use of an additional frequency doubled orthogonally
polarized field [93], which, for a nm phase difference between the fields, increase the
harmonic yield by a factor of two orders of magnitude, or by the addition of a higher
order harmonic pulse, which gave rise to an increase of 17 orders of magnitude [94].
Increasing the laser field intensity, on the other hand, gives rise to problems of depletion

of the ground state, which will also reduce the overall harmonic yield.

Various attempts at increasing the cutoff have included the proposed mechanism of
sequential double ionization followed by nonsequential double recombination [95], the use
of two colour fields [94], quantum path optimisation by using an appropriate waveform

[96] and, more recently, considering electron recombination to a core hole [97].

In this thesis a mechanism is considered which could potentially be used not only to
increase the cutoff but to map the contributions of different molecular orbitals to different

regions of the harmonic spectra. This issue is investigated in Chapter 7.
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A) B)

E(t)

FIGURE 2.5: Schematic representation of a) an oriented sample of heteronuclear
molecules and b) an aligned sample of heteronuclear molecules. The arrow on the
right hand side of the figure indicates the linearly polarized laser field direction.

2.6 Heteronuclear molecules and orbital symmetry

In recent years, strong field phenomena from heteronuclear molecules has become a
research topic of interest theoretically [2, 3, 67, 77, 78, 98-100] and experimentally [101—
103]. This has become possible because it has become experimentally feasible to orient
polar systems by use of a low intensity femtosecond pulse and a static electric field. We
note that the difference between orientation and alignment is that in an oriented system,
the direction of the static dipole along the internuclear axis can be specified, over the
full 27 possible orientation possibilities. On the other hand, in an aligned sample, the
angle between the internuclear axis and the laser field polarization is determined, but
not the direction of the dipole moment. Therefore, an aligned sample will be made up

of parallel and anti-parallel contributions. This is demonstrated in Fig. 2.5.

Calculation of high order harmonic generation from heteronuclear molecules requires
many additional effects to be accounted for. Because the system no longer has a definite
symmetry one expects not only odd but also even harmonics to be emitted from the field.
The interference minimum one would expect from a homonuclear system is modified and
less distinct [3, 100] and the static dipole moment may also give rise to Stark shifts which

will shift the interference minimum [77].

In this thesis we compare isoelectronic homonuclear and heteronuclear molecules in
strong fields and examine the effect of the static dipole moment on orbital geometry and

the resulting harmonic spectrum in Chapter 6 and Chapter 8.



Chapter 3

Theoretical approaches

We now present an overview of some of the most common approaches to calculating
the harmonic spectrum from an atom or molecule exposed to an intense laser field,
as well as their benefits and shortcommings. These aproaches include full numerical
solutions to the time-dependent Schrodinger equation (TDSE), approximate numerical
approaches such as the time-dependent density functional theory (TDDFT) and the
multi-configurational time-dependent Hartree-Fock (MCTDHF) theory, the strong-field
approximation (SFA), which is a widely used semi-classical trajectory based approach,

and other semi-classical and classical trajectory based methods.

3.1 Physical framework

For the laser intensities modeled in this work, the electron, during its propagation in
the laser field, is non-relativistic. Therefore we can safely ignore relativistic effects.
To calculate the wavefunction | W(¢)), one may solve the time dependent Schrédinger

equation (TDSE) which reads

o1v0)

L= H(E) | (D), (3.1)

with,
H(t) = Hyp+ H/(t) (3.2)

where for a single electron system,

Hy = Pj + V(I’), (33)
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and
Hi(t) = —iA(r,t) -V + A(r, 1) (3.4)

Equation (3.2) is the one-electron Hamiltonian, where V' (r) is the Coulombic potential
of the sample exposed to the laser field and A(r,t) is the vector potential of the driving
laser field. By employing the dipole approximation, which implies that when the spatial
dependence of the field is very large compared to momentum of the returning wavepacket,

one may use,

kT 1, (3.5)
which implies that the spacial dependence of the field is neglected. One may then write,

0
E(t) = =—A( .
(1) = oA, (36)
where E(t) is the electric field. By using gauge transformations within the dipole ap-

proximation it is possible to rewrite Eq. (3.1) in the velocity gauge

P = HY ()| 97 (), (3.7
where,
HY(t) = (Ho + A(t) - ), (3.8)
or in the length gauge, 5
5| h(t)) = H"(t) | W*(2)), (3.9)
where,
HY(t) = Hy+ E(t) - r. (3.10)

Both gauges are equivalent provided that the Schrodinger equation is solved exactly.
The gauge invariance is broken if the TDSE is solved by approximate theories. More
details about unitary transformations between different gauges, including the Krammers-
Hennerberger gauge, which will be used later in this work in deriving the SFA transition

amplitude, are presented in Appendix C.

3.2 Forms of the dipole operator

The light emitted by an accelerating charge is proportional to the dipole acceleration.
Therefore, to calculate the harmonic spectra, one must calculate the second differential
of the expectation value of the dipole moment, given by
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a(t) = R(t) = @R(“(t), (3.11)
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where,

RO() = (¥(t) | r | ¥(1)), (3.12)

is the expectation value of the dipole in the length form. We then calculate the absolute
value of the Fourier transform of the dipole acceleration to obtain the harmonic spectrum

in frequency space, in the direction of 7,

S(Q) = |a(w)[? (3.13)
where . -
a(w) = Ner /OO e a(t)e, dt. (3.14)

If we consider a laser pulse of length T, starting at time ¢t = 0, the integral in Eq. (3.14)

can be written as [104],

a(w) = L (ei‘“TR(l)(T) + iwe“TRO(T) — w? /T e R0 (t)dt> . (3.15)
V2r 0
We see that the first two terms on the right hand side of Eq. (3.15) depend on the final
position and momentum of the electron, and as these terms grow with the length of
the simulation, T cannot be taken to infinity. These terms have been identified to give
rise to the background noise in a harmonic spectrum in numerical simulations of high
harmonic geenration (HHG), and to reduce the intensity of the harmonic peaks [104].
These terms can be neglected and the final term in Eq. (3.15) used alone to calculate
the harmonic spectra, which is often the approach used in the literature. For example,
in [46] the final term is taken without the w? term. However, a much more elegant
approach to calculate an accurate harmonic spectrum is to make use of the Ehrenfest
theorem, which, by use of the Heisenberg equation,
0A 1
i %[A, Hj, (3.16)

allows one to express Eq. (3.12) in either the velocity form,
RY = (@(t) |p| (1)), (3.17)
or the acceleration form

R = —(W(t) | VV(r) | B(t)). (3.18)

These three formulations are equivalent providing that the wavefunction is an exact
solution to the Hermitian Hamiltonian used to describe the system and thus, that all

commutation relations hold. In numerical simulations, and especially when employing
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the SFA, this is violated in many respects. In numerical applications, for example,
an absorbing boundary will violate Hermiticity, and so will discrete approximations of
differential operators. In the strong field approximation (SFA), it has been shown, in
the context of photo-ionization [105], that the velocity and acceleration forms are the
same in the asymptotic limit, although not the length. However, when the ground state
wavefunction is approximated by a linear combination of atomic orbitals (LCAO) even

in the asymptotic limit velocity and acceleration forms are not the same [48].

Therefore, careful consideration must be made when choosing which form of the dipole
operator to use. The acceleration form, Eq. (3.18), is weighted toward contributions
from the core, making electron density at the boundaries insignificant, whereas the
length form, Eq. (3.12), has the opposite behaviour. This makes the acceleration form
more suited for numerical simulations of HHG as it in effect probes the dynamics of
the system at the core, which is what one is interested in when considering HHG. The
benefits of using the acceleration form can be seen very clearly by comparing the two
approaches, because the length form will often result in a less distinct cutoff in the

harmonic spectrum, compared to exactly the same calculation in the acceleration form.

Although when solving the time-dependent Schrodinger equation numerically different
forms are ‘approximately’ [48] equivalent, within the SFA the results can be very differ-
ent. The acceleration form [106, 107], has been recognised to give a better quantitative
agreement with a solution of the time-dependent Schrodinger equation compared to the
length form. However, it was also pointed out that the velocity form also gives better
quantitative agreement than the length form and also has the benefit of being relatively
simple to compute, when using the SFA to calculate HHG from diatomic systems [48].
The length form is regarded as being the worst option when using the SFA, as it gives

rise to issues of translational variance [108].

Finally, we reiterate the difference between form and gauge. When discussing form we
are concerned with how to express the expectation value of the dipole moment, which
may be in the length, velocity or acceleration forms, as previously explained. However,
gauge determines how the Hamiltonian is written, which may either be in the length,

velocity or Krammers-Henneberger gauge.

3.3 Numerical solutions to the time-dependent Schrodinger

equation

Where possible, a fully numerical solution to the time-dependent Schrédinder equation

(TDSE) is desirable, as this incorporates all time-dependent physical processes, and
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can be applied to arbitrary potentials. This approach has been employed since the late
1980s [109, 110]. One of drawbacks is practical, as even for small atoms, such as Helium,
which has been computed in the context of NSDI, for example, are extremely demanding
[22, 111, 112]. Therefore much of the numerical work has been undertaken within the
single active electron approximation (SAE), such that the active electron is moving in an
effective potential determined by the frozen core electrons and the Coulomb potential.
The other drawback of numerical simulations is that even though the solution may be

close to the experimental result, much of the underlying physics is hard to diesntangle.

Methods borrowed from quantum chemistry have been used with much success in mod-
elling the effect of multi-electron systems, and especially diatomic molecules. These in-
clude the time-dependent density functional theory (TDDFT) [25, 66, 67, 113] and the
multi-configurational time-dependent Hartree-Fock (MCTDHEF) theory [24, 26, 68, 114].

The essence of TDDFT is to express the TDSE in terms of the electron density, rather
than using the wavefunction itself. This is possible because the electron density com-
pletely determines all properties of the ground state, as shown for static systems by
Hohenberg and Kohn [115], and for the time-dependent domain by Runge and Gross
[116]. The time-dependent Kohn-Sham equations [117] give rise to a self consistent

computational scheme,

OV;(r,t V2
Zla(t) = —7+Ueff(r7t) y (319)
where i=1,2....... N, with N being the number of electrons and v,y is an effective poten-

tial made up of functions of the density. In principle the method is exact, although in
practice the exchange-correlation term, which appears in the effective potential, has no
exact solution. The application of TDDFT to molecules in strong laser fields has shown
the importance of lower lying molecular orbitals in determining the harmonic spectrum.
It has been shown that interference between different orbital contributions may have,
for certain molecules, a significant effect on the overall harmonic spectrum. For exam-
ple, in diatomic Fluorine, F5, the interference minimum in the harmonic spectrum of a
TDDEFT calculation is well predicted by the interference condition in Eq. (2.5), whereas,
in diatomic Nitrogen, Ny, the TDDFT spectrum is no longer in agreement [25]. This has
been attributed to the contribution of lower lying molecular orbitals. Further TDDFT
work shows that the magnitude of the harmonic spectrum strongly depends on the de-
structive or constructive interference between different molecular orbitals. For example,
a harmonic spectrum calculated using the HOMO only and one considering the HOMO
as well as lower lying orbitals, may be vastly different. Specifically, in selected homonu-
clear moelcules it was found that the harmonic spectrum from the HOMO alone had

much higher yields than the harmonic spectra in which the contributions from lower
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lying orbitals were considered as well. This indicates destructive interference between
orbital contributions. For heteronuclear molecules the yield from the HOMO alone was
similar to that considering more deeply bound orbitals as well [67], indicating that the

asymmetry reduces this interference effect between bound molecular orbitals.

TDDFT scales well with dimensionality, and as seen above, has improved our under-
standing of diatomic molecules in strong fields. However, as it is a ground state theorem,
it cannot be used to model excited state dynamics, and the undetermined form of the
exchange-correlation functional suggests that a more accurate this hard to diesntangle
model multi-electron effects and excitation. In this sense, the MCTDHF method is the
closest approximation to fully numerical solution TDSE, as it actually converges to the
exact TDSE result in its limit. The MCTDHF approach [118, 119] is an extension of
the simple Hartree-Fock (HF) approach [12]. When using the HF approach to solve the
TDSE, the wavefunction is approximated by a Slater determinant which contains all
the single electron contributions to the multi-electron wavefunction. Due to the anti-
symmetric nature of the Slater determinant, HF includes electron exchange exactly but
does not incorporate electron correlation. This approach is extended in the MCTDHF
theory by using a linear combination of Slater determinants and therefore contains all

possible excited states, as well as electron correlation.

The use of the MCTDHEF theory has played a vital role in understanding the influence of
multi-electron effects on high harmonic spectra, although so far it has only been applied
to diatomic, two-electron and four-electron systems. For these systems, core dynamics
have been shown to have a substantial effect on the harmonic spectra, and their influence
varies depending on the symmetry of the electron molecular orbital [24]. The importance
of core excitation by the returning electron wavepacket has been demonstrated as the
most dominant route to core excitation [26, 68], rather than excitation during ionization
or by the laser field during propagation. Finally, the polarization of the diatomic species

was found to mask the two-center interference in the harmonic spectrum [26, 68].

3.4 Classical interpretation

Although numerical approaches are extremely useful in modelling laser atom interac-
tions, it is difficult to decouple the physics of the process from the results one obtains.
Completely classical simulations are extremely useful in this context. The simplest in-
terpretation is to consider an unbound electron, in one-dimension, moving in the strong
laser field without the influence of the Coulomb potential. Within the framework of the
SFA this corresponds to the moment after ionization. For a linearly polarized, contin-

uous wave, monochromatic field, pointing in the direction of the unit vector ¢&,, which
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is used throughout this work unless otherwise stated, the vector potential A(t) is given
by,
E
A(t) = &,—2 cos(wt), (3.20)
w

where Ej is the electric field amplitude and w is the angular frequency. Taking the elec-
tric field to be polarized in the z-direction, and considering dynamics in one-dimension,

the electron released into the continuum at time ty will have a velocity,

v = (A(to) — A(1)), (3.21)
where the vector potential, A(t), is defined in Eq. (3.20).

The first, time-dependent term in Eq. (3.21) is known as the quiver velocity, which
describes the oscillatory motion in the field, whereas the second time-independent term,
is known as the drift velocity, which causes a constant drift of the electron from the core.

If one defines the ponderomotive energy,

2
U, = 4%)2, (3.22)
which is the laser cycle averaged quiver energy, one can see that the maximum kinetic
energy that can be obtained from the field is 2U,. However, if the electron is constrained
to return to the core, the maximum energy that can be obtained is 3.17U,. By solving

these equations one sees that the maximum energy an electron can obtain from the field

o

occurs when an electron is released into the continuum at ¢y ~ 0.37', where T' = <7

Therefore, based on this intuitive picture, assuming that an electron is released into the
continuum at a time tg, which leads to it returning to the core with maximum kinetic

energy and then recombining with the core, the maximum harmonic order, n,,,, would

be,

rpay — 23170 (3.23)

w
where [}, corresponds to the ionization potential of the ground state to which the electron

is recombining.
By integrating Eq. (3.21) one obtains the electron position,

a(t) = Sm(tO)w_Qsm(t) + A(to)(t — to), (3.24)

where again one sees that the second term, which depends on the time the electron is

released into the continuum, is responsible for the drift of the electron.
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3.5 Classical and semi-classical trajectory-based approaches

Despite the simple classical arguments of a charged particle in an electromagnetic field
giving a good prediction of the cutoff energy, classical trajectory Monte Carlo (CTMC)
methods mostly do not reproduce the correct harmonic spectra or the most important
features, such as the plateau and cutoff. Using semi-classical approaches, the importance
of quantum interference can be assessed. The essence of semi-classical approaches is to
replace the Feynmann propagator K (r,r’;t), by its semi-classical counterpart in the
equation,

\I'(r,t):/o dr' K (v, v’ t)¥ (1), (3.25)

which ammounts to neglecting some of the possible paths in the fully quantum calcula-
tion. The Feynmann propagator was replaced by the Herman-Kluk propagator [88] when
comparing CTMC, semi-classical and fully quantum solutions of the TDSE in [89, 90].
In this work, it was found that interference between particular trajectories, so called ‘reg-
ular’ and ‘irregular’, lead to the harmonic cutoff. Notably, when these trajectories are
included, the semi-classical calculation reproduces the cutoff seen in the fully numerical
quantum calculation, whereas, if these trajectories are removed from the semi-classical
simulation, the cutoff in the harmonic spectrum is lost. The classical calculation in this
work has no cutoff, as one would expect as there is no interference between contributing
trajectories. Recently, a comparison between CTMC and the TDSE also showed that
the CTMC method did not reproduce the plateau or the cutoff [120].

A drawback of many semi-classical methods is that tunneling ionization cannot be mod-
elled, so systems in srong fields must either be studied in the multiphoton regime or
the ionization step neglected by placing the electron wavepacket at the quiver distance
[89, 90, 121]. The strong-field approximation (SFA) is a successful semi-classical ap-
proximation in which tunnelling ionization is incorporated. When calculating harmonic
generation within the SFA, the wavefunction is approximated as a superposition of the

ground states and the continuum states,

| W(t)) = et <a(t) | W) + / d3kb(k, ) | k)) : (3.26)

where I, is the ionization potential of the system, | ¥¢) is the ground state wavefunction
and | k) is a continuum state. Usually, depletion of the ground state is neglected, such
that a(t) ~ 1. Much of the work in this thesis will involve extending Eq. (3.26) to

multi-electron diatomic systems.

Apart from the SFA, which has been ubiquitous in the modelling of strong field phe-

nomena for the last two decades, other semi-classical approaches, apart from those cited
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above, have received surprisingly little attention.

3.6 The coupled coherent state approach

The Coupled Coherent State (CCS) approach is a fully quantum, trajectory based the-
ory which has been used with a great deal of success in modelling non-sequential double
ionization (NSDI) [122, 123]. In this method, the Schrédinger is expanded on a basis of
Gaussians, which are constrained to move on classical trajectories governed by Hamil-
ton’s equations. There are many advantages of the CCS approach : it is a trajectory
based, it fully includes the binding potential, it scales favourable with dimensionality
and it is fully quantum. As previously mentioned, classical trajectory models, although
successful at reproducing features in NSDI experiments, fail when modelling HHG be-
cause the plateau structure is an interference effect [89, 90, 121]. Crucially, an advantage
of CCS over the semi-classical Herman-Kluk (HK) method [88] is that quantum inter-
ference is fully incorporated between all trajectories, rather than just with its nearest
neighbour, and as it is fully quantum tunneling can in principle be accounted for. The
main advantage over the SFA is that the Coulomb potential is included throughout the

electron propagation and multi-electron effects are in principle fully considered.



Chapter 4

The strong-field approximation

4.1 Traditional SFA

The strong-field approximation (SFA) was first proposed by Keldysh in 1964 to investi-
gate ionization during the interaction of an atom with an electric field [124]. Along with
work by Faisal [125] and Reiss [126] this became known as Keldysh-Faisal-Reiss theory.

The Keldysh parameter,
| Eo |
20,

v = (4.1)

determines whether ionization occurs via tunnelling or multiphtonon ionization, with
~v < 1 indicating that we are in the tunneling ionization regime and ~ > 1 indicating the
multi-photon ionization regime. Much of the work investigating HHG has been carried
out in the tunneling regime, and this will also be the case in this thesis. Part of the
reason for the success of the three step model in modelling HHG is that in the tunelling
regime multi-photon resonances and excitation are less likely to play an important role

in the phenomenon and can safely be neglected.

The SFA was applied to HHG by Lewenstein et. al. [46] and also independently by
Becker et. al. [127], using a zero-range potential. The two approaches were later unified
[128]. In this chapter, the SFA which was first developed and implemented for atomic
systems is preseneted. Then, in Sec. 4.2, an extended SFA, in which we can model HHG

for diatmonic systems, is explained and compared to the original formalism.

4.1.1 SFA transition amplitude

We now present a formal derivation of the strong-field approximation (SFA) [46, 128],

which will be extended in further chapters to investigate orbital symmetry and the effect

26
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of multiple orbitals in diatomic molecules on the harmonic spectrum. Here the derivation
from [128] is followed.

We wish to compute the expectation value of the dipole operator in an arbitrary form,

defined as d,
R(t) = (¥(t) | d | ¥(t)) (4.2)

The time evolution operator, U(t,t’), propagates the wavefunction | Uo(¢')) , from some
time before the pulse, t', to ¢, under the influence of the full Hamiltonian, given in Eq.
(3.2), such that,

| W(t) =U(tt) | (t)) (4.3)

This equation is inserted into Eq. (4.2), giving,

R(t)= lim (Uo(t) | U, )AU(t, ") | To(t")). (4.4)

't ——o0

The time-evolution operator to be written as,

t
Ut,t) = Uo(t,t’)—i/ dt"Uo(t, " YH (U (", )
t/

t
= Uo(t,t’)—i/ dt"U (¢, " YH(t"\\Uo(t", ), (4.5)
t/

which is called the Dyson equation, and where Uy(t, ) is the time evolution for a system
under the influence of the field free Hamiltonian, defined in Eq. (3.3). This evolution
operator satisfies

.0 / /

zan(t,t) = HoUy(t,t')

—zgtUo(t, ty = Up(t,t")Ho. (4.6)

The term Hj(t) is the interaction Hamiltonian which depends on the choice of gauge.
In the length gauge Hj(t) = —r - E(¢) and in the velocity gauge H(t) = A(t) - k. Now

inserting the Dyson equation into Eq. (4.4), one obtains four terms,
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R(t) = (To(t) | Uo(t, t")dUp(t,t") | To(t"))

— z‘/t dt' (Wo(t') | Uo(t', £)AU (¢, ¢"YH (¢ Uo(t', 1" | Wo(t"))

—0o0

+ / dt" (o (') | Up(t', ¢"YH (¢ U (", )AUy (¢, ") | To(t"))

N / dt" / dt' (Wo(t') | Uo(t', ") H(t")U (1", 1)
xdU (¢, " YH (Y Uo(t', ¢") | Wo(t")).
(4.7)

Now the strong-field approximation is made, and the full time-evolution operator, U (¢, 1),
is replaced by the Volkov time-evolution operator, Uy (t,t'), which corresponds to the

Hamiltonian without the presence of the binding potential,

2
zgth(t t) = (1{2 + Hj(t)> Uy (t,t)

2

—ngV(t t') = Uy (t,t) <k2

57 + Hf(t’)> : (4.8)

Noting that the first term on the right hand side of Eq. (4.7) vanishes due to the sym-
metry of the wavefunction and the dipole operator and neglecting continuum-continuum

transitions, which corresponds to neglecting the last term on the right hand side of Eq.
(4.7) one is left with,

R(t) = —i/t dt' (Wo(t) | AUy (¢, ) Hy(t) | ©o(t)) + c.c., (4.9)

—00

which is the dipole moment recovered in [46, 128]. Utilizing

| Wo(t)) = e "Fot | W), (4.10)

where Ej is the energy of the state | Uy(¢)), and using the identity operator in momentum

/dkl/dkg/ dt'e Fot=t) (g | d | ky)

k1|Uv(t t)‘kz <k2‘H[( )‘\I/0>—|—CC (411)

space, one obtains,

The explicit expressions for (k; | Uy (t,t') | ka) can be obtained by utilizing the uni-
tary equivalence of the length, velocity and Krammers-Henneberger (KH) gauges, as

presented in Appendix C. Working in the KH gauge is convenient because in this gauge
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the Volkov wave has the form of a plane wave, so that we can write the time evolution

operator as
2

k
Uy (t,t') = exp(—i?(t — ). (4.12)
Then moving between gauges, using the expression,

AWM k) = k — A(1)), (4.13)

and taking the Fourier transform over all time, to obtain a frequency spectrum, one

obtains the transition amplitude within the SFA,

= —Z/ dt/ dt /dgkarec azon(k)

x expliS(t, ', Q, k)] + c.c., (4.14)
where
areC(f{) = <1:< | d | W), (4.15)
and
ion(k) = (k | H(t') | o), (4.16)

are referred to as the recombination and ionization dipole matrix elements, respectively,
and S(t,t',Q, k), is given by,

t
S(t 1,0, k) = _% / k+ A(F)2dr — Bo(t — t') + Ot, (4.17)
t/

which is the semi-classical action.

The expressions for the Volkov state | l~<> is gauge dependent, which arises from the
lack of orthogonality of the ground state and the Volkov state, which was introduced
to the system in Eq. (4.9). In the length gauge the canonical momentum becomes
| k) =| k + A(7)), where 7 = t,t/, whereas in the velocity gauge there is no change,
| k) =| k). In the length gauge formalism the continuum wavefunction is refered to as a
field dressed plane wave. This shift occurs when moving to the KH gauge to the length
gauge, which is the unitary transformation in Eq. (C.6) and is due to Eq. (4.13). Such
a shift does not occur when moving from the KH gauge to the velocity gauge, which is

the unitary transformation in Eq. (C.5).

It can be see that the ionization prefactor has a dependence on H(t'), which depends
on the gauge the Hamiltonian is expressed in, whereas the recombination prefactor has
a dependency form of the dipole operator d. The length-gauge formulation will be used

throughout this work. The correct choice of gauge has given rise to much debate, and it
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has been shown that the length gauge gives rise to potential energy shifts of which the
meaning is not clear [48]. Nonetheless, when using the velocity gauge it has been shown

that two-center interference patterns are absent [49, 108].

Finally, in the length and velocity forms, the recombination matrix element can be

conveniently expressed as,

! 0¥ (k
agr)ec,o)( ) = 1 81E )7 (418)
or,
aEZiQO)(k) = k¥ (k), (4.19)

respectively. This indicates that it is convenient to obtain the ground state momentum

space wavefunction in order to calculate the prefactors.

4.1.2 Saddle-point approximation

To solve Eq. (4.14), one can exploit the highly oscillatory nature of the action and look
for ¢, t and k where the action is stationary. This approach is called the saddle-point
approximation (SPA). These stationary values will make the largest contributions to the
integral, such that 9S(¢,t',k)/0t' = 0, S(t,t',k)/0t = 0 and 9S(¢,¢',k)/0k = 0. This

leads to the following three equations,

e A 12;(15’)]2 +Ep =0, (4.20)

/ " ks AT =0, (4.21)
and )

k200 p—a (4.22)

respectively. These equations can be interpreted as follows. Equation (4.20) gives the
conservation of energy while tunneling. It only has complex solutions, as it corresponds
to the quantum mechanical nature of tunneling ionization at time ¢ and has no classical
counterpart. Equation (4.21) constrains the electron to return to the site of its ioniza-
tion. Finally, Eq. (4.22), gives the conservation of energy when the returning electron

recombines with the orbital of energy Ey, giving rise to a harmonic of frequency € [1, 2].

The real parts of the solutions of the above stated equations are related to the start times
and return times of a classical electron in the laser field. The imaginary parts of these
solutions, on the other hand, are associated with classically forbidden processes and in

the case of Eq. (4.20), the width of the barrier the active electron must tunnel through.
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Each cycle of the laser field gives rise to a pair of trajectories, called the ‘long’ and
‘short’ trajectories, due to the time the electron spends in the continuum. This is shown
for a pair of trajectories in Fig. 2.3. In a single wave cycle, all harmonics generated
have a ‘long’ and a ‘short’ contribution, except for the cutoff harmonic, which only has
a single trajectory contribution per laser cycle. One can observe from the figure that
most trajectories ionize near the maximum of the field. However, for the lower order
harmonics, the possible return times vary by almost a laser period depending on whether
we have a long or short trajectory. Moving to higher harmonics the difference between
the return time of the long and the short trajectory get closer until they converge onto
the same time at the higher harmonics, which correspond to the cutoff harmonics. Also,
it should be noted that most of the ionization occurs at a very specific time during the
laser period. As the ionization step of harmonic generation is largely responsible for the
overall intensity of the emitted harmonic, this explains why one observes a plateau type

structure of almost equal intensity in the harmonic spectrum.

In addition to the ‘long’ and ‘short’ trajectory, an ionized electron wavepacket may
return within the same cycle or for any cycle after the first cycle. Hence, there are an
infinite number of saddle solutions for a given harmonic, and thus an infinite number of
pairs of trajectories. In this work, the first three pairs of trajectories are chosen, where
the first pair corresponds to recombination within the first cycle, the second pair to
recombination in the second cycle and the third pair to recombination in the third cycle.
Electron trajectories that remain in the continuum for a long time experience significant
wavefunction spreading resulting in decreasing contributions from longer trajectories.
However, they will give rise to more substructure in the harmonic spectrum due to

interference between possible trajectories.

In addition, we note that in order to obtain distinct harmonic peaks at odd harmonics
in a symmetric system, we must consider trajectories ionized from each cycle. The
periodicity of the field will then give rise to the odd harmonics. In this work, we consider
only trajectories starting in the first cycle of the laser field. As the focus of this work is on
structural features in the harmonic spectra, which such peaks may distort, considering
the periodicity of the field is not relevant for the analysis. Therefore we consider only

ionization from the first cycle, which is suitable for this purpose.

In Fig. 4.1 we show the various different tpes of trajectories for a continuous wave laser
field. We show two of the possible ionization times in the first cycle, represented by the
black and red lines, and see that these correspond to two different possible return times.
We also show that ionization can occur in the next half cycle, as represented by the blue

lines. Only trajectories which begin in the first half cycle are included in this work.
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FIGURE 4.1: Real part of the start time, ¢’, and recombination times, ¢, shown in the

lower and upper panels, respectively, of electron trajectories for a harmonic of order

n. We are using a continuous wave sin field. The dashed and solid lines correspond

to the long and short trajectories, respectively. Red lines correspond to ionization and

recombination in the first cycles and black lines to ionization in the first cycle and

recombination in the second cycle. The blue lines represent the similar trajectories as
those by the red lines except occuring 0.5 cycles later.

Having solved the saddle point equations, the transition matrix element can be written

as a summation of the saddle solutions,

M(Q) = AsexpliS(ts, ty, Q, k)] (4.23)

where

ks + A(ts))aion (ks + A(ty)) .

Ay = (2m)/? rec(
(2m) (v/detS" (s, 1., Q2 ks)

(4.24)

In the above stated equation, detS” (ts,t}, 2, k) represents the 5 x 5 determinant of the
second derivatives of the action with regard to tg, ¢, and ks;. Equation (4.23) can be
further simplified by considering k according to the return condition in Eq. (4.21). This

will lead to a 2 x 2 determinant with regard to ts and ¢
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4.1.3 Uniform approximation

One can see from Fig. 2.3, that as one approaches the cutoff harmonic, the real parts
of the ionization and return times converge to the same value. In fact, it is only the
complex nature of the trajectories that prevents the saddles from fully coalescing. This
is a problem for the standard SPA because it assumes that saddle points are independent
of each other. The nearly coalescing saddles leads to a cusp, and one saddle starts to
diverge after the Stokes transition . This problem can be partially solved by removing
a saddle by hand [129]. However, a cusp still remains at the higher harmonics. A much
more elegant solution is to use the uniform approximation (UA). Unlike the SPA, in
which the action is expanded up to only the second order, the UA expands the action
to higher orders. Considering a pair of trajectories, i and j, the transition amplitude,
within the uniform approximation, prior to the cutoff, may be written in terms of BesselJ

functions [130],

Miy; = +/—2nAS/3expliS +im/4] x [AA(Jy/3(—AS) 4+ J_1/5(—AS))

FA(J2/3(—AS) — J_9/3(=AS))], (4.25)
and beyond to the cutoff, in terms of BesselK functions,

Miyj = \/2iAS/mexpliS] x [AK j5(—iAS) + iAAK, j3(—iAS)], (4.26)

where AS = B8 g — Bt8i) A g = Aiidi) apq 4 = Hitds

The above equations require no additional information about the electron trajectories.
All that is required is for us to calculate the action and the prefactors in Eq. (4.25) and
Eq. (4.26). When the saddles are well separated, the UA reduces to the standard SPA.
For more details see [130, 131]

4.2 Extension to diatomic molecules

So far, the theory that has been outlined in Sec. 4.1.1 is for a general one-electron
ground state corresponding to a general potential V(r). For a Hydrogen atom, for
example, the ground state | ¥y) can be found analytically by an exact solution of the
time-independent Schrodinger equation and then used in the strong-field approximated
transition amplitude in Eq. (4.14). For the specific case of diatomic molecule, there is
no exact analytical solution, so to obtain ¥, one approach is to use a linear combination
of atomic orbitals (LCAO),
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() = 3 e 4 o)+ (e ey - ) (427

where R is the internuclear distance, 1 is the orbital quantum number, m is the magnetic
quantum number and A determines the orbital symmetry, with A = m corresponding to
gerarde (even) and A = m + 1 corresponding to ungerarde (odd). The LCAO approach
is an effective way of reproducing a molecular orbital if a) the energies of the atomic
orbital (AO) at each center are comparable, if b) there is a large overlap between the
AOs and if ¢) the AOs have the same symmetry properties with respect to the symmetry
properties of the molecular orbital. The AOs themselves can be expanded as Slater type
orbitals (STOs), or each STO expanded as a combination, or ‘contraction’, of Gaussian
type orbitals (GTOs). For the 1s state of hydrogen centred at the origin, the STO is
of the form e~¢" whereas a GTO is of the form be¢"". Although STOs are a more
suited basis when modelling a molecular orbital, as they are the exact form of the 1s
Hydrogen orbital, and their behaviour at » — oo is more fitting to a molecular system,
GTOs are much more widespread in the quantum chemistry community, due to their
convenient mathematical properties [12]. The Gaussian theorem, for example, states
that product of two Gaussians centered at different positions is proportional to a single

Gaussian centered at a third position,

e Calr=RA)? o~CB(r—Rp)* _ [, pe=Co(r—hp) (4.28)
where,
_¢alp(Ra-Rp)®
KAB —e Cp , (429)
with
G =Ca+ (B, (4.30)
and
R R
Rp — QXAZ‘QBB (4'31)
P

We will use this relation in later Chapters, especially Chapter 6. By using a combina-
tion of GTOs to mimic the behaviour of an STO and choosing the correct contraction
coefficient, b, by a least squares fit, one obtains the same behaviour of the STOs but
with the mathematical conveniences of the GTO, as shown in Fig. 4.2. Having said this
STOs have been employed in some instances by the strong field community [27, 47, 81],

and therefore both methods will be presented and compared in what follows.

The highest occupied molecular orbital (HOMO), HOMO-1 and lowest unoccupied
molecular orbital (LUMO) for Ny are displayed in Fig. 4.3. These orbitals have been

calculated using the GTO contraction described above. These three molecular orbitals
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FIGURE 4.2: Comparison of a Slater type orbital (STO) used for a 1s atomic state
and its approximation with one, two and three contractions of Gaussian type orbitals
(GTO) [12]. The coefficients for the GTO are obtained using a least squares fit.

are widely employed in this work and include the o4 orbital, the 7, orbital and the =,
orbital, displayed in Figs. 4.3 a), b) and c¢), respectively. The subscripts correspond to
the symmetry of the orbital, with g standing for gerarde symmetry and u standing for

ungerarde symmetry. We also note that the m, and 7, orbitals are degenerate.

4.2.1 Gaussian vs Slater basis sets in molecular orbital construction

Starting with a GTO contraction, we now give the expressions for a general atomic

wavefunction 1, given in Eq. (4.27). This reads,
Ya(r) = Z C;i,j E'X) (r), (4.32)
J

where,

oY (r) =Y b¥(rg)e ST, (4.33)

and B=x,y,z is determined by the orbital one wishes to reconstruct, 7, m,, o, respec-
tively. Also, x = L, R depending on the left or the right atom. This is a distinction
which is required for heteronuclear molecules but for homonuclear molecules the coeffi-
cients will be the same as the atomic orbital used at each atom will be the same. The
expansion coefficient b is called the contraction coefficient, we refer to ¢ as the LCAO
coefficient and ( is an exponential coefficient. All of these coefficients are obtained from

the quantum chemistry code GAMESS-UK [13]. The diatomic system is modelled within
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FIGURE 4.3: Molecular orbitals in position space corresponding to a) the HOMO,

which is a 30, type orbital b) the HOMO-1 which is a 17, type orbital and c) the

LUMO, which is a 17y type orbital, of Na. We use a LCAO with 6-31G split valence

basis and an equilibrium internuclear separation of 2.068 a.u. The energies of these

orbitals are E3,,=-0.63485797 a.u., E1,,=-0.65087981 a.u. and FE1,,=0.17238733 a.u.,
respectively.

the Born-Oppenheimer approximation, which is valid for larger systems, such as Ns and

0, [81].

For much of the work within that follows an expression for the momentum space wave-
function is beneficial, as it can be conveniently used in determining the recombination
matrix element displayed in Eq. (4.18) and Eq. (4.19). Considering only p-type and

s-type atomic orbitals, this is written as

= Y expT RO k) + (-1 e e k), (434)
where,
Zc DX (k (4.35)
and,
oy 73/2 k2
s (k) = (—ikp) aW exp|[— CX] (4.36)

When actually calculating the molecular orbital a split valence basis is used. This means
that the LCAO coefficients of the core orbitals are the same, however the valence orbitals
coeflicients are split. For example, a 6-31G basis means that six Gaussians are used to
model the 1s electrons, each with the same LCAO coefficient, whereas four are used to
model the 2s and 2p electrons, with the fourth having a different LCAO coefficient to

the previous three.
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Rather than using a GTO contraction, one may express the atomic orbitals ¥X in Eq.
(4.27) as STOs, which reads as,

(263" 2

na—1_—CXry ma
na)] r e Y, (0, 6), (4.37)

Pa(r) =
where in this instance the coefficients ¢, and ( are obtained from the literature [14], and
YZT"‘ (0, ¢) is a spherical harmonic. The momentum space wavefunction in a STO basis,
corresponding to Eq. (4.35) is,

—ik)leona—la (X —la+3/2 T(2+1
VX(k) = (k) (o) 2+ o 4 o) (4.38)
(2nq)! I'(3/2 + na)
X2F1 (aly az, ag, a4)YEZLa (apa ¢p)?

where F is a hypergeometric function and a; = 14 (lo4+n4)/2, aa = a1+1/2, a3 = 14 +3/2
and a4 = —k?/(¢)?. Finally, the polar and 6, = cos™!(p./p) and the azimuthal angle
¢p = tan™! (py/Pa).

4.2.2 Analytical form of the dipole matrix elements

The dipole matrix element for recombination, as in Eq. (4.18), for a general molecular

orbital of a diatomic molecule, 1;, can be calculated analytically to give,

l . . R L —m . R R
Aoy = 1 el explik - TIA@L) () + (~ 1)l explike - ot (1)
R
+5 A (K), (4.39)
where,

M50k = 3 el explik - L1 1) + (~1)'e el explik - T160 k), (4.40)

when using the length form and,

v . R L -m . R R
afphesy = D e kexplik - IO (k) + (=)' e el Peexplik - T8 (K), (4.41)

in the velocity form.

In the length form recombination matrix element, Eq. (4.39), the third term on the right
hand side increases with internuclear separation. In fact, one finds that when using the
SFA an atomic system does not posses translational invariance, such that this term will

increase as the system is moved from the origin of the co-ordinate system. This artefact
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has been attributed to the lack of orthogonality between the continuum states, which in
the SFA is approximated by field dressed plane waves, and the ground state [108]. Such
problems do not occur when using the velocity form of the dipole operator, as we can see
by inspecting Eq. (4.41). Previous calcualtions on homonuclear molecules within the
SFA have shown that the velocity form is the prefered form of the dipole operator when
describing molecular systems [48], because it is as more accurate than the acceleration

form when calculating two-center interference and easier to compute.

4.2.3 Interference condition

The recombination matrix element Eq. (4.14) contains all of the structural information
about the molecular system. This term can fully be described by the momentum space
wavefunction, as detailed in Sec. 4.2.2. Therefore, minima in the momentum space
wavefunction will lead to minima in the harmonic spectrum. Now we present a gen-
eralised interference condition, which is a heteronuclear extension to the homonuclear
interference condition presented in [27]. This goes beond the simple interference condi-
tions mentioned in the introduction, where s-p mixing is not considered [57, 71|, and the
wavefunction is assumed to be symmetric, which in this instance is simply a summation
of two s-type atomic oprbitals. The momenum space wavefunction, Eq. (4.34), for a
molecular orbital built of s- and p-type atomic orbitals, can be re-expressed in terms of

trigonometric functions,

k-R

(k) — () Log X B 4ol
(k) = ;C’+ cos| 5 | +iC sin| 5 ], (4.42)
where,
O = e ol (k) + (=) Do (1o (443)
Defining,
.Ca’j
¥ = arctan <z + ) , (4.44)
o
gives,
, , k-
%my:¢m&ﬂmwc@meﬁ+—;B. (4.45)

Seeing that Eq. (4.42) sees a minimum when Eq. (4.45) sees a minimum, one expects
interference minima in the harmonic spectra when considering field dressed plane waves,
if,

ﬁ+m+A@y%=

K. (4.46)
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Using the saddle point equation, Eq. (4.22), for the specific case of a continuous wave,

linearly polarized laser of frequency w, the harmonic minima will occur at,

E() 2(/4371’ - 19)
n=—+———5—-— 4.47

w  wR2cos?(6r)’ (447)
where 6, is the angle between the momentum vector, which is in the direction of the
laser field polarization, and the position vector, or in other words, the angle between

the internuclear axis and the laser field polarization.

Now we compare the two types of orbital construction described in Sec. 4.2.1 and their
effect on the interference minimum. In Fig. 4.4, we display results, either computed
with a 6-31G gaussian basis set and coefficients obtained from GAMESS-UK [13], or
with STOs, and the coefficients in [14] [upper and lower panels, respectively]. The
outcome of the split-valence computation, displayed in Fig. 4.4 a), exhibits a minimum
which, for parallel molecular alignment, is near 2 = 25w. This is a slightly higher
harmonic order than that observed in [27] (see Fig. 4 therein). The minima observed
for the individual s and p contributions, in contrast, agree with the results presented in
[27] (c.f. Fig. 4.4.(b) and Fig. 4.4 c), respectively). This suggests that the s-p mixing
possesses different weights in the present case and in [27]. The spectra obtained with
the Slater-type orbitals, on the other hand, are practically identical to the results in
[27]. This holds both for the minimum in the full 3o, spectrum [Fig. 4.4 d)], which,
for parallel alignment, is close to 2 = 21w, and for the patterns present in the s and
p contributions [Fig. 4.4 e) and Fig. 4.4 f), respectively]. We have ruled out that this
discrepancy is due to the slightly different ionization potentials employed in the two
computations by performing a direct comparison for the same set of parameters (not
shown). We have also found, employing GAMESS-UK and several types of basis sets,
that the minimum at €2 = 25w is rather robust with respect to small variations of F3,,
and R '. Hence, in comparison to our computations, it seems that the contributions of

the s states to the spectra are slightly underestimated in [14].

4.2.4 Modified saddle-point equations

When modelling diatomic molecules within the framework of the strong-field approxima-
tion, the molecular structure can either be incorporated into the ionization and recom-

bination prefactors or into the action. Incorporating the molecular structure into the

! Apart from the 6-31G basis set mentioned in this work, which has been used to compute the spectra
in Figs. 1.(a)-(c), we have employed the following basis sets in GAMESS-UK: STO-3G (Slater-type
orbitals, three Gaussians), and several split-valence basis sets, namely 3-21G, 4-21G, 4-31G, 5-31G, and
6-21G. For all cases we found that the two-center interference minimum of the 304 spectrum agreed with
Fig. 4.4 a). For more details on split valence basis sets see, e.g., J. Stephen Binkley, John A. Pople,
Warren J. Hehre, J. Am. Chem. Soc. 102, 939 (1980).
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FI1GURE 4.4: High-order harmonic spectra for the HOMO in N, subject to a linearly
polarized laser field of frequency w = 0.057 a.u. and intensity I = 4 x 10" Wem ™2, as a
function of the alignment angle 67, between the molecular axis and the field. The spectra
in the upper panels have been constructed using a gaussian basis set and coefficients
obtained from GAMESS-UK [13], while those in the lower panels have been built using
Slater-type orbitals, and the coefficients in [14]. From left to right, we display the
spectra from the full 3o, orbital [panels (a) and (d)], the contributions from the s
states [panels (b) and (e)], and those from the p states [panels (¢) and (f)]. The bound-
state energy of the HOMO and the equilibrium internuclear distance have been taken
from the respective computations. For the upper panels, F3,, = 0.63485797 a.u., while
for the lower panels E3;, = 0.63495 a.u. In both cases, R = 2.068 a.u.

prefactor amounts to inserting the momentum space wavefunction, Eq. (4.34), into the
recombination prefactors Eq. (4.18) or Eq. (4.19), depending on whether we choose the
length or velocity form. However the SPA assumes that the prefactors are slowly vary-
ing compared to the semi-classical action, which is not necessarily the case, especially
for large internuclear distances [132]. Another, more accurate approach is therefore to
incorporate the molecular structure into the action [49]. In this instance, the transition

amplitude in Eq. (4.14) can be expressed as a summation,
0) =Y My, (4.48)

where

00 t
Wm):-4/ ﬁ/ W/fmw@&m

xexpliS(t,t',Q, k)] + c.c, (4.49)

and

J,uu t t/ Zuu I/C 8k(t d)og ( ( ))ak(t’)(ﬁ%(k(t/))’ (450)
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FIGURE 4.5: Schematic of contributions to the overall harmonic yield when incorporat-

ing the molecular structure of a diatomic molecule into the action. Sy 1 and Sg r are

the direct harmonics, where the electron leaves and returns to the same center, whereas

St r and Sg 1, are the exchange harmonics, where the electron leaves from one center
and returns to the other.

where u and v represent the left and right ions with Z, ; = 1, Z; g = (—1)~msH2s,
ERL = (—1)la=matAa and Er,r = Zr,.2r,r. The action now takes two forms, one for
p=v,
R
Sup(tt, k) =5, ¢,Q,k) + (At) — A(t)) - o (4.51)
which leads to the so called direct harmonics, where an electron ionizes and recombines

to the same center, and the other for u # v,

Su (1,0, K) = S(1,#,0,1) £ k- R+ (A(1) + A()) - 1

(4.52)

which leads to the exchange harmonics, where ionization and recombination occur at

different centers [49, 132]. These contributions are displayed in Fig. 4.5

If one now follows the same procedure as in Sec. 4.1.2 and employs the SPA one obtains,

k+ A(t))? E()-R
k+A@)] , p (EO-R_, (4.53)
2 2
when differentiating with respect to ¢/, and
k+ A(t))? E(t) -
H2(t)]+EO:t(t;R =Q, (4.54)

when differentiating with respect to t. An additional term appears on the left hand
side of Eq. (4.53), in comparison to Eq. (4.20), which signifies a potential energy
shift, depending on which side of the molecule ionization occurs from. The same is
also apparent for recombination, which can be seen when comparing Eq. (4.21) and

Eq. (4.54). These potential energy shifts have raised much debate [49, 132] and are
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dependent on the form of the dipole operator and the choice of gauge when the SFA
[2, 48, 108].

Finally, when differentiating with respect to k the two contributions from Eq. (4.51)
will be the same as Eq. (4.22), with the only difference being that ionization and
recombination will now occur to and from an atomic center, rather than the geometric

center of the molecule. However, Eq. (4.52) will give rise to,
¢
- / drlk+A(1)] R =0, (4.55)
t/

which corresponds to an electron, ionized from the left /right atom, travelling a distance
R and then recombining with the right/left atom. The positive and negative signs in
Eq. (4.55) correspond to Sg and Sy g respectively. Interestingly, it can be seen that
in this instance the momentum is no longer parallel to the field. This observation has
been suggested as the origin of elliptical harmonics from linearly polarised laser fields
[133].

We will investigate the importance of exchange harmonics when modelling the effect of

nodal structures in molecular orbitals on the harmonic spectrum in Chapter 8.



Chapter 5

Multi-electron ground state

wavefunction

Now the SFA formalism presented in the previous section, which considered a single
active electron, as is usually taken for SFA calculations, is extended to multi-electron
systems. Much of the work on harmonics from many electron diatomic systems as-
sume that the highest occupied molecular orbital (HOMO) is sufficient in describing
the phenomenon [7, 27, 81, 134]. The reason for this that the ionization probability
of a system is exponentially dependent of the binding energy of the molecular orbital,
making ionization from orbitals lying below the HOMO much less likely. However, after
the observation of the contributions from the HOMO-1 to the harmonic spectrum in No
[23], it was recognized that the orbital geometry of the orbital from which ionization is
occurring also plays a significant role in determining ionization probability, as discussed
in Chapter 2. A particularly important feature in a molecular orbital is the presence
of a nodal plane, which is a region of vanishing electron density ion the position space
wavefunction. Experimentally aligning diatomic species No, O and C'Os prior to ion-
ization [58], one observes that molecular orbitals with nodal structures aligned along
the polarization axis of the driving field experience a substantial decrease in ionization
relative to when these nodal structures are aligned perpendicular to the polarization
axis [9, 23].

If the binding energies of the HOMO and HOMO-1 in a diatomic species are separated by
only a few electron volts, such that to the first approximation the potential an electron
has to overcome to ionize form either orbital is similar, one would anticipate orbital
geometry will becoming extremely important in determining whether only one orbital
dominates the harmonic spectrum or whether both contribute. This is especially true if

either the HOMO or HOMO-1 contain any nodal structures, which, for example, is the

43
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case in diatomic Nitrogen, Ny. In Fig. 4.3 b) we see that the HOMO-1 of Ny exhibits a
nodal plane along the internuclear axis, whereas the HOMO, displayed in Fig. 4.3 a) has
most of its electron density located along the internuclear axis. Below we investigate the
interplay of these two orbitals and the effect of this orbital geometry on the harmonic

spectrum.

5.1 Theory

The SFA for an arbitrary single electron diatomic systems is now extended to a multi-
level diatomic system. For a general n-electron Hartree-Fock wavefunction, the ground-
state wavefunction which will be incorporated in the ionization and recombination pref-
actors may be written as,

1

2 1 2 N
A el g, (5.1)

| Wo) =
where A is the antisymmetrization operator, N is the number of active electrons and
| w(()j )> represents the active orbitals one wishes to incorporate. Spin degrees of freedom
are neglected. For this N-electron system the dipole operator, which is taken in the

length form, reads,

r= Zr(j), (5.2)

and the time evolution operator becomes,

Uspa(t,t) = US4, UP ¢, t) e . .U Vi, t) e U™, v)

+U (4,8 © UG (). U5V (1) @ UG () + .
+U () 2 UP (0. U8 V) @ UL (). (53)

The Dyson equation, as displayed in Eq. (4.5), in the strong field approximation where
the time evolution operator has been replaced by the Volkov time evolution operator,

may be written for the electron j as,

. , ¢ . .
Udl ¢y = U 1) —i/t/ at"ud (¢, ¢ H ("YU (1, ). (5.4)

The evolution operator in Eq. (5.3) describes the physical process in which an electron is
ionized and propagated in the continuum under the strong field approximation, U(gr ),
while the remaining electrons remain bound and are propagated by the field free Hamil-
tonian, Uy. The processes corresponding to the propagating and the bound electrons

have been decoupled, which means that effects such as core polarization, relaxation and
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electron migration, for example, are not treated in this framework and the remaining

core is treated statically.

We apply the method to Na, with a HOMO of o4 geometry and HOMO-1 of 7, geom-
etry, although the method itself is applicable to any multi-level level system. Initially
only two dimensions and two active electrons are considered, which we take to be the
x-z plane. However, this will then be extended to three dimensions, such that the de-
generacy of the m, , and m,, orbitals in Ny is fully accounted for. In this instance, three
electrons are considered. The effects of orbital degeneracy have been shown to have a
significant effect in HHG, for example, in organic molecules [135]. The derivation and

corresponding results presented here have been published in [1].

The two electron ground state wavefunction of Ny, in the x-z plane, may be expressed
as

| Wo) = —=(I 30)) | 1m?) = | 303) | 1x (1)), (5:5)

\f

where the index j=1,2 refers to the electron in question. In the length form, the dipole

operator will read,
r=rl 4@ (5.6)

The multi-electron SFA time evolution operator is written as,

Usray(t,t) = Uspa) V() o UP (41) + UP (1) @ UG (18). (5.7

We now use the ground state wavefunction in Eq. (5.5) to calculate the expectation of

the dipole moment, as in Eq. (4.2). This gives,

R() = di(t) + da(t) + ds(t) + da(t), (5.8)
where,
aie) = 3o | | KO+ 2] | 300) | ) (59)
do(t) = ;m O] (362 | e 4 £@7]| 30(0) | 72 (5.10)
ds(t) = —§<3agl>|<17rg2>|[r<1> @ 117Dy | 30 (5.11)
di(t) = %<17rgl>|3a;2>[r<1>+r<2>]\m&”)\ 3002y, (5.12)
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Following the same procedure as in Chapter 4, except now utilising the two electron
evolution operator in Eq. (5.7), one obtains,

di(t) = @ UiV DU, | 30)

+ (1@ Ui @ul) 17?4 ce, (5.14)

u

da(t) =0, (5.15)

ds(t) =0, (5.16)

and

dit) = x| I OUgD | 1)
+ (30§2) | U;(FAI'(Q)U0 | 3U§2 )+ c.c.. (5.17)

The time dependence in the evolution operator and the orbitals has been dropped to
make the notation more readable. Equations (5.14) and (5.17) indicate that the total
transition amplitude for a two electron wavefunction is a summation of one-electron
transition amplitudes. Consequently, within this formalism, it is not possible for an
electron to leave one orbital and recombine with another orbital. This is due to the
assumptions made upon the evolution operator which, physically, implies that once
an electron is removed from a given orbital, j, the system remains frozen during the
propagation of that electron, such that even if a hole is created, it remains in the same
orbital. We insert the Dyson equation, Eq. (5.4), into the total transition amplitude,

Eq. (5.8), which in two dimensions becomes,

2
=Y MY e, (5.18)

where,

] ﬁ/ [ @k + A®)L Ko + A(E)
x exp[iS;;(t, ', k)] + c.c., (5.19)

and j corresponds to the molecular orbital. The action, S; ;(¢,t, k), where the molecular

structure is incorporated in to the prefactor as in Sec. 4.1.2 and not into the action as
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in Sec. 4.52, reads the same as in Eq. (4.17),
St ki) = St ke) — (t—t)Ej, (5.20)

where E; correspond to the ionization energies of orbital j and S(¢,t', k) is defined as

1 t
St k) = — 5 /t k) + A(7)]2dr + Ot. (5.21)

Taking the same approach as above, but in three dimensions, where the degeneracy of

the my,, and the m,, orbitals is accounted for, results in the wavefunction,

| 139y 11w i)
) = % | 13057 |1m§i’> | 17) |,

Ol 3,0y 11,0y | 1,0

13087) | 128d) | 1a%)

with the three-electron dipole operator,
r=r® 4@ 4@ (5.22)

and the three-electron evolution operator,

1 3 2 3
Usray(t,t) = U((sl*)FA) o UV @ U +UsY U((Sim) ®U;”

1 2
+U" @ U © Ul - (5.23)

Now, whereas for two dimensions the spectrum can be calculated by taking the modulus
squared of the various transition amplitudes, as in Eq. (5.18), for three dimensions one
must account for the fact that the azimuthal angle cannot be experimentally resolved.
This is achieved by integrating over the azimuthal angle. The spectrum is then given

by,
2

21
M(Q) = /0 SMY + e dor, (5.24)

In the case of a three-level system this will give rise to 81 terms, many of which will

vanish due to symmetry considerations. Performing the integral, one obtains,

= Y Wi(a,B,i,v)M; gk + A(t), 0p) M; (k + A(t), 0r), (5.25)

a,B,i,v

where W (a, 8,1, v) is given by Table 5.1.
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MO'U Mawl Mawy sza M7r1-7rw MTI",L.ﬂ'y Mﬂ'yo' Mﬂ—yﬂ—w Mﬂyﬂy
Mo 2w 0 0 0 T 0 0 0 s
Myr, 0 T 0 T 0 0 0 0 0
Mer, 0 0 T 0 0 0 T 0 0
Mz, o 0 T 0 T 0 0 0 0 0
Mpzl T 0 0 0 3r/4 0 0 0 /4
Mz, O 0 0 0 0 /4 0 /4 0
My, o 0 0 T 0 0 0 T 0 0
Mz | O 0 0 0 0 /4 0 /4 0
My | ™ 0 0 0 /4 0 0 0 3r/4

TABLE 5.1: Weights W(«, 3,1, v), corresponding to Eq. (5.25), where the azimuthal
the azimuthal angle ¢; has been integrated over.

5.2 Influence of the HOMO-1 on the harmonic spectra

We now use the multi-electron transition amplitude derived in the previous section
to calculate the harmonic spectrum and investigate the effect of the HOMO-1. The N»
molecular is aligned relative to the laser field polarization with an alignment angle ;. In
our formalism, 7, = 0° corresponds to parallel alignment and 07, = 90° to perpendicular

alignment.

The effect of multiple orbitals on the HHG spectra are initially considered in two di-
mensions, and the harmonic spectra are presented in Fig. 5.1. We compare Fig. 5.1 a)
and 5.1 ¢), which correspond to the two-electron wavefunction, where the HOMO and
HOMO-1 are considered, and the one electron case, which considers only the HOMO. We
see that the main effect of the HOMO-1 orbital is to blur the interference minimum in
the spectrum, with the blurring becoming more pronounced at higher harmonic orders.
The lack of influence from the HOMO-1 at lower harmonic orders can be understood by
observing Fig. 5.1 d), which shows harmonic spectrum when considering the HOMO-1
only. We see that the intensity of the spectrum is around two orders of magnitude lower
than that of the spectrum from the HOMO only and that there is vanishing harmonic
signal at # = 0°. The ionization potential of the 1w, orbital is slightly higher than
that of the 30, orbital. This has the effect of reducing the overall ionization probability
and therefore reducing the overall harmonic intensity compared to that of the HOMO.
However, it is the orbital geometry of the 7, orbital, displayed in Fig. 4.3 b), which has
the main effect on the harmonic spectrum. The HOMO-1 exhibits a nodal plane along

the internuclear axis which means that when the molecule is aligned parallel to the laser
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F1cUrE 5.1: Contribution of different processes to the high-harmonic spectra, as func-
tions of the alignment angle 0, for an N, molecule subject to a linearly polarized
laser field of frequency w = 0.057 a.u. and intensity I = 4 x 10"4Wem™2. We chose
¢p = 0 so that the 1m,, orbital does not contribute. The dipole matrix elements have
been computed using a gaussian basis set and coefficients from GAMESS-UK [13]. The
orbital energies are, F3,, = 0.63485797 a.u and Ey,, = 0.65087981 a.u. and the in-
ternuclear distance is R = 2.068 a.u. Panel (a): coherent sum |My, + My, . |*; panel
(b): incoherent sum |M,,|? + | My, . |?; panel (c): Processes involving the 30, orbital,
i.e., | My, |? panel (d): processes involving the 1m,, orbital, i.e., |M,, . |>. In order to
facilitate a comparison with the next figure, the transition amplitudes have not been
multiplied by a factor two to account for the two active electron and to ease comparison
with the next figure, which considers three active electrons.

field, ionization is greatly reduced [9, 27, 38, 48, 49, 58, 61]. In contrast, the 30, orbital
is entirely localized along the internuclear axis. This implies that the overall harmonic
yield from the HOMO will decrease with increasing alignment angle. The influence of
the nodal plane in the 1w, orbital however will give rise to the opposite behaviour,
with the harmonic yield increasing with alignment angle and vanishing harmonic signal
when 07, = 0°. Therefore, in the overall spectrum, comprised of contributions from all
orbitals, displayed in Fig 5.1 a), the influence of the HOMO-1 would be expected to be

more pronounced as the alignment angle increases.

The spectra resulting from the three-dimensional simulation, where three active electrons
and the degeneracy of the HOMO-1 are considered, exhibits several similarities to the
two-dimensional case. The resulting spectra are presented in Fig. 5.2. Once more, the
contributions from the 1w, orbitals to the harmonic spectrum, displayed in Fig. 5.2
b), are at least two orders of magnitude smaller than the contributions from the 3o,
orbital, displayed in Fig 5.2 ¢). We see that the minimum in Fig. 5.2 a), which is the

harmonic spectrum when considering all orbitals, becomes more blurred at increasing
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alignment angles, as compared to its single active electron counterpart, displayed in
Fig. 5.2 ¢). This is the same as the finding in the two-dimensional case. However,
the blurring is slightly less pronounced than that in the two-dimensional figure. At
first sight, this is a counterintuitive finding, as, in the three-dimensional case, there are
two degenerate HOMO-1 orbitals so we would expect their contribution to the overall
spectrum to be more pronounced. However, due to the presence of the nodal planes in
the degenerate HOMO-1, for a broad range of alignment angles the contributions are
strongly suppressed. In addition, the weights W(«, 8, v, j), displayed in Table 5.1, of
the processes involving the 30, orbital have less vanishing contributions and are larger
than the ones for the 1m, orbitals only. This will further reduce the influence of the
HOMO-1.

We compare coherent and incoherent summations in Fig. 5.1 a) and b) and Fig. 5.2 a)
and d). A coherent summation in the two-dimensional simulation, is described by Eq.

(5.18), whereas an incoherent summation is of the form,

2

M@©Q) =Y )Mg.j’;) tee. (5.26)

In the three-dimensional calculation, the coherent summation is given by Eq. (5.24),

whereas an incoherent summation is

M) = Z/OQTF

n 2
MY 4 C.c.‘ deby. (5.27)

Comparing the two types of summation allows one to assess the importance of inter-
ference between different contributions to the overall spectra, becase a coherent sum-
mation will couple different processes, whereas an incoherent summation will not. One
sees that the additional terms one obtains in the coherent summation, which are of the
form M J*]M“ where i and j represent different molecular orbitals, give rise to additional
blurring in the spectra around the minima at higher harmonic orders and make the

minimum less defined.

Finally, observing Fig. 5.1 d) and c) and Fig. 5.2 b) and c¢) which compare spectra
from the HOMO and HOMO-1, one sees that the interference minima are located in
very different regions. This is expected, based on the generalized interference condition
Eq. (4.46), which predicts minima at different harmonic orders for orbitals of differing

symmetry and s-p mixing.
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FIGURE 5.2: Contribution of different processes to the high-harmonic spectra, as func-
tions of the alignment angle 6y, for the same field parameters in the previous fig-
ure. We are considering a three-dimensional scenario, in which the azimuthal angular
variable has been integrated over. The dipole matrix elements have been computed
using a Gaussian basis set and GAMESS-UK [13]. In this case, E3,, = 0.63485797
a.u, Fip, = 0.65087981 a.u. and R = 2.068 a.u. Panel (a): coherent sum
Moo + My =, + Mﬂyﬂy|2; panel (b): processes involving the only 1w, orbitals, i.e.,
|Mr,x, + Mz, [* panel (c): Processes involving the 30, orbital, i.e., [My,|*; panel
(d): incoherent sum [Myo|? + [Mr,x,|? + [Mz,x,|?. In order to facilitate a comparison
with the previous figure, the transition amplitudes have not been multiplied by a factor
3 to account for the three active electrons.

T

5.3 Conclusions

The results in this chapter show the importance of lower lying orbitals on the spectra, and
that their main influence is seen in the interference minimum of multi-electron harmonic
spectrum. We considered energetically close orbitals, exemplified by 30, and 17, in
Ny and a simplified multielectron state incorporating three active electrons occupying
the HOMO or HOMO-1 in N3. The interplay between 30, and 1w, orbitals in the
overall spectrum, with regard to the alignment angle between the molecule and the

field-polarization direction has been investigated.

We observe that for these energetically close orbitals, the barrier through which the
electron must tunnel and the maximum energy it may acquire upon recombination are
almost the same. Hence, the shape in the spectrum will be mainly determined by the

spatial properties of the orbitals involved. For instance, the shape and the two-center
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interference patterns observed for the high-order harmonic spectra from Ny are mainly

determined by the 3o, orbital, even though the 1m, orbitals are energetically very close.

Physically, this is due to the particular geometry of the 1w, orbitals. Indeed, for small
alignment angles 6y, these orbitals exhibit a nodal plane close to the polarization axis,
so that tunneling and recombination are strongly suppressed. We have verified that this
dominance extends up to approximately 67, = 45°. For the parameters considered in this
work, the two-center minimum occurs within this region, so that it is mainly determined

by the 30, orbital.

Furthermore, due to their nontrivial dependence on the azimuthal angle, the 1w, or-
bitals carry less weight when this parameter is integrated over, as once done in the
three-dimensional calculation. Despite the degeneracy of the 1w, orbitals, this angu-
lar dependence outweighs the fact that there are more processes in which the electron
recombines with one of the 1w, orbitals. In this context, one should note that, in the
literature, the dynamics of the problem is many times reduced to the p,p. plane (see,
e.g., [27] in which HHG from the m, orbital of the O, molecule has been computed).

Such models do not consider the degeneracy of 7 orbitals.



Chapter 6
Multi-electron Lewenstein ansatz

In the previous chapter the lower lying orbitals were incorporated into the SFA by
expressing the ground state wavefunction as a Slater determinant of the HOMO and
HOMO-1. In this chapter, we will adopt a slightly different approach based on the
multi-electron ansatz proposed in the work of Santra and Gordon [64], which in the
orginal work was applied to atomic Neon. A similar approach has been adopted by

Patchkovskii et. al. [65] for molecules.

6.1 Theory

The multi-electron effects are incorporated into the dipole matrix element by making

the ansatz,
bk (t)
N k N-1 N-1
) = W)+ D0 (e 108 el 1w, (6.1)
k V2
which is the multi-electron extension of Eq. (3.26), where 02 , creates an electron in a
plane wave state with momentum k and spin ¢/2 and | ¥{¥) is the N electron ground
state wavefunction. This formalism includes exchange between the core and the con-
tinuum electron, and also includes the multi-electron N-1 core while the electron is in
the continuum. By following the derivation presented in Appendix F and [64], one may
write the recombination matrix element we obtained in Eq. (4.15) as,

arec(k) = al) (k) + alt) (k) + alZ(k) + O(H?), (6.2)

rec

where,

alol

(k) = (k| d | ¥p), (6.3)

53
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which is the zeroth order prefactor corresponding to the uncorrected influence of the
HOMO,

alh(k) =Y (dii(k | Wo) — dio(k | ¥y)), (6.4)
which is the first order correction, where,

dij = (¥; [ d | ) (6.5)

and,

809 = S0 w33 A, e (6.6)
+Zk‘\1} sz €0 +€ab_0£a_€b

which is the second order correction. The indicies a and b represent unoccupied orbitals
and i and j represent occupied orbitals, whereas the indicie 0 represents the HOMO.

The term
du,u = <¢u | a | ¢u>> (67)

is the static dipole moment moment, of arbitrary form, between orbitals v and p,
vaO[i,j] = <\I/1\I/] ‘ v | \I/a\I/0> - <\I/]\I/Z | v ‘ \I/a\I/()), (68)

and
Uab[O,j] = <\I/0\I/j ‘ [ | \I/a\I/b> - <\Ilj\I/0 ‘ v ’ \I/a\I/b>, (69)

where v is 2 electron Coulomb operator, which may be written as,

1
- - 1
v 12 ] (6.10)

The above expressions are also applicable to the ionization matrix element in Eq. (4.16),
with the difference that the dipole operator, d should be replaced by the interaction

Hamiltonian Hj(t), as discussed in Sec. 4.1.1.

In the work of Santra and Gordon [64], the above approach was derived and applied to a
multi-electron atomic system. It will now be extended to diatomic molecules. In [64, 65],
only the recombination matrix element was considered, based on the premise that the
recombination step is what is used to determine the structure of the system in tomo-
graphic imaging. However, here both the ionization a;.,(k + A(t)) and recombination
arec(k + A(t)) matrix elements will be corrected. In the work that follows, we consider

the multi-electron corrections up to the first order only, which means that we do not
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L R
L 1 (_1)lg+>\g
(_1)la+)\a (_1)15+)\5+la+)\a

TABLE 6.1: Coefficients Z¢/¢(la,lg) found in Eq. (6.12) for the four possible values of
the indices &', £ related to the right and left ions.

employ Modller-Plesset perturbation theory, as the first order corrections will dominate.
We also do not consider spin degrees of freedom, as these terms will only make a small

quantitative difference.

To calculate the corrections we employ the wavefunctions for a diatomic molecule cal-
culated using an LCAO as discussed in Sec. 4.2. One can see from Eq. (6.4) that for
homonuclear molecules only the second term on the right hand side will contribute, due
to the inversion symmetry of the system, such that only gerade and ungerade states are
coupled. However, in the case of heteronuclear molecules, both terms will contribute,
such that all orbitals are coupled, because the molecular orbitals are all asymmetric.
Therefore, it is of interest, theoretically, to model both heteronuclear and homonuclear
molecules. In Eq. (6.4), the momentum space wavefunction, (k | o), will give rise to
structural effects in the harmonic spectra whereas the dipole transition matrix elements,
dy; or djp, will determine the relative weighting only. This is because the dipole transition

matrix element is simply a number.

The recombination matrix element for diatomic molecules, corresponding to the zeroth
af«g)c(k + A(t')) order have already been presented in Sec. 4.2.2 for both the length and
the velocity forms, along with the ionization matrix element a( ) - (k+A(t)). This is now
extended to the first order corrections for diatomic systems. The derivations and results

presented here have been published in [2].

The dipole matrix element in Eq. (6.5) can be written as,

Aoy =D 3> Eerlan lp) L, (6.11)

ala Bilg €€’

where,

a,

T = / Pric)] e v + (~)AR/2)d(r)e) (r + (-1)PR/2). (6.12)

The superscripts A and B are 1 or 0 for ¢/,e = R or ¢/,¢ = L and the coefficients
Eg,gl(la,l/@}) vary such that ELL(la,lg) =1, ELR(la,lg) = (—1)lﬂ+’\5, ER,L(la,lﬁ) =
(=1)leFAe and Zp, 1 (la, lg) = (—1)leFTAatls+25 ag shown in Table 6.1. The dipole oper-

ator of arbitrary form is given by d(r).
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Equation (6.12) can be viewed as having two types of contributions, direct integrals,

1ef = / d®r(cE),) ) ) (r £ R/2)d(r)y) (r £ R/2), (6.13)

where the wavefunctions are centered at the same ion and indirect integrals,

Toh = / drlc)] es) ) (e F R/2)d(x)yf) (r £ R/2). (6.14)

where € # & and the wavefunctions are centered at different ions. Assuming that the

overlap integrals are small and can be neglected, Eq. (6.11) can be written as,

* (L ) a a x (R <,
duy =3 S B ITE] 4 (— 1yttt e (B ypad - (6.15)
a,la Bilg

The above integration for the direct integrals in Eq. (6.13) is now performed. The
integration for the overlap integrals in Eq. (6.14) may be found in Appendix E. For a
(L) (R) (L) (R)

homonuclear molecule, where cyp = cov = ca, and Co = Cpp = CBu Eq. (6.15) may

be written as,

v = D23 leanlepu TEE(1+ (-1t (6.16)
ala 67l['3

where S = L = R. For Eq. (6.16) to be non-vanishing, lo + g + Ao + Ag must be
even. This implies that the dipole matrix element between molecular orbitals of the
same symmetry, A, = Ag, couples atomic orbitals of the same parity, such that I, = I3
and that the dipole matrix element between molecular orbitals of different symmetry
couple atomic orbitals of different parity, such that I, = [g + 1. Performing the integral
in Eq. (6.13), taking the dipole operator to be in the length form and employing the

Gaussian basis detailed in Sec. 4.2.1, one obtains,

Wb(-s)b(f) R
Yl (0,0) =) o X Flla+15+1) F 5 Flla +1s)]; (6.17)
7 G ¢
VRV 4 J5H

for o to o transitions, where

PO = I+ (-1 + |

[+1
5 — .

5 (6.18)

and the negative and positive signs correspond to € = L and € = R, respectively.



6.1 o7

The same expression as in Eq. (6.17) is obtained for m, to m, transitions, where y =«
or x =y. When coupling o to 7, one obtains,
7r1/2b(~8)b(f)

R
a,f3 _ DV g1
Yol (o,my) = E —(g‘(.s) N C(E) 172 X [A(la +1,18) + A(la,lg + 1) F 5 A(la,1g)], (6.19)
33" \Sgv TS5

where,

Allay15) = F(la)F(15). (6.20)

Equation (6.19) can also be used when coupling different, 7, and m,, orbitals. The
expressions F(lo +1g + 1), A(loa + 1,1g) and A(la,ls + 1) are non-vanishing only if [,
and lg correspond to atomic orbitals of different parity. In the homonuclear case, based
on the arguments for Eq. (6.16) to be non-vanishing, molecular orbitals of different
symmetry A\, = Ag £ 1 are coupled. Physically, this implies zero static dipole moment
between molecular orbitals of the same symmetry in the length form. One should note
that the R dependent expressions in Eq. (6.17), which contain F(l, + lg) and A(la,l3),
couple states of the same parity, such that I, = lg. Nonetheless, for a homonuclear
molecule, when coupling molecular orbitals of the same symmetry, these terms vanishes

in the summation in Eq. (6.15).

In a heteronuclear molecule, such symmetry arguments do not apply. This is because
the factorization in Eq. (6.16) cannot be performed since c(aL,Z #* c&{? and C,(BL; #* chg, SO
that, as expected, all molecular orbitals will be coupled. Physically, this is because the

symmetry is broken by the static dipole moment.

If the dipole operator is taken in the velocity form, and considering the dipole in Eq.

(6.15), the coupling between orbitals of the same symmetry reads as,

() (<)
wb: b .
T2l (0,0) = 30 T x (IgF (o +15 — 1) = 20 F(ls + Lo + 1)), (6.21)
id" S TS

whereas for coupling between o and 7, orbitals one obtains,

7r1/2b(-€)b(.€) ©
@ Wi, €
Y2l (om) =)~ oy % [Bllaslg) — 20 Alla + 1,15)], (6.22)
j,j/ (Cj,l/ + Cj’ﬂu) /
where,
B(lals) = Fla)lsF (I — 1) = 2¢7) F(l5+ 1)), (6.23)

As is the case for the length form, Eq. (6.21) also describes coupling of 7, to m,. Noting
again the condition for F'(l,+1,1g), one sees that Eq. (6.21) is only non-vanishing if s and

p type atomic orbitals are coupled. For homonuclear molecules, the only contribution
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from Eq. (6.16) that is non-vanishing will arise if A, = Ag == 1. Therefore only states of
different symmetry are coupled. This is physically to be expected as the dipole operator

is an odd operator.

However, interestingly, Eq. (6.21) gives zero static dipole moment for heteronuclear
moelcules, contrary to the result in the length form, Eq. (6.19). This implies that
for heteronuclear molecules there is no coupling between the o and 7 orbitals in this
framework, which demonstrates the limitation of using this form of the dipole operator in

this framework. This finding can be verified by using the properties of Gamma functions.

6.2 Harmonic spectra including multi-electron effects

Now the formalism outlined in Sec. 6.1 is employed when computing the harmonic
spectra from diatomic molecules. The full three-dimensional problem is considered,
which, as shown in Sec. 5.1, requires us to an integrate over the azimuthal angle ¢.
This is performed, in the particular case for the multi-electron corrections, in Appendix
D. The isoelectronic homonuclear and heteronuclear molecules of diatomic molecular
Nitrogen, Na, and Carbon Monoxide, CO, are compared as the relative importance of
the static dipole moment in C'O can be assessed for different forms of the dipole operator.
This is because, in principle, for heteronuclear molecules, the second term on the right
hand side of Eq. (6.4) will not vanish. However, as we have just seen, the velocity form

of the dipole operator finds zero static dipole moment in heteronuclear molecules.

The position and momentum space wavefunctions of the HOMO of both molecules are
presented in Fig. 6.1. The position space wavefunction of N», displayed in Fig. 6.1
b) is symmetric about a reflection in the plane bisecting the internuclear axis, whereas
the static dipole moment in the C'O molecule means that this symmetry is broken.
Therefore, as expected, the position space wavefunction of CO, present in Fig. 6.1 a),
is asymmetric. The momentum space wavefunction of CO and Ny are presented in
Fig. 6.1 ¢) and d), respectively. It can be seen from Fig. 6.1 c) that even though the
position space wavefunction of C'O is asymmetric, its momentum space counterpart is
symmetric. This observation and the influence of particular features of the momentum
space wavefunction on the harmonic spectrum is analysed in more detail when looking

at the effects of nodal structures on harmonic spectra in Chapter 8.

All of the bound molecular orbitals for No and C'O are displayed also in Fig. 6.2 and
6.3, respectively. These orbitals will be used when calculating the first order corrections

in Eq. (6.4), which is a summation over all contributing bound orbitals.
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FIGURE 6.1: Highest occupied molecular orbitals for CO (panels (a) and (c)) and N2
(panels (b) and (d )), in the position and momentum space (upper and lower panels,
respectively). The absolute value of the momentum space wavefunctions of the HOMO
is taken. The internuclear separation for C'O is taken as R=2.1283 a.u. and for N> as
R=2.068 a.u., and the internuclear axis is along the z-axis. The orbitals are constructed
using the LCAO procedure detailed in Sec. 4.2 and coefficients from GAMESS-UK [13]

The harmonic spectra from these molecules and the effects of the multi-electron cor-
rections arising from the multi-electron ansatz are now investigated. The spectra from
an No molecule aligned relative to the polarization of the field, using the length and
velocity forms of the dipole operator, are displayed in Fig. 6.4. Comparing Fig. 6.4 a)
and b), which show the harmonic spectra in the length and velocity forms including the
multi-electron corrections derived in the previous section, one sees a discrepancy in the
position of the minima, with the minima in the length form at harmonic n=25 for 6y, = 0
and in the velocity the minima being at approximately n=20. It can also be seen that
the minima increases to higher harmonic orders much more rapidly with alignment and
in the length form. We attribute this to the different s-p mixing when using different

forms of the dipole operator.

We note the difference in magnitude of the length and velocity forms in Fig. (6.4) a)
and b) is due to neglecting the w term when performing the integral in Eq. (3.15). This
affects the results quantitatively and is irrelevant for a qualitative analysis, but within

each form, we are consistent with regard to the zeroth-order and first-order corrections.

Comparing Fig. 6.4 a) and c¢) and Fig. 6.4 b) and d), which corresponds to the full

harmonic spectrum with the multi-electron corrections and the corrections alone, in the
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FIGURE 6.2: Schematic representation of atomic orbital contributions to bound molec-

ular orbitals of N5. The molecular orbitals are the position space wavefunctions, con-

structed using the LCAO procedure in the same way as the previous figure. The lines

connecting the atomic and molecular orbitals symbolise the contribution of the former
to the latter.
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ular orbitals of CO. The molecular orbitals are presented in the position space rep-

resentation. The figure demonstrates the relative difference in energy of the C' and

O atomic orbitals. As in previous figures, the LCAO procedure has been used with
coefficients found from GAMESS-UK [13].
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FIGURE 6.4: Harmonic spectra for No subject to a linearly polarized laser field of
frequency w = 0.057 a.u. and intensity I = 4 x 10Wem™2. We display the har-
monic spectra calculated using the length form, with the multi-electron corrections
incorporated, and the harmonic spectra considering the corrections alone, a) and c),
respectively. The harmonic spectra calculated using the velocity form, with the multi-
electron corrections included, and from the corrections alone, are presented in panels
b) and d), respectively. The angle 6y, is the angle between the internuclear axis and
the laser field polarization.

length and velocity forms, it is seen that the corrections are many orders of magnitude
smaller than the full spectra, which justifies neglecting the second order corrections.
This is especially apparent when including the corrections in both the ionization and
the recombination prefactor, where one observes a very large decrease in the yield, as
displayed in Fig. 6.5. One observes that if the multi-electron corrections are included
in the recombination prefactor only, and the ionization prefactor is set to unity, the
corrections are always around four orders of magnitude smaller than the full spectrum.
Interestingly, the only region where the multi-electron corrections are even close to
the same order as the zeroth order term are at the harmonic minimum, occurring at
approximately harmonic order n = 27 in the velocity form and harmonic order n = 35
in the length. However, to be consistent, the corrections should be included in both
the ionization and recombination prefactors and in this instance they are completely

negligible.

One should also note the suppression of the harmonic yield in the corrections at per-
pendicular alignment, 0 = 90°, as can be seen in Fig. 6.4 ¢) and d). This is due to the
nodal structure in the lower lying o, orbitals, which are displayed in Fig. 6.2. There
is not a complete suppression because the correction contains contributions from all of

the lower lying orbitals of ungerade symmetry, including also the HOMO-1, 17, orbital.
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FIGURE 6.5: High-order harmonic spectra for Ny in a driving field with the same

parameters as in the previous figure, and an alignment angle 8, = w/4. The figure

shows the overall spectra together with the first-order corrections taking into account

only the direct or both the direct and overlap integrals. We consider both the ionization

and recombination prefactors, or the recombination prefactor only (orange and red lines

in the figure). Panels (a) and (b) give the velocity and length forms of the dipole
operator, respectively.

The latter orbital does not have a nodal plane aligned with the field at these angles.

Fig. 6.5 also shows a comparison between the direct integrals, in Eq. (6.13), and overlap
integrals, in Eq. (6.14) for the corrections. The two types of integral are compared
when including the multi-electron corrections in both the ionization and recombination
prefactors. We note that the overlap integrals are neglected in Fig. 6.4. It can be seen
from the figure that this is justified because the overlap integrals are much smaller than
the direct integrals in the length form and almost an order of magnitude smaller than

the direct integrals in the velocity form.

The multi-electron first order corrections are also considered for a heteronuclear molecule,
CO, where the static dipole moment will cause the second term on the right hand side
of Eq. (6.4) to be non-zero. The harmonic spectrum obtained from an oriented CO
molecule is shown in Fig. 6.6. Figure 6.6 a) and b) exhibit the full spectra, including
corrections in the recombination prefactor, in the length and velocity forms, and Fig.
6.6 c) and d) display the spectra resulting from the corrections only in the length and
velocity forms. There is a stark contrast in the overall spectrum from C'O, compared to
the overall spectrum of No. Most importantly, there is no visible two-center interference
in either form. This is due to the ¥ term in Eq. (4.45), which is the equation that de-
termines the two-center interference, based on the momentum space wavefunction. For
homonuclear molecules, the atomic wavefunctions at each wavefunction cancel exactly,

because L) = () such that ¥ = 0 for p-type atomic orbitals and ¥ = 7 /2 for s-type
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FIGURE 6.6: Harmonic spectra for CO with the same laser parameters as in Fig. 5.1.

Presented are the harmonic spectra calculated using the length form, with the multi-

electron corrections incorporated, and the harmonic spectra considering the corrections

alone, a) and c), respectively. We also present the harmonic spectra calculated using

the velocity form, with the multi-electron corrections included, and from the corrections
alone, panels b) and d), respectively.

ortbitals. However, in heteronuclear molecules there are no such cancelations. Hence,
the summation over « in Eq. (4.34) results in a variety of values of ¥ depending on
the LCAOQO. This means there is no clear interference condition. Physically, this can be
interpreted as the returning electron wavepacket recombining with unequal sized slits,

resulting in a less distinct minimum.

Again, one sees that the contribution of the multi-electron effects in the length and
velocity forms, Fig. 6.6 ¢) and d) respectively, are several orders of magnitude of smaller
than those of the full harmonic spectrum, such that the zeroth order contribution in
Eq. (6.3) is sufficient to model the spectra. However, in the velocity form corrections,
in Fig. 6.6 d) there is a clear minimum located at an orientation angle of § = 50° for
all harmonics, which is, surprisingly, not present in the length form. This arises due to
the lower lying o, molecular orbitals. Whereas the molecular orbital structure of the o,
exhibits a nodal plane perpendicular to the internuclear axis in No, in C'O, due to the
static dipole moment, this molecular orbital does not have a definite symmetry and the
nodal structure is distorted so that it is not a plane perpendicular to the axis. Instead,
the minimum in the wavefunction forms a different angle to the axis. We do not see this
minimum in the length spectrum for the corrections because they are dominated by the
term which depends on the static dipole moment. However, in the velocity form, this

term is vanishing.
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is labelled by the green arrows. The thick black line represents the contributions of the
o orbitals and the orange stars the contribution of the 7 orbital.

To understand the presence of lower lying orbitals on the corrections in more detail their
individual contributions for a mid plateau harmonic, the 45th, are presented in Fig. 6.7.
The spectra for Ny in the length and velocity forms are presented in Fig. 6.7 a) and 6.7
b), respectively. The spectra exhibit inversion symmetry upon 67, — 61, + 7, as expected
from the position space wavefunction symmetry. This is no longer the case for the CO
spectra, in length and velocity forms, displayed in Fig. 6.7 ¢) and 6.7 d), respectively.

This is because C'O, unlike Ny, does not possesses inversion symmetry.

The presence of lower lying o,, orbitals in the Ny spectrum from the corrections leads to
vanishing harmonic signal at angles # = 90° and 6 = 270° for both length and velocity
forms. However, in the length form corrections for CO these cuts have completely
disappeared. This is due to the static dipole moment in Eq. (6.4), which has the
effect of washing out such features. In the velocity form, because the static dipole
moment vanishes, the structures are not washed out. In fact, the minimum in the
overall corrections, which includes the contribution of all orbitals, has been shifted from
that occuring at 67, = 90° and 07, = 270° occuring in N, as we have seen in Fig. 6.6 d).

These effects will be examined in more detail in Chapter 8.
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6.3 Conclusions

The main conclusion to be drawn from this Chapter is that, if multielectron effects are
considered statically by employing multi-electron ansatz, they lead to corrections which
are several orders of magnitude smaller than the zeroth-order spectrum. This is observed
regardless of whether the length or the velocity form of the dipole operator is used, or
whether the corrections are embedded in both a,e.(k+ A(t)) and a;on(k+ A(t)), or only

in the recombination prefactor.

Hence, in order to incorporate multielectron effects in SFA-like models in an appropriate
way, one must consider the dynamics of the target. Concrete examples are excitation,
relaxation, electron orbits starting or finishing at different molecular orbitals, or the
motion of the bound electrons [9, 24, 26, 68]. This chapter has shown that this holds
for both homonuclear and heteronuclear molecules. This is very unexpected, especially
when compared to the results in [64]. In this reference, far larger corrections have been
observed for single atoms when multielectron effects has been introduced perturbatively
in a static framework. This may be due to the fact that, therein, the acceleration form

of the dipole operator is taken. This form emphasises spatial regions near the core.

The importance of dynamical effects in molecular high-harmonic generation is confirmed
by results in which excitation or relaxation have been incorporated numerically. Therein,
larger corrections have been observed [9, 24]. However, especially for Ny these corrections
still turned out to be only of a few percent as compared to the single-active electron

results.

The importance of dynamic effects have also been shown in [24, 26, 68, 114], in the
context of the multiconfiguration time-dependent HartreeFock (MCTDHF) theory for
hypothetic molecules with two and four active electrons. Apart from that, ab initio
methods also include strong couplings and quantum interference between energetically
close orbitals. This has been, for instance, reported in [25] for Ny. Such couplings are

not included in the present model.

On a more technical level, our results show that for the many-body perturbative cor-
rections around the single-active-electron strong-field approximation, it is not really
clear what form of the dipole operator one should take. In contrast, in the single-active-
electron approximation, enough evidence has been provided in [48] that the velocity form
yields the best agreement with the double-slit physical picture. In the present situation,
however, the latter form exhibits a vanishing static dipole moment when considering
the multi-electron corrections for heteronuclear molecules. Throughout the literature, it
has been argued that overlap integrals are small and may be neglected without loss of

information. In the velocity form we find they are around an order of magnitude smaller
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than the direct integrals. In contrast, the length-form of the dipole operator leads to a
non-vanishing static dipole moment for a heteronuclear molecule, and very small overlap

integrals, in comparison to their direct counterparts.

Finally, even though the harmonic spectra due to the corrections are somewhat smaller
than the spectra observed from the HOMO, one would expect to see their effect at
molecular alignment angles where no harmonic signal is expected to be observed, such

as when nodal planes are aligned parallel to the laser field polarization.



Chapter 7

Coherent superposition of

molecular orbitals

In this Chapter, choosing the initial state of the molecule as a coherent superposition
of orbitals is investigated as a method of imaging molecular orbital structure in the
harmonic spectrum. Coherent superpositions have been used in high-order harmonic
generation since the 1990s. In [136] a coherent superposition in H* was shown nu-
merically to give rise to two distinct plateaus in the harmonic spectra. In [94], such a
method was used for increasing the overall yield of the harmonic spectrum, as ionization
procedes more easily from an excited state. Additionally, coherent superpositions have

been proposed as a way of increasing the harmonic cutoff [97].

7.1 Theory

In the single-active-electron approximation, the wavefunction of a general multi-orbital

system may be written as,

o) =D C5 | vg) (7.1)

where C} is the relative weight of each contributing orbital. Physically, this implies that
the active electron is in either of the orbitals of our choice/ Following the formalism

presented in Chapter 4 one obtains,

2

M(Q) = > M, +ecc| (7.2)
YR%

68
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where,

M, = —iCiC, / dt / dv / ka9 (k + A)a®) (k + A(t)

xexpliS;,(t,t', k)] + c.c., (7.3)
and the action reads,
St t' k) =S(t,t' k) — Ejt+ E,t, (7.4)

where E;j and E, correspond to the ionization energies of orbitals j and v and S(t,t, k)
is defined in Eq. (5.21). In the above equations j and v represent the initial and final
orbitals respectively. Equation (7.3) represents a single electron multi-channel transition
amplitude and gives rise to the possibility of ionization and recombination to different
orbitals. This is also clear in Eq. (7.4), which is the multi-channel equivalent of the
action in Eq. (5.20). The difference between the two actions is that in Eq. (5.20), the
energy of the initial and final state are the same, whereas in Eq. (7.4) they may be

different. The results presented in this Chapter have been published in [1].

7.2 Imprints of orbital structure

We employ a coherent superposition between the HOMO and the LUMO as the the initial
state for an ]\72+ molecule. Tons are desirable as a target in harmonic generation because
of the higher ionization potential which gives rise to a higher cutoff energy. However, the
overall yield is reduced because the ionization step of the three step process is results in
a lower transition probability, although this drawback has been shown to be overcome
in atoms by using a coherent superposition of states [136]. One should also note that
the LUMO of N, which is a 7y orbital, similar to that presented in Fig. 4.3 c), is
negatively bound. This implies that ionization occurs by tunneling, which is the first
step in the three step model. It is not possible to model over the barrier ionization

within the three-step model formalism presented here.

Taking the weights C; in Eq. (7.1) to be equal, the wavefunction for N5 reads,

| Wo) = \7 (I30g)+ | 17g)) (7.5)

in two dimensions and

| o) = 7 (| 3og)+ | 1mga)+ | 1mgy)) (7.6)
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FIGURE 7.1: Harmonic spectrum as a function of alignment angle from an N,
molecule prepared in a coherent superposition of the 30, HOMO and 17, LUMO,

subject to a linearly polarized laser field of frequency w = 0.057 a.u. and inten-
sity I = 4 x 10Wem™2. The energies of the orbitals are E3;, = 1.12657012
au.  and FEir, = 0.26871290 a.u., respectively, with the internuclear distance

taken as R=2.113 a.u. The results presented are for a two-dimensional calcula-
tion such that the 1m,, orbital is neglected. a) Coherent sum of all contributions

. 2
to the harmonic spectrum ‘Mgggggg + Mz, 1n,, + Min,,30, + M3oyin,,| b) Con-
tributions finishing at the 3o, orbital |M309309 + Mgaglﬁgmf’ c¢) Contributions fin-
27 d) Contributions starting at the

ishing at the 1w, 0rbital|M1ﬂg$17rgm + Mir,,30,
30y orbita1|M30g3(,g +M1,rgm3,,g|2, e) Contributions starting from the 1wy, orbital
‘legmlﬂgw + M3o,17,, ® and f) Considering the HOMO only ’Mggggag ‘2

in three dimensions. The LUMO of N; is degenerate, as we have seen for the HOMO-1
of Ny in Chapter 5.

The harmonic spectrum obtained utilizing the two-dimensional coherent superposition
is displayed in Fig. 7.1. The full spectrum containing all contributing channels as well

as the spectra resulting from particular contributions are presented. Immediately, one
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observes dramatic differences in the overall harmonic spectrum (Fig. 7.1 a)), which
considers all contributing channels, compared to Fig. 7.1 f), which considers the 30,
molecular orbital only. The two-center interference in the spectrum expected when con-
sidering the 30, orbital (Fig. 7.1 f)), is completely washed out, up to around harmonic
Q) = 60w, after which it is visible again. The physical mechanism leading to this inter-

esting feature becomes apparent after observing the spectra from other contributions.

Figure 7.1 b) shows the spectra arising from processes which return to the 3o, orbital, but
may ionize from either the 30, orbital or the 17, orbital. A clear interference minimum
is seen over all angles and harmonics up to the cutoff, and as the recombination step
determines the interference, one can conclude that the blurring seen in Fig. 7.1 a) is
due to the contribution of channels which return to the 17, orbital. At angles 67, = 0°
and 07, = 90°, there is a strong suppression in the HHG yield. This is due ionization
from the 17, orbital, which has nodal planes aligned along the laser field polarization at
these angles. Thus, as a consequence of the geometry of the orbital, tunnel ionization
is greatly reduced. However, because the potential barrier of the 1w, orbital is smaller
than that of the 30, orbital, at other angles the harmonic yield is higher. In comparison
to Fig. 7.1 c), which considers processes which return to the 17, orbital, the cutoff is
higher in Fig. 7.1 a), at around ©Q = 80w. This is due to recombination to the 3oy
orbital, which has a higher ionization potential and therefore results in a higher cutoff
harmonic in the spectrum. As the 17, orbital has a lower ionization potential, we see a
lower cutoff in Fig. 7.1 ¢), in agreement with the cutoff law in Eq. (3.23). There is also
no interference minimum in the spectrum from channels which return to the 17, orbital.

This is because this minimum occurs at a harmonic frequency beyond the cutoff.

When observing Fig. 7.1 d), which displays processes starting at the 30, molecular or-
bital, one immediately sees a drop in yield. This is due to the higher ionization potential
in comparison to the 17, orbital. There is also an interference minimum occurring after
Q) = 60w, which has been washed out at lower harmonics due to recombination to the
1m, orbital. Here we note that we have no cuts at § = 0° rad and 6 = 180° rad due to
the process of ionization and recombination to the 30, orbital. This washes out the cuts
in the spectrum due to ionization from the 30, orbital and recombination to the 1mg,

which one would expect to see these angles due to the nodal planes in the 17, orbital.

Finally in Fig. 7.1 e), where processes starting at the 17, orbital only are considered,
we see a spectrum which is very similar to Fig. 7.1 a). Thus, we conclude that in the
overall spectrum, ionization from the 17, orbital is dominant, as expected due to the
lower ionization potential. The main difference is that at angles 67, = 0° and 67 = 90°
there is a slight distortion when all orbits are considered, which is due to the lack of

nodal structure aligned along the field polarization direction in the 30, orbital.
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FI1GURE 7.2: Harmonic spectrum from an N2Jr molecule prepared in a coherent superpo-
sition of the 30, HOMO and the degenerate 17y, and 17y, LUMO. The orbital energies
are |E3,,| = 1.12657012 a.u. and |Ei,,| = 0.26871290 a.u., respectively, and an inter-
nuclear distance of R=2.113 a.u. is taken. a) Coherent sum of all contributions to the
harmonic spectrum as a function of alignment angle, where the full three-dimensional
calculation has been performed. b) Spectra for alignment and 6, = 7/3 in where the
signal has been calculated in 3D (black line), 2D (orange line) and reduced 2D (dashed
line)[1]. For more details see text.

Three-dimensional calculations were also performed, for which the full spectrum is pre-
sented in Fig. 7.2 a). Some of the substructure present in the two dimensional spectrum,
Fig. 7.1 a), is missing in the three-dimensional spectrum, Fig 7.2 a). This is due to the
integration over the azimuthal angle, which causes many of the interfering contributions
to vanish. This is investigated in more detail in Fig. 7.2 b), where the three-dimensional
calculation is compared with its two-dimensional counterpart for an alignment angle of
01, = 60°. In the figure, the reduced two-dimensional spectrum is also presented. This
is where the quantum coupling of the processes starting and returning to the HOMO
or LUMO with those in which the electron is freed at one orbital and returns to the
other are not included in the two-dimensional calculation. This coupling arises when
taking a coherent summation to calculate the spectrum as in Eq. (5.18). This reduced
spectrum exhibits less substructure than the two-dimensional spectrum, similar to that
of the three-dimensional computation, indicating that integration over the azimuthal

angle removes these interfering terms in the three-dimensional calculation.

7.3 Conclusions

In this Chapter, we investigated the interplay between the 3o, orbital and the 1m,
orbital by taking a coherent superposition of one electron states in N2Jr . We find that

if the binding energies of the orbitals are far apart, as is the case in this investigation,
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there will be different maximal kinetic energies associated with the processes in which
the electron, upon return, recombines with each orbital. Recombination to the most
loosely or deeply bound orbital will lead to a lower or higher cutoff energy, respectively.
Apart from that, the potential barriers through which the electron tunnels in order to
reach the continuum will be quite different for each orbital. In fact, ionization from the
most loosely bound orbital implies a considerably narrower potential barrier. Hence,
the contributions from the processes in which the electron starts at such an orbital will

dominate.

One should note that, by taking a coherent superposition of states, we are allowing
processes in which the electron ionizes from the LUMO and recombines to the HOMO,
or vice versa. This coupling manifests itself in the spectrum as a group of high-frequency
harmonics, beyond = 60w, for which the two-center interference pattern characteristic
of the 30, state is present. Below this frequency range, the spectrum exhibits a pattern
which can be traced back to recombination with the 17, orbital. In contrast, if such
processes were not allowed, the high-frequency harmonics would be much weaker, as
they would be the result of ionization and recombination to the HOMO. Hence, they

would play no important role in the spectrum.

Finally, in the three-dimensional computation, some substructure in the harmonic spec-
trum is lost. This is due to the integration over the azimuthal angle washing out some
of the interfering processes. Specifically, this includes interference between trajectories
starting and returning to the HOMO or LUMO, and those starting at one orbital and

returning to the other.



Chapter 8

Asymmetry and nodal structures

in heteronuclear molecules

So far, the influence of lower lying orbitals on the overall harmonic spectrum have been
considered by a variety of methods. We have also seen interesting effects in the har-
monic spectrum which depend ion the orbital geometry of the target system, such as
nodal structures. Specifically, in Chapter 5 and chapter 6, the effect of nodal planes in
1m, and 17, orbitals were seen at particular alignment angles in the harmonic spectrum.
In Chapter 6 the nodal structure in the Ny o, orbitals gave rise to a reduction in the
harmonic signal at an alignment angle of 67 = 90°. However, in C'O, this suppression
was shifted to an alignment angle of 67, = 50°, as seen in Sec. 6.2. This suggests that
if we can compare isoelectronic heteronuclear and homonuclear molecules the effects of
nodal structures on the harmonic spectrum will be different. Additionally, two-center
interference effects seen in Ny are not visible in its isoelectronic heteronuclear counter-
part, C'O. Physically, this is due unequal contributions from each atom in the diatomic

molecule.

These observations are now extended to other isoelectronic homonuclear and heteronu-
clear molecules. We consider the effects of the static dipole moment in heteronuclear
molecules and the corresponding distortion of the molecular orbital on the harmonic
spectrum, and in particular two-center interference effects and nodal structures. As
well as this, the importance of incorporating the molecular structure into the action
is investigated. This approach has been shown to reduce the definition of two-center
interference [49], such that the minimum is not so pronounced. So far, in this thesis,
this approach has not been applied to molecular systems with nodal structures. This

work has been published in [3].

74



8.0 75

-0.2250
I 4]a)
01750 B
-0.1125 2 -
ey
005000 5
001250
007500 N-2 -2 o .
01375 — LI
I ‘ 41 41
0.2000 . . . d .
4 2 0 2 4 4 2 0 2 4
-0.6750
c d
I-o.szso 2 ) 2 ) N
omrs e * e [
01500 =
0 o_\/
003750 O i L F
020 N . ‘ ® ®
I 04125 27 21
0.6000 ; ;

FIGURE 8.1: Position space wavefunctions of a) Bey, b) LiB, ¢) Oz and d) NF. The
orbital wavefunstions are 20,,, 40, 17, and 2m, respectively, with internuclear distances
RB2=4.642 au. R¥F=4.642 a.u. R92=2.280 a.u. and RV¥'=2.485 a.u.. On the right
hand side the direction of the static dipole moment is marked. Considering the HOMO
dOM—0.9461 a.u. for LiB and d'FM?=0.1164 a.u. for NF

only this is
We take two isoelectronic pairs which exhibit at least one nodal structure in their HOMO.
Taking Begs and LiB one sees the HOMO of Bes is a 20y, as shown in Fig. 8.1 a) and
that of LiB is a 40, as shown in Fig. 8.1 b). The distortion of the nodal plane in
Fig. 8.1 a) is displayed by the solid line in Fig 8.1 b) and forms an angle n with a
line that bisects the internuclear axis at 90°. The static dipole moment in the LB
has distorted the nodal plane into a conical type structure. A molecule with two nodal
planes, Oq, is displayed in Fig. 8.1 ¢) and its corresponding heteronuclear counterpart,
NF, is exhibited in Fig. 8.1 d). The nodal plane along the z-axis in NF is unaffected
by the static dipole moment, whereas along the x-axis the plane has been distorted into
a nodal structure, forming an angle, n with the line perpendicular to the internuclear

axis.

We also present the momentum space wavefunction which is used to calculate the ion-
ization and recombination matrix elements in Fig. 8.2. It has already been seen, in
Fig. 6.1 ¢), that despite the asymmetry of the position space wavefunction the absolute
value of the momentum space wavefunction is symmetric. The same behaviour is seen
from Fig. 8.2, where all panels are symmetric. However, the asymmetry of the position
space wavefunctions in the position space wavefunctions of LiB and N F' manifests itself
in another way. First, recognising that the Fourier transform of a real odd function,

such as the position space wavefunction of Beg, will give a purely imaginary momentum
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FIGURE 8.2: Absolute momentum space wavefunctions of a) Bes, b) LiB, ¢) Oy and
d) NF. All other parameters are the same as those in the previous figure.

space wavefunction, one finds that the asymmetry of the wavefunction of LiB gives rise
to a real component in the momentum space wavefunction. This real component is what
causes the blurring along the p, axis of the momentum space wavefunction of LiB, as
shown in Fig. 8.2 b), which is not present in the homonuclear counterpart Begy, shown in
Fig 8.2 a). A similar argument holds when comparing the wavefunctions of Oy and N F,
as shown in Fig 8.2 ¢) and d), respectively. The position space wavefunction of Oy is
purely real and even, such that the Fourier transform will give a purely real momentum
space wavefunction. However, an imaginary component, due to the asymmetry of the
NF position space wavefunction will cause a blurring along the p, axis. One should
note the lack of blurring along the p, axis of NF. This is because the symmetry upon
reflection in the x-axis in the position space wavefunction is preserved as the static dipole

moment only acts in the direction of the z-axis.

8.1 Signatures of nodal structures in high-order harmonic

generation

We now compare the two approaches to incorporating the molecular structure into the
transition amplitude. As discussed in Chapter 4 the structure may be incorporated into
the prefactors or into the action. The first approach we call the standard SFA and the
second approach the modified SFA. We will investigate the effect the different approaches
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FIGURE 8.3: Harmonic spectra calculated using the HOMO of a) Oz, b) NF, ¢)

Bes and d) LiB using a linearly polarized continuous wave laser field of frequency

w = 0.057 a.u. and intensity I=4 x 10" Wem ™2, as a function of the orientation angle,

0r. The orbital energis are E1,,=0.2446 a.u., F2;=0.2246 a.u., Ea,,=0.2390 a.u. and
F4,=0.1942 a.u., respectively.

will have on the suppression in the harmonic spectrum due to nodal strucutres in the

molecular orbitals.

8.1.1 Standard SFA

The wavefunctions presented previously are employed when calculating the harmonic
spectra from oriented moelcules in a linearly polarised laser field. For the moment we
consider the standard SFA transition amplitude, as in Eq. (4.14), where the molecular
structure is contained in the prefators. This implies that, physically, the ionized electron
propagates from the geometric center of the molecule and returns to the geometric
center. All results are calculated using the length gauge and the length form of the

dipole operator. These results are presented in Fig. 8.3.

Immediately, one sees a series of cuts, that is, at certain alignment angles the intensity
of the harmonic signal is vanishing. These are most prevalent for the homonuclear
molecules, displayed in Fig. 8.3 a), which is the spectra from Oz, where they occur
every 0, = 90° and Fig. 8.3 c¢), which is the spectrum from Besy, where they occur
at 0, = 90° and Ay = 270°. This can be related to the nodal planes present in the
position space wavefunctions in Fig. 8.1 ¢) and Fig. 8.1 a), respectively. Whenever such

a nodal plane is aligned with the field the harmonic signal is vanishing. Physically, this
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is because, as we consider direct harmonics, where ionization and recombination occur
at the center of the molecule, there is no electron density when such a nodal plane is
parallel to the laser field polarization direction. Therefore, no ionization occurs, and as
this is the first step of the three step process, which determines the harmonic yield, no

harmonic signal is recorded.

Also, in the case of homonuclear molecules, clear interference minima are observed. In
O- one sees zeroth order interference, which is angle independent interference occurring
at the harmonic order n=10. This zeroth order interference arises due to the fact that
the O HOMO, which is a m, orbital, is constructed entirely of p-type atomic orbitals,
which causes the second term in Eq. (4.47) to vanish for zeroth order interference.
However, one should note that effects in the low energy regions of the plateau are not
well described because the strong-field approximation (SFA) is applicable to the higher
energy regions. In Beg, three orders of interference are observed, corresponding to k= 0,
1 and 2. Such a large number of interference minima are observed due to the relatively

large internuclear distance in Bes

The situation in the case of NF', however, is modified, as shown in Fig. 8.3 b). The
harmonic signal completely vanishes at orientation angles 67, = 0° , 180° and 360° ,
because at these angles the nodal planes in the HOMO are the same as for Os. However,
due to the polar nature of these heteronuclear molecules, and an LCAO which no longer
cancels out, the nodal planes at orientation angles 6; = 90° and 270° are no longer

present.

In fact, several differences with regard to the homonuclear case are observed. Firstly,
the signal is no longer completely suppressed, but there is a distinct minimum which
occurs at orientation angles f; = 123° and 238° . There is also a second minimum, but
not a cut, beyond harmonic n = 35, which occurs at the orientation angles 6y = 90°
and 270° , that is, where the nodes were in the homonuclear molecule. We attribute
this to the remnants of the nodal plane in its heteronuclear counterpart. Inspection
of the position and momentum space wavefunction suggests that the polar nature of
the heteronuclear molecules deforms the nodal plane such that, although there is no
longer a node, there is a suppression which occurs at the angle to which the plane has
been deformed, relative to the nodal plane in the homonuclear molecule. Hence, the
probability density associated with the wavefunction is small, but nonvanishing. This
leads to a minimum, but not a complete suppression in the spectrum. As the molecule
is rotated the new minimum in the wavefunction is first experienced after 8 = 90° but
then occurs at the same angle before 0, = 270°. Therefore the spectra has reflectional

symmetry about an orientation angle of 180°.
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There are in fact two types of nodal structures in the bound-state orbitals of molecules,
which will lead to a strong suppression in the harmonic yield when such structures are
parallel to the laser field polarization. The first type is caused by the nodes in the atomic
orbitals at each ion, and is present at the same location for homonuclear molecules and
their heteronuclear counterparts. The second type is due to the sum or subtraction
of atomic orbitals at different centers within the linear combination of atomic orbital
(LCAO) approximation. Both types of minima are present for homonuclear molecules.
For their heteronuclear counterparts, however, the asymmetry of the molecule eliminates
the latter nodes. This implies that the imprints of the first type of nodes in the harmonic
spectra are common to isoelectronic homonuclear and heteronuclear molecules, and could

in principle be observed in both cases.

Now observing the spectrum for Bes , displayed in Fig. 8.3 ¢), one may identify nodes at
A1, = 90° and 270°, as one would expect by observing the position and momentum space
wavefunctions. In the spectrum from the heteronuclear counterpart LiB, presented in
Fig. 8.3 d), these nodes have been replaced by minima at 67, = 45° and 315° , for the

same reasons as described above.

The two-center interference minima in the heteronucelar molecules is also much less
distinct than that of the homonucelar moelcules. The angular independent zeroth order
suppression in O, is lost in N F', whereas comparing the two-center interference patterns
in the spectrum from Bes and LiB one observes that, in the heteronucelar case, the
patterns are blurred and vanish completely at certain angles. This is to be expected
and, as explained in Sec. 6.2, is due to the asymmetry of the HOMO. Also, one should
note that in the case of LiB there are only two orders of interference minima, x = 0, 1,
compared to three orders in Bes. This is due to the slightly lower ionization potential
and therefore lower cutoff energy, implying that the x = 2 interference will occur beyond
the cutoff, as well as the different s-p mixing, arising from the asymmetric nature of the

molecule. This can be seen in more detail from Fig. 8.4.

We also compare the spectra arising from s-type orbitals and p-type orbitals of Bes,
displayed in Fig. 8.4 a) and b). It can be seen that the contribution from p-type
orbitals is significantly less than that of the s-type orbitals. However, they are still
important, as can be seen by the more defined minima in Fig. 8.3 ¢) compared to
Fig. 8.4 a). However, in LiB, the p-type orbitals are of a similar magnitude, as can
be seen comparing harmonic spectra from s and p-type orbitals in Fig. 8.4 ¢) and d),
respectively, and have a more pronounced effect on the overall spectrum in Fig. 8.3
d). The relative prominence of the p-type molecular orbial is also clear in the position

space wavefunction in Fig. 8.1 b). When considering only the s-type atomic orbitals in
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are the same as in the previous figure.
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a homonuclear molecule Eq. (4.47) takes the more simple form,

E() 2/4:27['2

me= T wR2cos?(0r,)’

and for p-type atomic orbitals,

Ey  (26+1)%72

" + wR2cos2(0r)’ (82)

The effects of s-p mixing are also displayed in Fig. 8.5 a) and b) for a fixed mid-plateau
harmonic. The figure clearly shows that, for Bes , the s-type orbitals dominate and the
main effect of the p-type orbitals is to introduce a small shift in the interference minima.
On the other hand, for LiB, the overall maxima and minima are considerably altered by
s p mixing. In the figure, one can also see that the nodal planes occurring at orientation
angles 6;, = 90° and 270° in Be2 , are shifted by the contribution of the s-type orbitals
in LiB.

8.1.2 Importance of exchange harmonics

So far, the molecular structure has been incorporated into the ionization and recombi-
nation prefactors. However, as discussed in Sec. 4.52, when using saddle point methods,
the assumption that the prefactors are slowly varying may not be valid. Hence, a more
accurate approach is to incorporate the molecular structure into the action. The dif-
ferences in the two approaches can be seen in Fig. 8.6. Considering first Fig. 8.6 a),
which compares the two approaches for No, one observes that qualitatively there is very
little difference between the results. The features due to the nodal structures occur at
the same angles and at these angles the contribution is vanishing. Quantitatively, the
contribution of the harmonics arising from incorporating the molecular structure into
the action, is slightly less. Nonetheless, the interpretation of the physical mechanism
giving rise to the suppression is different. When the molecular structure is incorporated
into the prefactors, at the angles where the suppression occurs, these prefactors are
vanishing, implying that reduced harmonic signal is because of the vanishing electron
density. However, when considering the modified action, there are four contributions to
the overall harmonic spectrum. It is the quantum interference of all of these processes
which gives rise to the nodal structure. The phase accumulated from different nodes of
the 7, orbital are different, due to the opposite parity of the nodes in the wavefunction,
giving rise to a 7w phase shift, resulting in the cancellation, which is also given as the

reason for the suppression in the N m, molecular orbital [23]. In fact, one finds that if
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FiGURE 8.6: Comparison of the harmonics calcualted where the molecular structure

is incorporated into the prefactors, and where the molecular structure is incorporated

into the action, for Ny and NF, displayed in a) and b) respectively. We consider the

intensity of the 25th harmonic versus the orientation angle. The laser and molecular
parameters are the same as those in the previous figure.

the exchange harmonics are removed from the computation the minima at orientation

angles 0, = 90° and 6 = 270° are no longer present.

The two approaches to calculating the harmonic spectrum for NF', shown in Fig. 8.6,
give qualitatively different results. Most significantly, one sees that the harmonics calcu-
lated by incorporating the molecular structure into the action have a much less distinct
suppression. The lack of suppression in the modified action case can be viewed as the re-
sult of slightly amplitudes between contributing trajectories. For the homonuclear case,
at the orientation angles where such nodal features occur, trajectories are exactly out
of phase, and have exactly the same amplitude, giving rise to a complete suppression,
but in the heteronuclear case, due to the asymmetry of the HOMO, there is no longer

an exact cancellation.

8.2 Conclusions

In this Chapter, we investigated the dependence of the high-order harmonic spectra on
the orientation angle between the diatomic molecules and the laser field polarization,
for isoelectronic pairs consisting of a homonuclear and a heteronuclear molecule. We
employed a single active electron approximation, using the HOMO as the active orbital,

within the strong-field approximation.

We find that nodal structures in a heteronuclear molecule can be related to the nodal

planes in an isoelectronic homonuclear molecule. The distorted wavefunction in the
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heteronuclear molecules will cause suppression in the spectrum, due to nodal structures,
to occur at different angles compared to those from a homonuclear molecule. Hence, in
principle, the latter can be used as a reference point in order to understand the behavior
of the former, by using high-order harmonic generation. The shifts in the nodal planes
present for homonuclear molecules due to the distortions in the wavefunctions, or the
absence thereof, can be mapped into features in the high-harmonic spectra. This is a
very good example of how symmetry breaking in a molecule reflects itself in the harmonic
spectra, and may shed some light in the imaging of heteronuclear molecules. Another
example of this are the even harmonics, which are present in oriented heteronuclear

molecules (for a recent example see [77]).

In general, the asymmetry of the heteronuclear molecular orbitals also leads to some
blurring in the interference patterns caused by high-harmonic emission at spatially sep-
arated centers in the molecule. Furthermore, depending on the molecule, s-p mixing will
be different. This will lead to shifts in the energy positions of the two-center patterns.
On a more technical level, we have also been able to map the symmetry or asymme-
try of the molecular orbitals in position space to properties of their momentum-space

counterparts.

Finally, we would like to comment on the fact that, throughout this Chapter, the Stark
shifts in the ionization potentials of the molecules have been neglected in the strong-field
approximation. The first-order shifts lead to binding energies which depend on the align-
ment angle. In fact, if the static dipole moment is oriented parallel or antiparallel to the
laser-field polarization, the bound-state energies will decrease, or increase, respectively.
This would imply a shift in the cutoff towards higher energies in the antiparallel case.
The second-order shifts are much smaller and do not depend on the alignment angle.
For homonuclear molecules, the first-order Stark shift is vanishing, so that orientation
effects can be neglected. For heteronuclear molecules such as N F', for which the static
dipole moment is small, the Stark shift is expected to be negligable. For LiB, however,
the static dipole moment is much larger. Hence, further distortions in the spectra due

to the above-mentioned effect are expected.



Chapter 9

Coupled coherent states

The work presented up to this stage has been based upon the strong-field approximation
(SFA), which is a very powerful approach and allows an almost entirely analytic treat-
ment of strong field phenomena. It also provides a transparent interpretation of such
phenomena in terms of interfering trajectories. However, as we have seen, in many cases
needs to be modified to include, for example, multi-electron effects. Previous Chapters
have modified the SFA in a variety of ways in order to incorporate multi-electron effects,
as well as investigating the importance of nodal structures on the harmonic spectrum.
However, the SFA makes a series of physical approximations that are not always well

justified. These issues include,

e The SFA neglects the binding potential when the electron is in the continuum,
which means that the field-dressed momentum is conserved in the SFA. This leads
to some important electron trajectories not being incorporated into SFA calcu-
lations [84], causing the SFA to misinterpret certain experimental features where

such trajectories are important [82, 83].

e The orthogonality of the ground state and the continuum state is destroyed because
of approximations imposed upon the continuum states. The continuum state has
been replaced by a field dressed plane wave. In the context of high harmonic
generation (HHG), this leads to translational variance and artifacts in the harmonic

spectrum when using the length form of the dipole operator [2, 49, 108].

e The SFA is not gauge invariant. This means that when modeling interference
effects in HHG from diatomic molecules the length gauge must be chosen because

such interference patterns are not present in the velocity gauge [27, 49, 108].

e The bound state within the SFA is static and also field free. Therefore important

effects such as core hole dynamics are neglected. Therefore, modeling dynamic

84
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multi-electron effects requires the use of TDDFT or MCTDH, where much of the

physical interpretation is lost.

We require a trajectory based method, which has the potential to include all of the above
effects, but which is not numerically too expensive. Classical trajectory based methods,
although useful when looking at NSDI, cannot reproduce HHG spectra very well as they
contain no phase information. Semi-classical approaches, such as Herman-Kluk [88],
have been shown to accurately reproduce the HHG cutoff and plateau, and fully include
the Coulomb potential. However, so far they do not simulate the recollision picture,
because ionisation is neglected [89, 121]. In addition, Herman-Kluk only includes local
quantum coupling between a semi-classical trajectory and its nearest neighbour and also

cannot describe tunneling ionisation.

In this Chapter, a method is proposed which is somewhere between the semi-analytical
SFA and the highly numerical approaches of TDDFT and MCTDH. Recently, Shalashilin
and Child developed the coupled coherent state (CCS) approach [122, 137-141]. The
method exploits the properties of Gaussian wavepackets, which are guided by classical
trajectories governed by Hamilton’s equations, as a basis for solving quantum mechan-
ical equations. The initial state may be chosen by randomly selecting trajectories in
phase space using Monte-Carlo sampling. This facilitates very favourable scaling with
dimensionality, such that, rather than the exponential scaling N = I™, where N is the
number of grid points, M is the number of degrees of freedom and 1 is the number of
grid points per degree of freedom, seen when solving the TDSE numerically, the CCS
method scales as N oc M?2. Therefore this scheme is suitable for the modeling large
systems. In addition to this, the coherent state basis set may be chosen such that it is
in the dynamically most important regions, simplifying computations by reducing the

number of trajectories required.

The work presented here is still in preparation [142]. We will now give an overview of

the main theory behind the CCS method. For a review see [139].

9.1 Model

A coherent state, is an eigenstate of the annihilation operator, such that,
alz)=z|z), (9.1)

and

(z |l = (z| 2", (9.2)
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where the annihilation and creation operators, in terms of position and momentum

2 1\
a_(2> q+h<2y> D, (9.3)

, 1/2
it = (D)LY
a (2) -5\ ) P (9.4)

respectively, where v is a width parameter.

operators, are given by,

and

A coherent state expressed in phase space, where q and p, represent the position and

2 i1\
Z = (5) q- 7 <27) P, (9.5)

and its complex conjugate by,

o = (%) q+ % (;) v p. (9.6)

In coordinate representation, the coherent state | z), is a Gaussian wavepacket centered

momentum, is given by,

at q, with momentum p, reads,

(x|z) = (%)3/4 exp <g(x —q)?+ip-(x—q)+ zp2q> . (9.7)

9.1.1 Static basis representation

We wish to solve the time dependent Schrédinger equation (TDSE),

Al

L= () | w) (98)

in a coherent state basis, where H is the Hamiltonian of the system. Using the identity

operator,
~ 1
I—W/d22|z><z], (9.9)

where the state | z) is static, the TDSE may be written as,

W - _i/<z | H(t) | 2)( | ‘P(t)>d72. (9.10)

In order to establish a numerically solvable scheme, one may use a discretized form of

the identity operator,

. A2z,
1= 12z 0 (9.11)
J
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or, an alternative identity operator which preserves the norm, (¥ | ¥), much more

consistently,

I=" "2 (") k(e | (9.12)
.k

where €, = (2; | z1). This leads to the discrete form of Eq. (9.10)

d<Zi!dt‘P(t>> _ _ij%:@,. |H(t) | 2) ()l | T(D)) (9-13)

9.1.2 Dynamic basis representation

A more sophisticated approach than the static scheme detailed in the previous section,
is to use a dynamic basis. This facilitates the use of Monte-Carlo sampling which greatly

reduces the numerical cost from exponential scaling with dimensionality.

The coherent states are allowed to move along classical trajectories determined by Hamil-

ton’s equations,

@ _2 dHord(zy Z*)
dt  h dz*

(9.14)

and,
dz* i dH,4(z,2")

dt  h dz ’

(9.15)

where H,,.4 is ordered Hamiltonian, in which the position and momentum co-ordinates
have been rewritten in terms of annihilation operators and then reordered, H(p,q) =
H(a,a")=H,.q(a',a), such that,

(zj | H | z) = QjpHora(25, 2)- (9.16)

It can be seen that Eq. (9.14) and Eq. (9.15) are diagonal, which means that there is
no interference between different coherent states and that the equations are classical.
By restricting the motion of the coherent states to move along the classical trajectories
defined in Eq. (9.14) and Eq. (9.15), as well as expressing the coefficients as

(2| W) = C(z,1) exp[%sz], (9.17)

where,

s.= [ (f(‘flt ) o <z>*>) dt, (9.18)

the coefficients C(z,t) can be calculated by solving,

d2Z/

™

dcf;’t) - / (2] #)5Ha(, 2 )02 (1)) expl (S — 5.)]

(9.19)
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FIGURE 9.1: Figure representing the evolution of the coherent state basis. A wave-

function at time ¢ = 0, ¥(0), is constructed from the coherent states with position and

momentum ¢;(0) and p;(0) and with an initial coefficient C;(0). The coherent state ba-

sis moves along classical trajectories, governed by Hamilton’s equations, with positions

¢i(t) and momentum p;(t) and enables us to construct a wavefunction at time ¢ with a
coefficient C;(t)e*>/". From reference [15]

where,

16°H,,
§Hpa(z*,2) = 5 5 Lig—2 )+ ... (9.20)

Equation (9.19) is the working equation of the coupled coherent state (CCS) method and

includes coupling between different coherent states. One sees from Eq. (9.20) that for
coherent states that are close, z = z’, Eq. (9.19) will vanish whereas for coherent states
which are far apart the overlap (z | z’) will also cause Eq. (9.19) to be vanishing which
means that coupling between coherent states is always sparse, which makes the method
numerically less expensive. The dynamic nature of the coherent states is presented in
Fig. 9.1.

To obtain the discrete formalism, using the identity operator in Eq. (9.12) one obtains,

dC 7 . 3 i
dftk =-z Z Q; ;0" Hora((2)5,2:) (1) ;0 exp[ﬁ(Sj — Sp)], (9.21)
i,J
with the coefficient, ‘
(3
(zi | ¥) = Ck exp(Sk) (9.22)
h

In this work, a Hydrogen atom is considered, in an intense electric field E(t). The
Hamiltonian is taken in the length gauge. In this instance the ordered Hamiltonian will

read as,

Hopy = 2 ((2)° — 22)"z + ((2°)%) + E(t)p — ;erf(ﬂ)v (9.23)

4
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where

(9.24)

9.1.3 Assessing the dipole operator

As detailed in Sec. 3.2, in order to calculate the harmonic spectrum we must calculate
the expectation value of the dipole moment. This can take either the length, velocity or
acceleration form. Using the identity operator in Eq. (9.12) to calculate the expectation

value of the dipole moment of arbitrary form in the coherent state basis gives,

() [ d W)= D ()| 2)( Q") julze | d]20)( Q7 imlzm | @) (9.25)
7,k,lm

Therefore, one must calculate the matrix element,

diy = (2 | d | 2), (9.26)
where in the length form,
d =g, (9.27)
in the velocity form
d=p, (9.28)
and in the acceleration form
d=dv/dg, (9.29)

In the length form, Eq. (9.26) then becomes
dgc,l = (z, + z1)(z | z1), (9.30)
in the velocity form it becomes,

et = (=v(p — ) +ip)(zk | 1), (9.31)

and in the acceleration form,

2= (2\/2 - pﬂerfmp)) (ax | ). (0.32)

The derivations for the above expressions are presented in Appendix G.
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9.2 Sampling

An accurate choice of initial conditions is extremely important in obtaining reliable
converged results. Popular approaches are to use a Wigner distribution, or to choose
the initial conditions based on the Bohr model of the Hydrogen atom. In classical
trajectory Monte Carlo (CTMC) simulations, the importance of averaging over many
ensembles is paramount. Unphysical features, not reproduced by quantum simulations or
experiment, appear in the harmonic spectrum if only a single ensemble is taken, whereas
the ensemble average reproduces the correct features [143]. Much semi-classical work
has placed the initial wavepacket at the quiver distance, thus neglecting the ionization
step of the harmonic generation process [89, 90, 121], because modelling tunneling semi-
classically is not possible. In terms of reproducing the universal features of harmonic
spectra this procedure is legitimate, although not modelling the ionization step will
affect the yield of the emitted harmonics and the cutoff harmonic order. Although in
principle tunneling can be modelled by the CCS approach starting trajectories at the
quiver distance allows us to study the recombination step in detail and compare to

published results.

9.3 Results

We present results for atomic hydrogen, of ionization potential I, = 0.5 a.u., exposed to

a trapezoidal laser field of the form,

Eo# sin(wt) ift<Te,
E(t) = ¢ Epsin(wt) if T <t<(N-1)Te,
Eo(1-(#—(N—1))sin(wt) if (N-1)T <t<NTe,

This pulse has a period of T, is N = 5 cycles long, and has a one cycle ramp up and one

cycle ramp down.

To begin with, we placed all trajectories around the nucleus using a Gaussian distribution
and compared results to a one-electron TDSE solver in the Qprop package [144]. We
found that in the CCS calculation a large ‘drift’ in the dipole moment, when taken in
the length form, was observed compared to that of Qprop result (not shown). This is
due to trajectories which irreversibly ionize in the CCS calculation. In the length form
of the dipole operator, regions far from the core are over emphasised. In addition, the
Qprop TDSE solver has an imaginary absorbing potential boundary, such that charge

density far from the boundary is removed. Based on numerical studies, we know that
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this drift in the dipole moment will lead to noise in the harmonic spectrum and we do

not see a cutoff [104]. An example of this is shown in Fig. ?7.

We also found that bound trajectories which do not leave the vicinity of the atom
increase the harmonic cutoff and lead to a lot of numerical noise. One option is to
therefore discard these highly oscillatory bound trajectories and the irreversibly ionized
trajectories from the calculation should they arrise. Physically, this would imply that
only trajectories which ionize and return to the core are included, in the spirit of the
three step model. However, we still encountered a lot of numerical noise, and we found

that as more trajectories are added to the simulation the cutoff increases.

Starting the trajectories away from the nucleus, around the quiver distance, which is the
maximum electron excursion during one field cycle, simplifies the problem considerably.
This is because accurate modelling of the initial bound state, and tunneling, may be
neglected [89, 90, 121]. Using this approach, we expect the cutoff not to follow the usual
law, in Eq. (3.23), but for the cutoff harmonic to be located at,

I, + 20,
L

Nmax =

(9.33)

Using only five trajectories, from a batch of 3000, and starting with a one-dimensional
calcultion, we obtain the spectrum in Fig. 9.2. The electron is started from an unbound
location, situated approximately at the quiver distance in the z-direction, which is the
direction of the polarization of the laser field. Trajectories are selected such that they
travel less than 150 a.u. from the core. In other words, there must be a significant
interaction with the core. We see a clear cutoff and plateau, with odd harmonic peaks.
There is even splitting in the lower order harmonic peaks, which occurs due to inter-
ferecne between many contributing trajectories. This is not seen at higher orders. The
limitation of this approach is that as the number of trajectories is increased the interfer-
ence between trajectories increases very quickly, as this is a one-dimensional calculation.
We find that this effect results in increasing the cutoff harmonic order. The effects of

interference between trajectories on the harmonic spectrum are still not well understood.

Previous work using the Herman-Kluk semi-classical approach finds that the plateau
arises due to interference between particular types of trajectory, indicating that increas-
ing cutoff harmonic order with increasing numbers of trajectories is due to this effect.
We examine this finding with the CCS method by removing the off-diagonal terms in the
dipole matrix element Eq. (9.26) and comparing to the full martrix element. Consider-
ing only the diagonal terms removes quantum interference between trajectories. Figure
9.3 shows a comparison between the full dipole matrix element and the diagonal matrix

element. We see that when including the interference, or in other words using the full
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F1GURE 9.2: Harmonic spectra from a sample of CCS trajectories distributed at the

quiver distance using the acceleration form of the dipole operator with an electric field

with a maximum strength of Fy = 0.5 a.u. and frequency w = 0.05 a.u.. We consider a

trapezium shaped pulse with one cycle ramp up, one cycle ramp down and three cycles
of constant intensity.

dipole matrix element, there is a clear plateau and cutoff in the spectrum, as presented
in Fig. 9.3 b). The interference in the dipole acceleration is also clear in Fig. 9.3 a),
compared to the dipole acceleration without off diagonal terms, Fig. 9.3 ¢). The pres-
ence of off diadonal terms leads to highly oscillatory contributions, which in turn leads
to the plateau in the spectrum in Fig. 9.3 b). The corresponding spectrum for which
the off diagonal terms have been neglected, Fig. 9.3 d), one sees a very sharp decrease

in the harmonic spectrum, with no plateau or cutoff.

In Fig. 9.4 we use the same approach to sampling, with 50 trajectories, and examine
the harmonic spectrum using different forms of the dipole operator. Focussing initially
on the dipole moment for the length, acceleration and velocity forms a), c¢) and e),
respectively, it can be seen that in the length form, the starting value of the dipole
moment is around 60 a.u., which corresponds approximately to the quiver distance.
This is not the case in the velocity and acceleration forms, where the initial value is
zero a.u. This immediately indicats that the length form includes contributions from
static dipoles, unlike the velcotiy and acceleration forms. For the laser field strength
and frequency used in the figure, the cutoff harmonic, corresponding to Eq. (9.33), is
around a harmonic order of n=105. For the spectrum in Fig. 9.4 b), we indeed observe a
spectrum without a cutoff, although after n=105 the spectrum becomes more periodic,
compared to the more irregular spectrum before n=105. There is no clear cutoff when

employing the velocity form, although one sees no oscillation in the signal approximately
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FiGURE 9.3: Comparison of the acceleration form of the dipole operator including

the off diagonal terms and neglecting them, a) and b), respectively, and the harmonic

spectra calculated using the dipole acceleration with and without off diagonal terms,

c) and d), respectively. We consider a laser pulse with the same parameters as the
previous figure.

after the cutoff harmonic. The cutoff is clearest and most pronounced in the acceleration

form, suggesting that this is the most appropriate form of the dipole operator to use.

9.4 Conclusions and outlook

This chapter presents the first ever computation of HHG spectra using the CCS method.
We find that the method is able to reproduce the main features of the harmonic spectrum,
such as the plateau and the cutoff. We find that these features are dependent on quantum
interference of electron trajectories. Our results agree with the results in the literature
obtained for reduced-dimensionality models employing other semi-classical propagators

in phase space, which characterize the plateau as a quantum-interference effect [89, 90].

There are two main issues with regard to Monte-Carlo sampling of the initial wavepacket.
Firstly, we find that placing the initial wave packet at the core gives rise to highly
oscillatory bound trajectories, that lead to spurious high-order harmonics. Secondly,

the lack of an absorbing binding potential results in a large drift in the expectation
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FIGURE 9.4: The dipole moment and corresponding harmonic spectrum in the length

form, a) and b), respectively, the acceleration form, ¢) and d) respectively, and the

velocity form, e) and f) respectively. The laser field has a strength of Ey = 0.1 a.u. and
w = 0.0378 a.u., and a pulse shape the same as that in previous figures.

value of the dipole moment in the length form, which is related to irreversible ionization.
Both issues can be eliminated by discarding such trajectories or by placing the initial
electronic wavepacket at the quiver amplitude. In addition, the drift can be overcome

by using a more appropriate form of the dipole operator, the acceleration form.

We note that because HHG is a coherent process, in which quantum interference is
extremely important, it is very difficult to achieve converged results with regard to the
initial sampling. At present, we are seeking more robust sampling methods in order to

overcome this problem.



Chapter 10

Summary

This thesis addresses quantum interference in the context of high harmonic generation
(HHG) from atomic and diatomic molecular systems in strong laser fields. These pro-
cesses are modelled both with the strong field approximation (SFA) and the recently
developed coupled coherent state (CCS) approach.

By using the strong field approximation we analyse the influence of multiple orbitals on
the high harmonic spectra in Chapters 5, 6 and 7 and find geometric orbital features are
mapped onto the harmonic spectrum as well as two-center interference from diatomic
molecules. Specifically, in Chapter 5 we analyse the influence of the HOMO-1 by using
a multi-electron ground state wavefunction. By making specific assumptions upon the
time evolution operator we find that the electron can only ionize and recombine to the
same orbital. This is attributed to the static nature of the molecular core, which in
our calculations does not evolve during the electron propagation in the continuum. In
this approach, the effect of lower lying orbitals is seen in the two-center interference
minimum, which becomes more blurred compared when such orbitals are not included.
In Chapter 6 we use a multi-electron Lewenstein ansatz which leads to corrections to
the standard SFA. We assess the relative importance of these corrections on the form of
the dipole operator. We find that, irrespective of the form, the corrections have almost
no influence on the overall harmonic spectra. However, we see that in modelling multi-
electron effects the velocity form may not be the best choice as it does not allow the

inclusion of a static dipole moment for heteronuclear molecules.

In Chapter 7, a slightly different approach is taken. Here, the ground state wavefunction
is modelled as a coherent superposition of molecular orbitals. Specifically, the HOMO
and the lowest unoccupied molecular orbital (LUMO). Using this formalism on N;~ we
find the spectrum exhibits specific contributions from different interfering processes,

where an electron may ionize from one orbital and recombine with another. Based on
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this interpretation, features from different orbitals are mapped onto different regions of

the harmonic spectrum.

We extend our analysis to systems with specific geometric orbital features in Chapter 8.
By comparing isoelectronic homonuclear and heteronuclear diatomic molecules we relate
shifts in the minima in the harmonic spectrum, which occur due to nodal features, to
the orbital geometry. In addition, we find that the importance of exchange harmonics
is paramount when modelling these features. Comparing modified and unmodified SFA
calculations we see that the influence of exchange harmonics is to reduce the definition

of minima resulting from harmonic structures in the harmonic spectrum.

We go beyond SFA calculations in Chapter 9 and apply the CCS approach to HHG from
atomic Hydrogen. We report developments made in sampling criterium, the importance
of the correct choice of form of the dipole operator and asses the influence of interference
between trajectories on the harmonic spectrum. We find the most accurate results are
obtained by starting the electron wavepacket from the quiver distance and using the
acceleration form of the dipole operator. As well as this, we see that the plateau in the
harmonic spectrum arises from interference between contributing trajectories and that
the trajectories are treated completely classically the plateau is no longer present in the

spectrum.



Appendix A

List of abbreviations

AO - Atomic Orbital

ATI - Above Threshold Ionization

CCS - Coupled Coherent States

GTO - Gaussian Type Orbital

HHG - High Harmonic Generation

HK - Herman-Kluk

HF - Hartree-Fock

HOMO - Highest Occupied Molecular Orbital

LCAO - Linear Combination of Atomic Orbitals
MCTDH - Multi-Configurational Time Dependent Hartree
MPI - Multi-Photon Ionization

NSDI - Non Sequential Double Ionization

RESI - Recollision Excitation followed by Subsequent Ionization
SAE - Single Active Electron

SFA - Strong-Field Approximation

SPA - Saddle-Point Approximation

STO - Slater Type Orbital

TDDFT - Time-Dependent Density Functional Theory
TSM - Three Step Model

UA - Uniform Approximation

XUV - Extreme Ultra Violet
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Appendix B

Atomic units

In this appendix, we provide the relation between atomic units (a.u.) and the internation
system of units (SI). Atomic units are widely used throughout this thesis and the strong

laser field community. Defining,

e Mass(Electron mass): me=1 a.u.=9.110x10 3 kg

Charge(Electron charge): e=1 a.u.=1.602x1071°C

Action : h=1 a.u.=1.055x1073%4J - s

Length(Bohr radius): 7o=1 a.u.=0.529x1071%mn

In the Bohr model of the atom ro = h?4meg/me? implying that 4meg = 1. Therefore,

Electric Field: Fy=e/4megad=1 a.u.=5.142 x 10!

Energy(Hartree energy): Ep=eFEpap=1 a.u.=27.2eV

e Frequency: wop=F},/h=1 a.u.=4.134x107 10571

Time: to=h/FEr=1 a.u.=0.0243fs

Intensity: la.u.=egce?/2r¢=3.51x101Wcm =2
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Appendix C

Gauge transformations

This appendix provides details on diffeferent gauge formulations used when modelling
atoms and molecules in strong laser fields. The material presented here is based on
[145]. As well as the length and velocity gauge Hamiltonians in Eq. (3.9) and Eq.
(3.7) the time-dependent Schrodinger equation may also be expressed in the so called

Kramers-Henneberger [146] frame where it reads

PO 1) = B ) | ), (©1)
where ) .
HEH = % +V(r —/O drA(7)). (C.2)

Defining an unitary operator O;;(t) we can move from the gauge equivalent Hamilto-

nian H7(t) to H(t) using the relation,
H'(t) = i0,0i(t)Oji(t)™F + Ojei () L HI (£)Oji(t). (C.3)

To move between the length, velocity and Krammers-Henneberger gauges we use the

relations,
Ove (t) = exp(ir - A(t)) (C.4)
t A2 t
Ove xn(t) = exp(i / A;T)df) exp(—i [ A(r)dr-k) (C.5)
t/ t/
t A2 t
Orerku(t)= exp(i/t/ A;T)dr) exp(ir - A(t')) exp(—i ; A(r)dr - k), (C.6)
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Appendix D

Azimuthal angular integration

In this Appendix, expressions for the dipole matrix elements, including the multi-electron
corrections, as discussed in Sec. 6.1, are presented in three dimensions. Because the az-
imuthal angle cannot be resolved we must integrate over it. If one considers a homonu-
clear molecule, such as N3, this will result in the HOMO, which in this case is a 30,
molecular orbital, being coupled with 17, 1m,,, where x = z,y, 20, and 1o, orbitals
only, due to the symmetry of the wavefunctions. Therefore, the dipole matrix element,

including the multi-electron corrections up to the first order, in Eq. (6.2), may be written

as,
ay(k +A(r)) = oV (k + A(r)) +dfJ + ), +di), (D.1)
where,
2
dc(it) - - Z d3og,nau¢nou (k + A(T>) (DQ)
n=1
and
2
d8) == dsoy m Vima, (K + A(7)), (D.3)
n=1

are the coupling between the HOMO and the lower lying orbitals of ungerard parity,
and 7 = t/,t, depending on whether the ionization or recombination prefactor is being

corrected. Rewriting Eq. (D.1) as,
an(k + A(7)) = Do(k, 7,0k) + D, (k,T,04) cos(¢r) + Dr,, (k,7,0;)sin(¢r), (D.4)

where the dependence of the azimuthal angle has been seperated from the D(k,T,60y),

then defining

27
D(k,t,t',0;) = /0 [arec(k + A(E)] aion(k + A(t))doy, (D.5)

100



D.o 101

and performing the integration over the azimuthal coordinate, leads to the prefactor,

D(k,t,t',0;) = 2nAi(k,t,t,0;) + 7wlho(k, t, 1, 0)) (D.6)

3

+ %Aii(kattlvek) + %A4(kvtvt/70k)'

The constants before the functions Ay (k,t,t',0;) arise from integrals of the form

[ sin™ (o) cos™ (¢x)dor, where m and n are even integer numbers, and the functions

An(k,t,t', 6x) are defined by,

A1(k,t,t',0;) = |Doo (k. t,t', 0)]%, (D.7)
Ao(k,t,t',0k) = |Dor,(k,t,t',01)|* + |Dor, (k, t, ', 0p) | (D.8)
+Doo(k,t,t',01)(Dr,r, (st 0) + D7 o (K, 2,1, 61))

+D;a(k7 t? t/7 9k)<D7rw7rx (ka t? t/7 gk) + Dﬂyﬂy(k7t7 tlu 6k))7

A3 = [Drm, (k,t, ', 05) 1 + [ Doy, (B, £, 0p)]?, (D.9)
and
Ay = |Dapr,(k,t, 1, 05)? (D.10)
+D5 o (Bt 0k) Dy (K, 8, O))
+-D7rw7rw (k’ t7 tI’ ek)D:‘yﬂy <k7 ta tlv 0]6)
where,
D i(k,t,t',0k) = D} (k,t,08)Di(k,t',0) (D.11)
and
Dm(k,t,t’, 0r) = D; (k,t,0,)D;(k, t',0r) + D;(k:,t, 0r)D;(k,t', 0x) (D.12)
for i # j.

Considering now a heteronuclear molecule, and taking C'O as an example, all of the
orbitals are coupled to the HOMO, due to the asymmetry of the molecular orbital. This
leads to additional terms in Eq. (D.2), which will read as,

4
d<(710) = - Z d5a,nau¢n0(k + A(T)) + dstatic (D13)

n=1
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where,
4
dstatic = Z da,nau 1/}50 (k + A(T)) (D14)
n=1
We note that due to the asymmetry, the HOMO is now referred to as a 5o orbital
because lower lying orbitals do not have gerade or ungerade symmetry. However, the

remaining terms from the integration over the azimuthal angle will remain the same.



Appendix E

Overalp integrals for

multi-electron corrections

In this appendix, we provide explicit expressions for the overlap integrals, which are

solutions to Eq. (6.14). These expressions have been derived for the direct integrals in

the main body of the text.

E.0.1 Length form

Calculating the overlap integrals in the length form, for ¢ to o orbital transitions, one

obtains,
(e)y(e) (e) ~(e

by b, o

Y8 o.) = 30— e (B 2 ) (1, 1)

€
© L ) /
RS RS

&)+

where R is the internuclear distance and where,

l ’ la

- 2
X |u 75? _Cj(f")t R| exp[—(¢®) + ¢ yu?)du
T R
with ©
g
6 _ %
DI Vs (E) (E) ’
Cjﬂ/ + Cj’,u
and,
(&) _ ()
u=2z= Cj’y _ le’“

(E.1)

(E.2)
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For o to m, transitions, where x = x,y, the overalp integrals read,
7T1/2b(»€)b(f) C(E)C(/E/)
Ted(o0) = Tz P | T e (E:5)
i G+ ) S + St
X[F(la +1)J(0,15) + F(la)K(0,15)],
where F(I) has been defined in Eq. (6.18) and ,
lﬁ ! lDt
> pgf)juv pg‘aj’)vu
J(laylg) = u+ 7’2’ —r uF == 2’ —r (E.6)
X exp[—(qj(.ij) + Cj(,ez)UQ]du
Considering , to , transitions, one obtains,
7r1/2b(5)b(§) C(£)c(/€l)
T?f(a,a) = Z — IV I oxp | 2L _R2 (E.7)
(G G G + o
X[F(la +1g+1)J(0,0) + F(lo + 1) K(0,0)],
and finally, for 7, to ) transitions, where ™ # A,
7T1/2b(»s)b(f) C(E)C(/E/)
T?”f(a, o) = Z—E j’”g,] H_ exp figj’y 2 ”; R? (E.8)
7 GG G+ G

X[E(las13)J(0,0) + A(la; 15) K (0, 0)],

where A(ln,3) has been defined in Eq. (6.20) and E(la,l3) = A(la,lg+1)+A(la, lg+1).

E.0.2 Velocity form

In the velocity form, Eq. (6.14), the overlap integrals for o to o transitions, read,

(8)1 () () ~(e")
wb: )b, CGC
T?f(o. O.) — IV ) eXp ( 7,V 377,11 R2)
; ’ Z (e) (") () (")
77 Siw TS G TG

],l/
x[1gT (la 15 — 1) = 2C5 ) T (I, I + 1)].

(E.9)
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The o to my, where x = x,y, overlap integrals read,

/2 ©) 46
TIPS L, PR (LA 10
i (GG G T Ciru

x[150(15 — 1,10,0) — 2¢57 /(Cllgla, 1) + Cls — 1,1, 0)],

where C(la,13,1y) = F(la)J(l3,1y), and F(l) and J(la,13) are defined in Eq. (6.18) and

Eq. (E.7) respectively. For m, to m, transitions one obtains,

7T1/2b(»€)b(6) C(S)C(E,)

100 (0,0) = s RAKRE (E.11)

N N XD T
() + Sy ¢+ ¢
x[15C(15 + 1o — 1,0,0)

~25 (Ol +1a,0,1) + C(l + lo +1,0,0)],

and for m, to 7y transitions, where x # A, the overlap integrals read as,

1/27,(0)p(©) () ")
I e
i (Go TG S TS
%[~2¢) G las 15) + 1gH (I, 15 — 1,0,0)],
where,

G(lay15) = H(la,15,0,1) + H(lo + 1,13,0,0) + H(lo, l5 + 1,0,0) (E.13)

and H(la,13,1y,1s) = A(la,1g)J (Iy,1s5), with A(la,l3) defined in Eq. (6.20).

E.0.3 Specific integrals for J and K

For the 6-31G basis set employed in the multi-electron perturbative corrections, which

include s and p-type atomic orbitals, the particular values for J read,

1/2
s
J(0,0) = <> : (E.14)
¢+ o)

T2 R

J(O,l)::l: = <! )
(G + G2

(E.15)
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1/2 [ ailed |
J(1,1) = i | Bl LR2| (E.16)
2(((5) +<( ))3/2 C(E) +<(5)
J.v Js | JsV e
and _
71'1/2 2(<](€y))2 2
J(0,2) = 2T+ 1+ o LAk (E.17)
(C‘] v Cj ¥ | Cj’y levu
1/2 , 2 (,8,) (E) 2
J(1,2) = £ —" e (¢ — 26 R + C()(C())R?’ , (E-18)
(C C ) / Cj,y + Cj,,ll
For the K integrals, in Eq. (E.3), one obtains,
/2 (e) (e
m G =6
K(0,0) = F < . > 2 “‘, (E.19)
¢+ )2 + ¢
1/2 [ ©) () _ 4Ny ]
K(0,1) = —5— / o [1+ CJ’”((%)’” fjf Vg2 (E.20)
2+ ¢ | 2+ <)
[ (&) r(e) _ () i
K(1,0) = — ”1/26) 1- Cj’”((%')’” (Cg)“’ Vg2l (E.21)
2T+ | 2D+ ()
and
al/2(¢) _ 4
K(1,1) = F~ (CJ” CJ:; 3 (C g R]. (E.22)
2(¢) + s/ ¢ 4 ¢

We note that for transitions between an arbitrary orbital with an arbitrary form of
the dipole operator, will result in a term proportional to exp(—R?). This exponential
dependance will cause the overlap integrals to be insignificant compared to the direct

integrals, as can be seen from Fig. 6.5 in Sec. 6.2.



Appendix F

Derivation of the multi-electron

dipole matrix element

In this appendix, the most important steps leading to Eq. (6.4) and Eq. (6.7) are
presented which was first derived in [64]. The multi-electron extension of Eq. (3.26)

may be written as,

(o) =)+ b;(? (cho 1950 + | w5) (F.1)
k

where c/,JrC » creates an electron in a plane wave state with momentum k and spin o /2 and

| )} is the N electron ground state wavefunction. The recombination matrix element

may then be written as,

1 g
aTeC(k) = E Z arec(k) (FQ)
where,
a?ec(k) = <\II5)V | ﬁCLJ | ‘Ifgil% (Fg)
with
D=3 (Ko |d|K'c")cl chmom, (F.4)
k./o.l k//o.ll

where d is the dipole operator and & represents the opposite spin to o. Considering
Del =c D+[D,c] (F.5)

along with,

chrerronsch) = =lehys chplicwron + chugrlehys ol (¥.6)
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where, []+ indicates the anti-commutator. Noting that
[czo, c,t;,a,]Jr =0 (F.7)
and
[C};‘U’ Ck”a”]"‘ = 5k0,k”0’” (F8)
one obtains
Del, = D+ 3" el ropron (Ko | d| K'o") (F.9)
k.lo./ k./lo.//
= o, D+ (Ko |d| ko). (F.10)
k'o’!
Therefore, the recombination dipole matrix element becomes,
a%ee(®) = (U | cf, D | UG ") + D (WY | ey | Uiy NKo' [ d| ko) (F.11)
ko’
Defining a Dyson orbital as,
D _
| WG) = DU | chy | 0 [ K0) (F.12)
Ko’
the recombination dipole matrix element becomes,
o =W [ DN 4wl )k F.13
Qrec <0’cka | 0o >+< OO” ‘ U> ( )
Using the canonical Hartree-Fock orbitals we may write,
D _
(Wi d k) = S0 | e | ) (W, ] K), (F.14)
p
and
(WY [ D | w5 =D (U | D U (wy | K), (F.15)

p

where v, is a HF spin orbital and the o indicie has been dropped for convenience. The

exact multi-electron wavefunction may be replaced by the Hartree-Fock (HF) wavefunc-

tion. In [64], Méller-Plesset perturbation theory was used up to the second order. Here,

we do not include second order corrections and simply write,

| oE) =| @),

(F.16)
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and
| g = o | B, (F.17)
where the HF wavefunction satisfies,
N
| we)y =] D, (F.18)

i=1

with |) representing the vacuum. Inserting Eq. (F.16) and Eq. (F.17) into Eq. (F.14)
and using Eq. (F.8), one obtains Eq. (6.3),

(W) 1 d | k) = (®y | d| k), (F.19)

indicating that we do not distinguish between the Dyson orbital and the HF orbital.
Applying the same procedure to Eq. (F.15), one obtains Eq. (6.4),

(U [ ef D11y =" | d | i) (¢ | k) — (0] d|i){go | K. (F.20)
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Appendix G

Derivation of the dipole matrix

elements in the CCS basis

In this appendix we perform the derivations to express the dipole matrix elements in
the coupled coherent state (CCS) basis in the three forms of the dipole operator, as
presented in Chapter 9.

G.1 Length form

In the length form, this derivation is immediate as the dipole matrix element can be

expressed as,

. 1 AT
B = (o | 7 | 2m) = 1 5 | &+ 3) | 2 (@)
giving,
1 *
dkm = @(Zk + 2 ) (2 | Zm)- (G.2)

G.2 Velocity form

In the velocity form, we must calculate,

b = (2|5 2) (G3)
_ i/d3r<zkyr>v,,(<rzm>). (G.A)

B 7\3/4 i N2 | it ’ p-d
(v|z)= (1) eapl—g(r =) +ip' - (r — ) + i, (G.5)
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which is the coherent state in the position basis, in three dimensions, and
Vi((r|2') = (=y(r —q) +ip)(r | 2), (G.6)

as well as the relation

@ 1)lr 1 2) = (1) o | a)e 3007 (G.7)
where p is defined in Eq. (9.24), one obtains
b =1 () ) [l d) Hiple 00N (G
Performing the integral gives
km = i(z [ Z) (—7(p — ) +ip') . (G.9)

G.3 Acceleration form

Finally, we calculate the dipole matrix element in the coherent state basis for the accel-

eration form,

u 1

km = (2 [V |2m) (G.10)
3/2 .

= (2 | Zm) (%) / /ddr(vi)w(r—p)ﬂ (G.11)

where Eq. (G.7) has been used. Expressing the integral in spherical co-ordinates, and

restricting r to the z direction such that z = r cos(f)é, on obtains,

3/2 1 o0
z,m:_w)// d cos(6) / drcos(f)e 0TI (G2)
0

T -1
The integration over cos(f) is performed using,

e~ 1(p?=2pr cos(8)+12) (2vprcos(f) — 1)

— 7‘2 2_ Tp COS
/dcos(ﬁ) COS(9)6 e arpeos®) = 4’}/2p27‘2 ) (Glg)
which yields,
. Y\3/2 [ e =P (2ypr — 1) + e VT (2ypr + 1)
k,m = 27 <;) 0 d?" 4*72p2r2 . (G14)
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The integral over r reads
(o2
/e—WipV@wi D, /e (il £ p) - .15)
4’)/2,027“2 - 4’72/)2 ’
Hence,
a 1 o0 A
km = —W [Vry(er f(vA(r —p) —erf(vA(r+p)lg é-
1 [e—’Y(T—P)2éZ — e’ |7 (©.16)
—5 é, .
2p=\ /Ty r 0
a 1 .
m = —?erf(pﬁ)ez (G.17)
1 y e—(r+p)? _ o—v(r—p)?
T2p2 0 r
1 R a2
= _ﬁerf(p\/jy)ez + 2p2 ,—71_74’}%6 e €z, (G18)
which finally leads to the expression
1 R N e P
i =~ gerf (o) + 216, (G.19)

p
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