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Chapter 1

Introduction

Time is an extraordinary concept, elusive but yet so familiar and noticeable. Time is
an unyielding clock, driving the change and leading the course of all things.

In our macroscopic reality, time manifests itself through motion. The Earth’s mo-
tion around the Sun dictates the cycles of seasons, while its rotation demarcates the
division between days and nights. Even the cadence of our heartbeat functions as
a metronome, directing the grand musical symphonies and the quieter rhythms of
our existence. It is through this beating that we crafted our own unit for measur-
ing time: the second (1 s). As the dimensions of the system scale down, the ticking
of reality speeds up. The capability of moving massive amounts of information and
sharing images and data across the globe is possible thanks to tiny master clocks em-
bedded in every microprocessor, whose beating occurs one billionth time faster than
ours on the nanosecond time scale (1 ns = 107 5). As we descend deeper into the
microscopic realm, to the size of molecules and atoms, the rules of Physics become
fuzzy and bizarre. At this level, the ticking of time is defined by the motion of elec-
trons. These electrons operate on incredibly fast timescales, ranging from femtosec-
onds (1 fs = 10719 s) to attoseconds (1 as = 10718 s).

This ultrafast beating is the playground of quantum mechanics.

Driving tiny currents through doped-silica circuits on the nanosecond (ns) scale

has been a game-changer for our technology today. Looking forward, the ability to
control electrons on ultrashort time scales is establishing the foundation of new and
exciting quantum mechanics-driven technologies [1].
Just like in basic engineering theory, in order to control a system, we need, first, to
understand how it works, and we need to find ways to track its time evolution. Thus,
as a key step, it is paramount to create reliable tools that enable precise measurements
of the femtosecond/attosecond ultrafast process of interest [2].



1.1 Measuring a time-dependent process in quantum mechan-
ics: fundamentals of pump-probe spectroscopy

How to measure a time-dependent process in quantum mechanics?

In the context of textbook quantum physics, "time” is not a measurable quantity [3].
A quantum system can be described using the bra-ket representation of the wave-
function |¥(t)). The evolution of a non-relativistic wavefunction is described by the
Schrédinger equation, here written in atomic units:

0y | W) = H | W) (r.1)

The Hamiltonian operator, denoted by H, encapsulates the entire physics of the sys-
tem physics and carries information on its energy.

An isolated and stationary system is characterized by a time-independent Hamilto-
nian H = Hy. In this scenario, it is possible to find a complete and orthonormal set
of states, called eigenstates |¢;) that satisfies the following equation:

Hy |¢;) = € |5) (12)

In this scenario, the generic solution of Eq. (1.1) can be written as a superposition of
all the eigenstates multiplied by a proper phase factor:

=3 ) €0t 4 /5 a(8) |5) e~ ds )

where |¢y,) is a discrete basis set defined over the index n, with a,, being the individual
weight of the eigenstate, and |¢;) is a continuous basis set defined over the continuous
index 6, with a(6) being the associated weight. As also shown in Eq. [1.2], each eigen-
state is correlated to a specific eigenvalue, either €(0) or €, representing its energy.
To observe actual changes! in the wavefunction |U(#)) over time, a superposition of
at least two states is necessary. The simplest example of such a time-varying system is
a Hydrogen atom electron in a superposition between the 1s, |1s), and 2p, |2p) states

[4].

(1) = —= [Ls) e™"" + — [2p) e 72! (1.4)

1 1
V2 V2
As shown in Fig. 1.1, we can calculate the probability distribution of |¢)(¢)) in the
cartesian space, identified by the vector r, as: | (tth) |2 = |t(r,t)|%. As "time” pro-
gresses, due to the overlapping of two distinct energy levels, the electronic distribution
will oscillate as:

| (x, t)]2 X CcOos ((egp — els)t) (1.5)

'i.e., not purely phase changes




1s-2p 1s-2p 1s-2p

z z ' z .

J—» y J—» y J—» y
x Time=0as | |x Time=60as | [x Time=100as S4eV ‘ 2p>
1s-2p 1s-2p 1s-2p

‘ 1359eV | 1 3>
z ‘ z ‘ z 0

X Y Time=160as | |~ Y Time=200as | | ¥ Y Time=400as

Figure 1.1: Representation of the iso-probabilistic surface of | (r|) |2 = |4 (r,t)|? for the superposition of
1s and 2p orbitals in an hydrogen atom. The different surfaces are reported for different times,
showing a periodicity of about 400 as

Since for Hydrogen, Ae = €3, — €15 = 0.367 a.u. (10 eV), the period of this os-
cillation is about 400 as. This is a very elementary example showing how the natural
timescale of a basic electronic motion in matter is the attosecond.
The dynamics of the wavefunction depicted in the previous case can produce tangi-
ble physical effects, such as spontaneous emission. Yet, in this context, "time”, ¢, is
largely insignificant because in an isolated system ? the initial point of this oscillation
is completely undefined. Therefore, in this scenario, directly tracking the electronic
motion is not only unfeasible but also an ill-posed task.

To re-introduce the concept of time and measure dynamics, an event defining
a starting point of “time” is necessary; in other terms, a trigger that interacts with
the system and initiates motion is required. This object, which is commonly referred
to as "pump”, is describable as an additional time-dependent Hamiltonian, denoted
as Hy(t). In this new case, the total Hamiltonian can be written as H = Hg +
H(t). Since the cigenstates of the unperturbed system are still a complete basis set,
the generic solution of Eq. 1.1 can still be written as:

= Sen)162) 7+ / a(6,6) [d5) e Ods (o)
§

In this new framework, however, the eigenstates weights must exhibit time-dependence.
This behaviour highlights the key role of the interaction Hamiltonian, which enables
energy transfer between different states 2. At this point, the final objective is to solve

?The origin of spontaneous emission is, as well known, stochastic fluctuation of the electromagnetic
vacuum. Therefore, our “strict” isolated system hypothesis and argument are a bit inadequate. For
simplicity, I will avoid going into details. For clarity on this matter, see [s].

3In this context, even if Hy cannot be considered as a perturbation, we are assuming that the concept
of the individual state of the system is still to some extent meaningful.



Eq. (1.1) and find the dynamics of these weights. Nevertheless, deriving an exact solu-
tion for this equation is a great challenge, and in many instances, it is even impossible.
Consequently, as discussed in Appendix A, using advanced methodologies or clever
approximations becomes essential.
To generally address equation (1.1) in this new scenario, it is necessary to introduce
the so-called propagator formalism, as presented in [3]. In this regard, let us define
an initial wavefunction, |1(%p)). Then, we can express the evolution of the quantum
system at subsequent times ¢ as:
[p(B) = e o B
i Hat is called time-propagator, or, simply, propagator.
In the most simple scenario, the Hamiltonian is equal to the isolated one, H= Hy,

Y(to)) (1.7)

where the operator e
and the initial state at ¢ is equal to one of its eigenstates, |¢(tg)) = |¢;), then, we
have:

() = e o o ) = emieali=t0) g ()

this result perfectly reconciles with the discussed picture of Eq. (1.3).
By exploiting this powerful method, see Appendix A.2 and Chapter 2, we can rewrite
equation (1.7) more advantageously([6] as:

t . R TN Sty 11N 30t
|¢(t>> _ (—Z/ e—iftt, H(t//)dt//f{f(t/)e—zfto Ho(t'")dt dt/—i-e_zfto Ho(t")dt ) |¢(t0)>

to
(r.9)
As discussed in [7] and sketch in Fig. 1.2, despite the apparent higher degree of com-
plexity, Eq. (1.9) has, now, a straightforward meaning. Focusing on the left-hand side
operator of Eq. (1.9), the system initially evolves without any external interaction, fol-

ot 5 " "
7 Ho(t")dt .
Jrg Ho®") . At a specific moment, ¢/, the

lowing the simplest time-propagator e
wavefunction interacts with our pump event, Hy(#'). This interaction, depicted as a
black dotted line in Fig. 1.2, serves as an ’instantaneous kick’, after which the system
progresses to the final time ¢ under the influence of the full-propagator governed by
the Hamiltonian H. It is important to note that when the pump is restricted to a
specific time window, the full propagator reverts to its unperturbed state once the
interaction concludes; under this condition, it is justified the use of the unperturbed
basis-set to describe the whole system dynamics and the energy transfer.

The mechanism described above is feasible at any given t', within the temporal win-
dow in which the pump can act on the system. This picture allows us to inter-
pret quantum mechanics following the path-integral formalism, as conceptualized
by Feynman[8]. Following this vision, all the possible interaction instants are simul-
taneously possible, and their interference shapes the time evolution of the quantum
system. Finally, the term on the right-hand side of Eq. (1.9) represents scenarios



where the system remains unaffected by the interaction, depicted as the continuous
grey line in the figure. Equation (1.9) is called the second Dyson equation, and it in-
scribes the whole physics of a time-varying quantum system|3, 6].

-
P

Hy(t) + Hy '

-—

isolated HO ‘ >

to t Time

Figure 1.2: Sketch of the evolution of the quantum system, |+ (t)), in the presence of a time-dependent Hamil-
tonian H = Hy + H;(t), asin Eq. (1.9).

Figure 1.2 and, consequently, Eq. (1.9), pinpoint the role of the interaction Hamilto-
nian as a “pump-event’, especially if it is temporally confined. Within the temporal
window of its action, the pump Hamiltonian triggers a physical change in the system
and its properties. For example, let us consider a generic hermitian operator O, linked
to a specific physical observable. As shown in Fig. 1.3, Oy is the sub-space of possible
outcomes for when measuring O on the initial unperturbed initial state [¢)(tg)). In
the simplest scenario, where [1)(%()) is also an eigenstate of O, we have:

O |9 (to)) = oo [1(t0)) (1.10)

As shown in Fig. 1.3 a), the interaction of the quantum system with the pump event
leads to a significant alteration in its phase space, initiating specific dynamics of the
physical observable O.

Throughout its evolution, at each time point ¢, the system can produce varying out-
comes upon measurement of the observable O. However, due to the extremely rapid
timescale of these dynamics, tracking the observable in real-time is not feasible. As
a result, the measurement of our physical observable is practically confined to much
later times, ideally as ¢ approaches macroscopic time-scales (t — 00). This limita-
tion confines the potential outcomes of the measurement to the final sub-space O,
reached by the wavefunction at the end of its evolution. In the simplified picture, the
measurement of the state [1)(t — 00)) is thus represented as:

O |Y(t = o)) = op [1h(t — 0)) (r.11)

Even with a proper time-axis for our quantum system, defined by a trigger-like event,
the ultrafast evolution from Oy to O), remains elusive, covered by the integral in Eq.



(1.9) extended to t — oco. To investigate any ultrafast dynamics, we must introduce
a second time-dependent element, a ’probe’, which interacts with the system at a
delayed time with respect to the pump event, expressed as:

H=Hy+ ﬁlpump () + ﬁjpmbe (t—1) (1.12)
@ . O — space (b) O — space
A A
O(r)
0, : - >
time T /. time
o
T (7
OO OO
> >
" pump L
" pump
t t?me
t iime

Figure 1.3: The diagram provides a visual explanation of a pump-probe experiment in quantum mechanics.
a) a pump event, shown in red, triggers a specific physical process within the system. This event
influences the dynamics of a particular physical observable O. As a result, the observable transi-
tions from an initial set of possible measurement outcomes, labelled Oy, to a final set, denoted
as Op. b) after the introduction of a probe event, depicted in green, the final outcomes of the
measurements related to the physical observable O are modified. The results, represented as O (),
vary depending on the time delay, 7, between the pump and probe events. By employing the ap-
propriate theoretical frameworks and by experimentally measuring O(7) for different delays, we
can effectively reconstruct the actual temporal evolution of the quantum system |¥(¢)), gaining
an understanding of its ultrafast response.

Figure 1.3 b) shows how the probe can impact the evolution of the quantum system,
more specifically, how the probe modifies the behaviour of one of the system proper-
ties, O. The timing between the probe event and the peculiar position of the system
in the parameter space of the system plays a crucial role; specifically, by adjusting
the delay, 7, between the pump and probe, we can change the final outcome of the
measurement of the physical observable at t — 00. In the simple picture:

O(t = 00,7)) = o(7) [1(t — 00,7)) (L.13)

As discussed, directly accessing real-time phenomena in quantum mechanics is gen-
erally not possible. However, in an experiment, we can measure changes in a specific



physical observable, o(7), as a function of a delay between two events. These events
are the ’pump’, which initiates the process, and the ’probe’, which captures the sys-
tem’s evolution, imprinting the information onto an observable, still measured long
after the event has occurred (t — 00). By conducting multiple experiments with
different delays, we can ultimately decode the ultrafast dynamics. This idea is the
foundation of the branch of Science called ultrafast spectroscopy, where ultrafast pro-
cesses in nature are investigated from picosecond [9], femtosecond [10, 11] down to
the attosecond [2, 12, 13, 14] time-scales.

As will be discussed later, the nature of the probe and the choice of the observ-
able dictate the type of experiment and the theoretical framework required to interpret
results and to access the temporal dynamics. Moreover, as highlighted by this discus-
sion and by Eq. (1.9), to capture the time evolution of a quantum system, both the
pump and probe events must be shorter than the process under investigation. Since
electronic motion in matter occurs in the femtosecond/attosecond domain, bursts
of electromagnetic radiation in the attosecond range are ideal candidates for pump-
ing/probing these ultrafast dynamics of interest.

1.2 Attosecond pulses and electron dynamics in matter

Thanks to the advent of chirp-pulsed amplification[1s], pulse compression and post-
compression techniques[16, 17], and the great advancement of laser technologies, it is
possible to generate intense femtosecond laser pulses in a reproducible manner.

When these intense femtosecond laser fields are focused on a noble gas target, a
highly non-linear mechanism can lead to the generation of multiple-odd harmonics
of the fundamental laser frequency. As sketched in Fig. 1.4a), this harmonic spec-
trum is characterized by a plateau region of harmonics and a cut-off extending into
the extreme-ultraviolet (XUV) region [18]. Discovered in the late 1980s, this pro-
cess, called High-order Harmonic Generation (HHG), forms the cornerstone for the
creation of attosecond pulses [19, 20, 21].

In essence, as sketched in Fig 1.4b), generating attosecond pulses requires focus-
ing ultrashort laser pulses, lasting from a few to hundreds of femtoseconds, into a
gas medium, usually a noble gas. If the driving laser reaches intensities ranging from
10'3 — 1016 W/em?, the Coulomb potential affecting the outer electron is signifi-
cantly distorted, creating a potential barrier that allows the electron to tunnel through.
This tunnel ionization is most likely to occur near the peaks of the driving electric field;
hence, this process is localized within a specific time window. After ionization, the
electron moves in the electromagnetic field, gaining substantial kinetic energy. With
linearly polarized driving pulses, there is a slight chance that the electron will return to
its parent ion and radiatively recombine, releasing its kinetic energy as an ultra-short
light burst. The maximum kinetic energy these electrons can accumulate is directly
proportional to the peak intensity and the square of the central wavelength of the



driving pulses (Eyq0 < A21p). As a result, under the right conditions, the spectrum
of the emitted radiation can extend from the extreme ultraviolet into the soft-x-ray
energy region. Since these processes occur every half-optical cycle of the driving laser
field (= 1fs when A = 800 nm, in the infrared (IR)) and are confined to a temporal
window shorter than the half-optical cycle itself, a train of attosecond pulses is pro-
duced. This simplified picture, known as the three-step model [22, 23], enabled the
scientific community to gain a fundamental understanding of the HHG process. As
discussed in Chapter 2 e 3, it also laid the groundwork for proposing simple models
that provide straightforward hints on how to engineer this process.
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Figure 1.4: a) Spectrum generated by HHG in noble gas target b)Sketch of the three-step model mechanism
at the basis of HHG. When an intense femtosecond laser pulse, in the infrared spectral region (IR),
here called driving laser pulse, is focused on a gas medium, commonly a noble atom. The electron
propagates in the continuum after tunnel ionization from its parent ion. When the electron recol-
lides with the parent ion, every half-optical cycle, the extra kinetic energy accumulated during this
journey can be emitted in the form of XUV radiation.
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In 2001, the first pulse train of attosecond pulse, with each pulse lasting 250 attosec-
onds, was measured for the first time[24].

For several applications, isolated attosecond pulses are typically required; therefore,
since the discovery of the HHG, great efforts have been invested to test and develop
techniques to limit harmonic generation to a single event. As discussed in depth in the
following chapters, the proposed techniques are primarily based on either the spectral
selection of cutoff harmonics, temporal gating methods applied on the driving radia-
tion, or a combination of both [25, 26].

Thanks to a collaboration between atomic physicists and laser scientists, already in
the same year as the first measurement of the attosecond pulse train, a single pulse,
showing a duration of 650 attoseconds, was isolated and characterized[27]. These two
achievements marked the birth of the field of attosecond science[13].

Nowadays, the record for the shortest attosecond pulse amounts to 43 as [28],
while the highest photon energy achieved is in the soft-x-ray, in the keV range[29].
Although gas-based high-order harmonics generation is still the most adopted tech-
nology for attosecond science, over the past two decades, ultrashort XUV pulses
have also been generated using different media, including solids[30], liquids[31] and
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plasma mirrors[32], as well as by employing different physical principle as in x-ray
free-electron lasers (XFELs)[33]. Despite having significant interest and great poten-
tial, these methods are not the focus of this thesis.

Once the tools to generate attosecond radiation were available to a larger commu-
nity, many experimental techniques were invented to use these pulses for measuring
ultrafast processes occurring at time scales comparable to the duration of the pulse
itself.
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Figure 1.5: Example of physical processes observed thanks to attosecond technology in atoms and molecules:
a) Auger decay in Krypton [34]. b) Photoemission time delay in Neon [35] . ¢) Charge Migration in
Phenylalanine [36]. d) Control of electron localization in molecular hydrogen (H2) and D [37].

As sketched in Fig. 1.5, the advent of attosecond pulses opened up several unexplored
research domains, enabling the “direct” observation* and potential manipulation of
electronic motion in atoms, molecules, liquids and solids.

The very first example of the application of attosecond pulses in matter was the mea-
surement of a few-fs Auger decay in core-excited krypton (Kr) atoms [34] in 2002
(Fig. 1.4 a)). Since then, even more rapid phenomena have been investigated, such
as the time delay in photoemission between different states of an atomic target. One
of the first experiments on this topic was the investigation of the 2s-2p photoemis-
sion delay difference in neon (Ne), measured to be in the tens of attoseconds [35, 38]

“where here the word “direct” has the subtle meaning discussed in section 1.1.
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(Fig.1.4 b)). As attosecond technology advanced, the atomic physics community be-
gan exploring increasingly complex multielectron processes. This line of research has
unveiled intriguing insights into phenomena such as autoionization [39], multichan-
nel ionization [40], Fano resonances [41], up to the reconstruction of the quantum
state and decoherence of photoelectron wavepackets [42, 43].

In 2010, the first attosecond experiment in molecules (Hz) was carried out (Fig.
1.4 ¢)), revealing the capability of controlling the localization of the electron in a dis-
sociating hydrogen molecule on a few-fs time-scale [37]. A few years later, in 2014, the
first observation of the charge migration process in a polyatomic molecule, phenylala-
nine, was obtained with a time-resolution of 250-as, showing ultrafast oscillation of
the electronic charge in the molecule with a periodicity of about 4-fs [36] (Fig. 1.4 d)).
Since then, the intricate interplay between electronic motion and subsequent nuclear
responses has been extensively examined, paving the way to many new interesting
avenues of research. A recent example highlighting this interplay is the revival of
charge oscillation in silane (SiH4), measured in 2022 [44]. The observed oscillations
and coherent revival in the dynamics were attributed to a combination of adiabatic
(purely electronic) and non-adiabatic (involving both electrons and nuclei) dynamics
within the molecule excited states. A detailed discussion of the latest advancements
in attosecond molecular physics and attosecond chemistry will be presented in the
following section.

In recent years, attosecond techniques have also been applied to solids and lig-
uids, yielding promising discoveries. In the case of solids, studies focusing on elec-
tron transport and band structure dynamics in insulators [45] and semiconductors
(46, 47, 48] have been conducted, leading to a better understanding of inter- and
intra- bands dynamics and advancing the control of ultrafast excitons, which could
potentially redefine the speed limits of electronics [49]. For liquids, attosecond pulses
have played a pivortal role in exploring the impact of a chemical environment on ultra-
fast electron dynamics. For instance, the photoemission time delay has been recently
investigated in water [50] and ultrafast proton transfers have been observed in urea
[s1], deepening our comprehension on the influence of aqueous solution on electronic
reactivity and chemical reactions. Applying attosecond technology in these areas will
provide critical insights into the physics of complex systems in the future.

1.3 Applications of attosecond pulses to molecular physics: the
birth of attochemistry

Since its early development, Physics has relied on studying prototypical systems to

deduce fundamental information about the building blocks of reality.

While the study and control of complex systems are increasingly important, simple
systems like atoms or small molecules, with just a few atoms, remain crucial for both
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experimentalists and theoreticians. These simpler systems provide valuable insights
into basic processes, such as matter-matter interaction (e.g. chemical reactivity) and
light-matter interaction. Generally speaking, the long-term goal of these studies is
to extend the knowledge acquired on the simple system to more complex ones, an
approach traditionally closer to Chemistry. In essence, Chemistry begins when we use
simplified models or approximations to explain a certain physical process, which, in
its full complexity, would demand a computationally challenging, or even unfeasible,
theoretical description.

Attosecond molecular physics and attosecond chemistry, or attochemistry, have
focused on investigating electron-driven dynamics in molecules, where the interac-
tion between the electronic degree of freedom and the ultrashort pulse guides, on a
longer time scale, the nuclear rearrangement and determines the fate of the chemical
reactivity [52]. Once the underlying physics of a particular photo-chemical process is
fundamentally understood, the primary objective of attochemistry is to establish ro-
bust guidelines for optimizing the design of more advanced molecular systems or even
to directly manipulate electron dynamics in a more natural environment, i.e. control-
ling chemical reactivity in solutions [53]. Numerous fundamental physical questions
remain to be addressed to advance in this emerging field, which is still in its infancy.
This necessity is coupled with the ongoing need to enhance both experimental and
theoretical methodologies [2].

At the boundaries between attosecond molecular physics and attochemistry lies
the investigation of the response to light of isolated molecules, i.e. molecules in the gas
phase, where core light-matter interaction processes can still be studied in their sim-
plest form, even if several approximations on their theoretical description are needed.
In this framework, the most interesting and studied ones are charge migration and
charge transfer [54].

1.3.1 Charge Migration and Charge Transfer in Molecules

The redistribution of charge within molecular systems is one of the most important
photoinduced primary events, crucial in both chemical and biological systems, and
pivotal in driving energy transfer [s5]. The capability to precisely measure and control
the core mechanisms responsible for charge transfer at their natural time scale is key to
enhancing energy conversion in various applications. This research holds significant
promise in developing more selective catalysts, improving energy storage solutions,
and advancing photovoltaic or photosynthetic systems [56].

The theory of charge transfer was originally introduced in 1956 [57, 58] and later
awarded with the Nobel Prize in Chemistry in 1992 [59]. This theory provides a frame-
work for understanding how an electron can permanently move from one chemical
site of the molecular system to another. While it has been successful in explaining
various types of charge transfer in both organic and inorganic compounds, including
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intermolecular and intramolecular processes, its initial development was limited to the
classical domain. This limitation was due to the availability of only nanosecond pulses
at that time, restricting the theory to thermodynamics and classical electromagnetism
concepts.

The emergence of femtochemistry [10] and attosecond science has revolution-
ized our understanding of molecular processes, enhancing time resolution by nearly
six orders of magnitude (10%). This advancement allows for an in-depth exploration of
these processes at the quantum level. Nowadays, the spatial redistribution of charge
in a molecule is categorized into two distinct concepts: charge migration and charge
transfer. This convention, as outlined in prior studies [54, 60], defines charge migra-
tion (CM) as a purely electronic phenomenon driven by the electronic coherence of
superposed states. Whereas charge transfer (CT) is associated with the motion of elec-
tronic charge coupled to nuclear re-arrangement and ultimately results in a permanent
transfer of charge.

Charge Migration and Electronic Coherence

Before the introduction of attosecond pulses in molecular spectroscopy, research on
the fragmentation of small peptides raised an interesting query: What causes peptides
to dissociate at molecular sites distant from the initial ionization point? [61]. This ques-
tion stimulated extensive theoretical research [60, 62] on the existence of purely elec-
tronic processes occurring before any nuclear rearrangement. Such behaviour was
attributed to an ultrafast, entirely electronic charge redistribution within the ionized
species. This process, driven by electron correlation and maintained by coherence
among various electronic states, was named charge migration.

As exemplified in Fig. 1.6, for the case of a hydrogen molecular ion (H. ;‘ ), CM
occurs when a coherent superposition of two (or more, in some cases) states is created.
In our simple scenario, we assume a coherent superposition of the 7 and 7* orbitals
of Hy in a fixed-nuclei configuration, and we observe its evolution:

|Vr,) = cx |¥n) et 4 cpe |x) e ient (r.14)
|\IIH2 (1‘, t) ‘2 S Re{cﬂcj;* Tﬁnw;* ei(&rieﬂ*)t)} (1.15)

If any nuclear motion is neglected, the superposition leads to a periodic (= 300 as)
charge motion between the two hydrogen nuclei.

From this basic example, several key insights about charge migration can be deduced:
i) CM is intrinsically periodic. Since nuclear motion has not yet occurred, the elec-
tronic states remain unchanged, allowing for free charge oscillation across the molec-
ular system. ii) CM occurs exclusively when the orbitals are coherently populated,
necessitating a wavefunction with clearly defined and balanced weights, ¢, and ¢~
in Eq.(1.15). iii) The electronic states involved must exhibit spatial overlap, i.e. the
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Figure 1.6: a)2D visualization of the anti-bounding, 7*, and bounding, =, orbitals isosurfaces (at 0.99, red and
0.75, blue) in H;r calculated as a linear combination of hydrogen-like atomic orbitals. The energy
distance between levels is estimated to be ~ 11.8 eV. A coherent superposition of these states is
simulated in the lower part of the figure, showing a periodic charge migration process between the
two protons. b)Projection of the normalized probability distribution of the wavefunction (Eq. (1.15))
across the y-axis as a function of time during the charge migration.

product Y-+ is nonzero.

Due to these specific requirements, the experimental observation of charge migration
took several years after its theoretical prediction. The first empirical evidence was ob-
tained in 2014 with the detection of a 4-fs CM in phenylalanine [36], followed by the
observation of a 2-fs CM in iodoacetylene in 2015 [63].

Two major challenges in these experiments are to select the appropriate pump-
pulse, which starts the coherent superposition of states, and a physical observable that
grants sub-femtosecond resolution. As a result, the preferred methods for tracking
CM in molecules have been either isolated attosecond pulses [36, 64, 65] or short
intense infrared pulses [44, 63]. Due to the nature of the pump pulses, the main
focus of the community has been CM in ionized molecules. However, recent studies
have also highlighted the feasibility of investigating CM in neutral species [66].

Another significant challenge in observing CM is decoherence (and/or dephas-
ing), typically caused by nuclear motion[44, 67, 68], which often begins after just a
few-fs. As a result, charge migration is often expected to gradually weaken as nuclear
motion intensifies. However, it is interesting to note that under certain conditions,
if coherence is sustained sufficiently long, one might observe a damped yet coherent
revival of CM following the initial dephasing [44].

As nuclear rearrangement occurs, the electronic wavepacket may encounter a
conical intersection [69], defined as regions on the molecular potential energy sur-
face where two electronic states intersect at a point. In the vicinity of this singularity,
electron dynamics decelerate to the femtosecond scale, facilitating a permanent en-
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ergy exchange between states. This process can lead to a permanent redistribution of
charge, which might also eventually cause molecular dissociation [70].

Thus, both nuclear motion and the permanent transfer of energy between elec-
tronic states play pivotal roles in linking charge migration with the crucial subsequent
process of charge transfer.

Charge Transfer and Ultrafast Dynamics

Charge transfer, a fundamental process observed across various systems regardless of
their size or nature, necessitates two key components: a donor site, with an elec-
tronic reservoir, and an acceptor site, where the electrons are pulled towards [54].
This movement of charge is typically triggered by excitation or ionization (i.e. re-
moval of an electron). Following the trigger, the electronic charge is moved from the
donor to the acceptor, where it is either stored or leads to molecular fragmentation.
The diversity of charge transfer phenomena is shaped by the chemical characteristics
of the donor and acceptor groups, as well as by factors such as the system size and
its molecular environment. This variety in charge transfer types captures the interest
of various interdisciplinary scientific communities, each focusing on different aspects
and implications of these phenomena.

Intramolecular charge transfer (ICT) is the most basic example, where charge
transfer is mostly defined by short-time-scale dynamics as the molecule typically evolves,
after excitation/ionization, in the proximity of conical intersections, leading to rapid
energy exchange. The study of ICT set the basis of molecular optoelectronics (e.g.
molecular nano-wires)[71], fast electro-optical switches and photovoltaics [72].

Another example is the study of metal-to-ligand charge transfer (MLCT) in metal
complexes [73]. In MLCT, excitation typically transfers an electron from an orbit
primarily localized on a metal center to one primarily localized on a ligand. The
absorption of light stimulates the transition of an electron from the metal d-orbital
(the donor) to the ligand 7 orbital (the acceptor), creating an excited state where
electron density shifts towards the ligand. This phenomenon plays a crucial role in
photovoltaic applications [74], e.g. it can be used as the driving mechanism for charge
injection in nanoparticles [75]. Conversely, the opposite process is also possible. In
ligand-to-metal charge transfer (LMCT), the ligand acts as the donor and the metal
center as the acceptor. LMCT mechanisms have important consequences in applica-
tions such as photo-catalysis[76].

As the system grows in size, intermolecular charge transfer in the presence of sol-
vents, intermolecular charge transfer in proteins and photo-catalytic compounds also
becomes possible and is the main line of research bridging the information gathered
with ultrashort time-resolution with real-life applications [56, 77, 78].

In the following discussion, I will focus on ICT (CT, for simplicity) in isolated molec-
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ular systems. In quantum mechanics, a molecule is a non-trivial entity [79].
The molecular wavefunction, within the Born-Oppenheimer approximation, can be
expressed as:

(W) = [¢e(R, 1)) @ [xn(R)) (1.16)

where [1)¢ (R, r)) is the electronic wavefunction, defined by the particular nuclear ge-
ometry {R}, and |xn(R)) is the nuclear wavefunction.

This approach facilitates the formulation of potential energy surfaces, E(R), derived
by solving the equation below for all possible electronic states at a given nuclear con-
figuration (assuming fixed nuclei):

Hy (R, 1)) = E(R) [Y0e(R, 1)) (1.17)

~

In this context, Hy; is the electronic Hamiltonian, accounting for all the interactions
such as electron-nuclei and electron-electron, excluding the nuclei kinetic energy.
E(R) is a multi-dimensional surface which can be described as a function of all the
possible reaction coordinates ({¢}), which essentially are linear combinations of the
nuclei positions {R }.

As sketched in Fig. 1.7a), the most basic molecular system suitable for charge transfer
can be conceived as two offset parabolic curves (Up and U 4) along a certain reaction
coordinate, ¢.

In its most basic physical interpretation, see [55]; charge transfer is encoded in the
transition rate of an initial molecular population, Pp(t), from the donor electronic
state(s) [1e(dp,T)) ) to an acceptor state(s) [1)e(qa,T)) 4). This transition repre-
sents the depletion of Pp(t) describable using a rate equation:

atPDT(t) = —k‘CTPD(t) (1.18)

where ko is the charge transfer rate.

Determining ko is a complex task. Nevertheless, under certain assumptions: i)
the charge transfer initiates from the potential minimum of Up, ii) Up and U 4 share
the same vibrational frequency (wy;p) and iii) the vibrational states follow a Maxwell-
Boltzmann distribution, an analytical formula can be derived [s5]:

E AE
A (17E7>\)2

kot o< e BT (1.19)

Here, as depicted in Fig. 1.7a), AE is the energy gap between the two minima’,
and E) = %wm-b(qA — qp)? is the reorganization energy. Equation (1.19), which
emerges from quantum mechanical principles[ss], coincides with what the more in-
tuitive chemical derivation followed in 1959[58].

>In Marcus theory [58], AE = —AG, with G being the Gibbs free energy, which is more appro-

priate in scenarios like molecules in a solution.
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Figure 1.7: a) Sketch of the charge transfer process, showcasing the electronic wavefunction redistribution
from the donor group versus toward the acceptor group. This transition occurs by moving across
distinct potential energy surfaces: the donor curve in blue and the acceptor in orange. b) Visual-
ization of photo-induced charge transfer, and the attempt of following the wavepacket dynamics
across the surfaces. The figure highlights the limitations of the simple assumptions used in deriving
Eq. (r.19).

While Eq. (1.19) holds significant practical value in various contexts, as recognized
by the Nobel in 1992, its physical description of charge transfer primarily pertains to
longer time scales where macroscopic reactions happen. Nonetheless, many key fea-
tures of this process lie in its ultrashort dynamics, during which numerous assump-
tions of basic charge transfer theory become inapplicable.

In our ultrafast domain, we focus on the rapid evolution of the wavepacket in
photo-induced charge transfer processes. As illustrated in Figure 1.7b), the donor
wavefunction population is created by a vertical photo-ionization (or photo-excitation)
event, thus making, for example, the assumption of a thermal distribution near the ¢p
minimum obsolete. Moreover, given that the electronic wavepacket can develop near
conical intersections (in the figure, where the blue and red curves intersect), there is
often a strong coupling between the nuclear and electronic degrees of freedom, break-
ing down the validity of the Born-Oppenheimer approximation.

Consequently, investigating the mechanisms that govern and direct charge trans-
fer on such ultrashort timescales remains an essential task for the scientific community
[s4]. To unravel the ultrafast physics of charge transfer, new experiments with few-
femtosecond resolution and innovative theoretical approaches are essential.

1.3.2 Experimental techniques: tr-PES, ATAS and ions-fragmentation

As highlighted in previous sections, accurately measuring time-dependent processes,
such as charge transfer or charge migration in molecules, requires two key compo-
nents: i) an appropriate "pump” event to initiate the dynamics and a suitable "probe”
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for sampling the ultrafast process at specific points in time, and ii) an experimental

technique that encode the information into a physical observable.
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Figure 1.8: a) Sketch of possible pump-probe sources at the core of attosecond spectroscopy. b) Sketch of the

basic set of physical observables used in attosecond experiments in molecular systems.

As depicted in Fig. 1.8, over the years, different combinations between pump/probe

pulse configurations (extending from the attosecond to the femtosecond range) and

physical observables (including photons, electrons, ions) have been chosen to con-

duct many experimental investigations on CT/CM in molecular systems, here few

example:

* An increasingly popular method for examining these charge dynamics is at-

tosecond transient absorption spectroscopy (ATAS) [80]. This technique in-
volves exciting (pumping) the sample with few-femtosecond visible (VIS) or
near-infrared (NIR) pulses, followed by probing the resulting dynamics with
attosecond pulses, often with element-specific sensitivity. In this case, the phys-
ical observable is the transmitted spectrum of the attosecond radiation after the
interaction. ATAS has been utilized to trace charge dynamics, whether CM or
CT, through conical intersections in diatomic molecules like iodine monobro-
mide (IBr) [81], in polyatomic molecules such as methyl bromide (CH3Br)
[82], and in cations like ethylene (CQHI) [83], methane (CH4+) [84], as well
as in neutral silane (SiHy) [44].

High harmonic spectroscopy, an interferometric technique, resolves charge dy-
namics in molecules by using intense fs-laser pulses as the pump and the gen-
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erated high-order harmonics as both the ”probe” and the physical observable
(63].

* As an alternative, also attosecond photoemission spectroscopy can offers key
insights into both pure electronics (as in CM) and coupled electron-nuclear
dynamics in molecules (as in CT). In this case, extreme-ultraviolet attosec-
ond pulses initiate (pump) dynamics by removing an electron from the va-
lence orbitals, while femtosecond VIS-NIR pulses control (probe) the subse-
quent dynamics, often in a non-perturbative way. Typical physical observables
include the photoelectron kinetic energy, as in time-resolved photoemission
spectroscopy (tr-PES), or the ion spectra (ion-photo fragmentation pathway),
recorded as a function of the pump/probe delay. This technique has been ap-
plied to observe charge migration in aromatic amino acids such as phenylala-
nine and tryptophan [36, 8s], the photodissociation dynamics (CT) of ethylene
cation CQHI (86, 87], and the rapid energy relaxation following ionization by
20-fs XUV pulses in planar polycyclic aromatic hydrocarbons (PAHs) of in-
creasing sizes [88].

New techniques are currently explored using different pulse configurations, new de-
tection schemes, or both. These include attosecond pump-attosecond probe spec-
troscopy, in either free electron laser facilities [33] or with high-order harmonic gen-
eration sources [89], which promise to achieve intrinsic attosecond time resolution.
Additionally, methods employing few-fs-tunable ultraviolet pulses [90, 91] combined
with an attosecond probe are currently under development to study, in the near fu-
ture, the ultrafast charge dynamics in the neutral states of molecular sample. Finally,
more advanced choices for observables, such as time-resolved coincidence ion-electron
spectroscopy [92], are also currently being investigated.

20



1.4 Thesis overview

As outlined in the previous section, two key efforts are essential for progressing at-
tochemistry: i) the development, or refinement, of attosecond tools to enhance the
reliability and/or the resolution in measuring ultrafast dynamics, and ii) the combina-
tion of new experimental and/or theoretical approaches to deepen our understanding
of ultrafast charge dynamics processes.

During my PhD, I addressed both aspects by improving the current knowledge on
table-top attosecond sources and exploring charge transfer processes in prototypical
donor-acceptor molecular systems. For each of these aspects, I attempt to summarize
the motivation behind them as simple, straightforward inquiries. These questions are
positioned at the beginning of each key section and are revisited and answered at the
end of the same section.

Chapter 2 presents a thorough examination of the underlying physics of HHG.
As elucidated, HHG arises from the intricate interplay between the response of a
single atom to an intense driving field and the coherent response of a vast ensemble
of individual emitters. Accordingly, this chapter delves into the fundamental aspects
of the microscopic response, employing both classical models and ab initio quantum
mechanical derivations, as well as exploring the macroscopic properties essential for
the efficient generation of attosecond pulses.

Chapter 3 details our experimental and theoretical achievements in attosecond
technology in three primary areas: i) optimizing the efficiency of high-order har-
monic generation sources, ii) fine-tuning the spatial properties of HHG to minimize
spatial aberrations, and iii) developing innovative and flexible methods for generating
isolated attosecond pulses.

Chapter 4 presents our recent experimental and theoretical efforts in investigat-
ing the ultrafast photophysics of prototypical donor-acceptor systems. The aim is
to unravel the key mechanisms at play in the initial stages of charge transfer, which
ultimately influence the fate of subsequent dynamics. The findings contribute signif-
icantly to a more comprehensive understanding of the early-stage photo-physics of
donor-acceptor molecules, which is highly relevant to fields such as photovoltaics and
molecular optoelectronics.

Chapter 5 gives a summary of the results and a general outlook on future research
direction.
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Chapter 2

High-order Harmonics Generation

Within the complex domain of semiclassical light-matter interactions, our focus nar-
rows to a specific phenomenon: the generation of attosecond pulses through High-
order Harmonic Generation (HHG). As mentioned in Chapter 1, this process typi-
cally involves focusing an intense laser field onto a noble gas target. Although other
targets (molecules, solids, liquids) are feasible, for historical and practical reasons, our
analysis will consider only noble gases within the single active electron approximation,
which remains a robust approximation in many scenarios.

HHG itself is an intricate process. Generating attosecond pulses effectively depends
on two crucial aspects: firstly, the microscopic response of individual atoms, which
must support the creation of ultrashort pulses via this highly non-linear process, and
secondly, the macroscopic collective and in-phase participation of an ensemble of
atoms to the process (i.e. generating medium). Thus, to describe HHG, we need to
combine a microscopic description of matter with a macroscopic view of the genera-
tion of electromagnetic radiation from an extended gas medium.

From a microscopic perspective, the key to describing HHG is outlining the
physics of the interaction between an intense laser field and an individual atom. This
requires a quantum mechanical description of how a time-dependent electromagnetic
field influences the time evolution of the atomic wavefunction. On the macroscopic
level, the challenge is understanding how multiple emitters can coherently sum their
radiation in an extended medium where the laser field, driving the HHG process at
the microscopic level, varies spatially (and temporally). Indeed, in a standard HHG
setup, the number of emitters is substantial, > 10%%; hence, phase matching is pivotal
in harmonic generation.

In this chapter, after an initial overview of the fundamental elements of any light-
matter interaction theory (Section 2.1), we will delve into the physics of both factors
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impacting HHG: a complete description of the microscopic response to an intense
laser field, both from a classical and quantum perspective (Section 2.2) and macro-
scopic phase-matching (Section 2.3).

The microscopic and macroscopic discussions are crucial for a comprehensive under-
standing of the key results of this dissertation presented in Chapter 3. Moreover,
these models offer the possibility of engineering reliable attosecond pulse sources, a
fundamental step if one wants to harness this radiation for attosecond chemistry ex-
periments (Chapter 4).

2.1 Semiclassical laser-matter interaction

In semiclassical light-matter interaction theory, light is treated as a classical field, fol-
lowing microscopic Maxwell’s equations (in SI units):

VxE=-0B v.E= "
€0
1
V x B = —50E+ o] V-B=0 (2.1)
“
E=-V4-9A B=VxA

where (E, B) represent the electromagnetic field, (—A., Ag) the four-vector poten-
tial, and (p, J) are the density of charges and the density of current, respectively.
Matter, instead, within a single active electron picture, is described via the time-

dependent Schrédinger equation (TDSE) (in SI units):
H ) = ihdy [) (2.2)

where H is the light-matter interaction Hamiltonian.
In a generic a-gauge (see Appendix A), H is expressed as:

1 o a
(p+ eAl ))2 — eA((] ) (2.3)

H=_—
2m

with p the momentum operator, (—A(®), A(()a)) the electromagnetic four-vector po-
tential, in the specific a-gauge, and e the modulus of the electron charge, or elementary

charge.

2.1.1  Light-Matter interaction: From the perspective of light

From the perspective of light, its interaction with matter is bidirectional; light changes
matter and matter can change light. Indeed, light can be absorbed, scattered, and
generated. One of the processes at the core of generation of light is a time-varying
charge distribution, e.g. an oscillating dipole [93].
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Dipole radiation is a widely studied phenomenon that bridges the quantum de-
scription of matter, a single electron in our context, with the propagation and gener-
ation of electromagnetic radiation. The relation establishing the connection between
the Schrodinger equation (Eq. (2.2)) and Maxwell’s equations (Eq. (2.1)) is:

p(l’,t) = _e’w(r>t)‘2 (24)

where ¥(r,t) = (r|1)) represents the electron wave function in space.
According to classical electromagnetism:

d(t) = rp(r, t)d .
0= [ ey o)
Hence, combining Eq. (2.5) with Eq. (2.4), we find:
de) = = [ o= e [0 00t de = e [x(0lo (o) de =
- / (WIE]8) (el dr = —e (] i( / ) {e] de) [} = —e {46 £ [9)

where we have exploited the position operator t and its property of completeness to
derive the following trivial expression:

d(t) = —e W@O)|i[(1))| (2.6)

This dipole expectation value is pivotal in our semi-classical framework, and it allows
us to investigate the properties of many interesting mechanisms, such as the emission
of high-order harmonics and attosecond pulse generation.

Single emitter

To model the generation of an electromagnetic field from a known oscillating dipole,
d(t), the result of Eq. (2.6) has to be incorporated as a source term in Eq. (2.1). For
example, for a single emitter (i.e. atomic antenna), within the dipole approximation,
the electric field generated is given by [93]:

+oo w2 _ ioo(t— )
E(r,t) = dw Treor (n x d(w) x n)e 0’ +c.c (2.7)

where r denotes the modulus of the position r, n is its normalized vector, and d is the
Fourier transform of the electric dipole, defined as:

“+o0o
d(w) = / d(t)e ™tdt (2.8)

—00
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Multiple emitters: propagation equation

In a scenario with multiple emitters, we must rely on macroscopic equations to de-
scribe the medium where the electromagnetic field is collectively generated. The equa-
tion governing this process, derived from macroscopic Maxwell’s equations, is the
standard wave equation:

1
V2 - Cﬁaf]E = 1007 P (2.9)

where P is the general medium polarization, enscribing all possible linear and non-
linear processes. The polarization is locally defined by the individual electric dipoles,
d(r, t), within the medium, as well as their local density, n(r, ), following:

P(r,t) = n(r, t)d(r,t) (2.10)

2.1.2  Light-Matter interaction: From the perspective of matter

To give practical meaning to the dipole described in Eq. (2.6), it is crucial to solve
quantum mechanics equations and assess the influence of an electromagnetic field
on matter. Specifically, in the scenario of a single active electron, the Schrodinger
equation, here expressed in atomic units (a.u.), has to be solved:

H ) =0y |4) (a.u.) (2.11)

As sketched in Chapter 1, the exact solution to Eq. (2.11) is given by:

[, 1) = [(t)) = e Hio O 20 (2.00)

here, advanced time-propagator tools [94] are employed.
A detailed explanation of this peculiar exponential operator, which allows us to de-
scribe the complete temporal evolution of a quantum state, initialized in |1 (%¢)), is
reserved for Appendix A.

As observed, the semiclassical light-matter interaction Hamiltonian is gauge-
dependent. Hence, under the dipole approximation, E(r, t) ~ E(0,t), the Hamil-
tonian shown in Eq. (2.3) can be expressed in two equivalent forms:

- 1
HY = -2V — ¢ +i-E(t) (2.13)

AO = C(p+ AW~ 6 (.19

where the first equation represents the length gauge Hamiltonian,f] O and the sec-
ond one denotes the velocity gauge Hamiltonian, H ("), with ¢ being the Coulomb
potential (o< +1/7).
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As detailed in Appendix A, the gauge-variance of Schrédinger equations is a fas-
cinating subject; the main consequence is the gauge dependence of the wavefunction
[v) (@) A useful outcome for the subsequent discussion is a simple rule for transitions
between gauges:

) = e*itA |y (2.15)

Thus, the wavefunction solving Eq. (2.13) differs from that in Eq. (2.14) by a global
phase shift. This finding is essential for constructing a coherent gauge-invariant phys-

ical theory where physical observables remain unaffected by the choice of gauge.

In essence, the goal of our HHG discussion is to get direct insight into the time-
dependence of the dipole matrix element d(¢) (Eq. (2.6)) and use it to predict the
properties of the HHG radiation from either a single emitter (microscopic models)
or from an extended medium (microscopic and macroscopic models). This can be
achieved by finding the proper time evolution of the wavepacket of Eq. (2.11) in the
presence of an intense driving field.
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2.2 Microscopic aspects of HHG

Quantum mechanics is fundamental to understanding high-order harmonic genera-
tion. Yet, sometimes, even intricate phenomena can be elucidated through "classical”
arguments. In our case, HHG can be commonly explained using a straightforward
ballistic model known as the three-step model [22, 23, 95]. Conceived between 1992
and 1993, this model, despite its simplicity, successfully captured essential aspects of
HHG and paved the way to a more detailed quantum formalism developed in 1994
[21]. As illustrated in Fig. 2.1, HHG can be described as the consequence of three
subsequent steps of light-matter interaction.

When an intense laser field (=~ 10'4W/em?), typically in the infrared spectral
region (IR), impinges on an atomic target, the Coulomb potential is bent, creating a
potential barrier. One of the valence electrons can undergo tunnel ionization, and it is
ejected into the continuum. Following ionization, the freed electron propagates in the
continuum, driven by the laser electric field (Lorentz’s force). As the electric field re-
verses, the electron trajectory also changes, bringing it back to its parent ion. The final
stage in the HHG process is the recollision step, where the electron, having returned
to the proximity of its initial ionization site, has a certain probability of recombining
with the parent ion. During recombination, the kinetic energy accumulated by the
electron during its motion in the continuum is released in the form of a high-energy
photon, which, under the standard generation conditions, is typically in the XUV
spectral range (= 10 — 100 eV). Yet, by properly tuning the intensity and wavelength
of the driving field, the photon energy can be even extended in the keV region.

Tunnel ionization Motion in the continuum Recombination

Figure 2.1: Sketch of the three-step model in HHG: i) tunnel ionization from the parent ion. ii) motion in
the continuum driven by the IR field (continuous red line). iii) Recombination and emission of an
attosecond burst of extreme ultraviolet light.

Since an electron is freed around each electric field maximum, the described process
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reiterates every half-cycle of the driving field, leading to the generation of a train of
attosecond pulses, as observed, for the first time, in 2001 [96].

The central focus of the three-step model is to analyze all possible electron trajectories
as a function of the instant of recombination for different laser field conditions, in-
tensity and wavelength. As detailed in the next paragraph, this simple model allows
us to identify crucial properties of the HHG process, such as the maximum photon
energy, i.e. cut-off, see Fig. 1.3.

An extension of the three-step model was proposed in 2018 [97, 98], which we
will call y-model from now on. The y-model provides a more comprehensive analysis
of the kinetic energy of the different trajectories as a function of the recombination
instant and, therefore, gives more direct insight into the change of the emitted pho-
ton energies as a function of time. Starting from this model many crucial features
of the harmonics can be predicted, such as the attosecond-chirp[98], spatio-temporal
properties [99, 100, 101] and, even, general macroscopic phase matching trends [102].

A three-step model-based description is sometimes insufficient, and a quantum ap-
proach is needed. As detailed later in this section, the quantum framework used to
describe HHG is more subtle and requires more advanced tools.

2.2.1 Three-step model and y-model

In this paragraph, we derive the y-model starting from standard three-step model con-
siderations. These results will be used as the starting point for the discussion presented
in Section 3.2.

Three-step model: Analysis of the kinetic energy of photoelectron trajectories

Let us consider an electron moving in the continuum after tunnel ionization. The
Newton equation of motion for the free electron in the laser electric field E(t), as-
sumed to be linearly polarized along the x-direction E(t) = E(t)uy, is:

= —iE(t) (2.16)

Me

where e and m, are the absolute values of the electron charge and mass, respectively.
By integrating Eq.2.16, the velocity & = v(t) of the electron can be written as:

o(t) —v(—o0) = [* S B(f)di

Me

(t) — 2(—00) = [1__ (i) di @17)

In our ”quasi’-classical picture, tunnel ionization can happen at any instant, ¢'. Con-
sequently, to describe a generic electron trajectory created at time, ¢/, and propagating
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in the continuum until ¢, the previous system of equations has to be adapted as fol-

{W( y ft’_mT» o (2.18)

.iUt/(t - .%' t/ f;y t

lows:

In this way, vy (t) = v(t, t’) represents the time-evolution of the velocity for a specific
electron trajectory created at the time t'.

For simplicity, we assume the driving laser as a monochromatic cosinusoidal field
with angular frequency wy (for a non-monochromatic field, simple numerical calcu-
lations can be pursued).

E(t) = Epcos(wot) (2.19)

where Ej is the electric field amplitude.

In the following, we adopt a reference frame centered at the parent ion, so that the
photoelectron emitted at time ¢/, starts its motion from x(t,t') = 0. The final as-
sumption is that each photoelectron has zero momentum, which implies v(¢,¢") = 0
for every trajectory. Consequently,

v(t,t') = _mi(f)o [sin(wot) — sin(wot’)] (2.20)
and,
x(t,t') = — (32 [cos(wot) — cos(wot’) + wo(t — t)sin(wot’)] (2.21)
eWp

These final expressions provide a general solution for the classical trajectories of an
electron for each possible photoionization instant t'. For practical purposes, it is
relevant to highlight the connection of these trajectories with the associated return
time (or recombination time tg) of the electron to the parent ion. To do so, we
numerically solve the equation x(tg,t) = 0 for t > ¢’. Once the returning time is
identified, we can use it to determine the energy of the XUV photon emitted during
the recombination step for each trajectory, i2(tg,t'). Denoting h€2, = I}, as the
ionization potential of the atom, we can write:

1 1
hQ(tg,t') = R, +2me 2(tp,t') = Ip—i-iUp[sin(wotR)—sin(wot’)]2 (2.22)
where

(eEp)?
4mew(2)

U, = (2.23)

is the ponderomotive energy of the photoelectron, representing the average kinetic
energy of the electron in the laser field.

30



This simple equation (Eq. (2.22)) can be used as the starting point of numerical sim-
ulations to evaluate the final kinetic energy of the various recombining trajectories for
a generic electromagnetic field.

(@) Recombinig Trajectories  (b) Emitted Photon Energy
S ' : 200 :
g <) gt 0%
§ S 100 gs S
(o c
(@] fo
9] E 50 j
o ° Fo V4 -
' : 0
0 2 4 6 0 2 4 6
Time (fs) Recombination time (fs)

Figure 2.2: Numerical simulation solving the classical etiuation of motion for the electron in a 100-fs IR (centred
at 800 nm) and peak intensity of 8 x 10'* Wem™2. The analysis is confined to a 6-fs temporal
window around the intensity peak. a) Set of the recombining trajectories over laboratory time
and their distance from the parent ion. The colour of each trajectory is associated with the kinetic
energy of the photoelectron at the instant of recombination. b) Plots the photon energy at the
instant of recombination, assuming an Argon target. The same color-scale is used between (a) and
(b), allowing easy identification of the final kinetic energy of the photoelectron trajectory and the
associated photon energy at the instant of recombination.

As depicted in Fig. 2.2, within each half-cycle (spanning 1-2 fs as shown in the
figure), two distinct categories of trajectories emerge: short and long trajectories, with
the former predominantly utilized in applications due to their cleaner spatio-temporal
properties. This simulation, based on the resolution of the three-step model equa-
tions, effectively illuminates several fundamental aspects of HHG: i) the inherent
sub-femtosecond character of the recombining electron trajectories, which is consis-
tent with the generation of attosecond pulses, and ii) the cyclical repetition of these
pattern in each half-optical cycle, approximately 1.25 fs. Consequently, as expected,
Fig. 2.2 points towards the generation of a train of attosecond pulses.

Moreover, as demonstrated analytically in [95, 98] or through numerical con-
sideration, the maximum kinetic energy of the photoelectron can be approximated
as B, maz ~ 3.17U,. Consequently, the maximum energy of the XUV photon is
determined by the well-known cuz-off law.

e ~ I, + 3.170), (2.24)

This result, combined with Eq. (2.2.1), underscores the proportionality between the
photon energy and the square of the driving field wavelength, {2, oc A3. Therefore,
an effective strategy for achieving photon energies within the keV range is to employ
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longer wavelengths, thereby increasing the electron travel distance in the continuum

[29].

The y-model: attosecond chirp

The fundamental insight at the basis of the y-model, also evident from the three-step
model[9s], is the observation that as a consequence of the energy dispersion of the
electron trajectories (see Fig. 2.2) different photon energies are emitted at distinct
times. This implies that the produced attosecond radiation inherently exhibits an
energy (frequency) chirp caused by the dispersion of the recombination trajectories.
Specifically, within each half-laser cycle, it is noted that photoelectrons following the

short trajectory lead to positively chirped attosecond pulses (i.e., d%gf) > (), whereas

those on the long trajectories result to negatively chirped pulses (i.e., d%gf‘) < 0).
This intrinsic phase contribution to the HHG process is called dipole phase

The goal of the y-model [98] is simply to obtain quantitative insights into this
phase and into the attosecond chirp by linearizing the short (or long) trajectory curve.
As depicted in Fig. 2.3 for the short trajectories, the energy dispersion curve of the
generated XUV photon energy vs recombination time is linearized around the mid-

. . Qc+0
point of the cutoff region, i ; =

-
e

150/ -
>
o
)
C
© 100} ]
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9
@)
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o
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=
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0.1 0.2 0.3 0.4
Recombination Time (optical cycle)

Figure 2.3: Sketch of the linearization procedure used in the v-model for the electron trajectories. Here re-
ported for a particular numerical simulation (100-fs pulse centred at 800-nm, 8 x 104 Wem~2,
Argon). The linearization allows for an easy determination of the attosecond chirp of the short-
trajectories.

By defining ¢, the linearized return time associated with the XUV frequency,
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€1, and t., the time at which the cut-off energy crosses the tangent curve, we can
invert Eq. (2.22) and obtain a straightforward equation for the recombination time
as a function of photon frequency, €2:

te—t,

tr(Q2) =t =
R( ) p+Qc*Qp

Q-9 (2.25)
Consequently, the spectral phase ®(12) of the emitted attosecond pulses is given by

the integral of Eq. (2.25), so that:

te—t, (2—Q,)?
Q. —Q, 2

Q) =(Q,) +t,(2—Qp) + (2.26)

The quadratic terms of Eq.(2.26) are the source of the attosecond chirp in HHG. It
can be easily shown[98], exploiting Eq. (2.24), that:

te —1tp _ 27y
Qe—Q, 1 (227)
where I = %eoEg represents the local intensity of the laser, and v is a parameter

determined by the chosen laser wavelength. Specifically, for a wavelength of A = 800
nm, v is assigned values of 75 = 1.03 x 1071852 /cm? for short trajectories and
v = —0.874 x 107852 /em? for long trajectories.

Therefore, we arrive at the y-model equation for the dipole phase that serves as a
foundation for subsequent discussion and as the starting point to understand the re-
sults on the spatio-temporal chromatic aberration of HHG radiation, presented in
Section 3.2:

Di(Q) = ol +1,(Q — Q) + %(Q — Q)2 (2.28)

where v is a intensity-independent constant equal to as = 0, for the short trajectories
and oy = ozfs)\3/(27rmec3) for the long trajectories [98] (with cvf the fine structure
constant).

2.2.1.1 Relativistic correction to y-model

One can think to further expand the presented model and discussion by solving the
equation of motion for a free electron propagating in the continuum as a relativistic
particle subjected to both the electric and magnetic field [103, 104, 105].

A new and simple way to solve numerically this problem is here proposed.

In special relativity, the momentum of the particle is given by p = (mv, where

1 . . .
= ,and cis th d of light in m.
¢ m a s the speed of lig vacuu
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Using Newton’s equation formalism, the force acting on a relativistic particle is given

by:

d d d

F= dt((mv) = %gvar Cmav (2.29)

Following this formulation, it can be shown that:

d ¢ d
£( = gv- %v (2.30)

Hence, we can rewrite the force as:
d 3 d

F= mgav + m%(v : %v)v (2.31)

By evaluating the scalar product from both sides of Eq. (2.31), we obtain:

d 3 d 1 w? d
F.-v= mCdtV V+miU %V vV = m<3*V V(C2 v ) m<3av v
(2.32)
where C% + Z—j =1.
We can exploit this result to modify Eq. (2.31) as:
. 1
m{v=F — (672]-: V)V (2.33)

In a strong field regime, we can disregard the impact of the motion of the electron on
the electromagnetic field. Therefore, to describe light-matter interaction in this clas-
sical framework, can use the Lorentz force. Thus, following Eq. (2.33), the system of
equations for the motion of the relativistic electron in a time-varying electromagnetic
field assumes the following form:

{ m(t)iz(t) = —eEy(t) + evs(t )By( )+ 126E (t)v 2(t) (2.34)
m¢(t)0(t) = —evy (t) By(t) + S Ex(t Jou (£)v- (1) '

where E and B are the externally applied electric and magnetic fields.

The object presented in Eq. (2.34) is a non-linear system of differential equations,
which is not trivial to solve.

Nevertheless, in our regime, the relativistic motion of the particle is expected to be a
minor correction from the classical scenario. Therefore, we can exploit the following
iterative procedure to find a numerical solution.

Let us call (Y E(¢), Z]/V R(t)) the solution obtained (numerically) from the non-
relativistic system of equations (Eq. (2.18)), assuming a specific emission time ¢'.
Then, we can linearize the system as follow:

{ mCNBi, (1) = —e B (t) + ev,(t) By(t) + SeEy (t)v, ()oY F

[

m(NR@Z(t) = —evx( ) (t) + £ x(t)vg]cv z( ) (2.35)

C
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¢V s the relativistic factor calculated with the non-relativistic solution.

This procedure is now repeated by updating v ¢, (VR

where
with the newfound solution
vl ¢*. Tt can be shown, that up to v ~ 0.1c a couple of iterations is already sufficient
to have a negligible iteration error (¢; = vl —vi7h),

The newly derived equation (Eq. (2.35)) can be effectively used as the starting point
for numerical simulation with the aim of enhancing the y-model. However, a com-
prehensive discussion on this topic is beyond the scope of this dissertation.
Yet, it could be shown, as expected, that the impact of this correction on the HHG
trajectories and key parameters (e.g. cut-off or attosecond chirp) is minor, ~ 1% for
driving field wavelength ~ 2um at moderate intensity (8 x 10*W /cm?).
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2.2.2 TDSE and SFA in HHG

While the three-step model (y-model) provides significant insights into the HHG
process, it can only describe the continuum electron trajectories. As such, this model
does not explain the core mechanisms underpinning the ionization and recombina-
tion phases. Furthermore, being a classical model, it fails to elucidate why all poten-
tial photoelectron trajectories collectively and simultaneously contribute to the for-
mation of the attosecond pulse train. To highlight this point and the insignificance
of the question "when does the photoemission event occur?” a quantum mechanical
approach is essential. Also, aspects such as precise characterization of the temporal
properties of the attosecond radiation, conversion efficiency, and other important as-
pects of the HHG mechanism remain unexplored within a ballistic model.

The goal of this next part is to provide a comprehensive understanding of microscopic
HHG, delving into its quantum mechanical nature. In essence, once the strong field
ionization step is properly described in the proper light-matter interaction frame-
work, HHG is conceptualized as the outcome of an interference between the part of
the wavepacket propagating into the continuum (all possible quantum trajectories)
and the wavefunction bounded to the atom. This coherent superposition of states
gives rise to an oscillating dipole, thereby emitting high-order harmonic radiation.

2.2.2.1 Atom in electromagnetic field: S-matrix solution

Let us consider an electron feeling both a hydrogen-like Coulomb potential, ® oc
+1/r, from its associated ion and an external electromagnetic laser field, within the
dipole approximation.

As extensively detailed in Appendix A, the first step to solve ab-initio this problem is
partitioning the Schrodinger equation (Eq. (2.12)) in two terms!:

H = Hy+ H;(t) (2.36)

where Hy = —1V?2 — @ is the unperturbed Hamiltonian, and H’}l) =rt-E(t) is the
interaction Hamiltonian, in the length gauge (1).

It can be proved, through the use of Dyson’s equations (Appendix A.2), that another
exact solution of Eq. (2.2) (as an alternative to Eq. (2.12)) is:

t t Froan " o~ —q t' 7 "
(b)) = —i / dt'e I BN fr (116 o o (1)) +
to (2.37)

+ e o o (1))

1a different approach is the, so-called, Lewenstein model, based on the first quantum HHG-model
proposed in 1994 [21].
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This precise solution to the equation showcases something truly fascinating and note-
worthy. As illustrated in Chapter 1, Fig. (1.2), this solution to Schrédingerequations,
Eq. (2.37), can now be viewed as a superposition of quantum parhs*. Each path is
uniquely identified by an interaction time t with the external field. In essence, every
quantum path consists of an initial phase of evolution without the electromagnetic
field, governed by fAIO ; a distinct "kick” from the field, H 1(t'), at a specific time t/,
which uniquely identifies the path and redistribute the energy of the system; followed
by a final evolution influenced by both the field and the Coulomb potential, repre-
sented by H. While Eq. (2.37) might be complex to work with directly, it can serve
as a starting point for numerical calculations [6], more in-depth discussions [106], or
various approximations [7].

To describe photo-ionization, one could project Eq. (2.37) onto a specific contin-
uum state |€). Consequently, cg (t) = | (€|} |? represents the probability amplitude
of finding the electron in a continuum eigenstate at a given time t.
ce is typically referred to as scatter-matrix amplitude, or S-matrix amplitude.

t ot A "
ce(t) = —i / dt’ (g] et o AW fry(grye g Hodt" 1y
to (238)

(€l e i ot 1)y

The latter term in Eq. (2.38) accounts for the quantum path where the atomic wave
function remains unaffected by the external field. Assuming the initial state coincides
with one of the unperturbed Hamiltonian eigenstates, we can express it as:

(€] e i B0t | 0)) = e=TE0(t=10) (glapy (tg)

In the framework of photoionization, this term is often overlooked. However, if the
final continuum state is not orthogonal to the bound states, it is, in principle, impor-
tant to consider it.

The first term of Eq. (2.38) is, instead, particularly noteworthy, as it is directly
influenced by the external field. It represents the probability that an initial state,
|1)(0)), due to the field influence, transitions to a continuum state |£), essentially
quantifying the probability of transitioning into the continuum. Hence, this term is
referred to as the time-reversed transition amplitude (or T-matrix amplitude), denoted
as ag.

t t Froan "o —q t' 7 "
ag(t) = _i/ dt’ (] e o BN frh)e™ o 1o o)) | (30)
t

0

Eq. (2.39) is a fundamental result in strong-field physics. Additionally, it is also the
starting point of one of the most used approximations in Attosecond Physics: Strong
Field Approximation (SFA)[107, 108], presented below.

2A’ la Feynman
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2.2.2.2  Strong Field Approximation (SFA)

Let us simplify the exact solution given in Eq. (2.39) to derive the commonly used
strong field approximation formula[21, 107].

A key strength of the SFA is its lack of reliance on assumptions regarding the in-
teraction intensity relative to the binding potential, nor does it require precise knowl-
edge about the field(s) wavelength, a necessity, instead, in perturbation theory. This
provides considerable versatility and broad applicability [7], as long as the dipole ap-
proximation is valid [103]. Indeed, by employing SFA theory, we can extract insights
for modelling processes such as HHG [6, 108].

The key concept underlying SFA is the omission of the Coulomb interaction after
the interaction (kick) step. In other words, we assume that after ionization, the freed
electron does not feel the Coulomb potential from the atom. Consequently, we can
rewrite the T-Matrix evolution as follows:

t 7 N - et! g "
(SFA) — —l/ dt/ <§’ e*iﬁf, Hp(t")dt"HI(t/)e_thi) Hodt W}(tﬂ» (2‘40)

a
3 4o

where, in principle, HZ(,l) =1p*+i-E().
Now, an important choice has to be made. Although, as stated at the beginning, we
are working with the length gauge Hamiltonian, A g), the free-field Hamiltonian has

an equivalent form in the velocity gauge, H l(,v), expressed as:

1.
Hy = 56+ A1) (.40
The gauge invariance of physical observables and of the final results might suggest the
feasibility of proceeding with either the length gauge or the velocity gauge. However,
this approach in SFA can lead to inconsistencies, resulting in a theory that appears to
be gauge-dependent, as highlighted in the literature [7, 106, 109].

In the following, I will derive the SFA amplitude in the length gauge. This deriva-
tion initially necessitates familiarity with a specific set of solutions using the free-
Hamiltonian in the velocity gauge, H 1(;]), known as Volkov states (refer to Appendix
A.3), followed by the application of suitable gauge transformations to go back to the
length gauge, as detailed in Appendix A.1. As various authors have noted in recent
years [7, 110], the length gauge results is the correct one that produces results closer
to TDSE.

The first step involves selecting an appropriate final state, £ in Eq. (2.38), where
to project the wavefunction time evolution, [¢)(t)) and evaluate photoionization. A
straightforward choice is to adopt the complete set of plane waves with momentum
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p, represented by ™. The corresponding SFA amplitude is then given by:

t X R cet! 5 7
al()SFA) (t) — —'l/ dtl <P| efiftt/ HF(t//)dt//HI(t/)efz ftto Hodt ’1/)(150)) (2‘42)

to

It is important to note, however, that while the momentum operator is always defined
as p = —iV, its interpretation is gauge-dependent, as elaborated in Appendix A.1.
Specifically, in the velocity gauge, the momentum aligns with the "drift momentum?”,
Pgrift» a conserved quantity.

pl"(t) := (1) — AV () = 7(t) = AV(t) = Payiye (2.43)

here, 7 (t) denotes the velocity operator, and A ("), the vector potential, which is equal
to the transversal component of the external field, A (t) = A(t) = —9,E(t).

Conversely, in the length gauge, where AW = 0, the momentum is equal to the
instantaneous velocity, and it oscillates in time guided by the field:

pl(t) = #(t) (2.44)

In the velocity gauge, as detailed in Appendix A.3, finding the solution of the Schrodinger
equation with just the free-field Hamiltonian using the propagator formalism is straight-
forward (see Appendix A.3. Eq. (79)); as a result, we can write:

(pV) (£)| et i 3GHAWN A _ (5(0)(17)| =i i 3 Rariget AW _ (g(0) (1))
(2.45)

where p(*) (') = p(")(t) = Pgis is the eigenstate associated to |[p(*)), in the velocity
gauge®. From this result, we can define the semi-classical action Sp(t,t') as:

t

1

Sp(t,t') = / §(Pdm»ft + A(t")%dt” (2.46)
t/

As mentioned, our goal is to derive an SFA probability a}(,SFA) (t) within the length
gauge (1); therefore, a proper transformation rule between gauges must be applied,
see Eq. (2.15).

t .ot 5 "
all () = —i / dt' (WO @) Hy(#) e o 10" (1)) =
fo (2.47)

t . ! A 7
=i [ at (@OE)] e Az B(b)e o T u(tg))
to

3We note how the evaluation of (p(*) (t)| e~ Jir 3 (A a” propagates backward in time the
wavefunction to (p(*) (t')|, see Appendix A.3.
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Finally, we substitute in Eq. (2.47) the result obtained in Eq. (2.45),

t : " " I ’ i t' 5 7
a[(,l)(t) = —4 dt’ <p(U) (t)] e S 3 Paripr+A("))2dt e A(t )f-.E(t)e i [y, Hodt [0 (to))
to
(2.48)
The next step is to clean the notation and transform the momentum from the velocity
gauge to the length gauge, exploiting the following relations:

Pyris = P =p(t) — A(t) (2.49)

PV 0] = (O (1) AT = (pl A (2:50)

Assuming the interaction begins at t) = —o0 in an eigenstate of the unperturbed
Hamiltonian with energy Ey = —Ip (where Ip represents the ionization potential),

the probability of transition from the bound state to a continuum level with momen-
tum p at time ¢ can be expressed as:

t
%u):-4/" 4’ (p| e~ TAW)-AW)  B(p) [0) IS E) HIPY (5 o

—00
where the semiclassical action Sy (%, ') is equivalently equal to:

%@ﬂzﬁé@@—A@+AWWW’ (2.52)

We observe that, if the integral in Eq. (2.51) is evaluated at ¢ = +00, when the
interaction with the electromagnetic field is over, p(+00) = Pgy;f¢.

The last step is to evaluate the expectation value of the element within bracket in Eq.
(2.51). By exploiting the completeness of the position eigenstates |r), we write:

(o A=A (1) 0) = [ de () 10) - Bty AAO) Gy
R3

where,
(r]0) = ¢o(r) (2.54)
—ir- N— 1 —ip-r —ir- "N—
(ple) i (AUOAM) = civre=in(AC)-AD) = (p(r) — A(1) + Al

2
(2.55)

hence, the projection of the solution to Eq. (2.2) (in the length gauge) into the con-
tinuum eigenstates of momentum is :

(plY(®) = ap(t) = —i / E(t') - dlp(t) — A(t) + A(#)]e It =50y

) 5
where d[p(t) — A(t) + A(t)] = (p(t) — A(t) + A(¢')|r|0) is the “dynamical”

dipole expectation element between the bound state and a continuum level.
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2.2.2.3 Emission of higher-order harmonics

The previous discussion highlighted how to describe photoionization in quantum me-
chanics as a superposition of various quantum paths, each with its specific interaction
time. This means that both the ionization step and the electron subsequent move-
ment in the continuum, using the three-step model terminology, can be accurately
described using either the TDSE result (Eq. (2.39)) or the SFA approach (Eq. (2.51)).
Next, we will focus on the recombination step and the associated production of high-
order harmonics.

TDSE HHG
As presented in Chapter 3.3, a full-TDSE description of HHG is a consolidated

approach used to produce accurate predictions of the spatio-temporal properties of
HHG from single and/or multiple emitters[20, 111]. Here, we present a derivation
consistent with the Dyson equation formalism presented in the previous section.
Thanks to Eq. (2.37), we can describe the full-time evolution of the wavefunction
as:

[0(t)) = Ult, to) [(to)) = —i / dt'U(t,t" ) H (" Uo(t, to) [1(t0))+Uo(t, to) [2(to))

v (257)
2.57
where, in analogy with Appendix A.2, and,
O(t,1g) = e oo HE (2.58)
Uo(t,to) = ¢ Jig Hodt” (2.59)

The emission of light from a time-varying wavefunction is enclosed within the dipole
element. Therefore, by utilizing Eq.(2.6) and the propagator property outlined in
Appendix A (see Equation (80)), we can express this relationship as follows:

d(t) = — (@) [ilv (1) = — (W (to)U (to, t)|E|U (¢, to) ¥ (to)) (2.60)

Hence, assuming that at ¢ = ¢y we are in the usual eigenstate of Hy, so that [ (t)) =
Uo(t, to) [0 (to))-

d(t) = — (0[z[0) + /1t dt’ (o ()| 20 (¢, ) Hi(¢') [ (t) —

' / at’ (o)) Hr(E)O (¢, 0 o (1)) — (.60
/t av / dt" (o)) Hy(#)0 (2, )50 (8, ") EL (2 [0 (#"))

41



The first term is typically zero in a spherically symmetric potential, the latter belong
to continuum-continuum interaction, while the second and the third are complex
conjugates of the other. Therefore,

d(t) = +i (Yo(t)| / t dt'U (¢, ¢V Hi (') o)) + c.c. (2.62)

to

Equation (2.62) reveals an interesting aspect: to generate radiation from an atom
with a strong-field laser, it is necessary to consider the dipole matrix element between
the bound state (depicted in the left term) and the continuum trajectories of the
photoelectron (illustrated in the right term). This consideration aligns precisely with
the argument presented at the beginning of this Chapter.

This finding forms the foundation for subsequent calculations that use the TDSE
framework to determine the complete HHG spectrum and attosecond pulse genera-
tion as a response of an atom to an intense electromagnetic field [112, 113].

SFA HHG

In our final effort, we focus on deriving the dipole spectrum within the strong-field
approximation, a widely used approach for more straightforward and less computa-
tionally demanding HHG calculations [21, 114]. By adopting this approximation in
Eq.(2.62),

U(t, ) = o=t Sy HE A" o =i [ Hp(t")dt" _ UF(t, ) (2.63)

we effectively transition into the classical SFA framework. Under the assumptions
of the dipole approximation and operating in the length gauge, Equation (2.62) can
then be transformed accordingly.

t

. A (L Fr(l

dspa(t) = +i (Yo(t)| & / AU &V HY () [o(t))  .64)
—00

where, for simplicity, we dropped the complex conjugate (c.c.).

At this point, we can exploit the completeness of the Volkov states to write:

dsralt) = +i (Wo(t)| i /

—00

WOPY) [ PP+ AW) P+ AW B (1)

(2.65)
where P = p(t) — A(t), is the drift momentum, selected as a complete space on
which run the integration.

Exploiting the results achieved in Eq.(2.45):

TO (1) [P+ A(H)) = e S0 P4 A(t))
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and combining it with Eq. (2.56) we finally write:

t
dsra(t) = +i / dP / dt'd* (P + A(t))e S GO E(1') . d(P + A(t))
R3 —00

(2.66)
which coincides with what is derived in [6].
It is fascinating to observe that from Equation (2.66), the well-known three steps of
the three-step model in HHG become apparent. The first step involves tunnel ion-
ization at time ¢/, represented by a combination of the dipole element and the electric
field strength E(t') - d(P + A(#')). In the second step, there is an evolution in the
continuum, which is governed by the semi-classical action Sp(t,t"). This action is
responsible for accounting for the dispersion of the continuum trajectories. Finally,
the third step is the recombination, occurring at time ¢ and expressed through the
“reversed” dipole element d* (P + A(?)).
To complete the picture, all possible trajectories characterized by distinct ionization
times and momenta are integrated, culminating in the full-time evolution of the
dipole. This integration encompasses the diverse pathways the electron can under-
take, from ionization to recombination.

To further emphasise the link between this quantum mechanical result and the ballis-
tic perspective offered by the classical three-step model, we observe that the integral
is directed by a temporally fluctuating complex exponential. This fact permits simpli-
fying the equation by using the saddle-point approximation [21]. While it is not our
objective to delve into the model emerging from this additional simplification[114],
we note the important implications of applying the saddle point (or stationary-phase)
condition:

VpSpl(t, t)y=0 (2.67)
By doing so, we are effectively handling an equation of motion:
t 1 t
VpSp(t,t') =V, dt”E(P +A(t")? = / dt"(P+ A(t")) (2.68)
t %

In atomic units (a.u.), the term (P + A (¢")) is equal to to the electron velocity 7 (t").
Thus, we have:

t
n o 0N N
VpSp(t,t') = /t’ dt"n(t") =x(t) —x(t') =0 (2.69)
The most significant contributions to solving Eq. (2.66) come from stationary points,
which occur when the expectation value of the wavepacket position at time ¢/, the
moment of ionization, coincide with its position at the recombination time, £.

This condition mirrors the central hypothesis of classical electron trajectory analysis
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in the three-step model. In other terms, the three-step model finds direct support in
its assumptions from this quantum mechanical perspective.

2.3 Macroscopic aspect of HHG

In contrast to cases where the atomic and macroscopic responses of a medium are
(almost) identical, such as in two-color interaction metrology [115], the macroscopic
contribution in high harmonic generation is essential for optimizing and advancing
attosecond technologies [97, 116].

The generation and propagation of electromagnetic fields in an extended medium
are governed by the wave equation, introduced at the beginning of this chapter:

1
[VQ - 6263] E = pod} (PX + PVE) (2.70)

where P represents the linear polarization, and P4 denotes the non-linear polar-
ization, also serving as the source of high-order radiation [117].

As discussed and presented in section 3.3, a comprehensive approach for describ-
ing macroscopic HHG requires considering all linear and non-linear effects on the
driving field and subsequently using this modified field to calculate the local high-
order response microscopically, applying either the TDSE or the SFA result. Each
local response contributes to defining the linear and non-linear polarization of the
medium, which in turn allows the calculation of the generation and propagation of
HHG radiation.

While reporting the technical details of this approach is beyond the scope of this dis-
sertation, the following section provides simplified models to facilitate understanding

of Chapter 3.

2.3.1 Phase-matching in HHG

Assuming a linearly polarized driving field and sticking to the slowly-varying envelope

and paraxial approximations, while disregarding any off-axis contributions, it can be

demonstrated that for a driving field of frequency wy, its multiple harmonics Ey, at
frequency €2 = quwy, obey the equation:

(2ikg 00, — k:g)Eq = —uowgP(']/\/Le_mqu (2.71)

Here, 2 represents the propagation axis, and P;]M £ is the non-linear polarization

component in the Fourier transform at frequency €2, given as P&M £ = pd,. The
term dy denotes the local microscopic dipole component oscillating at §2, and p is
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the medium density. The wave-vector for the g-th harmonic, kg, is defined as:

Q

kg = ngkqo = ”qz

In this expression, 1 is the complex refractive index, with its imaginary part indi-
cating absorption and the real part representing dispersion. Lastly, Ak, is the wave
vector mismatch between the generated harmonics, ¢ko, and the polarization of the
medium induced by the fundamental field, k.

Aky = gko — kq (2.72)

When absorption (and dispersion) are negligible, i.c., ny = 1, and assuming a mini-
mal variation of the dipole and density across the gain medium of length L,,¢q, Eq.
(2.71) can be simplified as:

AkgLped

[y % |dy 2P L sin? (S22

) (2.73)

Equation (2.73) underscores a fundamental aspect of HHG: the harmonic signal can
be expressed as a product of a microscopic single atom response and a macroscopic
function:

’Eq|2 = ’dq|25q(AkqaLmed)

While boosting the microscopic response is possible to some extent [118], the main
technological focus in HHG optimisation is to act on the macroscopic term,
Sq(Akg, Lyneq), which, as discussed in this section, plays a dramatic role on the har-
monics signal yield.

Following Eq. (2.73), we can define the coberence length, for the harmonics ¢ as,

Lﬁq) = m/Ak,. The ratio between the coherence and medium lengths (L’L"Sd) allows
a direct estimation of the degree of phase-matched generation, where for simplicity,
from now on, we omit the dependence over g.

In the scenario of perfect phase-matching (PM), all atoms in the medium emit in
phase Aky = 0, L./ Lyeq >> 1; hence, the intensity of the generated harmonic field
2 . asdemonstrated in Fig.2.4a). This

med’
condition represents the ideal situation where the contributions from all atoms in the

grows quadratically with the medium length L

medium constructively interfere. In contrast, in cases of imperfect PM (Ak, # 0),
the atoms in the medium do not emit in phase. Consequently, due to periodic dephas-
ing and rephasing between the generated field and the medium-induced polarization,
modulations in the intensity of the emitted harmonic field can be observed, which
ultimately limits the total harmonics yield.

45



(@ (b) e e
;":’ 2 et 'l' —Le>Laps 10
S —L=2L !' 8
; ] — L =4L
g 1.5 —LC=L '. c abs 6
I
© I
c 1 !
% ", _LC=2Labs 4
O I o -
% I —LC—Labs L 2
0
0 5 2 4 6 8

Medium length (L) Medium length (L)

Figure 2.4: a) Representation of Eq.(2.73) for different values of coherent length as a function of medium
length, expressed in arbitrary length units L. b)Representation of Eq. (2.74) for different absorption
and coherence length. c) 2D-representation of the phase space of coherence length and absorption
length fixing the generating medium length at L,,.q = L of Eq. (2.74) for different absorption
and coherence lengths. A and B represent two points in the phase space of accessible parameters
by changing the gas-medium pressure from p; to ps, keeping fixed the laser parameters (I7).

Harmonics absorption effects can also be integrated into this model. In this
scenario, the imaginary part of the refractive index accounts for the re-absorption
of HHG radiation within the medium. Modifying equation (2.73) to include these
effects yields a new phase-matching model[119]:

5 —Lmed cosh (gfi‘:) — cos (%’:“)
I, o< |dg|“e  2Eabs

(2.74)

where, L., = ﬁ denotes the absorption length, and o is the absorption cross-
section at frequency qwy, typically obtained from tabulated data [120].

As depicted in Fig. 2.4b), in the presence of a finite absorption length, indefinite
quadratic growth of the harmonic signal is not possible, even with infinite coherence
lengths. Thus, an equilibrium condition is eventually reached between the generated
and reabsorbed signal. As shown for the different solid curves of Fig. 2.4b), shorter
coherence lengths will shift this equilibrium point to shorter medium lengths, thus
reducing the maximum yield of the harmonic signal.

As highlighted in [119], a rule of thumb for achieving good HHG conversion efficiency

(CE), i.e. high harmonic signal for a fixed input energy of the driving laser field, is:

Lmed > 3Labs
L. > 5Lgps

which coincide in working closer to the top-right corner of the solid green-curve con-
dition of Fig 2.4b), where Lqps = L, Lyjeq = 8L and L, = 10L gps.
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For a specific medium length and laser conditions (peak intensity, focus position
in relation to the medium,...), varying the gas pressure (denoted as p) is the most
straightforward strategy to changing PM conditions. Modifying p alters the num-
ber of emitters involved in HHHG and subsequently changes the values of L. and
L. Given that these parameters intrinsically depend on the pressure, this adjust-
ment can potentially enhance the overall harmonic yield. Therefore, as shown in Fig.
2.4¢), a practical PM model should offer guidance on selecting the optimal gas pres-
sure to enhance harmonic emission (i.e., moving in the parameter space describing
phase-matching and absorption from condition A to B). Additionally, considering
that the medium length can also be varied, a comprehensive model for engineering
HHG should re-map the total harmonic yield from the (L, L¢) space, as derived
from Eq. (2.74) (see Fig. 2.4¢)), into a more "user-friendly” HHG phase-space, such

as (pv Lmed)-

2.3.2  Hyperbole model for efficient generation

In 2022, a model was proposed to delineate the favourable phase matching conditions
as a function of pressure and medium length in HHG. This model, as outlined in
[102], starts by decomposing the phase mismatch vector for the harmonic ¢ into four
distinct contributions:

Ak(‘]) = Akat + Akﬁ + Ak‘lfoc + Akla (275)

where Ak results from the dispersion in the neutral medium, Ak, from the disper-
sion due to the free electrons created by tunnel ionization, Akg, accounts for phase
variations due to the laser focusing into the medium, and Ak; is the dipole phase,
which is dependent on the microscopic single atom response, varying with the trajec-
tory (short or long).

While the first three components, Akqt, Ake, and Akg,, have been extensively
discussed in previous works [121, 122], one of the novelties of this model lies in the
use of the dipole phase, ®;, as derived in the y-model (presented in Section 2.2) to
express Ak;. Specifically, the model uses the following equation:

00,01
0 92’

Ak; (2.76)
This equation underscores the importance of Ak; in scenarios where macroscopic
variations in laser intensity, especially along the propagation axis, need to be consid-
ered as potential de-phasing factors. This is particularly relevant for HHG schemes
that rely on strongly focused laser pulses.

As discussed in [102], the approximately linear dependence of both the refractive
index and the plasma refractive index on the medium density allows for the definitions

Akqt = Akgt/p and Axe = Ake/(np), where 1 is the ionized fraction, typically
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few-percent. By isolating the density from the total wave vector mismatch under the
assumption of perfect phase matching (Ak = 0), one can derive specific conditions
for an optimal phase matching density:

Akge + Ak;

B+ 1B, G77

Pmatch =
This equation shows that, for a given ionization degree 4, 7, ideal phase matching
(PM) is attainable by suitably choosing the density of the neutral medium. How-
ever, the equation tends towards divergence as the ionization degree increases and the
denominator approaches zero, indicating the existence of a critical ionization degree
beyond which perfect PM on the axis becomes unfeasible.
Merging these insights with the absorption-limited model for HHG outlined
in Eq.(2.74), it has been demonstrated[102, 116] that the optimal phase matching
pressure can be written as:

P 5 3k T 1) 278)
abs

where f;(z) encapsulates the geometrical conditions for the possibility of generation
outside the focus, in focus f;(z) = 1.

Equation (2.78) delineates a hyperbolic relationship fundamental to achieving
efficient phase matching. This formulation directly addresses the challenge of iden-
tifying the most appropriate conditions of pressure and medium length for optimal
phase matching. The answer provided by the model elucidates that infinite pressure
and length combinations can effectively drive phase matching.

As expected, this model remains largely invariant under scaling of the focusing condi-
tions or pulse durations and adheres to the invariant scaling laws identified by [123].

Asshown in Fig. 2.5, from the hyperbolic model and pressure-induced phase-matching
curves, two distinct phase-matching regimes emerge, associated with a horizontal,
i.e. low-pressure p L long-medium, and vertical branches, high-pressure p L short-
medium, of the hyperbola:

In the horizontal branch, characterized by a low ionization degree (Ak. ~ 0),
phase-matching predominantly occurs near when Akyt+Akg+Ak; = 0. The pres-
sure dependence of Ak confines phase-matching to a limited pressure range. In this
low-pressure regime, the absorption length is extended, necessitating a longer medium
for enhanced conversion efhciency. This range can become exceedingly constrained
for higher harmonic orders due to the linear relationship between the wave vector
mismatch and the harmonic order, Ak, o< g, particularly for pressures p # Pmacch-

“this term could be exactly calculated by means of TDSE-based or SFA-based numerical codes de-
voted to quantifying the photoionized electron population.
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Conversely, in the vertical branch, where the ionization degree is elevated, phase-
matching requires significantly high pressures. Consequently, the absorption length is
reduced, demanding the use of a shorter medium. In this scenario, the contributions
of the dipole and focusing to the wave vector mismatch are relatively minor compared
to the pressure-dependent atomic and free electron contributions. Phase-matching is
achieved when Ak, + Ake ~ 0, and it tends to become nearly independent of

pressure.

300

b2
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=

pzg [mbar cm]
2

0.5
Medium length [zg]

Figure 2.5: SFA-based simulated conversion efficiency as a function of argon gas length and pressure, driv-
ing wavelength centred at 800 nm, pulse duration 20 fs, laser intensity 1 x 10'*W/cm?. The
dashed lines represent the phase-matching hyperbole equation portraying the vertical and hori-

zontal branches. Re-printed from [124].
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Chapter 3

Optimizing Efficiency and
Spatio-Temporal Control of

Attosecond Pulse Generation

In Chapter 2, the essential characteristics of HHG were explored, ranging from the
atomic-level response to intense electromagnetic fields, manifesting as oscillating dipoles,
to the practical use and scalability of the generated radiation by examining the macro-
scopic response of an extended medium under conditions of phase matching,.

In this chapter, I will present interesting findings from my PhD research, ex-
ploring critical aspects in harnessing the spatio-temporal properties of HHG-sources
technologies and in controlling the generation of isolated attosecond pulses.

In section 3.1, based on [124], we examine an experiment that validates the new theo-
retical model for optimizing HHG conditions introduced in section 2.3. The central
inquiry here is: Does it exist a general strategy or an optimal setup for boosting HHG

efficiency?

In section 3.2, based on [101], we delve into another crucial attribute of HHG: spatial
coherence. HHG provides laser-like XUV radiation (or soft-Xray), valuable not only
for ultrafast spectroscopy but also for nano-metrology. The primary focus of this sec-
tion is on understanding the interplay between spatial aberrations of the field driving
HHG and their impacts on the XUV beam distortion. The question here is: Can we
control spatial aberration of the generated XUV radiation by fine-tuning the properties of
the driving laser freld?

Section 3.3, based on [SIGCsubmitted], tackles one last crucial feature of HHG: its
capability of generating isolated attosecond pulses (IAPs). The question here: can we

SI



use extended media to generate [APs?
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3.1 HHG efficiency: measuring the phase-matching hyper-
bole

As explained in the previous chapter, the generation of high-order harmonics radia-
tion requires the constructive interplay of microscopic and macroscopic effects within
the generation volume. On the microscopic level, the single-atom response can be
enhanced, for example, by employing short laser pulses [125, 126], which makes the
atomic target experience higher intensity before significant ionization. Additionally,
tuning the laser wavelength [127] and selecting the appropriate atomic gases [128] can
optimize HHG efhciency in the desired photon energy range. Moreover, employ-
ing multicolour schemes [118, 129] often increases conversion efficiency (CE) despite
necessitating more complex optical setups. From a macroscopic standpoint, the clas-
sical wave equation that describes HHG in gases (see Eq. (2.71), chapter 2) is invariant
under scaling transformation [97, 130].

Consequently, for a specific CE condition, a common approach to boost the en-

ergy of the generated harmonic pulse involves driving the process with high-energy
laser pulses. For scaling reasons, this requires a loose focusing geometry, and long,
low-density gas target [131]. On the other hand, the need for high-repetition-rate
experiments (MHz-level) pushed the research to develop tight-focusing geometries,
exploiting high-pressure short-medium schemes [132, 133].
Due to the wide range of geometries explored and the complexity of optimizing HHG,
which typically requires the optimization of a wide range of parameters (both micro-
scopic and macroscopic), systematic CE studies for HHG are challenging and, thus,
infrequent.

In the context of macroscopic phase-matching optimization, the two most crucial
parameters are generation medium length (Lge,;,) and atomic density, or, more com-
monly, gas pressure, (p). It must be noted, however, that short/long medium or
high/low pressure should always be referred to their scale-invariant parameters Lge /2R
and pzR, respectively.
In Chapter 2 (section 2.3), a recent theoretical work [102] was detailed, presenting a
novel analytic model supported by numerical simulations. As examined, the model
shows that the maximum CE for HHG is achieved when the gas pressure and medium
length follow a hyperbolic relationship (see Equation (2.78) of Chapter 2).
The positioning of the gas medium in relation to the laser focus [134], together with
the peak intensity of the driving field, influences the absolute CE. However, notably,
this model allows us to disregard this complexity as for any given generation length,
the inversely proportional relationship (i.e., the hyperbolic trend) with gas pressure
remains independent of the intensity and, partially, of the position[102].

In the following section, based on our findings published in [124], the first exper-
imental validation of this phase-matching hyperbola model [102] is reported. These
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results are largely independent of the focusing geometry and, to a significant extent, of
the pulse duration and laser intensity used in the experiment; therefore, they provide
a versatile, practical framework to discuss HHG optimization.

3.1.1 Experimental setups

To test the universality of the model, the experiments were performed experiments
on two different HHG beamlines, the GHHG Sylos Long Beamline at the ELI-ALPS
facility[135] and the Intense XUV Beamline at the Lund Laser Center[131, 136], which
allow exploring a wide range of gas medium lengths. The setups, sketched in Fig. 3.1,
are based on a loose focusing geometry to maximize the volume of interaction in the
gas and drive the generation process with multi-mJ laser pulses.
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Figure 3.1: Scheme of the a) GHHG Sylos Long Beamline of ELI-ALPS b) High- Intensity Attosecond Beamline at
the Lund Laser Center. Re-adapted from [124].

GHHG Sylos long beamline

The Sylos GHHG Long Beamline, as shown in Fig. 3.1a), is designed for extremely
loose focusing geometry, capable of accommodating focal lengths up to 55 m, while
offering extensive flexibility in XUV generation parameters. During the experiments,
a laser pulse with 23 m] energy, 12 fs duration, and a 10 Hz repetition rate is utilized.
The central wavelength of the laser is 825 nm. The beam is focused through a de-
formable mirror (DM) into a gas cell of variable length, filled with argon gas. A focal
length of 19 m is employed, resulting in a spot size of approximately 600 pm in diam-
eter (full-width at half-maximum). The generated XUV radiation then passes through
2200 nm-thick Al filter and is analyzed by an XUV spectrometer. The cell’s length can
be continuously adjusted from 32.5 cm to 72.5 cm. The measured Rayleigh length is
approximately zp = 40 cm, indicating that the gas cell length can vary from 0.81zp
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to 1.81zp. In these setups, the gas pressure is measured directly within the cell. Ad-
ditionally, four shorter cell lengths were also experimented with, including lengths of
2.5 cm (0.062R), 4 cm (0.1zR), 8 cm (0.22R), and 16 cm (0.4zR).

Intense XUV beamline at the Lund Laser Centre

The Intense XUV Beamline in Lund operates via a multi-terawatt Ti:Sapphire laser
system. This system generates laser pulses with a 40 fs duration, an 800 nm central
wavelength, and a 50 m] pulse energy at a 10 Hz repetition rate. As illustrated in
Fig. 3.1b), the laser pulses are focused into a pulsed argon gas cell using a combination
of a deformable mirror (DM) and an 8 m focal length focusing mirror.

As detailed in section 3.2, the DM facilitates wavefront correction and control
over the laser focus position within the gas medium. A motorized iris is employed
to optimize high harmonic generation (HHG). The XUV radiation is then separated
from the remaining IR radiation by reflecting at a 10 degrees grazing incidence on a
fused silica (FS) plate, followed by spectral filtering through a 200 nm aluminum foil.
Subsequently, the XUV beam is focused via a Wolter-like assembly of two toroidal
mirrors (Thales SESO), designed for imaging the generation position with minimal
spatial aberrations [137]. Post-focusing, the radiation propagates further and is ana-
lyzed by a flat-field spectrometer.

In the experiments [124], the rayleigh length is maintained at approximately
zr = 30 cm for three distinct gas cell lengths: 1 ¢cm, 6 cm, and 11 cm, corre-
sponding to 0.03 2R, 0.2 zg, and 0.37 2R, respectively. The gas density within the
cell is estimated ex-situ using an interferometric setup. This setup measures the shift
in interference fringes as a function of the gas valve opening voltage for a specified
opening duration [138].

3.1.2  Results

As discussed, to ensure that the results are independent of any specific focusing ge-
ometry, we report in the measurement the quantity pzp in the units of mbar cm.
Additionally, the length of the medium is quantified in terms of zp.

Our experimental procedure involved recording the spectral intensity of the dif-
ferent harmonic orders, ranging from the 19th to the 29th harmonic in each setup.
The measurements are repeated for various cell lengths, and for each cell geometry,
we methodically scanned the entire range of possible pressure values.

As depicted in Fig. 3.2, we observed that the highest harmonic yield, in the figure
reported for the sub-set of harmonics 21,23 and 25, is consistently achieved along the
predicted hyperbolic model.

As noted, a unique aspect of the phase-matching model[102] is its independence from
the focusing geometry and, particularly, from the laser intensity. To experimentally
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Figure 3.2: Peak harmonic yield conditions for orders 21st — 25th generated in argon gas. Dataset from GHHG

Sylos Long beamline (green circles) and Intense XUV Beamline (purple triangles). Re-adapted from
[124).

prove it, we performed a series of measurements at varying driving pulse energies: 8
m] (represented by circles), 10 m] (squares), and 12 m] (diamonds). The estimated
intensities for these energies fall within the range of 1 x 10 to 3 x 10'* W/cm?.
Throughout these measurements, all other experimental conditions were maintained
constant. As depicted in Fig. 3.3a), the data from all three energy settings fit the
expected hyperbolic trend, illustrated by the blue dashed line.

Another crucial insight from the hyperbole model is the distinct properties of
phase-matching regimes across the two branches, leading to diverse spatial profiles
for the generated harmonics. In particular, the vertical branch contributes more off-
axis emissions than the horizontal branch. Fig. 3.3b) displays far-field spatial profiles
for the 23rd harmonic order at two different gas medium lengths: 0.06 zgr (vertical
branch) and 1.33 zr (horizontal branch). The top figures in this diagram repre-
sent simulations, while the bottom ones show experimental data. The simulations
were conducted with a laser intensity of 1.9 x 10141W//cm?, emulating experimental
conditions. The experimental spatial profiles were acquired from the spectrometer
camera after integrating along the spectral axis for each harmonic order. The profiles,
both from simulations and experiments, represent the maximum harmonic yield at
the corresponding pressures for each medium length. A qualitative match between
the simulated and experimental results is evident. In both scenarios, spatial profiles
generated on the vertical branch exhibit more irregularities and prominent off-axis
contributions. Conversely, harmonics produced on the horizontal branch display a
more confined, smoother spatial profile, which is beneficial for applications that re-
quire high-quality spatial properties and/or high intensity upon refocusing.
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Figure 3.3: a) Maximum yield of harmonic 23rd at three distinct driving pulse energy values: 8 mJ (circles),
10 mJ (squares) and 12 mJ (diamonds). The Blue dashed line indicates the hyperbolic model. b)
Simulated, upper panel and measured, lower panel, normalized harmonic intensity (¢ = 23) along
the spectrometer spatial axis for a gas medium length of 0.06 zr (dashed green line) and 1.33 z
(solid blue line). The here displayed have been acquired at the GHHG Sylos Long beamline). Re-
adapted from [124].

3.1.3 Conclusions: how to optimize HHG

In this study [124], we successfully demonstrated that the optimal phase matching
region aligns closely with the predictions made by the hyperbola model [102]. This
model helps in identifying two distinct regimes of phase matching: a vertical branch,
for medium lengths shorter than the Rayleigh length of the focused driving field, and
a horizontal branch, applicable to longer medium lengths.

The vertical branch is characterized by transient phase-matching, where the spa-
tial profiles of the generated radiation tend to show significant off-axis contributions.
Moreover, in this regime, laser intensity fluctuations substantially impact the har-
monic yield. On the other hand, the horizontal branch, which represents absorption-
limited phase-matching occurring over an extended duration, produces radiation that
is well-collimated and shows relatively less sensitivity to variations in laser intensity.
Given these attributes, the horizontal branch appears to be more favourable for ap-
plications requiring superior spatial profiles, potentially leading to higher refocused
XUV intensities. However, the simulations in [102] have shown relatively higher con-
version efficiencies on the vertical branch for higher harmonic orders.

To conclude, the choice of the most suitable generation regime is highly dependent on
the specific experimental setup and intended application. The phase-matching model
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we have experimentally validated offers a valuable framework for designing high-flux
XUV sources tailored to specific research needs and applications.

3.2 Spatial properties: control of chromatic aberration in HHG

High-order harmonic generation has been a key technique for creating the shortest
events humans can harness. An aspect not yet explored in this thesis is the high
spatial coherence of HHG, which is inherited directly from the driving IR laser. This
characteristic grants high-order harmonics radiation the unique quality of being a
laser-like beam, tunable from 8o nm (XUV) down to just a few nanometers (soft-x-
ray). Therefore, achieving a high degree of control over the spatial quality of the HHG
radiation is crucial. This is not only significant for spectroscopic applications that
require high field strength, such as table-top XUV-pump-XUV-probe experiments
(89, 139], but also for applications where precise control, shaping, and focusing of
the XUV beam spot-size on small structures are essential. Examples include coherent
diffraction imaging[140], nano-scale metrology[141], and ptychography [142].

As discussed, the conditions under which HHG is generated, including the driv-
ing laser wavelength, intensity profile and wavefront, or the gas medium properties
and the position of the generation medium relative to the laser focus, are critical.
These factors affect not only the photon flux (or CE) of the generated HHG but also
the spatial and focusing characteristics of the XUV radiation[143]. In essence, dif-
ferent harmonics can exhibit varying divergence properties, leading to pronounced
chromatic aberrations after refocusing the full HHG spectrum on target. This, in
turn, results in spatiotemporal coupling of the attosecond radiation[99, 100].

The presence of significantly distorted XUV wavefronts can give rise to deformed
far-field spatial profiles, exemplified by the cross-like patterns shown in Figure 3.4.
These distortions impose severe limitations on using XUV profiles in applications de-
manding high spatial-quality beams. Other studies have noted similar far-field profiles
without directly addressing their origin [144, 145].

XUV f?r—ﬁeld profile

Focusing element

Figure 3.4: Sketch of the generation of an aberrated XUV-beam. Anintense IR field is focused into a gas target,
giving rise to HHG. Once the driving field is filtered out, the spectrally integrated XUV far-field can
exhibit significant distortion, often characterized by a distinct cross-like pattern. This occurs even
when the driving fields appear free of aberrations. The concept is re-adapted from [101].
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In our research published in [101], we conducted both theoretical and experimen-
tal investigations into the HHG process, driven by a non-ideal, slightly astigmatic
IR field. By integrating simulations with experimental results, we emphasise the in-
fluence of a realistic driving field on the wavefront properties of the resulting XUV
beam, as well as its implications for the intensity of the refocused XUV beam. Our
study reveals that careful control over the driving field wavefront is critical to mitigate
the aberrations in the XUV field. Our model identifies the optimal parameter space
for generating high-quality XUV beams, regardless of the specific focusing geome-
try. Consequently, the outcomes of this study provide general guidelines for different
experimental schemes.

We experimentally observe that even minor degrees of astigmatism in the driving
field can lead to cross-like patterns in the harmonics. These patterns emerge from the
superposition of individual harmonics, each exhibiting spatial profiles elongated in
distinct directions. By employing a deformable mirror to correct these aberrations,
our work demonstrates that precise adjustments to the driving wavefront are vital for
ensuring the optimal spatial quality of the harmonics.

3.2.1 A simple model for HHG aberration

Before entering into the details of the results, we first delve into the model that guided
our experimental investigation.

Let us consider a driving laser field exhibiting astigmatism. The laser field is character-
ized by distinct focal positions along two perpendicular axes and potentially varying
beam waists for each focus. Such an astigmatic Gaussian beam can be conceptualized
as a product of two Gaussian beams [146], with axes x, y aligned with the principal
semi-axes of the beam’s profile. The spatial phase, ¢, and intensity profile, I, of an
astigmatic beam propagating along the z-axis, can be expressed as:

B ka? ky?

o(x,y,2) = 2R.(2) + SR, (2) (3.1)
Mooy 2 2y

I(z,y,2) = Iowx(z)wy(z) oXp ( w2(z) w5(2)> 52

where k denotes the wave number, and I represents the peak intensity achievable
without astigmatism. Here, we concentrate on the radial phase dependence, omitting
the Gouy phase.

The radius of curvature R;(z) and beam radius wy(z) along the z-axis are defined

2 2
z Z— 20
Ry(2) = 2 — 200 + — 25—, wy(2) = wogy |1+ (2= 20) 5 z) . (3)
Z — 20z ZRI
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and similarly for R, and w,,.

In these expressions, zrz (2Ry) is the Rayleigh length and zq; (20y) is the position of
the focus along the x (y) axis in the z direction. The astigmatic difference, indicated
as Az = 20y — 20z, is the distance between the two foci, and the average Rayleigh
length is given by 2r = (2Raz + 2Ry)/2.

Fig.3.s illustrates the evolution of the beam radii (a) for an astigmatic driving field
with Az = zgr and wo,/woy = 1.15/0.9, along with the variation of the on-axis
intensity (b). The origin (z = 0) is set at the midpoint between the two foci at
z = £Az/2. The vertical axes in Fig.3.5 are normalized to the average driving field
beam waist, wy = (woz + woy)/2.

As outlined in Chapter 2, the three-step model is employed as the starting point to
provide an analytical representation of the dipole phase, referred to as the y-model[98],
denoted as ©;(€2), where i = [s, [] indicates the trajectory (short or long). This model
is expressed as:

B,(Q) = aul + (2 — Q) + %(Q — Q)7 (3.4)

where 782, is the ionization energy of the atom, I denotes the local laser intensity,
and oy and t,; are constants that can be derived from the model (see section 2.1).

In the subsequent discussion, we focus primarily on the short trajectories, which

generally constitute the major contribution to the harmonic yield. The dipole phase
impacts the spatial characteristics of the harmonics via its intensity dependence, sug-
gesting that only the final term in Eq. (3.4) should be considered.
Assuming a homogeneously distributed, infinitely thin generation medium, we ne-
glect the influence of macroscopic phase matching. This assumption is justified in
our experiment, as the medium length is over 100 times shorter than the Rayleigh
length of the driving laser focus, validating a thin medium approximation. While the
macroscopic response can also affect the spatial properties of the harmonics[102], an
exploration of such effects falls outside the aims of this discussion.

Wavefront of the HHG radiation

In the scenario under consideration, the XUV radiation generated by an IR beam at
the generation plane, denoted as zgen, can be simply seen as a spatial superposition of
individual atomic responses. Each response is driven by a distinct local electric field
value, E(x, Y, Zgen)-

Following the approach outlined in [99], we can express the phase of the g-th har-
monic field emitted by short trajectories, ¢g, as:

Vs 2
¢q($a Y, den) = Q¢(337 Y, zgen) + m(qw - Qp) ) (35)
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Figure 3.5: a) Varying beam radii for an astigmatic driving field along z (indicated by the blue solid line) and
y (red solid line), plotted against the coordinate z normalized to the average Rayleigh length, zy.
The generation plane, zgcn, is highlighted by a solid green vertical line. b) Graph showing the
on-axis intensity variation of the astigmatic driving field relative to z, scaled to the unit I,. c), d)
Illustrate the changes in beam radii along z (blue) for the 15th and 25th harmonics, respectively,
under the assumption of astigmatic Gaussian harmonic beams, excluding higher-order terms. The
dashed blue line represents the beam propagation without the dipole phase (I" = 0), while the
thinner dotted blue line marks the positions of the driving field = focus from panel a). e) and f)
Similar to panels c¢) and d), but for the y-direction. Re-adapted from [101].

where q¢ represents the phase transferred from the infrared field and w = /g is the
laser frequency.

Additionally, we assume that the harmonic intensity, I, varies following a power
law of the driving field intensity[102, 147, 148]:

IQ(xvyaden) = [I(xayazgen)]pa (3.6)

with p ~ 2.6 as suggested by [102].

The next step involves substituting ¢ and I in Eq.(3.5) with their expressions for an
astigmatic beam, Egs.(3.1) and (3.2), performing a Taylor expansion of the intensity
around z = y = 0, and keeping only the terms proportional to # and y2. This gives
an HHG phase up to the second order in = and y:

ka? ky?
¢((]2) (7287 Zen) = QRZw(den) " QRZy(ngen)’ 67
with
1 1 4Tc Vs (qw — Qp)?wa (2gen) Wy (Zgen)
Rqr(zgen) N Rr(zgen) * qu%(den)’ b= Tywzowyo .

(3.8)
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and similarly for Ry (Zgen).-

Knowing Rz, Ryy, as well as the radii gz (2gen) = Wa(2gen) //P and wey (2gen) =
Wy (Zgen)/ /P> from Eq.(3.6), in the generation plane allows for a purely analytical
description of the generated harmonic beams simply as astigmatic Gaussian beams.

The calculated variations of the beam radii are illustrated in Fig. 3.5 for the 15th
(c,e) and 25th (d,f) harmonics generated in argon along the  (c,d) and ¥ (e,f) axes,
respectively. The dashed lines represent the straightforward phase transfer from the
driving field, corresponding to I' = 0, while the solid lines include the dipole phase
contribution to the radii of curvature. This underscores the significant role of the
dipole phase in influencing the curvature transfer to the harmonics.

Given that the focus of the z-axis driving field is positioned before the gener-
ation plane, the harmonics emerge as diverging beams with virtual foci along the
x-direction, as depicted in Figs.3.5 (c,d). In this scenario, the dipole phase influ-
ence increases the divergence for the higher-order harmonics, attributable to the g-
dependence of I'. Conversely, the focus of the y-axis driving field is situated signifi-
cantly beyond the generation plane, leading to the harmonics being generated as con-
verging beams with actual foci along the y-axis, as shown in Figs.3.5 (e,f). Here, the
contribution of the dipole phase acts in opposition to the straightforward phase trans-
fer, causing a reduction in convergence for higher-order harmonics. Consequently,
this also leads to a diminished divergence after passing through the real focus.

Our model can be enhanced by incorporating higher-order terms from the Taylor
expansion of the XUV radiation’s dipole phase. Consequently, Eq. (3.7) is extended
to:

20t 2 ) ' (3.9)

N
1
2N 2

¢¢(] )(1:73/’ chn) = Qb((z )(90,?/, den)+rzil 9 )

n! \ w w

n=2 T Y

The incorporation of these higher-order terms, for 2 < n < N, results in the in-
troduction of more complex spatial aberrations, which are particularly relevant for
individual harmonics. The effects of these aberrations, while noteworthy and detailed
in [101], fall outside the aims of the present discussion.

3.2.2 Results

The experiments were conducted at the High-Intensity Attosecond Beamline at the
Lund Laser Center, previously outlined and illustrated in Fig. 3.1. The beamline
features a deformable mirror fitted with 32 piezoelectric actuators. The DM plays
a key role in reshaping the pulse wavefront by adjusting its surface and in altering
the generation position by changing its curvature. A dielectric focusing mirror then
directs the beam into the argon gas used for generation. A leak in the final mirror
before the gas cell helps to image the driving beam focus.
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Figure 3.6 displays the IR and XUV intensity profiles at specific generation posi-
tions without any correction from the DM. To enhance clarity, the images are rotated
to align the x and y axes horizontally and vertically, respectively. The IR beam fo-
cus shows slight astigmatism, with distinct foci observed along the 2 and y axes, as
demonstrated in Fig. 3.6 a) and b). The Rayleigh lengths are calculated as 2z, = 22.3
cm and 2Ry = 17.5 cm, with a separation distance between the foci of 16.8 cm.

The corresponding XUV far-field patterns are depicted in Fig. 3.6¢). The images

display a circular cutoff due to passage through an aperture and a linear boundary
from the camera chip’s edge. These measured profiles reveal significant spatial distor-
tions, transitioning from vertical to horizontal orientations and exhibiting cross-like
designs at certain intermediate-generation sites.
Fig. 3.6d) show the results of the simulations that incorporate the full model, includ-
ing the higher-order terms as per Eq. (3.9), with /N = 4. These simulations is tailored
to replicate the experimental condition, particularly utilizing the fitted IR beam radii
as shown by the solid lines in Fig. 3.6a).

Although the simulations align broadly with the experimental findings, certain
quantitative discrepancies are noted. These differences are anticipated, considering
the model’s basis on ideal Gaussian beams, which only approximate the actual inten-
sity distribution of the driving laser. Additionally, the model does not account for
more complex aberrations, like coma or trefoil. Despite these limitations, the good
qualitative agreement allows for discussing the physical origin of the observed far-field
patterns, as will be further discussed.

Physical origin of XUV abberration

Figure 3.7 presents the XUV far-field profiles for a subset of the generation positions
shown in Fig. 3.6. To simplify the discussion as much as possible, we based the simula-
tions on the pure-gaussian model presented in the section, excluding the higher-order
contributions. We show harmonics 15 (a) and 25 (b) as well as the sum of all harmon-
ics from 11 to 29 (c), taking into account their relative spectral weights, characterized
experimentally. A figure including the individual far-field profiles of all harmonics is
included in the SI of [101].

For harmonic 15, the profile changes from vertically elongated to horizontal when
the generation position is moved after the focus. For higher harmonic orders, the
same change from vertical to horizontal takes place, but the transition occurs at earlier
generation positions (as demonstrated in the SI[1o1]). For harmonic 25, the profile is
horizontal at all generation positions.

The patterns shown in Fig. 3.7 align with the previous analysis of harmonic
divergence, particularly harmonics 15 and 25, as discussed in Fig. 3.5. The shifting of
the generation position from —5.4 cm to 5.4 cm alternates between the focal points in
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Figure 3.6: a) IR beam radii along the z (blue) and y (red) directions, with open circles denoting experimental
data and solid lines showing Gaussian beam fits; b) Captured images of the experimental IR focus
at various positions along the z axis. c) Experimental XUV far-field patterns produced at these
generation points; d) Simulations of the same XUV far-field profiles, incorporating higher-order
terms, utilizing as input of the simulation the Gaussian fits from a). Re-adapted from [101]

the 2 and y directions, resulting in the IR wavefront always contributing a diverging
effect in the 2 direction and a converging effect in the y direction.

At Zgen = —5.4 cm, if we neglect the dipole phase effect on the XUV wavefront
curvature, the XUV wavefront would appear relatively flat in the 2 direction while
converging in the y direction. This would produce a more significant far-field di-
vergence in the y direction, leading to a vertically extended far-field pattern. When
the dipole phase is considered, harmonic 15 maintains this pattern due to its minimal
dipole contribution. However, for harmonic 25, with a more substantial dipole in-
fluence, the divergence intensifies in the = direction and reduces in the y direction,
resulting in a horizontally stretched far-field pattern.

Conversely, at 2gen = 5.4 cm, without the dipole phase influence, the XUV
wavefront would diverge in the x direction and be nearly flat in the y direction, re-
sulting in a larger far-field divergence in the 2 direction and a horizontally elongated
profile. This effect persists across all harmonics with the inclusion of the dipole phase,
as it amplifies divergence along both the = and y directions.

Upon comparing these observations with the results inclusive of higher-order
terms in Fig. 3.6d), it is evident that the model excluding higher-order terms can in-
terpret the cross-like far-field patterns as a composite of individual harmonics, each
displaying either horizontal or vertical elongation. However, as shown in Fig. 3.6d),
the incorporation of higher-order terms introduces additional complexities, partic-
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ularly when the XUV wavefront is nearly flat; thus worsening profile distortions as
elaborated in [101].

(a) —0.2mrad

H15 @

1
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Figure 3.7: Simulated XUV far-field patterns for harmonic orders 15 (a) and 25 (b), together with the sum of the
profiles from harmonic 11 to 25 (c). The columns display the simulation of different harmonics at
identical generationsites, similar to Fig. 3.6. These simulations were conducted without considering
higher-order contributions. Re-adapted from [101]

3.2.3 Analysis of chromatic aberration for different IR-astigmatism

As illustrated in Fig. 3.5 (c-f) and previously discussed, each harmonic possesses dis-
tinct beam waist sizes and positions for the x and y foci. Consequently, the diver-
gence of the gth harmonic in the z-direction, denoted as 04, = lim, ;o (wye(2)/2),
and similarly 64, in the y-direction, undergoes substantial changes by changing the
generation position and the driving field aberrations, thereby affecting the final char-
acteristics of the XUV-beam. Although the experimental data presented were specific
to a particular astigmatism scenario of the driving field, in this last part, we focus on
a broader analysis of how XUV properties change as a function of the driving field
astigmatism.
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In a typical experimental setting, the far-field profile of the harmonics serves as
the most indicator of the XUV beam quality. However, for practical applications,
the primary concern often lies in the quality of the refocused XUV pulses, which
is closely related to the observed aberrations. To quantitatively assess this aspect in
experimental scenarios, we introduce an eccentricity parameter, © gy, for the gth
harmonic, defined as follows:

eqy — 9(1517

Oyzy = ,
Y 00y + Oy

(3.10)
This parameter, © 4y, is typically minimized in magnitude during experiments to
achieve a circularly symmetric XUV beam profile.

In Fig. 3.8, the eccentricity parameter, © gy, is displayed for harmonic orders 15 and
25. This parameter is plotted against the astigmatism of the driving field, expressed via
the astigmatic difference Az in 2R units, and the difference in beam waist radii Aw =
Wog — Woy in wo units. The analytical model, excluding higher-order contributions,
is used to generate these plots, considering a single generation plane at zgen, = —0.22r
and a peak intensity of Iy = 2 x 10 W/cm?, approximating the conditions of our
previous experiments.

(@) Harmonic 15 (b) Harmonic 25
' /(™ \‘!

-1 -0.5 0 0.5 1
Az/zp

Figure 3.8: Changes in the eccentricity parameter, © .., for harmonic orders 15 (a) and 25 (b), plotted against
the driving field astigmatism (A z/zg) and the normalized difference in beam waist radii (Aw /wo).
The Strehl ratio is highlighted by the black contour lines.

In scenarios where ©,, is positive (indicated in red areas), the far-field harmonic
profile appears vertically elongated. Conversely, when ©,,, is negative (shown in blue
areas), it results in a horizontal elongation. For both harmonic 15 and 25, there are
zones where © 4z, approaches zero (white areas), suggesting a circular symmetry in the
far field, even though both the driving field and the harmonics exhibit astigmatism.
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The 15th harmonic is primarily influenced by changes in the relative beam waist radii
of the driving field, while the 25th harmonic is more sensitive to the driving field
astigmatism.

This phenomenon, where the harmonic beam far-field eccentricity is null despite
intrinsic astigmatism, can be attributed to a balance between the astigmatic distance
and the differences in beam waist radii along = and y of the driving field, as proved
experimentally in [1o1]. This balance, influenced by the intensity-dependent dipole
phase, yields equivalent far-field divergences along both = and ¥ axes. Nonetheless,
the presence of astigmatism in the harmonics may affect their efficacy in experiments
where refocusing is typical. The black contour lines in Fig. 3.8, panels (a) and (b),
illustrate the variation in the Strehl ratio of a single harmonic, relative to astigmatism
and beam waist radius differences of the driving field. Here, the Strehl ratio compares
the on-axis peak intensity of the astigmatic harmonic beam to that of a stigmatic
harmonic beam generated by a non-astigmatic driving field with Az = Aw = 0.
Such a reduced peak intensity in the refocused XUV beam can be disadvantageous in
experiments requiring high XUV intensities[139].

Although the Strehl ratio for an individual harmonic diminishes as one moves
away from the center point (Az = Aw = 0), itis notable that substantial Strehl ratios
can be sustained even with considerable differences in beam waist radii, provided
there is a slight adjustment in the astigmatism of the driving field. In such cases,
the harmonic beam nearly approaches stigmatic characteristics but exhibits varying
degrees of divergence along the = and y axes. This results in an elliptical focal spot,
which, despite the high Strehl ratio, may not be ideal for specific uses like nano-
imaging and metrology [141].

Furthermore, when combining multiple harmonics to create attosecond pulses,
the variation in astigmatism across different harmonic orders can lead to sub-optimal
spatio-temporal superposition. This, in turn, can significantly affect the temporal
characteristics of the pulses [100].

3.2.4 Conclusion: how to control XUV aberrations

This study underscores that for optimal focusability of XUV pulses via HHG, it is
imperative to use a non-aberrated, stigmatic driving field. Our experiment exemplifies
this principle by utilizing a deformable mirror to rectify any aberrations in the driving
field. Figure 3.9a) displays how the beam waists of the corrected IR beam vary along
the 2 propagation axis for both z and y axes. The full beam near its focus is depicted
in Fig.3.9b), while Fig.3.9¢) illustrates the XUV far-field profiles at corresponding
generation positions.

With a stigmatic driving field, the XUV far-field profiles remain symmetric and
exhibit minimal dependence on the generation position, contrasting with the results

seen in Fig.3.6. Although the IR spatial profiles are comparable in Fig.3.9b) and 3.6b),
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the quality of the XUV profiles improves substantially upon correction of the driving
field minor aberrations. This indicates that even slight astigmatism in the IR can lead
to significant distortions in the XUV far-field profiles. Correcting the aberrations in
the driving field can hence visibly enhance the quality of the XUV beam.

In conclusion, to generate high-quality XUV beams that achieve the highest peak
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Figure 3.9: a) Experimental IR beam waists in the = (blue) and y (red) directions for an aberration-corrected
beam, using the DM; b) Experimental IR focus map at different positions along the z-axis. (c) XUV
far-field profiles obtained at the corresponding z-positions.

intensities and smallest focal spots, it is essential to employ aberration-free driving
fields. This conclusion remains applicable across various generation positions, driving
field intensities, and central wavelengths. Notably, as demonstrated in Eq. (3.8), the
XUV aberration patterns, which rely on T' oc g2 /1, will shift towards higher photon
energies (or higher harmonic orders, ¢) as the intensity increases; hence the validity
of our results can be extended in spectral regions of high-technological interest (e.g.
10-nm wavelength).
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3.3 Temporal properties: engineering isolated attosecond pulse

technology

The need for isolated attosecond pulses (IAP)

In addition to enhancing its efficiency (refer to section 3.1) and tailoring its spatial
characteristics (refer to section 3.2), HHG can be used to produce exceedingly short
pulses of XUV/soft-Xray light [18, 149]. As explained in Chapter 2, this radiation
typically manifests as a train of attosecond pulses, each separated by half the optical
cycle of the driving field.

However, for numerous applications, the generation and manipulation of iso-
lated attosecond pulses (IAPs) are imperative to precisely track electronic motion in
atoms, molecules, and solids with high-temporal resolution [12, 13, 14, 52]. Over the
past decade, the significant progress in table-top IAP sources has depended either on
using extremely brief driving pulses [150, 151] or employing specialized gating tech-
niques [25, 26, 152]. For example, polarization gating [153, 154] is based on time-
dependent polarization shaping of the driving radiation. In contrast, color gating
[155] uses a secondary color to disrupt the symmetry of the electric field. The double
optical gating method [156] integrates both polarization and color gating strategies.
Another prevalent approach is ionization gating [157, 158], which employs a time-
restricted window for HHG phase matching [159].

Currently, the leading method for generating IAPs involves using short-medium
gas cells at high pressures. However, high-pressure setups often pose challenges in
controlling the gas profile and exhibit limited flexibility, especially when increasing the
energy of the driving pulse is required. Conversely, longer medium systems operating
at low pressure can achieve comparable, if not superior, conversion efficiencies to
static cells and pulsed valves [160], and they generally offer improved spatio-temporal
properties of the produced XUV radiation [102, 124].

Furthermore, existing studies [161] have highlighted the effectiveness of conclud-
ing HHG with a sharp pressure gradient, which facilitates phase matching and min-
imizes re-absorption, thereby boosting HHG efficiency. However, the feasibility of
generating isolated attosecond pulses (IAPs) in an extended gas medium with a con-
trolled gas profile remains an unexplored area. Additionally, to model this scenario
accurately, advanced simulation tools are necessary for interpreting experimental data.
These tools must handle the complex nonlinear spatio-temporal dynamics of the driv-
ing radiation as it focuses through the gas medium, as well as the generation, propaga-
tion, and phase matching of the harmonics. Due to the inherent complexity of these
processes, the mechanisms leading to IAP generation in extended gas media have not
been extensively studied.

In the following discussion, based on our work [SIGCsub], I report on an experi-
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mental demonstration of efficient IAP generation in a semi-infinite gas cell (SIGC)
in the extreme-ultraviolet region.

By controlling the gas density profile and pressure, the re-absorption of lower-
order harmonics and the optimal phase matching temporal window are optimized.
This dual control enables a smooth transition from trains of attosecond pulses to the
generation of isolated attosecond pulses (IAPs), while preserving the overall flux.

Then, we have successfully produced and characterized IAPs of 180 as within
the 20 to 45 eV spectral range. To delve deeper into the physics of the underlying
processes, a novel simulation tool for HHG was developed. This method uniquely
combines the nonlinear propagation of the driving field with macroscopic HHG (3D-
TDSE). Our simulation demonstrates that the nonlinear spatio-temporal transforma-
tion of the driving field, observed experimentally as a white filament, serves as a self-
regulating mechanism that enhances phase-matching conditions, thereby facilitating
the efficient generation of IAPs.

3.3.1 Experimental setup

Our experimental setup features a 25-fs, 800-nm, 1-kHz, CEP-stabilized (< 300
mrad) Ti:Sa laser system (Legend DUO HE+, Coherent). These laser pulses are
directed into a 3-m-long stretchable hollow core fiber with a 450-pum inner diam-
eter (Polymicro TSP450670), filled with 1.8 bar of helium in a differential gradi-
ent configuration[16, 90]. At the fiber output, the spectrally broadened IR pulse
undergoes post-compression using chirped mirrors (Ultrafast Innovations PCi332),
resulting in a sub-4-fs pulse with an energy of 2 m]. The laser is then sent into a
delay-stabilized interferometer designed for pump-probe experiments. After a 70/30
beamsplitter and several reflections, 420 p] of pulse energy are focused (f= 75 cm)
for HHG in the SIGC apparatus [162, 163, 164, 165].

The SIGC consists of three main chambers, as shown in Fig. 3.10a). In the first
one, the IR pulse interacts with a noble gas (Argon) and generates high-order har-
monics in the XUV (20-45 eV). The pressure in this section is uniformly distributed
and can be adjusted up to 10 mbar. The gas-filled region extends into the second
chamber through a mechanically adjustable element, allowing for length variation
between 370 mm and 400 mm. Following this, as depicted in Fig. 1b), a plate with
a drilled hole of 200-ym diameter and 7-mm length connects the first chamber to
the second, where a roughing pump stabilizes the pressure at 0.01 mbar. In our con-
figuration, the SIGC length is set to 380 mm, with the IR focus positioned 5 mm
before the exit hole. A second plate with a 500-1 m hole separates the second cham-
ber from the final one, where the pressure is maintained at 10~% mbar using a turbo
pump with an effective speed of 8o liters per second. At increasing pressures in the
first chamber, a distinct white filament spanning several centimeters was observed to
gradually form. Consequently, as illustrated in Fig. 3.10¢), an exhaustive analysis of

70



the IR spectrum post-generation was conducted at various pressures using a standard
spectrometer (AvaSpecULS4096).
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Figure 3.10: a) Illustration of the SIGC setup: The IR driving field, measured with the streaking technique,
reaches its focus after 375 mm from the entrance window, 5 mm before the exit channel of the
cell at 380 mm. The first chamber (1) is filled with Argon gas, kept at constant pressure, which is
adjustable from less than 1 mbar to up to 10 mbar. An intermediate vacuum chamber (2), kept
at 0.01 mbar using a roughing pump, separates (1) from a high-vacuum area (3) maintained at
10~ % mbar by a turbo-pump. The XUV pulses produced (180 as) are analyzed through a streaking
measurement. b) Detail of the junction between chambers (1) and (2). A 7-mm channel connects
the first chamber to the intermediate one (2). Notably, around the geometric focus at = = 375
mm, as highlighted in the diagram, a distinct white filament becomes visible when the pressure
exceeds 2 mbar. c) Displays the spectra of the IR driving field measured at the SIGC output under
various pressure settings, as detailed in the legend. Re-adpated from [SIGCsubmitted]

Afterwards, the resultant XUV radiation is filtered through a 150-nm Al filter, elimi-
nating any residual IR driving field and harmonics below 20 eV. This XUV radiation
is initially focused via a gold toroidal mirror into a time-of-flight spectrometer (TOE,
Kaesdorf ETFrs) for conducting streaking measurements, as described in [166]. Fol-
lowing this, the radiation is captured by a gold-coated grating (Hitachi 600 lines/mm),
spectrally separated, and then directed towards a microchannel plate (MCP). This
setup facilitates the measurement of the radiation spectrum, which is visualized on a
phosphor screen and recorded by a camera.
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3.3.2 Experimental results

Fig. 3.112) showcases the HHG spectra by changing the gas pressure inside the SIGC.
For each pressure level, the carrier-envelope phase (CEP) of the IR driving pulses was
fine-tuned to maximize continuous XUV spectrum generation (above ~35 eV). The
findings reveal that effective phase-matching of high-order harmonics occurs within
a limited pressure range of 3 to 7 mbar. Remarkably, the harmonic spectrum demon-
strated stability against minor shifts (approximately =5 mm) in the longitudinal po-
sition of the 200-m exit pinhole.
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Figure 3.11: a) Variation in the XUV pulse spectrum as a function of gas pressure. The spectrum transitions
to a more continuous form around 5.5 mbar. b) Comparative spectra at two different pressures:
4.2 mbar (pink curve) and 5.8 mbar (green curve). c) Experimental streaking trace obtained at a
pressure of 5.8 mbar, IR peak intensity used I ,cqr = 5 X 1012 W/ecm?. d) Reconstructed streaking
spectrogram using the ePIE algorithm. e) Reconstructed XUV intensity profile depicting a distinct
isolated attosecond pulse (IAP) with a duration of 180 as. The inset illustrates minor (< 1%) IAP
satellites, aligning with the modulation patterns seen in both the streaking trace of (c) and the
green spectrum in (b). Re-adapted from [SIGCsubmitted]

As the pressure increases, a marked transition in the XUV spectrum is observed, shift-
ing from a modulated profile (illustrated by the pink curve in Fig. 3.11b) at 4.2 mbar)
to a more quasi-continuous form (represented by the green curve in Fig. 3.11b) at 5.8
mbar). This shift is followed by a significant decrease in lower-order harmonics and
a boost in higher-order ones near the cutoff energy. Crucially, this transition from
a discrete to a more continuous spectrum with rising pressure is achieved without
any substantial loss in overall harmonic flux. This feature is particularly advantageous
compared to other gating techniques, like polarization gating, where a continuous
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spectrum often results in reduced XUV flux.

Then, we examined the temporal characteristics of the XUV pulses produced at
a pressure of 5.8 mbar, using the Frequency-Resolved Optical Gating for Complete
Reconstruction of Attosecond Bursts (FROG CRAB), commonly referred to as streak-
ing technique [115, 167, 168]. As detailed in Chapter 2, a part of the IR beam, distinct
from the one used in the generation process, is delayed relative to the XUV pulse and
focused in the time-of-flight (TOF) spectrometer with an Argon target. This interac-
tion created a streaking spectrogram, displayed in Fig. 3.11¢). To verify the existence
of an TAP, we conducted a numerical reconstruction of the trace using the extended
ptychographic iterative engine (ePIE) [169]. The reconstructed trace, shown in Fig.
3.11d), allowed the retrieval of both the IR field and the XUV pulse intensity. As seen
in Fig. 3.11¢), the configuration around 6 mbar indeed supports the generation of an
IAD, with a FWHM intensity duration of 180 as. Additionally, we observed less than
1% intensity satellites of the IAD, accounting for the minor modulations in both the
photoelectron and XUV spectra. Nonetheless, for most spectroscopic applications
requiring IAPs, these minor temporal structures are generally inconsequential.

3.3.3 Simulations and Discussion

Numerical method: 3D-TDSE, Phase matching and non-linear propagation of the
driving field

In our joint study detailed in [SIGCsub], the group of Prof. Carlos Herndndez-
Garcia and Prof. Julio San Romdn (Universidad de Salamananca) has developed an
advanced numerical method that integrates, for the first time, nonlinear IR propa-
gation with macroscopic HHG. On the microscopic scale, this method employs the
three-dimensional time-dependent Schrodinger equation (3D-TDSE), focusing on
the electron in the outermost valence orbital, in line with the widely adopted single-
active electron approximation. Macroscopically, the model considers both the prop-
agation of harmonics and their phase-matching to the detector, taking into account
the contributions from a vast number of atoms (trillions) as outlined in [113]. Var-
ious approaches have been devised for macroscopic HHG, including the use of the
3D-TDSE [111, 121, 170, 171, 172, 173], and the strong field approximation [114, 174],
which, however, is not suitable for scenarios involving few-cycle drivers [175].

The generated harmonics are then propagated to a far-field detector. The IR
driving field for each emitting atom is calculated using a comprehensive 3D nonlin-
ear pulse propagation model. This model takes into account various experimental
parameters, including gas dispersion, plasma absorption, and realistic gas profiles.

While there have been separate simulations addressing the nonlinear propagation
of the driving field and HHG, such as those accounting for soft X-ray generation in
a waveguide [29], our method, to the best of our knowledge, is unique as it is the
first to couple nonlinear few-cycle IR propagation with macroscopic HHG using the
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3D-TDSE at the single-atom level.

In our simulations tailored for a few-cycle driving pulse, we utilized the 3D-
TDSE in Argon while applying the single-active electron approximation. The har-
monics generated from this process were then propagated to a far-field detector using
an electromagnetic field propagator. The phase-matching in our model was achieved
by coherently summing up the contributions from each emitter along the gas cell,
as described in [113]. To determine the IR driving field at each emitter location, we
used a comprehensive 3D nonlinear pulse propagation code [176], which incorporates
experimental parameters to simulate IR propagation throughout the entire volume of
the SIGC. The simulations accounted for the complete dispersion of the gas, such as
the Kerr effect, self-steepening, photoionization, and plasma absorption. We also em-
ployed a realistic gas profile distribution calculated using computational fluid dynam-
ics tools (COMSOL) for better accuracy. This profile was included in the harmonic
radiation propagation as they pass through the 200-pm-diameter, 7-mm-long chan-
nel connecting the first two chambers of the SIGC, with the assumption of constant
gas pressure in the HHG generation volume.

To realistically model the nonlinear propagation in the SIGC and the HHG
process, we performed experimental characterizations of the driving field radiation.
The IR pulse used for HHG was temporally analyzed using the D-scan technique
[177]. We also conducted a streaking measurement on a part of the beam directed
into the interaction chamber, yielding similar results. Spatial characterization was
achieved by measuring the caustic of a small beam segment post-focusing in air. The
gathered data from these temporal and spatial characterizations—consisting of 4 fs
pulses, a beam waist of wg = 77 pum, and a Rayleigh length of zp = 2.5 cm—served
as inputs for our nonlinear propagation simulations.

Simulation results

In Fig. 3.12, we present the outcomes of our simulated generation of IAPs in the
semi-infinite gas cell. As discussed, we utilize the propagated IR electric field within
the SIGC as input for macroscopic HHG computations, employing 3D-TDSE and
subsequent propagation of the harmonics. This approach enables us to determine the
spatially averaged HHG emission spectrum at the far-field detector. This is achieved
by integrating the emission along the azimuthal coordinate and up to a divergence
angle of 1.5 mrad, capturing the majority of the XUV radiation. Additionally, we
simulated the passage of radiation through a 150-nm thick aluminum filter, account-
ing for both material absorption and dispersion. A response function was also applied
to emulate the XUV camera used in the experiments, effectively creating a high-pass
filter starting from approximately 23 eV.

As shown in Fig. 3.12a), our calculated harmonic spectra exhibit trends consistent
with experimental observations, in spite of minor discrepancies in the phase-matching
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pressure range and the purity of the isolated attosecond pulse.
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Figure 3.12: a) Results of the XUV spectrum simulations as a function of the gas pressure.b) On-axis IAP ob-
tained at pressure values of 2 mbar (blue), 6 mbar (green), 10 mbar (orange), and 14 mbar (dark
red) after performing the Fourier transform of a sub-set of the HHG spectra indicated by dotted
lines in (a).

Notably, as gas pressure is increased, the HHG spectrum shifts to higher energies and
displays reduced modulation, which is facilitative for IAP generation. This trend is
further corroborated by the Fourier transform of the on-axis spectra depicted in Fig.
3.12b). Increasing the pressure leads to a less modulated temporal profile of the XUV
radiation, achieving the most clean temporal structure at 6 mbar. The simulations
also reflect the experimental trend of declining generation efliciency with increasing
pressure. Both experimental and theoretical results, as depicted in Figs. 3.11 and 3.12,
identify two key aspects in our HHG spectrum that facilitate IAP generation: i) the
emergence of a continuous spectral cutoff and ii) the re-absorption of lower-order
harmonic components.

We now turn our focus to understanding the origins of these spectral characteristics.

Discussion

To clarify the physics behind the IAP generation mechanism, we examined the non-
linear propagation effects of the driving pulse. As a preliminary step in validating our
simulations, we analyzed the experimental IR spectra obtained at the output of the
SIGC under various pressure conditions. The experimental findings, depicted in Fig.
1.1¢), display a pronounced blue-shift in the spectrum, a phenomenon attributed to
ionization-induced self-phase modulation. This effect has been previously identified
as a key factor in boosting generation efficiency in recent studies [89, 178].

In Fig. 3.13a), we present our simulation results showing the IR spectra after non-
linear propagation through the SIGC at different Argon pressures. These simulations
closely mirror the experimental observations of the blue-shifted spectrum (Fig. 1.1c)).
Additionally, Fig. 3.13b) illustrates the consequent transformation of the IR driving
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pulse at the SIGC output, highlighting the influence of pressure variation on the pulse
reshaping process.
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Figure 3.13: a) IR spectra and b) associated on-axis electric field at the SIGC output exploiting the nonlinear
propagation code as a function of the gas pressure in the first chamber (the experimentally char-
acterized IR is taken as input). Panels ¢) to f) exhibit the simulated nonlinear transformation of the
driving pulse as it traverses along the z-axis in the latter section of the cell, near the geometrical
focus. Specifically, c) shows the peak intensity on the axis, d) details the beam radius, e) illustrates
the on-axis percentage of ionized particles, and f) depicts the pulse energy. Re-adapted from
[SIGCsubmitted]

Following this empirical validation, we proceed to numerically analyse the nonlinear
alteration of the driving field as it progresses along the z-axis within the cell. This in-
vestigation deepens our understanding of the spatio-temporal transformation of the
IR driving radiation throughout the cell under varying pressure conditions. We exam-
ine the evolution of several elements, including the on-axis peak intensity (as shown
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in Fig. 3.13¢)), the beam radius (Fig. 3.13d)), the extent of ionized species (Fig. 3.13¢)),
and the pulse energy (Fig. 3.13f)), across different pressure settings. Notably, with an
increase in the gas pressure inside the SIGC, there is a clear stagnation of the beam
size (illustrated in Fig. 3.13d)), suggesting filament formation, and a decrease in pulse
energy (seen in Fig. 3.13f)), attributed to plasma defocusing and losses due to ioniza-
tion and plasma absorption. These factors collectively cause a reduction in the peak
intensity (Fig. 3.13¢)) of the driving field, compared to its linear propagation in a
vacuum.

This decrease in peak intensity, resulting from plasma defocusing and absorption,
appears to function as a self-regulatory mechanism, which recent studies have indi-
cated aids in efficient harmonic generation[178, 179]. It is important to note that the
harmonic cutoff energy, corresponding to the diminished intensity, aligns well with
the classical cutoff law, diverging from the significantly higher value expected from
the peak intensity of a beam focused in a vacuum. This regulatory mechanism also
leads to a self-sustained driving field structure, experimentally observed as a white fil-
ament, maintaining consistent intensity and phase along its propagation direction in
the latter part of the SIGC, crucial for HHG due to reduced harmonic reabsorption.

Moreover, this self-regulatory mechanism is pivotal in harmonic phase-matching.
Despite the extended generation medium, the nonlinear progression of the driving
pulse minimizes the impact of intensity and phase discrepancies on harmonic phase
mismatch, thus allowing geometric and intrinsic factors (i.e. dipole phase) to be dis-
regarded. In our SIGC setup, the phase mismatch, Ak, (see Eq. (2.75)), primarily
arises from free electrons and neutral atoms near the laser focus. This scenario is
reminiscent of conditions encountered in capillaries[29, 180, 181], or in high-pressure,
short-medium setups [102, 124]. Since these two contributors to Ak, have opposite
signs and vary with the ionization level along the driving pulse, ideal phase matching
(Aky = 0) occurs only during a finite temporal window [158, 159]. If this window
narrows to just a single laser half-cycle, isolation of a single attosecond pulse is pos-
sible, leading to continuous features in the XUV spectrum. Under such conditions,
the phase mismatch of the g-th-order harmonic along the propagation axis (z) can be
approximated by [158]:

2
Akg(z,t) ~p-q {(1 —n(z,t)) - 6ng - % —n(z,t) - Nagm * Te - )\L} (3.11)

where p represents the gas pressure, 7)(z,t) indicates the instantaneous ionization
fraction, and 0ngy = n(Ar) — n(Ag) ~ n(Ar) — 1 denotes the difference in the
index of refraction at the fundamental and harmonic wavelengths at a pressure of 1
atm. The term Ny, is the total number density of atoms at 1 atm, 7, symbolizes the
classical electron radius, and Az, refers to the central wavelength of the driving laser
(assumed here to be Az, = 700 nm, approximately the center of the spectra shown in

Fig. 3.132)).
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The duration At of the temporal phase-matching window can then be esti-
mated from the inverse of the time derivative of the phase mismatch: 1/At o
(0Aky/0t) - L, where L is the length of the medium [159]. Notably, under these
considerations, the nonlinear propagation of the driving pulse changes how pres-
sure affects harmonic phase-matching. Firstly, the ideal phase-matching condition
(Aky = 0, as seen in Eq. (3.11)), is independent of pressure, and secondly, the tem-
poral phase-matching window narrows as pressure increases. It is also important to
mention that the enhancement in harmonic efliciency with increased pressure is con-
strained not just by the temporal phase-matching window but also by reabsorption
effects [119].
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Figure 3.14: a) Time-derivative of the numerical phase mismatch calculated using Eq.(3.11) for the 25th harmonic
at the cell output (z = 380 mm). b) 2D-representation of the phase mismatch time-derivative for
harmonic 25th at 6 mbar as a function of the propagation axis, showing that the isolation of an
attosecond pulse takes place in the last 30 mm. Re-adapted from [SIGCsubmitted]

To elucidate the impact of the phase-matching window within the SIGC setup, we
present in Fig. 3.14 an analytical calculation of its time derivative for the 25th order
harmonic (= 44 eV) at the exit of the cell, for various pressures used in this study. This
analysis is simplified by considering only the on-axis temporal variation of the ioniza-
tion rate 7)(z,t), derived from 3D nonlinear propagation simulations. The analysis
corroborates that the temporal phase-matching window diminishes with increasing
gas pressure, coinciding with the emergence of a continuous cut-off and the isola-
tion of an IAP. At higher pressures (exceeding 6 mbar), the phase-matching window
contracts further, eventually becoming too brief for the HHG recombination step to
occur within the phase-matched interval. This leads to a marked reduction in the
XUV signal at these higher pressures, as observed in Fig. 3.11a).

Further insights from our numerical analysis concern the actual phase-matching
length within the SIGC. Figure 3.14b) highlights that efficient HHG predominantly
occurs in the cell final 3 cm (350 < z < 380 mm), which approximately aligns
with the Rayleigh range of the driving field in a vacuum. However, as indicated in
Fig. 3.13d), nonlinear spatial reshaping causes an increase in the effective Rayleigh
range within the medium, extending up to 10 cm at elevated gas pressures. Thus,
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by adjusting the pressure in our SIGC setup, we can explore different ratios between
the Rayleigh range and the generating medium length, enabling exploration of vari-
ous phase-matching regimes as detailed in [102]. It is noteworthy that the narrowest
phase-matching window (phase-matching peak) is found at approximately 13 mm be-
fore the cell exit (8 mm before the geometrical laser focus) at z = 368 mm, aligning
well with previous studies on optimal phase matching in SIGC setups [182].

Another critical aspect of our SIGC configuration that facilitates IAP generation
is the reabsorption of lower-order harmonics, as shown in Figs. 3.11 and 3.12. To
understand the mechanism behind the low-order harmonic reabsorption process, we
thoroughly investigated the gas distribution in our generation geometry using COM-
SOL. The SIGC design includes a 7-mm channel linking the few-mbar pressure region
to an evacuated region at 10™2 mbar. Under the assumption that generation in this
intermediary region is minimal, we can estimate the total transmissivity 7'(¢) across
this channel for different photon energies using Eq. (3.12).

T(e) = exp (—Lf()) L) = [ 7mmp(2)i;(€) 6.12)

where p(2) represents the atomic areal density of the medium varying with z, and
0abs(€) denotes the absorption cross-section of Argon [120]. Fig. 3.15a) illustrates how
the spectral profile of transmittivity aligns precisely with the re-absorption character-
istics observed in our experimental XUV spectrum. As the gas pressure increases, har-
monics with energies below 35 eV are substantially re-absorbed. Conversely, higher
energy levels remain largely unaffected, thanks to the specific absorption cross-section
of Argon, leading to nearly complete (100%) transmittivity for these frequencies..
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Figure 3.15: a) Experimental (green area) spectrum obtained at 6 mbar of pressure. The dotted orange line in-
dicates the calculated z-integrated transmittivity in the 7-mm channel of the SIGC. b) Comparison
between the gas distribution of a 7-mm channel and a geometry with a pinhole, i.e., immediate
connection to vacuum. c¢) Numerical results of XUV temporal profile in the two configurations of
panel (b). Re-adapted from [SIGCsubmitted]

The simplicity of controlling the gas profile through a channel is a notable advan-
tage of low-pressure generation geometries like the SIGC. By allowing the gas to flow
through a channel spanning a few mm, we create a linear pressure gradient, as de-
picted by the blue curve in Fig. 6(b). This channel acts as an effective high-pass filter,
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selectively transmitting specific spectral regions. It is crucial to note that within this
channel, where harmonic generation is minimal, the exact shape of the gas profile is
insignificant, as the critical factor for absorption is the total accumulated effect of the
gas along the channel.

In contrast, achieving such control in shorter gas cells operating under higher
pressures is considerably more complex. Particularly at high pressures, sharp pres-
sure gradients are often recommended to minimize re-absorption across the entire
spectrum and ensure efficient phase matching [161]. This necessity often leads to a
compromise between creating a sharp gradient and effectively filtering the spectrum.

To underscore the significance of this channel, we conducted additional HHG
simulations assuming a sharp cutoff in the gas profile (illustrated by the red curve in
Fig. 3.15b)), simulating a scenario akin to a pinhole opening directly into a vacuum
chamber. As demonstrated in Fig. 3.15¢), the temporal quality of the XUV radiation
generated under these conditions is significantly inferior compared to that achieved
with a linear gradient, where, as previously shown, a single attosecond pulse can be
isolated (blue curve in Fig. 3.15¢)). We determined that the optimal length for main-
taining over 90% transmittivity in the 40 eV range, while also effectively filtering out
lower-order harmonics, ranges between 1 cm and 1.25 cm. Naturally, the length of
the channel should be adjusted according to its diameter. A comprehensive explo-
ration of this aspect, however, is beyond the scope of this study.

3.3.4 Conclusion: SIGC, a flexible solution for IAP generation in the XUV
spectral region

In our study [SIGCsub], we have successfully demonstrated both experimentally and
theoretically the capability of a semi-infinite gas cell to efficiently generate isolated
attosecond pulses in the extreme ultraviolet spectrum.

A crucial finding is the key role of the nonlinear propagation effects of the driving
field in establishing favourable phase-matching conditions. We have shown that IAPs
can be achieved simply by increasing the generation pressure, while simultaneously
maintaining a high level of XUV flux. This outcome is the result of a delicate balance
between efficient time-gated phase matching and the controlled reabsorption of lower-
order harmonics.

To delve deeper into the underlying physics of efficient IAP generation in a SIGC
setup, we developed and validated a novel simulation method. This method uniquely
combines the nonlinear spatio-temporal reshaping of an intense few-cycle driving
pulse with macroscopic high harmonic generation (HHG). This includes comprehen-
sive 3D time-dependent Schrédinger equation (TDSE) calculations and the propaga-
tion of harmonics to a far-field detector.

Our simulations highlight that the spatio-temporal reshaping of the driving field,
which manifests experimentally as a white filament, leads to a stagnation in beam size.
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This dynamic induces a phase-matching condition in our SIGC that is akin to what is
observed in capillaries or short-medium configurations. With increasing gas pressure,
the temporal window for phase matching becomes increasingly narrow, facilitating
the eflicient generation of IADs.

Importantly, our findings reveal that the generation in a SIGC occurs primarily in

the final few centimeters of its 38 cm length. This characteristic imparts an intrinsic

adaptability to various loose-focusing geometries. Unlike traditional gas cell geome-

tries or capillaries, where scaling up the pulse energy necessitates alterations to the

cell length or capillary dimensions, the SIGC coherence length of generation is not

limited by any physical constraints.

Therefore, adjusting the laser pulse parameters and focusing optics automatically adapts
the SIGC phase-matching region, with only minimal adjustments needed for gas pres-

sure. This flexibility, coupled with the SIGC inherent simplicity and tunability of
pressure and generation position, sets the SIGC as a highly versatile tool, which could

be used in any setup requiring IAP technology, such as XUV-XUV pump-probe or

NIR/VIS/UV pump-XUV probe experiments.
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Chapter 4

Initiating and measuring few-fs
Electron Transfer in
Donor-Acceptor Molecules:
Nitroanlines

In Chapter 1, we underscored the significance of measuring charge transfer (CT) pro-
cesses, sometimes referred to also as electron transfer (ET), with extreme temporal
precision. This capability not only deepens our fundamental comprehension of the
physics at the core of these processes but also may provide key insights into tailor-
ing the chemical and structural attributes of molecules to modulate or enhance CT.
Capturing the ultrafast dynamics of electronic and nuclear wavefunctions is crucial for
understanding and potentially influencing the evolution of CT. We conclude that new
experiments with few-femtosecond resolution coupled with novel theoretical method-
ologies are imperative to decipher the ultrafast physics of CT.

This chapter, based on the work [Nitroanilinesubmiitted?], describe one of these
experiments aimed at clarifying the initial stages of CT following immediate ioniza-
tion by an isolated attosecond pulse in a prototypical donor-acceptor system: Ni-
troaniline.

83



4.1 Nitroaniline a prototypical donor-7-acceptor systems

Although significant progress has been made in understanding charge transfer in
donor-acceptor systems, many of the aspects of early-stage dynamics in photoinduced
CT processes remain unclear. This is particularly true in scenarios where there us a
strong interplay between the electronic and nuclear motion in medium-size and large
molecules. A notable knowledge gap, as depicted in Fig. 4.1, is the lack of detailed
temporal information on the initial phases of CT, typically represented by a sequence
of Lewis diagrams[183]. This arises mainly due to the inadequacy of current methods
to compute ultrafast processes in many-body quantum systems combined with the
scarcity of experiments providing sufficient time resolution in polyatomic systems.

In the upcoming discussion, based on [Nitroanilinesubmiitted], we report on
an experimental and theoretical investigation into the initial stages of charge transfer
processes initiated by prompt ionization in prototypical donor-m-acceptor molecules,
specifically nitroanilines. The real-time imaging of this process combines an attosec-
ond extreme ultraviolet (XUV) pump with a few-fs near-infrared-probe (NIR) spec-
troscopy and integrates these observations with advanced many-body quantum chem-
istry calculations.

reaction coordinate,

Figure 4.1: Sketch of a charge transfer system in a prototypical donor-acceptor system after the interaction
with an isolated attosecond pulse. While the complete charge transfer can take from 100 fs to 1
ps, the first electronic motion dynamics can occur in the first few fs. This motivates the investigation
of the early-stage photophysics of charge transfer.

Our study focused on para-nitroaniline (p-NA, CAS Number: 100-01-6), meta-nitroaniline
(m-NA, CAS Number: 99-09-2), and N,N-Dimethyl-4-nitroaniline (nd-NA, CAS
Number: 100-23-2), all sourced from Sigma-Aldrich. These samples, with their chem-
ical structures illustrated in Fig. 4.2. These molecules are prototypical donor-7-
acceptor system and are marked by a pronounced molecular dipole. In these com-
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pounds, the electron density is drawn towards the nitro group (NO2), which acts as
the acceptor. This results in a positive partial charge near the donor group, which
is the amino group NHy in p-NA and m-NA, and N(CH3)2 in nd-NA. Compar-
ing p-NA and m-NA allows for the exploration of the inductive effects of the donor
and acceptor groups on ultrafast dynamics. This is evident as the molecular dipole
magnitude decreases from 15 Debye in p-NA to 6 Debye in m-NA, as indicated by
CBS-QB3 calculations. In nd-NA, the inclusion of methyl groups (CHs) not only
alters the molecule polarity and charge separation between its positive and negative
sides [184] but also enhances the electron supply from the donor group due to the
positive inductive effect of the methyl groups.

mM-NA nd-NA

Figure 4.2: Molecular structures of para-nitroaniline (p-NA), meta-nitroaniline (m-NA) and N,N-dimethyl-4-
nitroaniline (nd-NA). Re-adapted from [Nitroanilinesubmiitted]

As detailed in the next sections, we present both experimental findings and compre-
hensive numerical simulations that highlight a sub-1o-femtosecond CT process in
the three ionized nitroaniline species. This rapid CT is driven by an ultrafast pla-
narization of the molecular structure. Subsequently, a more gradual dispersion of the
nuclear wave packet within the excited electronic states of the molecular cation starts
to play a crucial role in the observed dynamics. Our approach allowed us to unveil
the intertwined nature of the CT process that unfolds in few-femtoseconds.

4.2 Experimental methodologies and results

The experiments conducted to unravel the early-stage photophysics of charge trans-
fer (CT) in nitroaniline incorporated two phases. Firstly, a time-resolved study was
carried out using an attosecond pump-probe setup. This allowed for the measure-
ment of the temporal aspects of the CT dynamics. Secondly, an energy-resolved
campaign was conducted at the Elettra synchrotron facility in Trieste. The necessity
for such a dual approach derives from the difficulty in fully interpreting attosecond
spectroscopy measurements, which offer extreme-temporal resolution at the cost of
an intrinsic complexity.
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As emphasized in Chapter 1, in attosecond spectroscopy, choosing the appropri-
ate pump and probe pulses, along with identifying the most revealing physical ob-
servable, is crucial for obtaining meaningful information about the ultrafast processes
of interest.

As detailed later, our ultrafast measurement strategy involved using an XUV iso-
lated attosecond pulse as the pump and an intense few-cycle NIR pulse as the probe.
The initial attosecond pulse photo-ionizes the molecules, populating several electronic
states (of the cation, removal of one electron or the education, removal of two elec-
trons) and initiates coupled electron-nuclear dynamics. The interaction with the sub-
sequent NIR pulse, due to its high intensity, can further ionize or excite the molecule,
altering its possible fragmentation pathways from the one obtained with the attosec-
ond pulse only, as sketchted in the general pump-probe scheme of Fig. 1.4. Therefore,
our physical observable is the change in the population of positive ion fragments (frag-
mentation pathways), created after the interaction with the pulse, as a function of the
delay between the pump and the probe events.

In contrast, the synchrotron measurements, while lacking temporal resolution,
provide valuable insights into the activation energy of the various fragmentation chan-
nels, hence helping in the interpretation. This energy-resolved information is com-
plementary to the time-resolved data obtained from the attosecond measurements.

4.2.1  Time resolved measurement: XUV-IR pump-probe

The molecular samples are ionized using isolated sub-200-attosecond pulses produced
in krypton. These pulses had photon energies ranging from 20 to 50 €V, as shown in
Fig. 4.3c). The dynamics of the resulting cations were subsequently probed using
4-femtosecond VIS-NIR pulses, Fig. 4.3b), featuring a central photon energy of 1.77
eV and a peak intensity of 5 x 102 W/cm?. This intensity is already sufficient to
promote the cations to the molecular dications through multiphoton absorption. The
parent ions and their fragments, generated by the interaction with both the pump
and probe pulses, were then captured and analyzed using a linear time-of-flight mass

spectrometer (TOFMS).

Experimental Setup

The laser system used in our experiments, capable of delivering m]-level few-cycle
VIS-NIR pulses, is the same as the one detailed in Section 3.3.1. In our pump-probe
setup, shown in Fig. 4.3a), the visible/near-infrared (VIS/NIR) beam was split into
two replicas using a beamsplitter with 20% reflectivity. The beam portion that passed
through the beamsplitter was directed into a 3-mm-thick cell filled with krypton at a
static pressure using a mirror with a 0.75 m focal length. This cell produced extreme
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ultraviolet (XUV) radiation via high-order harmonic generation (HHG)'. IAPs were
generated through ionization gating. A 150-nm-thick aluminum filter was employed
to remove the fundamental radiation and lower-order harmonics. The duration of
the XUV pulses (190 £ 20 as) was determined using the Frequency Resolved Optical
Gating for Complete Reconstruction of Attosecond Bursts (FROG-CRAB) technique
[166]. The residual VIS/NIR beam was then recombined collinearly with the XUV

beam using a mirror featuring a central aperture.
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Figure 4.3: a) Sketch of the experimental setup for the pump-probe measurements. b) Power spectrum of the
4-fs-NIR pulse used in the experiment. ¢) Power spectrum of the 180 as IAP, used in the experiment.

The timing between the pump and probe pulses in our setup was finely adjusted using
a piezoelectric translation stage, allowing for attosecond-level temporal resolution. To
ensure long-term stability, the interferometer was actively stabilized using a frequency-
stabilized He-Ne laser, achieving a temporal stability below 70 attoseconds (rms).
Both the pump and probe beams were focused onto the molecular target using a gold-
coated toroidal mirror. This focal point was strategically placed at the center of a time-
of-flight (TOF) spectrometer (Kaesdorf ETF15 Combined Electron TOF). A notable
feature of this TOF spectrometer is its dual functionality, allowing for the switch
between ion and electron detection modes. This flexibility enabled us to conduct
attosecond streaking measurements prior to each new set of pump-probe experiments,

'This experimental setup was utilized prior to the installation of the SIGC apparatus discussed in
section 3.3. Repeating the experiment with the SIGC nearly a year later yielded comparable results in
terms of pump-probe signal and the purity of the isolated attosecond pulse.
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facilitating in situ temporal characterization of both pump and probe pulses. The
spectrum of the attosecond pulses was captured using a high-resolution flat-field soft
x-ray spectrometer comprising a grating, a phosphor screen, and a charge-coupled
device (CCD) camera.

The three samples under examination, p-NA, m-NA and nd-NA are stable at room
temperature and were used as received, without further purification. They are typically
in a powdered form under standard ambient temperature and pressure conditions.
For vaporization in a vacuum environment, an effusive oven source was used. The
powder was placed into a hollow screw, which was then inserted into the oven, shown
in Fig. 4.3. A heating cable was applied to raise the temperature to between 90°C and
110°C, well below the melting points of the samples, ensuring effective sublimation.
Argon gas was employed as a carrier to convey the molecules to the interaction region,
concurrently reducing their internal kinetic energy prior to interaction.

Photofragmentation and pump-probe signals

Figure 4.4 panels a)-c) present the mass spectra obtained from the ionization of p-
NA, m-NA, and nd-NA using only the attosecond pulses. All three molecules exhibit
similar dissociation patterns. An exhaustive analysis of every fragmentation channel is
beyond the scope of this study, but the fragments that demonstrate ultrafast dynamics
are highlighted in color. It was noted that ionization with solely the NIR pulses mainly
resulted in the formation of parent ions within the mass spectra.

Specifically, at the mass-to-charge ratio m/q = 30, which is indicative of the
nitrosonium (NO™) ion, the mass spectrum displays a distinct profile with a central
peak flanked by two shoulders, as marked in the right panels of Fig. 4.4. As we will
discuss in the context of energy-resolved measurements, these shoulders are formed
by kinetic NO™ ions that are ejected in a highly repulsive dicationic process known
as Coulomb explosion (CbE), moving towards or away from the detector.

With the introduction of a delayed NIR pulse, we tracked changes in the photofrag-
mentation yield, normalizing it to the pump-only (XUV-only) signal. We collected
each data point in the pump-probe delay with a 10-second integration time. This
pump-probe delay scan was repeated six times, reversing the delay axis with each iter-
ation to counteract any potential long-term drifts. We applied a baseline subtraction
algorithm to each dataset, followed by mass-to-charge calibration. Focusing on spe-
cific regions of interest along the m/q axis, we then calculated the relative ion yield,
Y (7), for the various charged fragments using the equation provided here:

Y(T) _ ypu-&-pr(T) — Ypu (4.1)

Ypu
where Ypy4pr(7) and yp,, denote the integrated mass spectra within a specific m/q
range surrounding the peak of a given ionic fragment, measured with and without
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Figure 4.4: (a) p-NA; (b) m-NA; (c) nd-NA. Here, M* stands for the parent ion. Fragments showing ultrafast
dynamics are colour-highlighted. On the right side of each figure, an insert showing the mass-
spectrum detail around m/q = 30, identified as NO*

the presence of the probe pulse, respectively. Due to the multiphoton nature of its
interaction, the NIR probe pulse alone may generate certain photofragments. For
each molecule studied, we collected two separate datasets: one with a 3-fs delay step
between the pump and probe pulses covering a range from -40 fs to 200 fs, and another
with a 1-fs delay step covering from -20 fs to 60 fs.

Focusing on the range of signals detected in the experimental pump-probe traces,
our attention is particularly drawn to the behavior at m/q = 30. Figures 4.5a) and b)
demonstrate that only the side shoulders of the mass peak undergo temporal changes,
in contrast to the central peak, which remains static across different pump-probe de-
lays, indicating distinct origins for these features. Detailed later, we attribute the
dynamics observed in the side peaks to a time-dependent change in the population
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of the molecular dication. In contrast, the central peak is likely due to a separate dis-
sociation process at the cation level, which is minimally impacted by the NIR probe
pulses.

The change in NO™ yield, determined by integrating the mass spectra within a
0.25-wide mass-to-charge window centered on the highest point of the shoulder at the
lowest m/q, is presented in Fig. 4.5¢) over a so-fs timescale and extended to 200 fs in
Fig. 4.5d). The data exhibit a rise time of 71 = 9.3 £ 1.4 fs and an exponential decay
with a time constant of 75 = 22.4 1.2 fs. The fitting curves corresponding to these
dynamics are depicted with orange lines in Figs. 4.5¢) and 4.5d). An analogous trend
is observed for the NOJ fragment within mass-to-charge windows centered around
m/q = 45.5 and m/q = 46.5, as depicted in 4.7. The rapid dynamics of the NO™
and NOJ fragments in m-NA and nd-NA are consistent with this pattern, as illus-
trated in Fig. 4.5d) and summarized in Table 4.1.

Each experimental data was fitted by the convolution of a Gaussian pulse (4-fs FWHM)
with the following function:

t—tg t—tg

Ft)=A(l—e 7 )e 7 H(t—t) (4.2)

Here, t is the pump-probe delay axis of the scan (7), positive when the NIR probe
pulse comes after the attosecond pump pulse. An arbitrary coefficient A is included
for generality. 71 is a rising time, which considers the formation time of a particu-
lar fragment, whereas 75 is a relaxation time. tg is common for all ionic fragments
and defines the zero of the pump-probe delay axis; H (t) is the Heaviside function.
The use of a 4-fs Gaussian pulse as an instrument response function is an overesti-
mation of the actual temporal resolution of the pump-probe measurements due to
the multiphoton processes involved in the interaction of the VIS/NIR pulses with the
molecular samples.

The t was identified by fitting the time-resolved yield of Ar?T ions (carrier gas)
generated through a dual ionization process involving XUV and NIR photons, with
the latter exhibiting an intensity surpassing 5 x 102 W/cm?. The fit for the temporal
yield of Ar?* is represented by the blue line in 4.6. Additionally, the temporal pro-
file of the fragment NO™ yield from p-NA is depicted in the same figure (illustrated
with an orange dashed line), along with its fitting curve (indicated by the dot-dashed
orange line), highlighting the observable finite rise time in the NOT case.

A temporal evolution was also observed in other charged fragments. It is worth
mentioning that the yield of production of the fragments CN* (m/q = 26), CoN*
(m/q = 38) and Cév—i— (m/q = 50), has a rise time comparable to that measured
for NO* and NOJ fragments (71 = 10 fs) and a subsequent much longer relaxation
lifetime (see Table 4.1).

Before discussing the nature of these two ultrafast processes observed, i) the rapid
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Figure 4.5: Experimental mass/charge (m/q) spectra around the NO+ fragment (m/q=30) for different time de-
lays between pump and probe pulses in the case of p-NA. b, Normalized differential mass/charge
spectra around m/q=30 for p-NA vs. pump-probe time delay obtained by performing the difference
between the spectra acquired with and without the probe pulse. ¢, NO+ yield in the case of p-NA
obtained by integrating the mass spectra in a 0.25-wide mass-to-charge window centred around
m/q = 29.5. The shaded area indicates the standard deviation over 6 acquisitions. The orange line is
a fitting curve with an exponential rise time of 9.3 fs and an exponential relaxation time of 22.4 fs;
the light-blue dashed line is the impulsive response function (IRF). d, NO+ yield in the case of p-NA
(orange, same as c)), m-NA (green) and nd-NA (purple) obtained by integrating the mass spectra in
a 0.25-wide mass-to-charge window centred around m/q = 29.5. Here, s.e.m. stands for the stan-
dard error of the mean.

Table 4.1: Table reporting the results of the fitting procedure for each fragment of the three species showing
a time-dependent behaviour.

p-NA m-NA nd-NA

m/q 71 (fs) T2 (fs) 71 (fs) 72 (fs) 71 (fs) 72 (fs)
26 11.3+4.5 > 200 1234+6.1 4354111 | 7.5£19 534+11.1
30 93+14 224+1.2 84+24 21.5+1.6 83+1.5 31.4+1.3
38 9.5+3.2 63.1 £ 21 12.5+4.3 38.6 £4.2 81+1.1 43.6 £4.8
46 94+1.6 23.1+14 8.7+2.1 21.2+ 1.7 85+1.5 33.2+1.5
50 10.3+4.2 > 200 12.1+82 61.44+203 | 85+1.3 54.3+£12.2

rise and ii) the slower decay), it is critical to validate the interpretation of the se-
lected physical observable. In this case, a variation in the fragmentation population
of NO™ is linked to an increase in the dication population, which subsequently always
breaks due to a highly repulsive process, Coulomb Explosion. To corroborate this as-
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Figure 4.7: TNormalized yields of fragments NOJ (at a mass-to-charge ratio, m/q, of 46, with data points de-
rived from integrating the mass spectra within a 0.25-wide window centered at m/q = 45.5), CN+
(m/q = 26), C2N+ (m/q = 38), and C3N+ (m/q = 50) plotted against the pump-probe delay for p-NA
(panel a), m-NA (panel b), and nd-NA (panel ¢). Additionally, the normalized yield of the NO+
fragment (m/q = 30) is depicted using grey squares in the first column for comparison. The solid
blue lines represent the fitting curves for each data set, while the shaded regions correspond to an
area spanning twice the standard error of the mean (s.e.m.), which is calculated across different
experimental runs.

sociation, we need energy-resolved measurements to determine the energy threshold
needed to initiate specific fragmentation pathways.
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4.2.2  Energy resolved measurements at synchrotron: PEPICO

Photoemission studies were carried out at the Gas Phase Photoemission (GAPH)
beamline [185] at the Elettra synchrotron radiation facility in Trieste, Italy, using
nearly monochromatic synchrotron radiation with adjustable central energy. We uti-
lized photon energies of 6o eV for a comprehensive overview of the valence elec-
tron states and 37 eV to replicate the central frequency of the attosecond pulses em-
ployed in pump-probe experiments. The molecular sample was vaporized using an
oven source. The setup at the experimental station includes a hemispherical electron
analyzer, which determines the kinetic energy distribution of photoelectrons, thereby
providing insights into the binding energy (BE) of molecular valence states, and a
Wiley-McLaren time-of-flight (TOF) mass spectrometer, which are positioned op-
posite each other at the magic angle (approximately s5°) relative to the radiation’s
polarization axis.

The electron and ion spectrometers were used either independently for photoelec-
tron spectroscopy and photoion mass spectrometry or in tandem for photoelectron-
photoion coincidence (PEPICO) experiments. PEPICO experiments enable the si-
multaneous detection of photoelectrons and photoions from the same photoioniza-
tion event, facilitating coincident measurement. Despite the added complexity in the
experimental setup, data capture, and processing, the method is advantageous due
to the enriched data it provides. Specifically, this technique allows for the concur-
rent measurement of the energy of the emitted electron and its corresponding ion,
originating from the same ionization occurrence.

PEPICO spectra were collected at a fixed photon energy of 6o ¢V with an analyzer
pass energy of 30 eV. The electron kinetic energy was scanned over a binding energy
range of 832 ¢V in 2.7 eV increments to ensure adequate overlap between successive
acquisition windows. PEPICO allows the detection of both photoelectrons and pho-
toions from a single photoionization event in coincidence, offering a direct view of
the different decay pathways and their binding energy dependence. The 3D plot in
Fig. Sz illustrates the yield of electron-ion coincidences for selected ion m/q values as
a function of BE. Integrating along the m/q axis produces the photoelectron spectrum
(depicted by the red line in Fig. 4.8a), while integration across the BE axis results in
the ion mass spectrum (shown by the blue line in Fig. 4.8a).

Figure 4.8b) shows a zoom of the PEPICO data around m/q = 30 (corresponding to
NOT) for the three studied molecules. A considerable broadening of the mass spectra
was measured for BEs above ~22 eV, which corresponds to the calculated threshold
for dication formation: this is the indisputable signature of the dissociation of an un-
stable dication following Coulomb explosion.

For BEs in the range 15-22 €V, the mass spectra are characterized by a sharp peak,
whose relative amplitude with respect to the broadened structure at higher BEs de-

93



@ eNa

Photogleciron spectrum lon-mass spectrum

08
06

041 20

e
L]

(b) 3
E
s
=
E
3
£
L
g
E
3 N
£ B
a )
g SR A
E WL
20 30
BE (eV)

Figure 4.8: a) 3D plot of the PEPICO matrix for p-NA. The x-axis represents the binding energy (BE), the y-
axis the mass-to-charge ratio (m/q) and the z-axis the number of events collected at the detector
normalized to the maximum number of events. The solid orange line is the photoelectron spectrum,
while the blue solid line is the ion mass spectrum. b) Zoom of PEPICO measurements around m/q=30
(NO+) for the three investigated molecules, whose chemical structures are reported in the right
column. The red dashed line shows the dication appearance energy

pends on the particular molecules. This peak is pronounced in the case of p-NA and
is less marked in the case of m-NA and nd-NA. This is in agreement with the mass
spectra measured with the attosecond beamline shown in after XUV excitation??.

A similar behaviour was observed for the cation N02+ (m/q = 46), thus rein-

forcing the conclusion that the formation of this fragment is also driven by Coulomb
explosion (CbE) of an unstable dication.
This is consistent with the observation that the measured temporal evolution of the
NOj yield is very similar to that of the NO¥ cation (as shown in Fig. 4.6). Coulomb
explosion and photo fragmentation pathways This comprehensive energy-resolved
investigation enables us to confirm our pump-probe dynamics interpretation con-
fidently.

The attosecond pulses utilized in the time-resolved experiments are capable of excit-
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ing states within both the cation and dication of the molecule, thereby opening up
multiple fragmentation routes even in the absence of interaction with the NIR probe
pulses. Specifically, the fragments NO¥ (as well as NOZ) arise from two distinct
mechanisms: the statistical fragmentation of the monocation or the dissociation of
the unstable dication. This is illustrated in the upper panel of Fig. 4.9. The statistical
fragmentation of the monocation is responsible for the central peak observed in the
mass spectrum near m,/q = 30. In contrast, the dissociation of the unstable dication,
propelled by the Coulomb explosion , is what generates the side shoulders observable
at m/q ~ 29.5 and m/q = 30.5.
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Figure 4.9: Formation pathways of the fragment NO™: Upper panel, fragmentation pathways initiated by the
XUV pulses. The attosecond pump pulses can generate both cationic states, which may fragment
into NO+ ions, as well as dicationic states which undergo fragmentation by CbE, resulting in the
formation of high-kinetic-energy NO+ fragments. Lower panel, the XUV pulse generates a super-
position of cationic states, while the subsequent VIS/NIR probe pulse removes a second electron
from the molecule. The probe pulses enhance the pathways leading to CbE and NO™ formation,
confined to the lateral shoulders of the mass spectra at m/q ~29.5 and m/q ~30.5.

The distinct generation mechanisms of these fragments explain their differing tempo-
ral behaviours once the VIS/NIR probe pulses intervene. The probe pulses can excite
the cations through multiphoton absorption to form molecular dications, which then
fragment via Coulomb explosion. As schematically represented in the lower panel of
Fig. 4.9, the probe pulses increase the number of pathways that lead to CbE and the
formation of NO™T, which is restricted to the lateral shoulders of the mass spectrum.
The observed rapid dynamics are, therefore, indicative of the time-varying transition
probabilities from the cationic to the dicationic states, as the wavepacket evolves over
the potential energy surface of the cation excited state, see 4.10 ¢). In contrast, the
central peak of the mass spectrum, which is associated with NO™ generated by the
statistical fragmentation due to XUV pulses alone, remains unaffected by the probe
pulses and exhibits no temporal change.
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4.3 Simulation results: ultrafast dynamics in photo-ionized
nitroanilines

To unravel the complex electron and nuclear dynamics within the initial few femtosec-
onds, a thorough theoretical study is essential for interpreting the ultrafast timings
observed in our experiments. These calculations were conducted by our colleagues at
Universidad Auténoma de Madrid in the group of Prof. Fernando Martin.

Given the broad bandwidth of the attosecond pulse used for ionization (=20 eV),
multiple electronic states become accessible in the molecular cation formed. The
photoelectron spectra (PES), captured using 60 ¢V synchrotron radiation, indicate
that the primary contributions to the PES for all three molecular cations emanate
predominantly from the lowest electronic states (DX), see Fig. 4.10a) and b). Our
multireference CASSCF theoretical calculations [186] validate this by confirming that
the most significant Dyson norms correlate with monocation states up to 4 ¢V above
the ionization threshold, predominantly characterized by a 1-hole (1-h) configuration.
This is supported by the close agreement between our measured and calculated spec-
tra, with the latter derived from actual ionization probabilities or Dyson norms (as
detailed in the Supplementary of [Nitroanilinesubmiitted]).
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Figure 4.10: a) Comparison of experimental PES, recorded at the synchrotron, and calculated Dyson norm of
the different doublet state of the cation (DX). b) Scheme of the different energy levels at the
cation (green) and the ground state of the dication (singlet) SO(black). In our experiment, the
XUV populates the different cation levels, and subsequent IR promotes the wavepacket from the
cation to the dication, via multi-photon absorption. c) Calculated potential energy curves vs. the
planarization angle of the amino group with respect to the benzene ring of the ground state, G,
of the neutral p-NA molecule, the excited state D6 of the cation and the ground state SO of the
dication. After an initial localization into a minimum of potential in D6, the wavepacket spreads
over several degrees of freedom.
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4.3.1  Ultrafast rise time and charge transfer

A key finding from the simulations is the ultrafast planarization of the amino group
(NH3) with the benzene ring in the cation immediately after photoionization, re-
gardless of the cation initial electronic state, including the ground state. Figure 4.11
illustrates the time evolution of the root-mean square (rms) deviation of the trajecto-
ries relative to the planar geometry in p-NA, signifying a local energy minimum. The
rms indicate the proximity of molecular structures to this planar minimum; lower
values suggest closer alignment. The nuclear wave packet is seen to converge towards
a planar molecular geometry within approximately 7 fs post-photoionization. Fig.
4.10a) gives an idea of the physical reason behind planarization mechanism, after di-
rect ionization from the XUV-attosecond pulse the molecular wavepacket tends to
move toward the minimum of D6, which minimizes the planarization angle.

We then analyzed the temporal changes in electron density across different re-
gions of the dynamic molecular cation using the electronic localization function (ELF)
theory, as detailed in the Supplementary Information of [Nitroanilinesubmiitted].
Figure 4.10b), displays these results. In the first =10 fs, the most significant electron
density variations are observed around the NHj group and the adjacent C-N bond,
indicating substantial CT from the NH> lone pair towards the C-N bond, marked
by a color shift from orange to green around NHpy. This coincides with the NH»
group planarization (sp2-hybridization), which subsequently reverts to a pyramidal
structure (sp>-hybridization) (in the opposite direction) over the next 10 fs, reversing
the CT process.

Figure 4.10c) quantifies this charge (electron) transfer, showing the evolution
of net charges derived from integrating the electron density over these regions. The
CT reaches nearly a full atomic unit of charge and aligns with the NH2 group’s pla-
narization. Similar ultrafast behaviours were also observed for m-NA and nd-NA (as
presented in Supplementary of [Nitroanilinesubmiitted]), reinforcing our theoretical
interpretation. Notably, this electron transfer initiated by prompt ionization occurs
within the same timeframe as the initial rise in the yield of NOT and NOj fragment
production.

The analysis of nuclear kinetic energy and the cation-dication Dyson norms, as pre-
sented in Fig. 4.11d), corroborates that the initial rise in the yields of NOt and NO;
is indeed indicative of the NHy group concerted planarization and electron trans-
fer. It is evident that within the first ~10 fs, the nuclear kinetic energy increases,
thereby facilitating Coulomb explosion post-probe step and the resultant generation
of NOT and NOJ fragments. Concurrently, the nuclear wave packet accelerates
toward the energy minimum associated with the planar structure, becoming increas-
ingly localized. This localization of the wave packet makes ionization by the VIS-NIR
probe pulse more effective, as reflected in the corresponding rise of the cation-dication
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Figure 4.11: a) Calculated temporal evolution of the average Root Mean Square Deviation (RMSD) of all the
trajectories initialized in electronic state D6 of p-NA with respect to the planar minimum geometry.
The lower the values of the RMSD the closer to the planar geometry. b) Snapshots of the evolution
of the electronic density. The colours indicate the basins where the density is assigned. In the NH2
region, red indicates the lone pair of the N, while green indicates the C-N bond. ¢) Temporal
evolution of the average charge in the ELF basins for the lone pair of N in the NH2 group (orange)
and the C-N bond connecting it to the ring (green). d) Temporal evolution of the average kinetic
energy of the nuclear wave packet. (black curve) and the average Dyson norm corresponding
to the orbital that results from the projection of the ground state of the mono-cation onto the
ground state of the di-cation (red curve). e) Lewis structures representing the charge transfer
from the lone pair of N to the C-N bond.

Dyson norm during the same timeframe. Therefore, it is the combination of increased
nuclear wave packet localization and nuclear kinetic energy that enhances ionization
of the cation by the probe pulse, leading to subsequent CbE and the more efficient
production of NOT and NOJ fragments.

Further supporting this interpretation is the observation that the production
yield of various charged fragments related to the C-N bond, which is the initial re-
gion where CT occurs, shows an ultrafast increase with a =10 fs time constant. This
suggests that heightened localization and kinetic energy also enhance the likelihood
of cation excitation across certain fragmentation barriers. These fragments (CNT,
CoNT, and C3N™), linked to the transition from lower excited states to higher
cationic excited states, exhibit an exponential decay with a time constant (7 > 60
fs, see Table 4.1) significantly longer than the decay time for fragments originating
from dication generation and CbE. Thus, we can conclude that the CT from the
donor group to the ring, as per the conventional model depicted in 4.11€), occurs in
just about ~10 fs. This aligns with the accepted view that the NH2 group’s N atom
shifts from sp3 (pyramidal) to sp? (planar) hybridization in the same time span. Our
findings assign a ~ 10 fs duration to this key process in donor-acceptor systems.

It is important to note that the simulation durations in our analysis are too brief
to witness CT extending to more distant sites on the phenyl ring or the NOy ac-
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ceptor group. Contrary to NHy, geometrical changes necessary to alter electronic
configurations in NOg require a longer time due to the significantly greater mass
of the oxygen atoms (as detailed in the SI of [Nitroanilinesubmiitted]). Hence, the
charge transferred to the C-N bond is limited to oscillating between this bond and
NHy within the calculated short timeframe. This charge oscillation is not discernible
in the experiments, given the sub-30-fs attenuation of the fragments resulting from

CbE.

4.3.2  Ultrafast relaxation time and inefficient probing of the IR

To clarify the cause of this observed damping, Fig. 44.12a) presents the time-dependent
energy gap between the excited cationic states, initially populated by the attosecond
pump pulses, and the ground state of the molecular dication formed post-interaction
with the NIR probe pulses, as calculated across all nuclear trajectories. It is noticeable
that for trajectories originating in the lowest excited states, D1 and D2, the energy
required to transition to the molecular dication state remains relatively constant over
time. However, for trajectories commencing from higher excited states, the energy
difference relative to the education ground state progressively increases, particularly
after about 25 fs. This trend indicates a growing energetic barrier for these trajectories
to reach the dication ground state as time advances.
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Figure 4.12: a) Temporal evolution of the energy difference between the D1, D2 and D6 states of the cation
and ground state of the dication for all of the p-NA trajectories. The dashed horizontal black lines
mark energy gaps for absorption of an IR photon (represented by a red arrow). b) Normalized
number of trajectories requiring 5, 6, 7 and 8 IR photons to reach the ground state SO of the
dication in p-NA, for the trajectories initiated in the highest electronic states (D6).

This observation pertains to the higher excited states of the cation with significant
Dyson norms: specifically, state D6 in p-NA, state D8 in m-NA, and state Ds in
nd-NA. Consequently, the number of NIR photons required to ionize the molecular
cation increases with time, as illustrated in Fig. 4.12a), where the energies needed to
ionize the molecular cation by absorption on n NIR photons at any time are shown.
From this figure, we can estimate the number of trajectories which require absorption
of a particular number of NIR photons to reach the dication. Fig. 4.12b) displays the
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normalized count of trajectories that require 5, 6, 7, or 8 NIR photons to reach the
dication ground state So, focusing on the trajectories starting from the cationic state
D6 of p-NA.

As shown in Figs. 4.13a)-c), the temporal pattern of trajectories needing the ab-
sorption of 6 VIS-NIR photons to reach So mirrors the relaxation dynamics of the
NO+ yield in all three molecules. A decline in the number of such trajectories corre-
sponds to a diminished probability of double ionization by the combined pump and
probe pulses, consequently reducing the production of the dication-related fragments.

Time (fs) Time (fs) Time (fs)
. 0 100 200 3 0 100 200 B 0 100 200 7
%) E=I") = v =
T 1 5 £ 1 1.5 =1 & 1 €
< ; < (b) & —-o—m-NA ; S © \ —o—nd-NA Z
£ 5 E [ 5 E 5
505 055 G605 05E 505 05E
£ £ £
o 3 3 8
<l 5 2 ) =
> Ol 40 2 = 0fwe® Zeod0 S S 04# 0o 8
c 8 ¢ % ] 8 ¢ 3
S T S T S T
0 100 200 & 0 100 200 = 0 100 200 &
Delay (fs) 3 Delay (fs) & Delay (fs) 3

Figure 4.13: ¢, d, e, Normalized number of trajectories requiring the absorption of 6 VIS-NIR photons to reach
SO (dark red line) compared with the measured yields (circles and shaded area) for p-NA, m-NA
and nd-NA, respectively. To guide the eye, the fits to the experimental spectra are also indicated
by thin continuous lines.

This interpretation aligns with the experimental and numerical findings for both m-
NA and nd-NA. Intriguingly, the ultrafast CT process remains unchanged by either
the inductive effect or methylation. In the case of methylation, this resilience is likely
due to the methyl groups being closer to the planar structure, offsetting the increased
mass of the donor group. It’s also notable that the observed decay time for nd-NA
(12 = 31.4 £ 1.3 fs) is longer than in p-NA, indicating a direct influence of methy-
lation on nuclear wavepacket confinement.

4.3.3 Conclusions: early stage process guiding CT in a donor-m-acceptor
system

Odur research demonstrates that the initial CT step in prototypical nitroanilines, is an
electron transfer from the NHg lone pair to the adjacent C-N bond (happening in
approximately 10 fs) driven by the NHy group planarization.
10-fs is also the time required for the nitrogen atoms to switch from sp® to sp? hy-
bridization, enabling effective electron transfer toward the donor side of the molecule.
This early-stage process is fundamental to subsequent ET/CT processes occurring on
longer timescales, ultimately culminating in CT to the acceptor nitro group.

We have also elucidated the reasons behind the decay of ionic fragments observed
in this and previous XUV pump/NIR probe experiments at extended pump-probe

I00



delays, attributing it to the reduced efficiency of the probing step due to the continual
spreading of the nuclear wave packet.

These findings address a crucial question in chemistry regarding the time needed
for charge transfer from an electron donor unit to the adjacent carbon atom of the
benzene ring and the accompanying structural changes. Thus, our experimental and
theoretical insights contribute significantly to a deeper understanding of textbook dia-
grams and concepts typically employed to qualitatively predict charge migration/charge
transfer in organic molecules.
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Chapter s

Summary and Outlook

The advent of attosecond science revolutionized our comprehension of ultrafast phe-
nomena by enabling real-time tracking of electron dynamics within atoms, molecules
and solids. Particularly, this groundbreaking progress opened up new avenues for un-
derstanding and manipulating ultrafast processes in molecules at the quantum level,
crucial for advancements in photochemistry and optoelectronics. The synergy be-
tween advancements in simulating quantum phenomena in complex systems and
technical developments in attosecond technology has been instrumental in this evo-
lution, setting the stage for cutting-edge applications in materials science and the field
of energy conversion.

In this dissertation, I have delved into both domains, enhancing the technological
repertoire for generating attosecond pulses through high harmonic generation in gas
(as detailed in Chapter 3), and examining the dynamics of ultrafast photo-induced
charge transfer mechanisms (discussed in Chapter 4).

In Chapter 3, section 3.1, it is showcased the first successful experimental demon-
stration of a new theoretical model that provides simple guidance for optimizing gas-
based HHG sources. In Section 3.2, we introduced an innovative model for predicting
the transfer of astigmatism from the driving field to the generated harmonics. This
model, corroborated by experimental findings, serves as a roadmap for producing
high-intensity XUV laser beams with minimal aberrations. Utilizing this model, we
are now equipped to forecast the creation of chromatically aberrated XUV beams and
accordingly implement strategies to correct them, especially by reducing astigmatism
in the driving field using wavefront-correction optics. Section 3.3 introduced an inno-
vative technique for generating isolated attosecond pulses (IAP) utilizing, for the first
time, a semi-infinite gas cell (SIGC) combined with a strategically engineered gas pro-
file. The results confirmed that thanks to a combination of time-gated phase matching
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and harmonic re-absorption, SIGC apparatuses are suitable for IAPs production. This
achievement marks a significant step forward in developing more flexible IAP gener-
ation methods compatible with medium-to-long focusing geometries, adaptable to
a range of experimental setups, including XUV-XUV pump-probe or NIR/VIS/UV
pump-XUV probe systems.

The pulses generated with this technology are then used for ultrafast spectroscopic
applications, for example, to investigate the ultrafast photophysics of donor-acceptor
molecular systems.

Therefore, in Chapter 4, we examined one of the simplest donor-acceptors: nitroani-
lines. Specifically, we studied the initial charge transfer stages, triggered by an iso-
lated attosecond pulse, and subsequently probed using a few-femtosecond infrared
field. Our research revealed a rapid charge transfer mechanism in nitroaniline, oc-
curring in less than 10 femtoseconds, guided by the planarization of the NH2 group
and an ultrafast-hybridization transition from sp? to sp? orbitals. This early-stage
process critically influences the ensuing electron dynamics, thus affecting the over-
all charge transfer within the molecular system. Supported by advanced quantum
mechanics simulations, these experimental observations provide fresh perspectives on
the early photophysics of donor-acceptor systems. These insights have far-reaching
implications in photovoltaics, molecular optoelectronics, and understanding the in-
tricate interplay between nuclear and electron dynamics beyond traditional adiabatic
approximations.

What is next?

This thesis outlines recent advancements in attosecond technology and atto-chemistry.
As discussed, HHG stands out as an exceptional tool for both its temporal and spatial
characteristics.

Looking ahead, research is currently extending Attochemistry to the soft-X-Ray region
(i.e. water window), where attosecond pulses can offer groundbreaking insights into
molecule photophysics with atomic specificity. This research aims to elucidate com-
plex organic molecules for optoelectronic applications (such as molecular transistors
and molecular nano-wires) and inorganic molecules (like transition metal complexes
and ultrafast photocatalysts). Moreover, the refined control of HHG’s spatial proper-
ties is opening new paths in nanometrology and HHG-ptychography, presenting ex-
citing possibilities for non-invasive imaging of nanostructures. These advancements
hold immense potential for broad applications in nanotechnology and the semicon-
ductor industry.
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Appendix A: Quantum Mechanics
Transformations and Dyson

Equations for SFA

.1 On Gauges transformation in quantum mechanics

The inclusion of a scalar potential, denoted as Ag(r, t), and a vector potential, rep-
resented by A(r,t), significantly simplifies the approach to describing and solving
physical phenomena within the framework of Maxwell’s equations and Light-Matter
Interaction. The relationships between these potentials and the electric field E, and
the magnetic field B, are given by[93]:
0A
E=-VA, - v "
B=VxA

where V represents the gradient operator.
However, it is important to note that these potentials are not uniquely defined. We
can always introduce a gauge function, X(a) , that transforms the potentials as follows:

A@ = AB) 4 vy )
Ox(@ @)

o B

It can be demonstrated that these transformations preserve the form of Eq. (1). As a
result, Ap(r,t) and A(r, t) are gauge-dependent, whereas the real fields E and B are
gauge-invariant.

To minimize the redundancy introduced by the gauge function x(r, t), physicists
often constrain this freedom by selecting specific gauges[187]. A common approach
involves decomposing the vector potential into its longitudinal and transversal com-
ponents:

A=A, +Ar ()
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where A7 satishes V- A7 =0,and A;, =0,V x Ay, = 0.
Due to fundamental vector identities (e.g., V X V- v = 0), irrespective of the chosen
a-gauge, V(@) is always longitudinal:

A = Ar 4+ (Vx@), ()

This distinction is particularly useful when transitioning between different gauges. By
setting Ay, = 0, we arrive at the so-called Coulomb gauge (or the velocizy gauge in
the context of strong-field matter interaction). In this velocity gauge (v), according

to Eq. (1) and since V - Ap = 0:

V-E=-v2AV = % (5)

where we can recognize in the last part the basic electrostatic Poisson’s equation.

(v)

Hence, within this gauge, the scalar potential Aj” coincide with the electrostatic
Coulomb potential, ® = 1/t in the simple Hydrogen case.
Consequently, the total electric field E can be written:

E=-VAY - 9,A®) = VO 1 B, ©6)
Thus, within this gauge, we can distinguish the electric field contribution from local-
ized charges, Ag = ®, from the one generated by external sources (e.g. laser field),

which is embedded in the transversal component —0; A7 = Egy,.

A more general approach is to define a multipolar a-gauge given by:
1
A = Ap —aV / dArAr(\r), )
0
where the gauge function x(®) is expressed as:

1
@ = —a/ dA\rAr(Ar) (8)
0

This gauge finds its application in more advanced contexts. In the dipole approxima-
tion, where A(r, t) ~ A(0, 1), it simplifies to:

Al (t) = Ar(t) — aAT(t) 9)
When o = 1, this yields the so-called length gauge in the dipole approximation,

AD @) = 0. (10)



In semi-classical quantum mechanics, the light-matter interaction Hamiltonian (in
atomic units) in a generic a-gauge for a single electron is:

A

]. A le% o
H® = 2 (p+ A - AL (1)

where H(®), is the Hamiltonian operator in the a-gauge, and the p momentum
operator p = —iV, which keep the same form form across different gauges, though
its expectation value interpretation may vary, as we will discuss later.

In the velocity gauge (v), the Hamiltonian is given by:

- 1
HY = (b +Ar)° — @ (12)

where we have separated the potential contributions from external fields (A7) and

confined charges @, e.g. Coulomb field from a proton in a hydrogen-like system.
The situation in the length gauge is slightly more subtle. Given that A() = 0, the

scalar potential A(()l) encompasses both the Coulomb contribution and the external

field, which is uniquely defined (regardless from the gauge) in terms of Ap. The
gauge function x(!) and its gradient are equal to:

VX(l) = _AT7
YW =—r Ap
By exploiting (2), it follows that:
o oW
A = (A = S=) = @410 AT = & 1 Bo (13)

hence, A(()l) effectively integrates the influences of both the Coulomb potential and
the external electric field.

Consequently, the Hamiltonian in the length gauge (1), within the dipole approxima-
tion is given by:

N 1. 1.

This derivation presents a straightforward approach, offering a clear path to inter-
change between gauges without invoking any unusual properties or complex reason-

ng.
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.1.I  Gauges and Wavefunction transformation

Due to the gauge-variant nature of the light-matter Hamiltonian, described in the
precedent discussion, it is to be expected that the wavefunction will reflect a gauge
dependence in the form of a complex phase-term, identified by a generic operator
AL, p):

[(9) = Vo) 191 = et [g) (15

where U4, ) has to be unitary transformation:

ﬁ(aﬁ)UT

(@f) = i (16)

where 1 is the identity operator.

It is important to note that while the wavefunction is gauge-dependent, the expecta-
tion value of a physical observable, O, must remain invariant across different gauges.
Thus, irrespective of the gauge choice, we have:

@@ [Op@)) = (P |0]yP)y. (17)

For instance, both the position operator, T, and the velocity operator, 7, must exhibit
gauge invariance. As commonly defined in many textbooks, the velocity operator in
any a-gauge is given by:

=Py + AN (). (18)

Following Egs. (17) and (15), we can deduce that:

U&ﬂﬁUmﬂ):r (19)

and,

Ol 5 07 + AT 5 = p) + A (20)

From Eq. (19), we deduce that the two operators commutate with each other [U 4 gy, t] =
0.

The notation }5(0‘”8 ) signifies that, depending on the specific gauge chosen, the mo-
mentum may have different expectation values, even if its definition as an operator
remains consistent. This distinction becomes clear when comparing the momentum
between the velocity gauge and the length gauge. In the velocity gauge, the momen-
tum p(?) represents a drifc momentum, which remains conserved during the interac-
tion:

pW =7(t) — AW = 7(t) — Ap(t). (21)
Conversely, in the length gauge, where AD = 0, the momentum is given by:
p) = #(t) (22)
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implying that the momentum is equal to the instantaneous velocity of the particle (in
a.u.).

Our goal now is to find a form for U, (a,8)> tO be used when transforming the wave-
function from one gauge to another. Following Egs. (20) and (4), we can write:

U(Ta,ﬂ) (p+ A7+ VX(8)U(a,p) =P+ A7 + VX(a) (23)
U(Ta,mf’ﬁ @8 = ~(VX(@) = VX(5)) + P (24)

At the same time, owing to the unitary properties of U (a,3)> the following identity

holds:

ST s B A s s it s 6 A
U(a,B)PU = U(a,B)PU(Otﬂ) — U(a,B)U(OCﬁ)P +p= U(a,ﬁ) [p, U(a,ﬂ)] +p (25)

From basic quantum mechanics, we know:

A 0
b Utap)] = i5-Utas) (26)
Therefore, combining Egs. (24) and (26), and multiplying both terms with U(aﬂ),
we deduce:
15:Utp) = ~Utas) (VX(@) ~ VX)) (27)

We have thus determined, in a straightforward manner, a very important transforma-
tion operator that allows to adapt the wavefunction into a new gauge:

‘w(ﬁ) — U(aﬁ) ’w(a) = '(X(a)=X(8)) W)(a) ) (28)

As detailed in Chapter 2 and in the next section, this result is extremely useful within
the framework of strong-field physics.

General Hamiltonian under gauge transformation

To conclude this section, we derive a rather general transformation rule between
gauges of the hamiltonian operator from H(® to H®), with gauges function(s)
XOé,B (r7 t) *

Let us consider the Schrodinger equation in the final gauge 3, with the proper wave-
function ]¢>(ﬁ):

idy [0)P) = HO) )P (29)
10 (Uapy |90 ) = HOT 5y [)@) (30)
1000 [0) @ + 00, )0; [4) @) = HOT ) 1) (31)
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From these equations, it follows that:
(10U a,5) + Uty H @) [0) @ = AT, g) 1) (32)

By multiplying both sides by U (Ta ) and using the unitary property of the operator,

we obtain:

o ot
A® =0, pH )U( 8 T 00U, )

In the simple case of velocity to length gauge, it can be shown that we can also correctly
transform the Hamiltonians by exploting Eq. (33).
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.2 Propagators and Dyson Series

Propagators

As introduced in Chapter 1, in the modern formulation of quantum mechanics [3]
time cannot be measured. Hence, although we cannot define a time operator, we can
introduce the concept of time-evolution operator. Imagine a state initially defined as
|1, to) = |¢(to)). The time-evolution of this state, resulting in |1}, t) = [¢)(%)), can
be viewed as the application of an operator on the initial state:

(1)) = U(t, to) [¥(to)) (4)
and, similarly: )
(W(t)] = (W(to)| UT(t,t0) (35)

Therefore, the Schrédinger equation for a certain state [¢)(t)),

0 A
i 19(0) = H[g()) (36)
can be reinterpreted in terms of the application of this specific operator (Eq. 34):

0

z&(ﬁ(t,to) [0 (t0))) = H(U(t, to) [¢(to)))

Given that [1(to)) is no longer time-dependent, we infer that the two operators (left
and right-sides) are identical, i.e. have the same effect on the initial state:

0 - .
i, U(t to) = HU(t, to) (37)

Eq. (37) is commonly referred to as the Schridinger equation for the time-evolution
operator [62 ].

Let us first consider the scenario where H is a time-independent Hamiltonian, de-
noted as H = Hy.
The solution is: R

U(t,to) = e *lolt=to) (38)

where the exponential operator must be regarded as:

e*’if{o(tft()) — Z (—’Lﬁo(t - to))n

n!

n

Thus, B
[(2)) = e~ Hol=10) J4j(ty)) (39)
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The validity of this result will be demonstrated later in a more general context, yet we
can already observe two key aspects:
Firstly, when ¢ = %(, we have:

e =1 (40)
'This leads us to the identity operator Z |1)(to)) = |1h(to)).

Secondly, if the following condition holds (standard eigenvalue equation):

I:IO |1/}n> = En W’n) )

then it follows that: _
(1)) = e ko)) (40
In essence, if |t)) is an eigenstate of the time-independent Hamiltonian, we recover

the expected time-dependence for an eigenstate!.

Now, let us extend the result of Eq. (38) to scenarios where H (t), the Hamiltonian
operator, depends on time. Consequently, the solution to Eq. (37) becomes:

O(t, tg) = e~ Joo 1O (42)

For completeness, let us demonstrate that Eq. (42) ipdeed solves Eq. (37). We start
by expanding the time-derivative of the propagator U:

oU 0 —i [t H(t)at 0 [ NN
= ;= — i _ H il
i = (e 0 ) en nz:() ( ; (t)dt ] (43)
Utilizing the following mathematical property, we note that for n # 0:

% [/0 / (y)dy} - % () = F(0)] = agf) [F(z) — F(O)" ' n

where x, y are parameters, and F’ is the primitive of f:

OF (x)
ox

[ rwa] Q- ([ rwa) " 49

1Specifically, in the Schrédinger picture.

- f(2) F(z) — F(0)] = /0 " )y

This leads to:
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In scenarios where n = 0, the derivative naturally equals zero, posing no issues. By
applying this concept to Eq. (43), we arrive at:

~QA_~+OO(_Z‘>”71 2 b / /n_l_A +w(_i)m b ! /m
zatU—zn:1 p nH(t)[tOH(t)dt] _H(t);o ol [tOH(t)dt] .

Consequently, the remaining left term, summed over m is equal to U , hence, we have
confirmed that Eq. (2.37) solve Eq. (37).

Notably, through Eq. (42), we have obtained a general exact solution for every non-
relativistic quantum mechanical problem. Indeed, given knowledge of the initial state,
its evolution is determined by:

LOH At |

(1)) = P |o(to)) = e o V(o)) (45)

where P is the full-time propagator.
Despite the elegance of Eq. (45), its practical applicability is limited in most cases,
with very few exceptions (see Volkov states).

Dyson Equations

In order to fully describe the time-evolution of |1)()) the operator H(¢') must be
replaced with a function that may depend on both time and space. To accomplish this
in the framework of strong-field physics, an interesting approach can be followed[6].
The first step is to reformulate the problem by dividing the Hamiltonian into distinct
components:

H = Hy+ Hy(t) (46)

where now the full Hamiltonian is composed by a time-independent Hamiltonian
Hy (typically including kinetic energy and Coulomb interaction) and H;(t), the in-
teraction Hamiltonian, which depends on external electromagnetic field, often in the
dipole approximation in either the length or the velocity gauge.

Let us reintroduce the time-independent propagator Uo(t, to) as:

9. .
Zan(t,to) = HoUy(t, o) (47)

Our aim is to solve Eq.(36) by refining the result of Eq.(45), this approach is based on
the so-called Dyson expansion (or Dyson equations).

143



First Dyson Equation

Starting from Eq. (36), we write:

20 10) = A0 10) = (o -+ A0, 1)

from which it follows:

(2~ Ho)D(t,10) = By (D0 (1 1) (49)

To find a more elegant solution for Eq. (48), let us first address the following problem:

0
(5, — Ho)Go(t, 1) = 6(t — ') (49)
According to Green’s function theory (Green operators, in this case), if we find Go(t, t')

that solves Eq. (49), the solution to Eq.(48) can be expressed as [6]:

t
U="Us(t,to) + [ Golt,t")H (U to)dt (s0)

to

where the term Up from Eq. (47) has also been included as it solved the homogeneous
equation (i.e. without the interaction hamiltonian).

We now seek to intuitively determine the correct form of G under the causality
condition ¢ > ¢/, implying that the perturbation occurs before the final evolution
time ¢.

Defining the operator Go(w, '), as used in a different context in Quantum Optics
[5], we have:

A 1 too | )
Go(t,t') = ol Go(w,t")e™ dw (s1)
Then, based on Eq. (49):
9 A 1 iwt /
(za — Hp) [ Go(w,t)e™ dw = 5(t —t') (52)

/1 Gg (w, t Zwt) — ffoéo(w,t’)ei“’tdw = /(—w — ffo)éo(w,t/)emdw.
Upon Fourier transforming the delta function shifted at ¢/, Eq. (52) becomes:

/(—w — ﬁo)éo(w,t’)emdw = /e_m/e’wtdw (53)
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By equating the integrands, we derive:

R . efiwt’
Go(w,t') = — = (54)
0( ) w+ Hy
Consequently:
N 1 1 : /
Go(t, t') = —— (=) g, (s5)
ot t) = —o - 55

Upon applying standard residue calculus to Eq. (55), and considering the physically
relevant condition ¢ > ¢/, we arrive at the following expression:

Go(t,t') = —ie~iHolt=t) = —iUo(t, ) (56)

This leads us to a significant conclusion:

0t,10) = Ui, 10) — [ Golt, VALY o) 57

to

This simple approach allow to derive what is called the first Dyson equation [6], simply
and straightforwardly.
Second Dyson Equation

Establishing a second Dyson equation is less straightforward, as it presents a ”time-
reversed” perspective[7] compared to Eq. (57). To demonstrate this, consider:

leading to:

0 . - VO
zan(t,to) = HoU(t,to) = (H — Hr)Uy(t, o)

from which we can write:

9 . . L
(ia — H)Uy(t,to) = —HrUp(t, o) (s8)

This equation mirrors Eq. (48), enabling us to formulate:

(5~ BE)Ci(t, 1) = 6t~ 1) 9)

As before, by employing Green function theory, the solution is expressed as:

t
Us(t,to) = Ult,to) — | Galt,t")Hi(t')Uo(t' to)dt

to
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or equivalently:

¢
Ult,to) = Uo(t, to) + [ Gi(t,t')Hi(t")Uo(t', to)dt’ (60)
to

where U , now, serves as the homogeneous solution for Eq. (59). The solution for Eq.
(59) is then:

Gt ) = —ie TV HEW — it ) (61)

Thus, the Second Dyson equation is derived:

t
U(t,to) = Uo(t, o) — 1/ U(t,t")H(t)Uo(t', to)dt! (62)
to

Both Egs. (57) and (62) offers a comprehensive method to describe the time evolution
of any quantum state |1)):

() = Uo(t, to) 1 (to)) _i/t Ut, ) H () Uo(t' o) [1(to)) dt' | (63)

to

This result, which we have taken for granted in Chapters 1 and 2, and has been used
as the starting point of strong field approximation, now has a formal justification.



.3 Propagators and Volkov wavepackets

To elucidate the practical use of propagator formalism, we address the free electron
propagation problem under the influence of an external electromagnetic field. This
scenario is commonly encountered when an electron is freed from its parent ion and
propagates in space, as seen in processes like high-order harmonic generation (before
recombination) or two-color interaction, both discussed in Chapter 2.

In the velocity gauge, the Hamiltonian for a free particle, H I(;U) (denoted as H Ja
henceforth), is expressed as:

Hy" = 5(b+A1)” (64)
The goal is to find the quantum states that satisfy:

0

Hpp) = i& 1) (65)

This problem is efficiently solved using the propagator formalism, presented in the
previous section. Introducing Uy (t, o) as the time evolution operator, which evolves
an initial state |1)(tg)) at time t into [¢)(t)), we have:

[W(t)) = Uy (t,to) [¥(to)) - (66)

Hence, Eq. (65) can be rewritten as:

BpOy (1) (1)) = 150 (1 10) ()

As discussed, the general solution is given by:

—i [t L(s 2 44!
() = e o 2 BT 4y
Gy — il S

We can generalize our solution by using the completeness of momentum space:

o) = [ @0} o) )
where (p|1(t)) is given by:

(pl(t)) = (p| e Jio BETAWYL 1y vy (68)
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Hence,

i BBHACDZAL o =i Sl 5 (A% )

(ple (ple

where now p is the eigenstate associated to |p). From this result, we can define the
semi-classical action S as follows:

t
s(t.to) = [ 5+ A ar. 70

This allows us to formulate a (almost) ready-to-use of the time evolution of a generic
initial state | (o)), influenced by an external electromagnetic field:

ww»=/@ww» S(600) |p) g ()

This solution can be viewed as decomposing the initial state into a complete set of
momentum eigenstates |p), each modulated by a time-dependent weight. Alterna-
tively, it can be seen as a decomposition into specific states, known as Volkov states
[6, 7], each associated with time—independent coefhicients:

|Wvoikon(t)) = €~ Sltto) p) (72)

hence,
WWZ/@W%W%@MWM%

For practical use, we re-frame everything in the spatial domain (position space) by
writing the wavefunction of Volkov states as

1 .
U otkon (1, 1) = (t[Uvoikon(t)) = We iS(bto) gipr, (73)
m)2

where we use the fact that (r|p) = (271')7%6’?*.
Thus, the general solution of Eq. (65) is:

Pr,t

/ d(p, to)e L0 P rsy, (74)

3
2

where ¢(p,t9) = <p\w(t0)> represents the initial momentum distribution of the
electron at time %.

The derivation could also have been performed in the length gauge, or by utilizing
Eq. (28), where within the dipole approximation:

X =0, (75)
X = Ar, (76)
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yielding to:

\I/Volkou(v) (I‘,t) = %e_is(t,to)eipw
(2m)2

Uy otkov ® (r,t) = %e_is(t,to)ei(p—i-A(t)).r
(2m)2

Useful trick with propagators

We note that, given ¢ final instant of time, ¢ initial instant (¢ > t), H (t), generic
time-dependent Hamiltonian, the complex conjugate of:

(e = (Ot t0) [T (to))T = (7o PO )t (77)

is equal to:
i ([t () d ~
()] = () "o T = (0(10)] O (10,1 79)
o . iftt Hat' _Z'ftO Hdy 7 . .
where, U (tp,t) = e 't =e ') = U(to, t) is the time reverse-operator.
By exploiting the identity property of the propagator, we can rewrite everything as:

(W(to)| = ((t)| e o T — (w(n)] U8, ) (79)

or

(W) = (W(t)| eI AW — 1 (1) T ko, 1) (80)

In other words, Eq. (79) and Eq. (80) can be seen as applying the time-forward
operator on a certain (.|-state that reverse time.
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Appedix B: Atomic units

In this dissertation, Atomic Units (a.u.) are predominantly utilized due to their effec-
tiveness in simulations and their natural suitability for evaluating microscopic physical
laws. Commonly, the following constants are set to unity in a.u.: the elementary pos-
itive charge e = 1 a.u., PlancK’s constant divided by 27, i = 1 a.u., the electron’s
mass M. = 1 a.u., and the permittivity of free space, 4meg = 1 a.u. It’s crucial to
remember that the absence of dimensions in atomic units is a matter of convention,
and one must avoid inappropriately mixing different basic units.

As elaborated in [6], at the microscopic level, the four fundamental SI quantities
are time [T'], length [L], charge [C], and mass [M]. A connection between these SI
units and atomic units is established to create a clear map between any choice of units.
This enables the conversion of an arbitrary physical quantity from a.u. to S.I units
and vice versa. The relationships are expressed as:

h= [M]"H L] [T [C]
me = [M]*[L]*2[T]* [C]*
e = [M]*H[L]*2[T]" [C] "
dmeg = [M]*H[L]*2[T]"e[C]

From basic Physics consideration on the nature of these constants, these relationships
are represented by the matrix A:

1 2 =10
10 0 O
A= 0 0 0 1
-1 -3 2 2

To derive the relationship between the four fundamental SI units and atomic units,

I5I



we use similar equations:

532 b33

)
b22 b23 47T60)b2
47e)
)

512 b13 d7eg b1g

=

b3

b42 b43 d7eg bag

For instance, evaluating time in atomic units using the A matrix, we find:

[T] = i*m

Tl(4meg)?e™

~ 24.189 : as.

This process can be applied to other units, leading to the matrix B:

0 1 O
2 -1
3 -1
0 -0 1

-2
—4

0
1
2
0

A more comprehensive overlook on the units is resumed in the following table.

Name Atomic units SI value
action h 1.054571817 10734 Js
charge e 1.602176634 10719 C
length ao 529177210903 10~ m
mass Mme 9.1093837015 103! kg
energy Ej = 25 | 4.35971 10718 ] (27.21 V)
electric dipole moment eay 8.4783536255 10730 Cm
electric field Ey/(eag) 5.14220674763 101! Vm~1
time h/E, 2.4188843265857 1017 s
velocity aoEp/h 2.18769126364 105 ms~*
peak intensity 0 f2 3.511 1016 Cm%
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