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Abstract

The fields of plasmonics and two-dimensional semiconductors represent some of the most
rapidly advancing areas in current solid-state research, driven by the immense potential
of these materials for numerous technological applications. This work is situated at the
intersection of these two dynamic fields. It focuses on the development of the microscopic
framework to describe the electron dynamics in metal nanostructures and the theoretical
understanding of exciton dynamics in hybrid metal-semiconductor nanostructures.

The methodological umbrella is provided by the Heisenberg equations of motion. It
is employed to derive a spatio-temporal, momentum-resolved phase space description of
the electron dynamics in metal nanostructures as well as a momentum-resolved descrip-
tion of excitons in hybrid systems consisting of transition metal dichalcogenide (TMDC)
monolayers and metal nanostructures.

The first part of this thesis focuses on studying a system comprising a metal nanopar-
ticle and a TMDC monolayer using self-consistent Maxwell-Bloch theory. The combined
system yields an effective eigenvalue equation governing the center-of-mass motion of
dressed excitons in a plasmon-induced potential. Bound states with negative eigenen-
ergies are found in the dynamical equation of the exciton-plasmon hybrid, indicating
exciton localization in the plasmon-induced potential. The coupling regime is quanti-
fied by computing the scattered light in the near-field, revealing strong exciton-plasmon
coupling with an avoided crossing behavior and an effective Rabi splitting of tens of meV.

The key achievement of this work lies in the successful development of a comprehen-
sive microscopic approach for studying spatio-temporal, momentum-resolved electron
and phonon dynamics in metals in a Wigner phase space representation. This approach
accurately reproduces macroscopic equations in both local and non-local formulations
and incorporates geometrical effects and multi-band processes, enabling a description
of interband transitions based on microscopic parameters. To investigate the poten-
tial of actively tuning the optical response of metal nanoparticles using strong THz
fields, we develop a fully numerical method combining the three-dimensional momentum-
resolved microscopic Boltzmann scattering equations for the electronic Wigner function
with a three-dimensional finite-difference time-domain solver. This approach allows for
a spatio-temporal treatment of microscopic dynamics, including non-equilibrium, non-
perturbative, and nonlocal phenomena, as well as interband transitions. The same sce-
nario is described using an analytical model, revealing that the additional THz pulse
effectively renormalizes the electronic ground state of the system through pressure renor-
malization of the electron gas within the nanoparticle. This leads to a blue shift of the
plasmon resonance, which is also observed in experiments.

Finally, the framework is applied to study the onset of radial oscillations in spherical
nanoparticles. This microscopic approach incorporates direct electron-coherent phonon
interaction, which reveals an additional driving source for nanoparticle oscillations. In
particular, we identify spatial electron density gradients as the dominant driving source
for the onset of radial oscillations on short time scales beyond thermal contributions,
providing a compelling explanation for recent experimental findings.






Deutsche Zusammenfassung

Die Bereiche Plasmonik und zweidimensionale Halbleiter geh6ren zu den am schnellsten
wachsenden Gebieten der heutigen Festkorperforschung. Dies wird durch das enorme Po-
tential dieser Materialien fiir zahlreiche technologische Anwendungen angetrieben. Diese
Arbeit ist an der Schnittstelle dieser beiden dynamischen Gebiete angesiedelt. Ihr Fokus
liegt auf der Entwicklung einer mikroskopischen Beschreibung der Elektronendynamik in
metallischen Nanostrukturen und einem theoretischen Verstindnis der Exzitonendyna-
mik in hybriden Metall-Halbleiter-Nanostrukturen.

Den methodischen Rahmen bilden die Heisenbergschen Bewegungsgleichungen. Die-
se werden verwendet, um eine raum-, zeit- und impulsaufgeléste Phasenraumbeschrei-
bung der Elektronendynamik in metallischen Nanostrukturen sowie eine impulsaufgelos-
te Beschreibung von Exzitonen in Hybridsystemen aus Ubergangsmetalldichalkogenid-
Monolagen (TMDC-Monolagen) und metallischen Nanostrukturen abzuleiten.

Der erste Teil dieser Arbeit widmet sich der Untersuchung eines Systems bestehend
aus einem Metallnanopartikel und einer TMDC-Monolage, das mithilfe einer selbstkon-
sistenten Maxwell-Bloch Theorie beschrieben wird. Das kombinierte System liefert eine
effektive Eigenwertgleichung, welche die Bewegung des Massenschwerpunktes von dres-
sed excitons in einem plasmoninduzierten Potential beschreibt. In der dynamischen Glei-
chung fiir die hybriden Exziton-Plasmon-Teilchen finden sich gebundene Zustdnde mit
negativen Eigenenergien, was auf eine Lokalisierung der Exzitonen im plasmoninduzier-
ten Potential und eine starke Kopplung zwischen Exzitonen und Plasmonen hinweist. Die
Stéarke der Kopplung wird durch die Berechnung des gestreuten Lichts im Nahfeld quan-
tifiziert und zeigt eine starke Exziton-Plasmon-Kopplung, die sich in der Vermeidung des
Kreuzens von Systemresonanzen und einem effektiven Rabi-Splitting von einigen zehn
Millielektronenvolt manifestiert.

Die wichtigste Errungenschaft dieser Arbeit ist die erfolgreiche Entwicklung eines um-
fassenden mikroskopischen Modells zur Untersuchung der raum-, zeit- und impulsauf-
gelosten Elektronen- und Phononendynamik in Metallen in einer Wigner-Phasenraum-
darstellung. Dieser Ansatz reproduziert bekannte makroskopische Gleichungen sowohl in
lokalen als auch in nichtlokalen Formulierungen und erlaubt die Einbeziehung von geo-
metrischen Effekten und Multibandprozessen, sodass eine Beschreibung von Interband-
iibergéngen auf der Basis mikroskopischer Parameter moglich ist. Um die Moglichkeit
der Beeinflussung der optischen Resonanzposition von metallischen Nanopartikeln durch
starke THz-Felder zu untersuchen, entwickeln wir ein vollstdndig numerisches Verfahren.
Dieses kombiniert die dreidimensionalen, impulsaufgelésten mikroskopischen Boltzmann-
Streuungsgleichungen fiir die elektrische Wigner-Funktion mit einer dreidimensionalen
Finite-Difference Time-Domain Methode. Dieser Ansatz liefert eine rdumlich und zeitlich
aufgeloste Beschreibung der mikroskopischen Dynamik von nichtlokalen Nichtgleichge-
wichtsphdnomenen, die nicht storungstheoretisch behandelt werden kénnen, und erlaubt
die Einbeziehung von Interbandiibergdngen. Das gleiche Szenario wird durch ein analy-
tisches Modell beschrieben, das zeigt, dass der zuséatzliche THz-Puls den elektronischen
Grundzustand des Systems durch Druckrenormierung des Elektronengases innerhalb des
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Nanopartikels renormiert, was zu einer Blauverschiebung der Plasmonenresonanz fiihrt,
die auch experimentell beobachtet wird.

Schliekslich wenden wir unseren mikroskopischen Ansatz an, um den Beginn von radia-
len Atmungsmoden in metallischen Nanokugeln zu untersuchen. Damit kann die Wech-
selwirkung zwischen Elektronen und kohérenten Phononen untersucht und in die theore-
tische Beschreibung des Ostzillationsbeginns integriert werden. Hierbei identifizieren wir
rdumliche Gradienten in der Elektronendichte als die dominante Antriebsquelle fiir radia-
le Oszillationen, insbesondere auf kurzen Zeitskalen, jenseits thermischer Beitrége, was
eine iiberzeugende Erklarung fiir jiingste experimentelle Ergebnisse liefert.

iv
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1. Introduction

“I am among those who think that science has great beauty.”
— Marie Curie

Throughout history, humans have been eager to explore the capabilities of materials to
harness them for various purposes. From ancient times, when early humans crafted basic
tools from available materials, to milestones such as the invention of the wheel and the
industrial revolution, our ability to build tools has been the catalyst for transformative
technological developments.

Behind these monumental achievements lies the essential role of basic research, which
curiously explores and pushes the boundaries of what was previously known. It is this
relentless pursuit of understanding that has paved the way for groundbreaking innova-
tions shaping the course of human history. One example in the context of this work is
Mie’s early research on the color of colloidal gold solutions [1]|, which laid the founda-
tion for modern scattering theory. Another example is the fundamental understanding
of quantum mechanics during the first quantum revolution, which led decades later to
the development of first-generation quantum technologies such as transistors, lasers, and
MRIs — innovations that were unimaginable at the time when their foundations were
being studied, illustrating the beauty of scientific exploration.

In the last decades, our fabrication capabilities have reached the physical size limits,
allowing us to design and produce materials at the nanoscale with the ability to harness
quantum mechanical phenomena, marking yet another significant milestone in what is
now known as the second quantum revolution [2|. As we venture into this technologically
advanced field, it is essential to emphasize the importance of responsible progress [3]. At
a time when the costs of technological progress are evident, it is increasingly important
to carefully consider the implications of our innovations.

Novel nanoscale devices hold enormous promises, in particular by making devices more
cost and energy efficient, while at the same time improving their performance. In this
thesis, we explore two different nanoscale material systems, of which we show pictures in
Fig. 1.1: First, we study 2D semiconductors, where the physics is dominated by excitons.
Then, we move on to investigate metals at the nanoscale, with a special focus on localized
surface plasmons (LSPs).

Extensive research on 2D materials has been made possible by the development of
exfoliation techniques. Initially demonstrated with graphene [6, 7], these techniques
quickly expanded to include other van der Waals materials [8], making 2D materials
readily available for scientific study. In this work, our focus will be on transition metal
dichalcogenides (TMDCs), a class of materials that exhibit remarkable optical properties:
In the monolayer limit, TMDCs are direct band gap semiconductors with high absorption
rates of up to 10 % [8, 9]. Additionally, they exhibit valley-selective dichroism [10, 11| and
a spin-split band structure [11-13|, promising their application in spintronic devices from
nonmagnetic materials [5, 14-16]. The reduced dimensionality of these atomically thin
materials enhances the Coulomb interaction, leading to the formation of tightly bound
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Figure 1.1.: Images of Nanostructures. (Left) Transmission Electron Microscope
images of self-assembled gold nanoparticle arrays, reprinted with permission from
Ref. [4], (© ACS 2023. (Right) Optical microscope image of a MoS,/WSes heterostruc-
ture, reprinted with permission from Ref. [5], (©) Springer Nature 2017.

electron-hole pairs known as excitons [17-19]. The large excitonic binding energies up to
several hundreds of meV in TMDCs provide an excellent platform for studying exciton
physics 20, 21].

These properties, along with their high sensitivity to the surrounding environment
[22-26], make them ideal for functionalization [27]| with external nanoparticles, such as
molecules [25, 28-30], metal nanoparticles [31-33], or quantum dots [34] to locally tailor
their optical properties. Furthermore, recent research has taken advantage of the van
der Waals properties of these materials to create heterostructures [35-37], resulting in
the formation of interlayer excitons. Moreover, Moiré effects resulting from different
twist angles or lattice periodicities have been investigated [38—43]. These advancements
enable researchers to combine individual materials into unique configurations, using what
is often referred to as “atomic-scale Lego” [35], allowing for the effective design of hybrid
devices with tailored properties.

A promising technological application of TMDCs [44] is their use as single-photon
emitters [45, 46] through deterministic creation of defects within the structure [46], strain-
induced localization that attracts carriers [47, 48], and Moiré potentials [49, 50| that allow
localization of carriers within the TMDC monolayer.

The second material system considered in this thesis are metal nanostructures that
support plasmonic excitations [51-55]. This research field lies at the interface of material
science and classical electromagnetism. Over the years, it has evolved from its initial
focus on sub-wavelength field confinement and local field enhancement [56-60], as well
as guiding [61] into a transdisciplinary research field, spanning chemistry [62], optics
[63, 64], material science [65, 66|, and energy harvesting [67, 68, holding great promise
for significant applications [69, 70].

In contrast to the field of 2D semiconductors, plasmonics, as a more mature research
area, is on the verge of finding practical applications on an industrial scale [71, 72].
Notable applications include plasmon-enabled catalysis, i.e., facilitating CO2 reduction
and hydrogen production |[73-75], and metamaterials [65] for advanced antenna design
[76-78], active light guiding [79, 80|, and plasmonic lenses [81, 82]. Additionally, plas-
monics finds applications in modulators [83, 84|, photothermal cancer therapy [85, 86],
biochemical sensing [62, 87, 88|, and energy harvesting [89, 90].



In addition, exciting potential avenues for new applications are emerging, such as using
plasmonics to enhance nonlinearities [91-95], explore hot-electron physics [71, 96], utilize
Purcell enhancements [97-99|, and implement active plasmonic systems [100-104].

Historically, a major driving force behind the field of plasmonics has been its ability to
enhance Raman spectroscopy, enabling single-molecule detection [105-107]. Over time,
this field has grown, particularly in the coupling of plasmonic systems with other (ex-
citonic) systems to enhance light-matter interactions up to the strong coupling regime
[108-118].

From a theoretical perspective, plasmons are classically understood as collective exci-
tations of conduction electrons [119]. From a quantum mechanical point of view, they are
interpreted as collective excitations around the Fermi energy, mediated by the Coulomb
interaction, resulting in significantly higher energies compared to individual electron-hole
excitations. Initial calculations were performed in Refs. [120-123|. Today, theoretical de-
scriptions of plasmons range from basic methods in quasi-static Mie scattering theory
[124, 125] to more advanced approaches such as quasi-normal modes [126-130] or full
numerical implementations of classical electrodynamics, such as finite-difference time-
domain [131], finite element [132], and boundary element methods [133].

Two of the most extensively studied plasmonic excitations are surface plasmon polari-
tons (SPPs), which are found in an increasing number of systems [134, 135], and localized
surface plasmons (LSPs) [51, 136]. Recently, there has been significant interest in gap
plasmons in micro- or picocavities [137-139)].

As the size of nanoparticles and nanogaps has continuously decreased to the nanoscale
and below [140], it has become possible and crucial to include quantum properties in the
description of these systems. This development has led to the emergence of the field of
quantum (nano)plasmonics [141-144]: Two dominant models have been established to
incorporate quantum corrections into the classical description of plasmonic structures.
The first model is the hydrodynamic approach [145-152], which exploits the hydrody-
namic nature of the electron gas to incorporate nonlocal effects into the description. The
second model is the surface response formalism based on Feibelman parameters [153—
156], providing an alternative approach by considering the surface electronic response to
incorporate quantum effects into plasmonic phenomena.

Having introduced the two relevant systems in this thesis, it is essential to highlight
the significant research efforts dedicated to coupled systems, allowing for exciton-plasmon
hybridization [157-161]|. Exploring various coupling regimes of electromagnetic modes
to quantum emitters has provided unprecedented control over quantum states [113, 129,
162].

The research presented in this thesis lies at the intersection of the two vibrant research
areas we just introduced: 2D materials and plasmonics. Our primary focus is on the
theoretical understanding of light-matter interactions and carrier dynamics within these
structures. In particular, we aim to explore the potential synergy of combining these
two materials to tailor their distinct properties. In addition, we seek to extend exist-
ing microscopic theories for metal structures to enable a deeper understanding of their
microscopic dynamics.

Structure and Scope of This Thesis

The thesis begins with a brief introduction of the fundamental concepts and material
properties, as well as their theoretical treatment in Ch. 2.
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The main part, which presents our results, is divided into four separate chapters,
Chs. 3-6. The common theoretical framework used to describe the microscopic dynamics
is the Heisenberg equations of motion, which are applied in various scenarios. Each
chapter briefly introduces the specific context relevant to the situation being studied and
concludes with perspectives for further exploration. The overall conceptual idea is to
explore theoretical techniques that have been successfully applied in the semiconductor
community and apply them to metals to gain a deeper understanding of their dynamics
from a microscopic, momentum-resolved perspective.

In Ch. 3, we stay in the realm of semiconductors and study a system consisting of
a TMDC monolayer and a metal nanoparticle. In this system, we treat the TMDC in
the framework of the semiconductor Bloch equations and derive an equation of motion
for the excitons under the influence of the metal nanoparticle. The resulting eigenvalue
equation analytically captures the interaction of excitons and metal nanoparticles and is
discussed in detail, providing interpretations of the associated eigenstates. In addition,
the equation is used to explore different coupling regimes and to obtain macroscopic
variables that could be measured experimentally.

In Ch. 4, we change the material system and apply the second quantization framework
to the electron dynamics in metals. For comparison with the hydrodynamic description
at the macroscopic level, we derive a spatio-temporal description using the Wigner phase
space representation. From this, fundamental dynamical equations are derived, which
will be employed throughout the thesis. These equations are used to study two situa-
tions explicitly, namely the inclusion of geometry in the microscopic equations, and the
description of interband processes using a two-band model.

In Ch. 5, we use this microscopic framework to study the possibility of active tuning
of the localized surface plasmon resonance using strong THz pulses, inspired by prelimi-
nary experimental results. This is done using two different approaches: The first one is
a fully numerical solver that combines a self-written three-dimensional finite-difference
time-domain solver with a three-dimensional momentum-resolved microscopic Boltzmann
scattering solver using the equations developed in Ch. 4. At the time of writing, this
project remains a work in progress, but promises valuable insights into the complex
dynamics in nanostructures. In a second approach, the same experimental situation is
modeled fully analytically by treating the THz field non-perturbatively as a distortion
of the electronic ground state. The effect of the THz field on the optical response of the
nanoparticle is discussed qualitatively.

In Ch. 6, we once again use the microscopic framework and extend it to include coher-
ent phonons, which are the observable of interest in this chapter, as we study transient
nanoparticle oscillations after optical excitation. This allows to include a direct inter-
action channel of excited electrons and coherent phonons in the theoretical description,
allowing to investigate the opportunity of a more immediate oscillation onset. We com-
pare our microscopic framework with previous models based on thermal expansion and
recent experimental results that were able to observe the onset process of these oscilla-
tions. This comparison underscores the need for an additional, more direct interaction
contribution.

The final chapter, Ch. 7, summarizes the main concepts and findings of this thesis and
presents perspectives for future research.
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“When I started to think about it, I felt that the main problem was to explain
how the electrons could sneak by all the ions in a metal. ... I found to my delight
that the wave differed from a plane wave of free electron only by a periodic mod-
ulation. This was so simple that I didn’t think it could be much of a discovery,
but when I showed it to Heisenberg, he said right away, ‘That’s it.”.”

— Felix Bloch

We must be clear that when it comes to atoms, language can be used only as in poetry.
In this chapter, we aim to provide a concise yet comprehensive overview of the cur-
rent theoretical descriptions relevant to this thesis. Our objective is to contextualize
our research by introducing the material systems we will investigate and the approaches
commonly employed in their treatment. This foundation will be essential for understand-
ing the subsequent chapters of this thesis, where we will present our contributions and
findings.

We begin in Sec. 2.1 with a brief introduction to the second quantization framework
that will be used throughout this thesis to describe microscopic carrier dynamics, in
particular electrons and excitons. Moving forward, in Sec. 2.2 we introduce transition
metal dichalcogenides, one of the material platforms we will investigate in this thesis.

In Sec. 2.3, we begin to introduce metals, which are the second material platform in this
thesis, and how they are currently described in the literature for bulk systems within the
framework of classical electrodynamics. Additionally, we discuss how geometrical effects
are described in metal nanostructures in Sec. 2.4.

2.1. Second Quantization

In quantum mechanics, the dynamics of a system are generally governed by the Schridinger
equation

ihdyU(r,t) = HU(r, 1), (2.1)

postulated by Erwin Schrédinger in 1926 [163]. The equation describes the time evo-
lution of a wave function describing a quantum-mechanical state. Quantities that can
be accessed experimentally are named observables and appear as expectation values of
Hermitian operators in the formalism of quantum mechanics. It often proves useful to
switch to a picture that addresses the time evolution through time-dependent operators.
This is done using the Heisenberg equation [164]
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that is equivalent to the Schrodinger equation. It will be the equation used to describe
the microscopic dynamics in this thesis.

For many-body systems made up from numerous particles, we will employ the formal-
ism of second quantization. In the following, we will discuss this formalism for fermionic
systems, as we are mostly interested in the dynamics of electrons. However, an analo-
gous formulation is available for bosons [165-167]. Compared to the first quantization
approach, the formalism of second quantization changes from explicit N-particle wave
functions to an occupation number representation. The main advantage of this method
is that the indistinguishability of identical quantum particles is naturally contained in
the formalism. Thus, an N-particle quantization would require an (anti-)symmetrization
over all constituents. Hence, a description using the occupation number representation
comes in more naturally.

We start by defining the Fock space as a direct sum of individual Hilbert spaces of
fixed particle number N,

Hrock = Ho @ H1 © Ha... . (2.3)
A state in the Fock space is then given by
|ny,ng,ng,...), (2.4)

where n; gives the occupation number of state j. Those states can be created from the

vacuum using creation operators a;-r. For fermions, an arbitrary state can be expressed
as

[n1,m2,n3,...) = (al)™ (ah)™ (ah)™... [vac) , (2.5)

where |vac) is the unoccupied vacuum state. The operator a;. creates a particle in
the state mj. There are also annihilation operators a; that annihilate particles in the
respective state. To preserve the fundamental fermionic antisymmetry upon particle
exchange, we require the fermions to anticommute,

{ai, a;r-]+ = aia;r- + a}ai = 0ij, [al( ), ET)LF =0. (2.6)

In order to perform our calculations in second quantization, it is crucial to find a way to
include operator quantities in the second quantization formalism. This can be achieved
by canonical transformation. For one-particle operators, this can generally be done by

OV (e, 1) » O = /d3r wi(r,0) O w(r, 1), (2.7)
where ¥(r,t) are the field operators which also obey anticommutation relations

[xp(r,t), \IIT(r’,t)} =0l —), [\p(ﬂ (r, 1), v (r’,t)L = 0. (2.8)

At this stage, one can perform a mode expansion and expand the field operators into
a complete set of spatial modes, denoted by

Z Pra(r ak)\ (t) and W(r Z Pra(r) axa(t (2.9)
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Here, we adopt the typical notation used in solid-state physics, which employs the
momentum k and band A as quantum numbers. From this, it is straightforward to
identify the definition of one-particle operators in second quantization [167],

0 = = ([ 61a) 0 ) a8 vt (2.10)

kk/ AN

This can also be written using the Dirac notation,

~ (2 ’ 2 ~ (1
0P = 3 oalawn, OF = (1AJOV ()[R NY. (2.11)
kk/A\

In a similar derivation, one can find the same for two-particle operators [167],

A1A2A3A
Z Okikzkiki kl,\laLQ,\gaksksakMu (2.12)
kikoksky
A1 A2z
( (1)
OpHE = (kidy, kado|Oy (r,17) | ksAs, kada) . (2.13)

At this stage, one usually uses the periodicity of the lattice to employ the Bloch
theorem. It states that for periodic potentials, solutions of the stationary Schrédinger
equation are of the form [168]

1 .
qbk)\ r)— 761k'ruk>\ r). 2.14
(1) = ™o r) (2.14)
The functions uy)(r) also carry the lattice periodicity uky(r) = uky(r + R). This ef-
fectively allows reducing the theoretical description to the first Brillouin zone. Dynamical
equations for any observables of choice, O, are obtained via the Heisenberg equation of
motion framework, here denoted via the Ehrenfest theorem [169],

ihd, (O(t)) = ([O(t), H]_) . (2.15)

For the scope of this thesis, we will be interested in the dynamical evolution of operators
of the general form

Uﬁﬁ; = <aL/\ak/,\/> = </\1T()\i(/> . (2.16)

This operator creates an electron with momentum k in band A while annihilating one
with momentum k’ in band ). Here, we mostly restrict to a two-band model. As we will
see throughout this thesis, these observables will be used to describe band occupations

l;\ = ol’yi(, intraband transitions fﬁ‘_ qk = af(‘i ak’ and interband polarizations py = affk,
with v for valence and ¢ for conduction band. In the second equality in Eq. (2.16), we
used the abbreviated notation that we will use for fermionic particles in this thesis, where
we absorb the band index into the annihilation (creation) operator A" itself. From this,
it is possible to derive the usual semiconductor Bloch equations for the band occupations

and interband polarizations [170-174].
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2.1.1. Cluster Expansion

If one calculates the dynamical equations for a two-operator quantity aﬁﬁ;, cf. Eq. (2.12),
while including a two-particle Hamiltonian, it becomes apparent that the equation of
motion does not close, but couples to four-operator expectation values describing corre-
lations between electrons. An example of this kind of interaction will be found later by
the Coulomb interaction or the electron-phonon coupling. This can be solved in principle
by deriving an equation for the four-operator quantity, which couples to a six-operator
quantity, which couples to eight-operator quantities, and so on. This is what is usually
called a hierarchy problem and is often encountered in many-body physics. To obtain
a solution, the hierarchy must be truncated at some level. In the context of this work,
we use a correlation expansion based on the idea that correlations, i.e., higher-order ex-
pectation values, are of decreasing importance as the number of involved charge carriers
increases [175].

To address the hierarchy problem, we use a cluster expansion method [171]. In this
approach, the expectation value is approximated by “a functional structure” [171]| that
includes all clusters up to a certain predetermined level, while excluding all remaining
clusters of higher rank. In particular, this allows for systematic improvements in the ac-
curacy of the approximations by progressively including more clusters. Since the explicit
formulas for bosons and fermions are different, we use the generic prescription outlined in
Ref. [171]. We begin with the trivial case of the singlet state, which corresponds directly
to the singlet itself,

(1) = (1) (2.17)
The first real correlation is found for the doublet
(2) =(2)g +(2),- (2.18)

In this approach, the first term represents the factorization into singlet states, while
the second term accounts for the correlations within the doublet state. The factorization
into singlet states while neglecting correlations at this level for fermions is commonly
known as the Hartree-Fock approximation. This formulation can be extended to N-
particle situations, but for the purpose of this introduction we limit ourselves to this
level of approximation. For a more complete understanding, readers are encouraged to
refer to the detailed discussion in Ref. [171].

2.1.2. Formal Integration and Markov Approximation

When incorporating contributions from correlated quantities in Eq. (2.18), as successfully
done in our group [176-180], one usually derives a dynamical equation for these correlated
quantities using the Heisenberg equation of motion. This results in an equation that is
formally equivalent to,

(t) +iE(t)y(t) = Q(t) (2.19)

which is an inhomogeneous first-order ordinary differential equation in time. According
to Ref. [181], equations of this form can be solved using the integrating factor,

= exp{i tE(t’) dt'}, (2.20)

to
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which allows obtaining the general solution,

t t/

y(t) = y(to) + exp{—i E(t) dt’} ) Q) exp{i E(t") dt”}. (2.21)

to to

For our specific use cases, the function E(t) is usually a band structure contribution
and, therefore, time-independent. Utilizing this fact and making the additional assump-
tion that y(t — —o0) = 0, the general solution can be simplified to

t
y(t) = / Q) exp{ —iE(t — )}dt, (2.22)
—o0
or, after performing the coordinate transformation s =t — t/,

y(t) = /000 Q(t — s) exp{—iEs} ds. (2.23)

From this, one usually performs the Markov approximation, which can be expressed
as Q(t — s) ~ Q(t)e AP This effectively assumes that Q(t) varies slowly relative
to the fast optical oscillation in the exponent, which is reasonable since the oscillatory
contribution has already been separated.

Therefore, this effectively means that the remaining memory kernel ¢ of the quantity
Q(t) can be neglected, since Q(t) varies much slower compared to the optical frequency.
This results in

y(t) = Q(t) /000 exp{—i(F + AE)s}ds = —i@(t)((—E — AE), (2.24)

where we use the definition of the Heitler Zeta function [182, 183,

C(z) = —i /0 ” explizt} = P(i) _ino(x). (2.25)

Using this result and the definition of the {-function in the equations of motion, it will
usually be found that the correlation contributions account for dephasing effects via the
d-function part, and renormalization of the mean-field effects via the principal-value part.
This will be used to evaluate the impact of correlation originating from electron-phonon
and electron-electron interactions in Sec. 4.3.

2.2. Atomically Thin Semiconductors

Transition metal dichalcogenides (MX32) are compounds composed of one transition metal
atom (M) and two chalcogenide atoms (X) arranged in a trigonal prism crystal structure.
The crystal structure consists of six chalcogenide atoms surrounding a transition metal
atom, all with equal bond lengths. This arrangement is shown in Figure 2.1a. In a
monolayer of MXs, these single prisms are stacked to form a hexagonal lattice with
alternating transition metal and chalcogenide atoms, as shown in Fig. 2.1b.

The hexagonal lattice reveals strong covalent bonds within the monolayer. Multiple
layers can stack on top of each other via weaker van der Waals forces in a variety of ways;
the interested reader is referred to Refs. [184, 185|. For a mathematical description, we
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(a) 3D Lattice structure (b) 2D Lattice structure of TMDC in top view

Figure 2.1.: The Crystal Structure of TMDC Monolayers. (a) shows the trigonal
prism structure of TMDCs. (b) shows the hexagonal lattice structure of 2D TMDCs.
The lattice constant ag is the distance of two similar atoms.

begin by defining the lattice vectors that connect adjacent unit cell centers and are
needed to describe the translational invariance of the crystal. Using the lattice constant
ap, cf. Fig. 2.1, the lattice vectors are given by

r; = % (\/gex + ey>, (2.26a)
ro = % (\/gex - ey). (2.26b)

Typical values for the lattice constant ag are
around 0.3nm [186]. Compared to other two-
dimensional materials, e.g., graphene, the inver-
sion symmetry in TMDC monolayers is broken as a
result of the three-atomic basis, cf. Fig. 2.1. How-

ever, the lattice structure remains symmetric un- K/
der discrete rotations by multiples of 27/3, and
discrete translations within the z-y plane. M

Most of our calculations will be performed in re-
ciprocal space, which provides a convenient frame-
work due to the periodicity of crystal structures. K
A comprehensive introduction to reciprocal space
can be found in Ref. [166]. In the reciprocal lat-
tice, the lattice vectors are defined using the gen-

eral form: Figure 2.2.: First TMDC Brillouin
Zone. DBrillouin zone in reciprocal
space with the high symmetry points T,

gzrj :27’1’(5” M7 and K/K’

In combination with the vectors in Eq. (2.26), the

10
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condition for the reciprocal lattice vectors can be expressed in the following way

2r (1
g1:%<\/§er+ey>a
2r (1

In the hexagonal reciprocal space defined by these basis vectors, a set of high symmetry
points can be identified, as shown in Fig. 2.2. The I' point, located at the center of the
Brillouin zone, remains invariant under any rotation [187]. Due to the broken inversion
symmetry caused by the alternating transition metal and chalcogenide atoms in the unit
cell of the TMDCs, there are two distinct K points, called K and K’ points, respectively.
These K and K’ points are located at alternating vertices in the Brillouin zone [168]. This
phenomenon gives rise to several intriguing physical effects, such as circular dichroism
and spin-valley locking. In addition, the M points are located at the centers of the edges.

In the monolayer limit, the band structure of TMDCs can be obtained by ab initio

calculations using density functional theory [188|. Fig. 2.3 shows a typical band structure
of TMDCs for the case of MoSs.

4

K M

Figure 2.3.: MoS,; Band Structure. The band structure of monolayer MoS5 exhibits
a significant spin-splitting of the valence and conduction bands at the K/K' points,
attributed to strong spin-orbit coupling. This spin-splitting is evident in the absorption
spectrum. Reprinted figure with permission from Ref. [188]. Copyright (2012) by the
American Physical Society.

=)

Even if the exact form of the band structure is specific to MoSs, we will use it to explain
features that are common among all TMDC monolayers. The characteristic feature of
TMDCs that has sparked a surge in scientific interest in these materials over the past
decade is that they exhibit a direct band gap in the monolayer limit [8], which results in a
significant photoluminescence enhancement of TMDC layers compared to the multilayer
case. Due to their shape, the band gap extrema are often referred to as valleys and
approximated to be parabolic around the respective K /K’ point. This will be done once
we start our analytical calculations in Sec. 3.1.1. In addition to the direct band gap, the
optical transitions are valley selective as o4- or o_-polarized light can only induce optical

11
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transitions at the K or K’ valley respectively [10], a fact that results from the band gap
being located at the vertices rather than the center of the Brillouin zone. As can be seen
in Fig. 2.3, the valence band is split in two at the K/K' points. This split is due to strong
spin-orbit coupling in the TMDC layer, originating from d orbitals [11] that constitute
the band structure close to the K/K' points. As the valence and conduction band are
made up by different d-orbitals, the spin-splitting effect is much weaker but exists in the
conduction band as well [12, 189]. The splitting in the valence band typically reaches
several hundred meV, while in the conduction band, it reaches multiple tens of meV [12].

Following the absorption of a photon in the TMDC, an electron is promoted to the
conduction band, leaving behind a hole in the valence band. Those charges interact via
attractive Coulomb interaction and form a bound electron-hole pair, a so-called exciton.
Due to their two-dimensional nature, the field lines can effectively propagate outside the
material, resulting in a net reduction of the dielectric screening, which leads to large
exciton binding energies on the order of 0.5meV [17, 190, 191]. Due to their substantial
oscillator strength, TMDCs can achieve absorption rates of up to 10 % in the visible
regime |8, 9], which is even more remarkable considering their two-dimensional nature."

%) T
'§ Is 1s Exciton binding energy
'_g Free.
&, <5 2s particle
o band gap
g
) w/o Coulomb
& enl(l)angen?em
Q
n e ——
2 ¢
® . + .

1.8 1.9 2.0 2.1 2.2

hw [eV]

Figure 2.4.: Exciton Formation Below the Free-Particle Band Gap. The figure
illustrates exciton formation below the free-particle band gap, showing a strong 1s peak
along with weaker higher-order excitonic resonances. Accordingly, the optical band gap
is decreased to the energy level of the 1s exciton resonance. Above the free-particle
band gap, the spectrum appears continuous. For the calculated spectrum, values for
MoSe; are used. The figure is inspired by Ref. [18].

As can be seen in Fig. 2.4, the optical spectra of TMDC monolayers reveal strong and
spectrally well separated excitonic resonances, making them an ideal candidate to study
excitonic effects. In general, there are two types of excitons, Wannier-Mott excitons and
Frenkel excitons, depending on the exciton Bohr radius. In TMDC monolayers, their
Bohr radius is on the order of a few nanometers to several lattice periods [18], which
corresponds to the intermediate range. Strictly speaking, an intermediate description
would need to be considered. However, experimental observations have indicated that a
Wannier-Mott description is sufficient to explain results quantitatively [18].
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2.3. Electrodynamics of Metals

2.3. Electrodynamics of Metals

In most cases, the interaction of metals with electromagnetic fields can be understood in
terms of classical electrodynamics. The theoretical description is therefore firmly rooted
in the well-known Maxwell equations [192, 193],

D(r,t) = ( £, (2.27a)
B(r,t) = (2.27h)
Vv x E(r,t) - —atB( £, (2.27¢)
V x H(r,t) = j(r,t) + 9,D(r, ). (2.27d)

Here, D is the electric displacement, p the free electric charge density, B the magnetic
flux density or magnetic induction, often also ambiguously refereed to as the magnetic
field, the electric field E and the magnetic field H and the electric current density j
of free charges. These essential equations are widely utilized in various numerical im-
plementations [194], such as finite-element methods [132] (e.g., COMSOL [195]), the
finite-difference time-domain method [131] (e.g., ANSYS Lumerical [196]), surface inte-
gral methods, namely the SIE method [197] or the boundary element method (BEM)
[133], the discontinuous Galerkin time domain (DGTD) method [198, 199], or volume
integral methods [200].

For the case of non-magnetic, homogeneous, linear media that will be important
throughout this thesis, these equations are linked through [201]

D(r,t) = ¢o //E(I‘,I'/,t —tYE(r,t')d3 dt, (2.28a)
B(r,t) = po H(r (2.28b)

P(r,t) —60// r,v/ t —t')E(r',t")d3r dt/, (2.28¢)

with the vacuum permittivity, €g, the vacuum permeability ;o and the relative permit-
tivity e(r,r’,t —¢') which is 1 for vacuum. Here, we chose the formulation in terms of the
polarization, as this will be the predominant observable throughout this thesis. However,
in agreement with the Maxwell’s equations, one could also reformulate these equations
in terms of the electric current density j(r,¢) using the conductivity o(r,r’, ¢t —t') [202],

t)://o(r,r’,t—t’)E(r’,t’)d?’r’dt’. (2.29)

As the current density is the time derivative of the polarization 9,P = j(r,t), one can
generally connect conductivity, permittivity, and susceptibility via

io(r,r;w
x(r, r';w) = M, e(r,v;w) = eoo(r, ') +
WEeQ weQ

fo(r,rw) (2.30)

The convolution in Eqs. (2.28) can be expressed as a product in Fourier space that
reads

Dq(w) = &0 EQ((,U) EQ (w), (2.31&)
Bq(w) = poHq(w), (2.31b)
Po(w) = xq(w) Eq(). (2.31¢)
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2. Theoretical Framework

In these equations, the material properties are encoded in terms of conductivity, per-
mittivity, or susceptibility, which can be used interchangeably, as shown in Eq. (2.30).

Most commonly, these equations use phenomenological material models to describe the
response of the system qualitatively and quantitatively. For metals, there is a large zoo
of material models due to the lack of characteristic high-symmetry points in their band
structure that can be easily approximated (unlike direct band gap semiconductors). In
order to improve these phenomenological models, all these equations should be further
advanced to the microscopic level, which will be the central focus in Ch. 4).

In the following subsections, we provide an overview of the material systems considered
in this work and their respective descriptions in the existing literature. We focus on a
description in terms of permittivity.

2.3.1. Local Response Approximation - Drude Model

A very useful approximation to handle the convolution in Eq. (2.28) is the Local Response
Approximation (LRA), which can be expressed as follows

e(r,v;w) = e(r;w) d(r — 1), (2.32)

This way, the optical response of the system it fully described locally using a per-
mittivity function that depends entirely on the location and disregards effects of the
surroundings, i.e., nonlocal effects. This is a strong approximation, but at the same has
been a very successful theory to describe experimental observations over the years.

This approach is commonly combined with the piecewise-constant approximation (PCA),
where a constant, spatially invariant, and frequency-dependent permittivity is assumed
for each region [51, 203],

o (2.33)
1 , I € surrounding

e(riw) ~ { e(w) , r € material

The formulation presented above is advantageous as it allows for a clear separation of
bulk material properties from geometrical effects, enabling the treatment of these aspects
on different levels. This separation is especially useful for numerical implementations.
Typically, the first step is to derive the permittivity €(w), which characterizes the optical
response of the bulk material. Then the geometrical information is added in a separate
step.

This separation is particularly useful for numerical implementations as this usually
works by first deriving the permittivity e(w), which characterizes the optical response of
the bulk material, and then separately adding geometrical information in a second step.

In the following sections, we will discuss typical models used to describe the bulk
properties of metals. We will focus mainly on the optical to infrared frequency range,
as this is the spectral range relevant to the scope of this work. Within this range, the
Drude model [119] is one of the most commonly used models. This phenomenological
model, historically the first to explain Ohm’s law [119], can effectively capture the optical
response of metal systems in the region where intraband effects dominate and interband
effects can be neglected. The inclusion of interband transitions is discussed in Sec. 2.3.6.
It is important to note that the derivation of an analytical response for a material system
is always limited to the spectral region for which the model is applicable.
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2.3. Electrodynamics of Metals

An intuitive derivation of the Drude model can Electric Field
be obtained from a simple picture [51]|, where an
electron gas of free electrons moves against a fixed =) @ =) @
background of ion nuclei. This model is valid for . <
many metals over a wide spectral range, particu- —~ @ ® O
larly in the infrared to optical range that we are ® .\.. ® c @
interested in. The equation of motion is given by ./ \., ) /.—’ e
moyv + myv = —cE. (2.34) o (\\;. .\\.\".
Here, we consider the velocity v of electrons with ( \ ~ ~
mass m and charge —e under the influence of an ® ® ®

electric field E, as they move in front of a back- Figure 2.5.. Conceptual Idea of
ground of ions. The velocity is damped due to Drude Theory. This illustration
electron-ion collisions with a rate of 4. From this, shows the core concept of Drude the-

we define the electric current density that reads ory. When exposed to an external elec-
tric field, electrons are accelerated by

j= —nev, (2.35) the field while scattering with the ions.

where n is the electron density. From this and using Eq. (2.30), we can find prescrip-
tions for the permittivity e(w) and the plasma frequency w,

@) “ 2 ne’ (2.36)
e(w) = €co EETL Wp = :

where n is the electron density, e is the elementary charge, ¢ is the vacuum permit-
tivity, and m is the electron mass. Incorporating the effects of filled d bands that cause a
highly polarized environment in noble metals and core-level electrons not accounted for
in the model given by Eq. (2.34), we can modify the asymptotic permittivity by adding
a residual polarization, resulting in the following expression

w2

P
e(Ww) =¢€co — /. 2.37
(@) = eo w(w + 1) (2:37)
The parameter v represents the electron dephasing rate and e, is the asymptotic value
for high-frequencies of the permittivity [51, 204].

2.3.2. Microscopic Material Models

These equations, derived at the macroscopic level, can also be obtained at the microscopic
level, allowing the inclusion of electron-electron interactions. This is achieved through
the use of the Heisenberg equation of motion framework, as discussed in Sec. 2.1. By
including the free Hamiltonian and the Coulomb interaction, treated within the Hartree-
Fock approximation, it is straightforward to derive the dynamical equation for intraband
transitions. Here, we follow Refs. [165, 167],

h fie—qk = [€k — €k—q) fk—qk — Va(fik — fk—qk—q) Z fK-q K- (2.38)
K

15



2. Theoretical Framework

In this derivation, we deliberately neglect the spin quantum number, and the equation
is linearized to include occupations and transitions only up to linear order. In addition,
some mean-field contributions at the Hartree-Fock level are already incorporated in a
renormalized dispersion € = €y + dex, where de = — Zq Vafk—qk—q- By summing over
k, we obtain an implicit equation to determine the eigenfrequencies of the electron gas,

Jk—ak—q — fkk
Fylw EE V. — —— =1. 2.39
a(w) - qh/,u+ek_q—ek ( )

The equation derived above has several simple poles at electron-hole excitation energies
€k—q — €k. Between these poles, the implicit equation is fulfilled at least once, as shown
in Fig. 2.6.

w0}
5.
3
= 0
&
—5F
710.
0 1 2 3

hw [eV]

Figure 2.6.: Visualization of the Implicit Equation for the Plasma Frequency.
This graph shows the function Fgy(w), revealing two characteristic parts. At low fre-
quencies, multiple poles are observed, indicating electron-hole excitations. Conversely,
at high energies, a slowly decaying branch proportional to w~! appears. This branch
corresponds to the collective excitation of the electron gas.

This excitation creates the continuum of excited electron-hole states, which is difficult
to visualize graphically. In addition to this continuum, an additional mode is found,
which corresponds to a collective excitation of the electron gas. This generalizes the
conceptual idea of the Drude model to include electron-hole excitations thzrough Coulomb
interaction. In the regime of the collective mode, hw > exiq — ek = (k- q + ¢*/2).
From this, the plasma frequency can be derived easily,

Ve 2h? e?
1:ﬁxfk,kﬁ(k'Q‘f‘qQ/Q):Wka,k = wp=—  (240)
k K

From this description, it is possible to derive the first dispersive correction o ¢ to the
plasma frequency. Interested readers are referred to Refs. [165, 167| for further details
on this topic.

Furthermore, in the same spirit, an equation for the dielectric function can be derived
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2.3. Electrodynamics of Metals

as the effective screening of the Coulomb potential,

eqw)=1-Vg > Jierqicra = fick (2.41)
k

€k4+q — €k — fuw

This equation is commonly known as the Lindhard equation for the dielectric constant
of the electron gas.

On a final note, it is also possible to define bosonic annihilation (creation) operators
for the plasmons themselves by distinguishing between the long and short range Coulomb
interactions. An excellent introduction can be found in Ref. [205].

2.3.3. Thermalization in Metals and Semiconductors

When an optical pulse interacts with a material, the optical pulse primarily interacts with
the electrons, which thermalize on the short timescale of electron-electron interaction and
then dissipate their energy to the lattice through electron-phonon interaction. Depending
on the timescales of pulse length and electron-phonon coupling, the electron and lattice
remain in equilibrium and can intuitively be described by a single equation. However,
when this timescale becomes short compared to the electron-phonon coupling, the two
have to be distinguished for a sensible theoretical description. For this purpose, the
two-temperature model has been very successfully introduced, which reads as follows
[206—208]

Co(T)OT, = —G(T, — Ty) + Pans(r, 1), (2.42a)
Cd Ty = G(T, — Ty). (2.42D)

Here, C, and Cy represent the electron and lattice heat capacity, while T, and T} are
the electron and lattice temperatures, respectively. The model also includes the electron-
phonon coupling G and the general heat source P,ps. This model has proven extremely
successful in various experimental situations, with the first values for femtosecond exci-
tation recorded in Refs. [209, 210]. Spatial derivates incorporating diffusion have been
neglected at this stage, but will be reintroduced later.

This temperature-based description inherently neglects nonthermal contributions that
become significant during electron thermalization on a femtosecond timescale [211]. To
incorporate these nonthermal processes, the theoretical model has been extended to what
is known as the three-temperature model (3TM) 212, 213],

N = —aN — bN + Pys(r,t), (2.43a)
CoT, = =V - (=kVT.) — G(T. — Ty) + aN, (2.43b)
C0, Ty = kyV*Ty + G(T, — Ty) + bN. (2.43c)

In this model, N represents the energy stored in the nonthermalized part of the electron
distribution, while k. and K, are the thermal conductivities. The first experiments to
verify this model were conducted in Refs. [211, 213, 213, 214]. According to Ref. [212], a
is the electron gas heating rate, and b is the electron-phonon coupling rate. In Eq. (2.43),
T., Ty and N depend on space and time, but in most cases their spatial dependence is
not needed and is therefore omitted in the description for clarity. Recently, researchers
have explored the spatial dependence, leading to the rediscovery of the inhomogeneous
three-temperature model (I3TM) [215-219.
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2. Theoretical Framework

The obtained results demonstrate good agreement with a more sophisticated model
[220, 221], which relies on numerical solutions of the Boltzmann equation [222, 223|, some-
times referred to as the Bloch-Boltzmann-Peierls formula [222]. This comprehensive ap-
proach has been highly successful in describing the complex dynamics of semiconductors
[173, 224-228] and metals [220, 229-232|, overcoming the limitations of temperature-
based models.

In the context of metals, the equations are often formulated in terms of energy [224,
231, 233-235], significantly reducing the dimensionality of the problem while assuming
isotropy and homogeneity for physical simplicity. Detailed calculations can be found in
Refs. 236, 237].

In contrast, these descriptions in their full momentum dependent complexity have
proven to be highly effective to model the dynamics in graphene and carbon nanotubes
[174, 238-242|, as well as transition metal dichalcogenides [19, 176, 180, 243|, where
they allow for the inclusion of non-isotropic situations and electron-electron interactions
[244, 245].

As an illustrative example, Fig. 2.7 depicts the thermalization process of a classical
Boltzmann scattering equation, revealing the prominent non-thermal distribution that
arises in the system.
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Figure 2.7.: Example for a Classical Boltzmann Scattering Process. Depic-
tion of the thermalization dynamics of the classical Boltzmann equation for monolayer
MoSes at a lattice temperature of T = 100 K. (a) depicts the excitation of the @ = 0
mode and (b) the excitation of a higher mode. In both figures, the action of acoustic
and optical phonons can clearly be distinguished. Data courtesy of Manuel Katzer.

2.3.4. Nonlocal Hydrodynamic Model

At the microscopic level, the perturbation at a spatial point r immediately affects its
surroundings. By construction, any mesoscopic, purely local theory such as the Drude
model falls short of incorporating these effects.

One approach to improve this local, mesoscopic theory is to include nonlocal hy-
drodynamic effects in the description of the electrons at the mesoscopic level. This
effectively describes the collective behavior of electrons in a system when they exhibit
hydrodynamic-like flow properties. In this limit, the electrons can be described by macro-
scopic quantities such as density and velocity, similar to a fluid. In the hydrodynamic

18



2.3. Electrodynamics of Metals

limit, the electron system is governed by the hydrodynamic equations, such as the con-
tinuity equation and an Euler equation that captures the conservation of charge and
momentum, respectively [246-252|. The hydrodynamic equation of motion that we will
use can then be given by
mov +m(v-V)v=—myv—-—eE -V [5((;[:1]] ,
which now includes the full substantial derivative on the left-hand side and a gradient
of the energy functional G[n] which describes the kinetic, exchange and correlation energy
of the system and effectively incorporates quantum corrections into the description. In
its simplest formulation, this can be approximated by the Thomas-Fermi functional [202],
which allows a formulation in terms of the internal pressure in the system [145, 253]. In a
later section, we will also present an approach to derive this equation from a microscopic
Boltzmann transport equation by an appropriate momentum expansion [254]. In the
usual quantum hydrodynamics literature [145, 250-253, 255-257], this equation is then
linearized with the assumption [249, 250]

0G 2
V[ 57[1"]] ~ Tl—ﬂvnl, (2.44)
0
where 3 is a constant usually identified as % = %U% in the high-frequency limit [145],

derived via the adiabatic constant in the equation of state for a Fermi gas [246, 258].
The parameter 3 is usually understood as the speed of sound in the considered material.
With this, we obtain an equation for the polarization,

62 506012,
—V(V-P Pi=———E. 2.45
w? + iyw ( DRt w? 4+ iyw (24)

This hydrodynamic Drude model constitutes an extension of the standard local Drude
model, Eq. (2.34), and contains a correction resulting from the inclusion of nonlocal
effects, expressed in terms of spatial gradients. From Eq. (2.45), one can typically ob-
tain the permittivity, eq(w), by distinguishing between the longitudinal and transverse
components [147, 250, 253, 259] in Fourier space [140, 146, 260-263],

w2

Z V4
en(w) = e — . 2.46
o) W2+WW—ﬁ2|Q|2 ( )

This means that the electron pressure contribution affects the Q modes in a gener-
alized nonlocal optical response (GNOR) theory [151] that affects only the longitudinal
component while leaving the transverse component invariant. The inclusion of these
terms becomes apparent for small particles with large surface-to-volume ratios, where a
blue shift of the nanoparticle resonance can be observed [264|. This approach is also ap-
plicable to highly doped semiconductors [265] and finds applications in higher harmonic
generation [152, 263].

2.3.5. Surface Response Formalism

In contrast to the previous section, where nonlocality was incorporated as an additional
term in the differential equation, cf. Eq. (2.45), this section presents the surface response
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2. Theoretical Framework

formalism. This formalism incorporates (quantum) corrections to the local response
approximation (LRA) solely via the boundary conditions, while leaving the differential
equations unchanged [252|. As demonstrated in Ref. [155], this formulation effectively
represents nonlocal and quantum corrections as an infinitely thin dipole layer surrounding
the structure and has been shown to agree well with calculations in time-dependent
density functional theory (TDDFT). Ref. [154] establishes that these boundary conditions
are given by

D} =Dy =d V- (D -Dp), (2.47a)
Bl - By =0, (2.47b)
B[ —E = —d.V|(E] - E)), (2.47¢)
H - H =iwd (D —D) x i. (2.47d)

Here, d, and d| represent the Feibelman d-parameters [136, 153, 266], which are
defined as [153, 252]

d, (W) = m, (2.48a)
do 2z 0, J M (2, w
djj(w) = / y (@) (2.48b)

- [da 0 Jird(z,w)

It is important to note that we adopt the description provided in Ref. [156], which
clearly distinguishes between the equilibrium charge density pp and the induced charge
density p™d that the system exhibits in response to an external perturbation. This
distinction is made to avoid confusion with the description used in later parts of this
thesis, where we will refer to p™? as p;. The quantities denoted by d and d correspond,
respectively, to the effective mesoscopic surface charge density and its first moment. The
latter can also be interpreted as the center position of the induced charge density with
respect to the jellium edge [202].

These parameters capture the dynamics at the surface region characterized by electron
gas inhomogeneities, while classical (local) response functions describe the bulk behavior.
The formulation based on the Feibelman d-parameters exhibits considerable strength, en-
abling the incorporation of nonlocality, electronic spill-out (or equivalently “spill-in”), and
surface-enabled Landau damping effects [202, 252]. As such, this formulation overcomes
the limitations of local theories highlighted by Feibelman [153], in particular disconti-
nuity and locality. Notably, this framework has recently been applied successfully to
describe various experimental and TDDFT scenarios [262, 267-269|. For a more detailed
introduction, the interested reader may be referred to Refs. [156, 252]

2.3.6. Interband Transitions

So far, the description has been limited to including intraband transitions via the Drude
model [119], which provides a good approximation of material properties over a certain
spectral range. However, for noble metals (Au, Ag, Cu) it becomes necessary to include
interband transitions in the description when studying the high-energy side of the visible
spectrum [270]. The specific energy at which interband transitions become significant
varies with the material. According to Ref. [271], interband transitions become important
above 2 2.1eV for copper, 2 2.47eV for gold, and = 3.8V for silver.
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For energies below these values, a description based purely on the Drude model is suf-
ficient to represent the macroscopic permittivity of the material, as shown by comparison
with experimental data from Refs. [272, 273]. Therefore, the Drude model provides a
reliable approximation for describing the optical properties of noble metals in the lower
energy regime. However, as interband transitions become relevant in the visible regime,
which is the focus of this work, it becomes essential to account for them in order to
obtain accurate material descriptions.

As permittivities are additive, we may add contributions from interband transitions
modeled as Lorentzian oscillators. Mostly, these interband transitions are modeled as
Lorentzian oscillators, leading to the full permittivity,

2

e(w) = €00 — (2.49)

w(w —i— i) ; w2 — w + 1YW

where w; is the resonance frequency, f; is the oscillator strength, and ~; is the damp-
ing of the ith Lorentz oscillator. The parameter N denotes the number of interband
transitions incorporated into the model. Depending on the material system and the de-
sired level of accuracy, it may be necessary to include one or more interband transitions.
Several authors in the literature have used different numbers of incorporated interband
transitions, ranging from only one to up to eight [274-280]. The choice of the number of
interband transitions is determined by numerical simplicity and the desired accuracy of
the model.

Another analytical model proposed by Ref. [277, 281] utilizes a critical point transition
model, cf. [276], which includes two interband transitions,

p €i¢i e_l¢i
= — . 2.50
Eau(w) = Eoo w(w + i) 121:2 i [ —w =y i w; +w + iy (2.:50)

Here A; represents the amplitudes, w; the resonance frequencies, and ~; the damping
rates, as already described in Eq. (2.49). This approach allows the description of asym-
metric line shapes of the interband resonances and provides a better description of the
experimental results compared to other publications, considering the number of fitting
parameters.

However, it is essential to emphasize that all the models presented are essentially
phenomenological fit models, and their parameters are adjusted to match the available
experimental data from Ref. [272]. As a result, these models provide limited direct physi-
cal information, since no actual physical meaning is conveyed through the fit parameters.
The fitting parameters for the critical point transition model for gold can be found in
Tab. A.1.

2.4. Plasmonics - Geometrical Effects

In the previous section, we presented a comprehensive analysis of the plasmonic response
of bulk materials, i.e., the system was assumed to be translationally invariant. There,
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Figure 2.8.: Gold Permittivity. Comparison of the Johnson and Christy data [272]
for the permittivity of gold in the optical regime with analytical fits obtained using
the Drude model (fit parameters from Ref. [274]), and the critical point model from
Ref. [277].

the behavior of the material was characterized by the plasma frequency w, in the Drude
model. Now, in this section, we consider the effect of geometry and explore the two
fundamental excitations in plasmonics - localized surface plasmons (LSPs) and surface
plasmon polaritons (SPPs).

The first of these excitations, SPPs, are propagating and dispersive electromagnetic
waves coupled to the electron plasma of a conductor at a dielectric interface. In contrast,
LSPs are non-propagating excitations of the conduction electrons in metallic nanostruc-
tures. Here, the spatial confinement imposed by the surface of the nanoparticle exerts an
effective restoring force on the driven electrons, resulting in a resonance phenomenon that
leads to significant field enhancement both inside the nanoparticle and in the near-field
zone outside it.

2.4.1. Localized Surface Plasmons (LSP)

The first geometry resonance we will consider are localized surface plasmons, also known
as localized plasmons or simply plasmons in our context. These resonances arise nat-
urally in the scattering of small conductive nanoparticles when exposed to oscillating
electromagnetic fields. Their optical response is well characterized using Mie scatter-
ing |1, 201, 270, 282], but more sophisticated approaches using quasinormal modes also
describe these plasmonic resonators well [126-128].

The remarkable advantage of LSPs lies in their ability to generate tremendous near-field
field enhancements outside the particle, opening up promising technological applications.
By controlling the size and shape of nanoparticles, the localized surface plasmon reso-
nance can be finely tuned, allowing the design of novel materials with unique optical
properties. This versatility leads to a wide range of applications [71, 144, 283], including
nanoscale optical [284], biosensors [87], energy harvesting [67, 285-287|, and even cancer
treatment through photothermal therapy [288-290].

Another advantage of LSPs is their ability to be directly excited from the far field,
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which distinguishes them from propagating SPPs, which cannot be easily excited from
the far field.

2.4.2. Mie Scattering

In his pioneering work in 1908 [1], Gustav Mie formulated the solution to Maxwell’s
equations for the scattering of an electromagnetic wave by a sphere. This seminal work,
aimed at describing colloidal gold solutions, laid the foundation for understanding how
electromagnetic radiation interacts with particles, now known as Mie scattering or Mie
theory.

Mie theory involves a complex mathematical treatment that allows the calculation of
different scattering coefficients for arbitrarily complex modes. In our context, we will
limit the discussion to a sphere much smaller than the wavelength of the incident light.
However, we will also discuss how this treatment can be extended to more complex
objects.

Assuming that the scattered field in the far field approaches a transverse radial wave,
the relation between the incident electric field E™ and the scattered electric field Esat
is usually expressed in terms of the amplitude scattering matriz,

(F) = (5 9. (), s
Eseat —ikr \S1 S1 ETe

This treatment is typically extended and formulated in terms of the Stokes parameters
I, Qs, Ug, and V5. However, in this discussion we will not go into the details and instead
refer the interested reader to Refs. [201, 270].

This extended treatment makes it possible to derive the extinction, absorption, and
scattering cross sections using the Poynting vector for arbitrary geometries. For the
specific case of a sphere, the symmetry of the problem allows us to expand the solutions
of the scalar wave equation in terms of spherical harmonics and spherical Bessel functions

[1, 270]. Under the use of the boundary conditions that the tangential components are
continuous,

(Einc + Egcat — Ein) X €r =0, (Hine + Hscat — Hin) x er =0, (2.52)

one can accurately analyze the scattering, absorption, and extinction phenomena of
the incident electromagnetic wave interacting with the spherical particle. To achieve
this, one usually derives equations for the expansion coefficients of the individual field
components, cf. Ref. [201, 270, 282, 291-294|. These equations allow the inclusion of
higher multipole orders, but for our purposes we will limit ourselves to the dipolar case.

For this order, the induced dipole moment p in response to the external electric field
E can be expressed in terms of the polarizability « of the object. For the isotropic case,
the polarizability is a scalar quantity and the equation simply reads

p=aw)-E. (2.53)

In a general treatment using Mie scattering, the expansion coefficients can be related to
the polarizability of the sphere. The polarizability « is given by the formula o = %tf ,
where th is determined as follows

i = _—Iep)od + [pojelpo)l B (2.5)
+ + : '
he (po)af = [poh(” (po)) B
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In this equation, we used the definitions of = eglp1je(p1)]s BE = e1je(p1), and
p¢ = kja with j, being the spherical Bessel functions and h§+) representing the Han-
kel functions of the first kind. The prime notation denotes a derivative with respect to
the argument, and k; = k,/gj;. For our purposes of a non-magnetic material, we will

always assume j; = 1.

From a series expansion of the spherical Bessel functions for the case of a sphere with
a small size compared to the wavelength, py < 1, we can obtain a simplified result for
the polarizability

3 (W) — €out

e(w) + 2eout (2.55)

a(w) = dmegeout™

The fraction in this expression is commonly referred to as the Clausius-Mosotti factor,
which also arises from the problem of a sphere embedded in a uniform static electric
field [201, 270]. In the equation, e£(w) is the permittivity of the sphere, eou is the
surrounding permittivity, and r is the radius of the sphere. Because of this similarity,
this approximation is often referred to as the quasi-static approzimation. This simplified
expression provides a useful and practical way of describing the polarizability of a small
sphere and gives qualitatively good results for spheres much smaller than the wavelength
without the need for complex calculations involving full Mie scattering theory.

The spectral position of the localized surface plasmon resonance is typically obtained
using the Frohlich condition Re[e(w)] + 2eout = 0 [51, 201, 252, 279]. This condition
allows us to find the roots of the denominator, which correspond to the singularities of
the polarizability. As a result, we obtain what is commonly referred to as the plasmon
frequency

“p

wisp = 2 2.56
Y (250

from which we can straightforwardly calculate the resonance position. The polariz-
ability in Eq. (2.55) generalizes to spheroids as well [201, 270, 295]. In this context, we
present the specific expressions for an oblate spheroid that we will use in Ch. 3, where
the x and y semi-axes are equal, and the z semi-axis is shorter, as depicted in Fig. 2.9(a).
Here, the polarizability becomes a diagonal tensor denoted by a(w), with its diagonal
components given by [270, 295]

TxTyT2 5Au<w) — Eout
3 LiffAu(w) + 5out(1 - Li) ‘

a;(w) = 4dmegeount (2.57)

This expression is what we will refer to as Mie-Gans theory [1, 295]. The aspect
ratio and such the lengths of the spheroid’s semi-axes, r;, determine the strength of
the individual components via the depolarization factors L;, which change the optical
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2.4. Plasmonics - Geometrical Effects

response via the respective semi-axes [270, 281],

L=y = L (V2D e (e0) — (1 — €2) (2.58a)
e =L, =—| ———arcsin(eg) — (1 —¢j) |, .
Y 26% e 0
1 1—e€f .
and L,= —|1—- ~———arcsin(ep) |. (2.58b)
60 €0

For the oblate spheroid, the x and y component coincide due to symmetry. The
eccentricity eq is defined to be

2
co=1-—-=. (2.59)
Tay

Tuning the aspect ratio of the nanoparticle, the resonance of the localized plasmon can
be tuned over a wide spectral range as we illustrate in Fig. 2.9(b).
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Figure 2.9.: Resonance Behavior of Gold Spheroid under Changing Aspect
Ratio. (a) depicts the semi-axes of an oblate spheroid. (b) illustrates the imaginary
part of the z and z components of a spheroid, varying the aspect ratio from 1 (sphere)
to2:1,3:1,and 4: 1. As the aspect ratio increases, a significant redshift of the «,
resonance is observed, while a blue shift is noticeable in the «, resonance.

2.4.3. Nonlocal Mie Theory

In the Drude model, one usually assumes locality and hard wall boundary conditions
for the electrons within the nanoparticle, i.e., no spill-out beyond its surface. However,
by relaxing this assumption and considering nonlocal effects through the hydrodynamic
equation, Eq. (2.45), it has been shown in Ref. [264] that the concentration of excited
electrons is no longer confined to the nanoparticle surface. Instead, it extends into the
nanoparticle, effectively smoothing the electron distribution.

As a consequence of these nonlocal effects, an update of the polarizability described in

Eq. (2.55) is necessary,

e(w) — €out (1 + InL)
) T 2o (L4 ) (2.60)

a(w) = 4mepeoutT
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where
. 2 2
e(w) — e 1(knLr w? +iyw — ws /e
ONL = ) e _J (., ) ) ki, = 3 e, (2.61)
€00 knL7jy(kNLT) B
In this context, knr, is the nonlocal longitudinal wave vector, while 2 = %U%, as

discussed in Sec. 2.3.4. In the limit where 8 — 0, the term § — 0 also vanishes.
Accordingly, we approach the local theory as expected. In Fig. 2.10, in analogy to
Ref. [264], we plot the normalized extinction cross section,

Text (@) = # [6% (%)4]aglaNL(w)\2 + %Im[aalaNL(w)] (2.62)

In Fig. 2.10 we can observe that for small particle radii the resonance position is sig-
nificantly blueshifted. As the particle radii increase, the resonance gradually approaches
the value obtained from local Mie theory, wisp — % From this observation, we can
conclude that hydrodynamics play a crucial role for metal nanoparticles, in particular
those with large surface-to-volume ratios. As the surface area becomes dominant rela-
tive to the volume, the impact of hydrodynamic effects becomes increasingly important,
leading to significant deviations from local Mie theory predictions.
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Figure 2.10.: Extinction Cross Section from Nonlocal Polarizability. The figure
presents the extinction cross section, calculated using Eq. (2.62), so that the extinction
cross section is unitless to compare different radii. (a) The prominent golden line refers
to the localized surface plasmon (LSP) resonance and shows a significant shift of the
resonance position. At higher energies, one additionally observes peaks resulting from
the spherical Bessel function in Eq. (2.61). (b) We show the extinction cross section
for individual particle radii.

2.4.4. Self-Consistent Electric Field Approach

In order to treat the self-consistent electric field Ei inside the sphere, we use Mie
theory to incorporate the geometric boundary conditions resulting from the dielectric
environment. We distinguish between the externally applied field Eeyt, the background
polarization of the sphere P, and the Drude polarization P4 of the conduction electrons
inside the sphere. In the following, we denote the dielectric constants of the inner and
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outer environment of the MNP by e, and eoyt. The self-consistent field within the
nanoparticle then reads [296]

1 1
P

EtOt - Eext - 5. _ L oco ™
3€0€out 3€0€out

(2.63)

The background polarization density P, is given by the total electric field in the sphere
multiplied with the effective background susceptibility X, = Xoo — Xout = €co — Eout-
Xoo Contains the correction of the susceptibility e, inside the sphere compared to the
surrounding €qyt,

P, = EO)NCOOEtot- (2.64)
With this, the total field can be written as

- 3eout 1
Etot — ext
€0 + 26out

— Pql. 2.65
3<€0<€0ut ( )
The relation between Drude polarization density P4 and the self-consistent electric

field Eoy is classically derived in Drude theory, cf. Eq. (2.36), and is given by

2
Eo W,
0%p Eiof, (2.66)

P
d w2 + iyyw

with the plasma frequency w, = /ne?/meg. Inserting this definition in Eq. (2.65),
an oscillator equation for the Drude polarization density in frequency space depending
on the external electric field Eqy is obtained,

(W? + ivpw — Wigp)Pd = —30coutwisp Eext, (2.67)

where we have identified the plasmon frequency,

Wp

WLSp = —F/———F—
VEoo + 2€0ut
3€out

and the fact that the external electric field is renormalized Eexi — mEeXt.
Eq. (2.67) shows that the geometry of our structure renormalizes the resonance frequency
of our system to the plasmon frequency wygp. As we have shown previously, this is usually
derived from the resonance of the polarizability, a(w), in terms of the Frohlich condition:
Rele(w)] + 2eout = 0 [51, 201, 252, 279].

(2.68)

2.4.5. Surface Plasmon Polaritons (SPPs)

In this section, we introduce the second fundamental excitation of plasmonics - surface
plasmon polaritons (SPPs). SPPs are propagating, dispersive electromagnetic waves
coupled to the electron plasma of a conductor at a dielectric interface. These modes are
confined at the surface below the optical wavelength and can travel along it.The variety
of ways to manipulate SPPs makes them interesting for technological applications such
as biomedical sensors [87] and quantum information processing schemes [297].

SPPs can be sustained in thin films and at interfaces between materials with permit-
tivities of opposite sign [33, 66, 134, 135, 297]. In this section, we will focus on SPPs at
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dielectric-metal interfaces. These SPPs are generally described by an ansatz for the elec-
tric and magnetic fields, which, for an interface at z = 0, with surrounding non-magnetic
media of permittivity €; and €2, can be written as [135]

E(r,t) = (E,% 4 E.z2) e #leiaz=wt), (2.69a)
B(r,t) = B,ye #leilar—wt) (2.69D)

This corresponds to a transverse magnetic (TM) solution. In the above, x represents
the confinement factor, determining the rate at which the field decays in the z direction.
Under the usual assumption of a nonmagnetic, linear medium, together with Maxwell’s
equations and the boundary conditions in Eq. (2.52) for the continuity of the tangential
components, we obtain the typical condition for the existence of SPPs,
S —) (2.70)
K1 K2
As can be seen from Eq. (2.70), solutions for real x exist only if the signs of the
permittivities are reversed. For this reason, SPPs are typically confined to dielectric-
metal interfaces, where the permittivities have opposite signs. A similar derivation can be
done for a transverse electric (TE) mode ansatz, but the boundary conditions, Eq. (2.52),
impose that the electric field must vanish, so TE modes cannot exist in this type of
system.
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w/o damping
light

W/Wp

0.0 : : :
0.0 0.5 1.0 1.5 2.0

qc/wp

Figure 2.11.: Dispersion Relation of Surface Plasmon Polaritons (SPPs) at
an Air-Metal Interface. The figure displays the dispersion relation, obtained from
Eq. (2.70), for two cases: one with damping (v/w, = 0.1) and one without damping.
In the undamped case, distinct upper and lower branches are observed, connected by
a region where no modes can exist. The upper branch corresponds to radiative modes,
while the lower branch represents SPPs confined to the interface.

Using a Drude model for the metal and €y = 1 for the case of air, we can plot the

dispersion relation for SPPs in Fig. 2.11. For frequencies, w < wy, the SPP mode is
observed and there is a maximum allowed value of ¢ for this mode. On the other hand,
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for frequencies w > w, the confinement factor x becomes complex, indicating that the
field begins to propagate through the bulk material in the z direction and is no longer
confined at the surface.
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3. Plasmon-Induced Exciton Localization
and Hybridization in 2D Materials

In recent years, there has been significant interest in combining systems that support
excitonic and plasmonic resonances into hybrid structures. These hybrid systems aim
to take advantage of the unique properties of both excitonic and plasmonic materials,
allowing for the design of novel material systems with tailored properties.

By combining excitonic and plasmonic materials in hybrid systems, the complementary
properties of both types of materials can be harnessed. For example, the strong light
absorption of excitonic materials can be enhanced by coupling them with plasmonic
nanostructures [27, 298-300]. In these structures, various coupling regimes have been
extensively studied, encompassing the weak coupling limit, the strong coupling regime,
and even extending to the ultra-strong (g > 0.1,w) and deep-strong coupling regime
(g > w) [109, 116, 301-308]. In the ultra-strong and deep-strong coupling regimes, the
light-matter interaction can no longer be treated perturbatively.

In the strong coupling regime, there has been much interest in creating joint states
of excitonic and plasmonic excitations, known as plezcitonic states [111, 157, 160, 161,
298, 309-311]; these hybrid states can be observed in strongly interacting systems that
support both excitons and plasmons. Most works have focused on systems where an
excitonic system is located inside a (plasmonic) cavity to take advantage of the local
field enhancement [116, 312-314]. For example, the group of Jeremy Baumberg has
utilized their picocavities/particle-on-mirror systems to achieve strong exciton-plasmon
interaction [108, 143, 306, 314-316], and the group of Bert Hecht mostly used their
plasmonic nanoresonator [116, 117], where excitons couple to the quadrupole mode of
the resonator.

In addition to the previous systems, the past few years have witnessed a significant
surge in interest towards a variety of systems, in particular, systems consisting of indi-
vidual nanoparticles interacting with excitonic systems, which were shown to reach the
strong coupling regime without requiring a typical dipole-cavity interaction commonly
used in cavity-QED [157, 160, 161, 309]: In particular, experiments revealed impressive
Rabi splittings on the order of 100 meV [317-319| for systems consisting of nanorods
[320], resonators [314, 321], nanodisks [318, 322], bipyramids [319] and nanocubes [317].

On the theoretical side, these interacting systems are mostly treated using a classical
coupled mode theory with the interaction strength as fitting parameter [110, 318, 323|.
However, there have been two recent studies that investigate the strong coupling of
a metal nanorod with a TMDC monolayer [111, 324] based on a quasinormal mode
analysis and quantum reaction coordinate approach, respectively, which reproduce the
experimentally observed spectral splittings [318, 319, 325]. However, the modifications
of the excitonic properties are so far not well investigated.

In this part of the thesis, we consider a hybrid nanostructure consisting of a spheroidal
gold nanoparticle (AuNP) and a monolayer of transition metal dichalcogenides (TMDC),
as illustrated in Fig. 3.1. To model this system quantitatively, both the TMDC and the
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Figure 3.1.: (a) Coupled Nanostructure. The system consists of a gold nanoparticle
(AuNP) positioned at zp and a two-dimensional TMDC monolayer at zex. The half
spaces above and below the interface at z = 0 have constant background permittivity
values €1 and &4, respectively. The eccentricity of the AuNP can be adjusted, influencing
the interaction strength. (b) Absorption spectra of constituents. The figure
displays the absorption spectrum of a MoSe; monolayer (blue), calculated using the
microscopic approach presented in this chapter, and the polarizability of a spheroidal
AuNP (gold) individually, calculated using the permittivity function from Ref. [277]
and Mie theory [1, 295].

AuNP are encapsulated in two different media with homogeneous and isotropic permit-
tivities €1 and €9, respectively. In contrast to previous works, we treat the entire system
using a semi-classical microscopic model based on the framework of Maxwell-Heisenberg
equations of motion. We analytically identify an eigenvalue equation in the compos-
ite system, which describes the center-of-mass motion of the excitons in the potential
induced by the plasmonic excitation. Our derived eigenvalue equation can be used to
drastically reduce the numerical complexity of the problem, and offers new physical in-
sight into the character of the hybridization. As an example, it allows us to connect to
the strong coupling limit with the occurrence of bound exciton states induced by the
AuNP.

This chapter is organized as follows: we start with a description of the quantum
mechanical description of the carrier dynamics within monolayers of transition metal
dichalcogenides. We work in the framework of second quantization (cf. Sec. 2.1) to
understand the microscopic dynamics, in particular focusing on the excitonic dynamics as
they are very prominent and for our range of interest sufficient to describe the dynamics
within the monolayer and its optical response. Hence, we start out in Sec. 3.1 and
motivate the Hamiltonian used for our system. This is succeeded by a discussion of
the macroscopic polarization, which we use as an observable in Sec. 3.2 and allows us to
define the macroscopic quantity, the interband polarization, for which we use Heisenberg’s
equation of motion to derive the full Bloch equation in an excitonic basis in Sec. 3.3.

After having introduced the excitonic subsystems, we start Sec. 3.4 with an introduc-
tion to the second subsystem — the localized plasmons - by discussing Mie-Gans theory
for the AuNP in Sec. 3.4.1. We proceed with introducing a Green’s function solution
of Maxwell’s equations in Sec. 3.4.3 that is used to couple the constituents and find
equations that describe the dynamics of the coupled system. In Sec. 3.5, we discuss the
occurring eigenvalue equation that characterizes the interaction within the nanoparticle
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and analyze the corresponding eigenvalues and eigenvectors. In Sec. 3.6, we then study
the implications of the interaction and the arising eigenstates on the macroscopic polar-
ization within the TMDC monolayer. Section 3.7 computes the electric near-field around
the nanostructures and finds a peak splitting of the excitonic and plasmonic modes that
for artificially detuned exciton resonance is shown to result in an avoided crossing behav-
ior of the two resonances. Finally, in Sec. 3.9, we provide our conclusions and discuss the
utility of our analytical plexcitonic approach to describe the interaction in nanostruc-
tures and their implications on localization and strong coupling and provide two possible
extensions/applications of the theory that we developed.

3.1. Hamiltonian

To describe the dynamics of excitons in the given geometry, we will employ the framework
of Maxwell-Heisenberg equations of motion, based on a second quantization Hamiltonian
consisting of three contributions,

H=Hy+ Hyg + Hc. (3.1)

The individual contributions consist of the free Hamiltonian, denoted as Hj, the
carrier-light coupling represented by H,g in the r - E coupling scheme, and the carrier-
carrier coupling mediated via Coulomb interaction, denoted as H¢o. As the microscopic
specifics of dephasing processes are not essential for the investigated effects, they will be
introduced at the level of the equation of motions through an effective relaxation time
approximation [171] to account for non-radiative scattering processes. In the following
subsections, we will individually describe the terms of the Hamiltonian.

3.1.1. Free TMDC Hamiltonian

In the second quantization scheme discussed in Sec. 2.1, the free Hamiltonian char-
acterizes the band structure of the system, representing the energy landscape on which
carriers can move. In general, it is given by

A
Hy=>" i, ALHAkH. (3.2)
kH)\

Throughout this chapter, we use an abbreviated notation, since all our operators are
fermionic. The standard creation and annihilation operators, al and a, are replaced by Af
and A. Here, A can be seen as a compound index comprising the band and spin quantum
numbers, with eﬁ” representing the dispersion of the respective band. The second index,
k|, denotes the in-plane carrier momentum. The full band structure, as shown in Figure
2.3, exhibits a minimum (maximum) at the K/K’ points for the conduction (valence)
band. This allows us to approximate the dispersion as parabolic around the K /K’ points,
which we will utilize throughout this thesis. As mentioned in Sec. 2.2, the approximation
shown in Fig. 3.2 reveals a slight spin-splitting of the band structure in both valleys due
to spin-orbit coupling [326]. Consequently, an effective eight-band model well-describes
the dynamics [11, 189, 327]. A plot of this approximation, which is referred to as the
effective eight band model, can be found in Fig. 3.2. Since the spin-splitting of the
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valence band is approximately one order of magnitude larger than that of the conduction
band [188, 328, 329], it is in most cases reasonable to consider the conduction band as
spin-degenerate. Interestingly, the order of the bands is reversed in terms of spin between
K and K’ valley [330, 331].

T
K K’

Figure 3.2.: Effective Parabolic Eight Band Model for the TMDC Band Struc-

ture. Due to spin-orbit coupling, valence and conduction band are spin-split, resulting

in eight different bands. The band gap Eg corresponds to the energy difference of

bands with the same spin. Optical transitions at the K/K’ points can only be excited

by o4 /o_ polarized light (circular dichroism) which makes them interesting for device
applications [330, 331].

3.1.2. Carrier-Light Interaction

In the field of nano-optics, our focus lies in studying how electromagnetic radiation in-
teracts with various materials at the nanoscale. Since the dimensions of these materials
are small, a quantum description of the material properties becomes necessary. Simi-
larly, the electromagnetic radiation itself can be described using a quantum theory [172].
However, in many instances, classical field theory, which is based on Maxwell’s equations,
proves sufficient in explaining the observed effects. Therefore, we will operate within the
framework of a semi-classical theory in the following, which combines a classical repre-
sentation for the electromagnetic radiation fields with a quantum theory for matter based
on a second quantization approach [170, 332].

In this semi-classical description of light-matter interaction, two equivalent formalisms
are commonly employed [333]. These formalisms, known as p- A and r-E coupling, differ
in terms of which field quantity is coupled to which matter quantity. These formalisms
have been used in our group mostly interchangeably over the years |28, 29, 180, 243, 245,
334-336]. In this thesis, we adopt the r - E coupling formalism, where the position r
is coupled to the electric field E through the Hamiltonian, which can be derived using
various methods. The interested reader shall be referred to Refs. [333, 337] for a derivation
based on the Power-Zienau-Wooley transformation framework. For our purposes, we
adopt the final definition of the carrier-light Hamiltonian in r - E coupling, given by
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- 1 AX oy
Hie=—7 > ik -q, - Bq (2ex) Ak M- (3:3)
kII’)\QH

where we defined the dipole matrix element df;"_l\ K- the expectation value of the
position operator

, . *
dicl i -, = _Q/Qd2r|| U, (1) T Uz —q, (T)- (3.4)

Here, e is the elementary charge, Uk, (r) are
the lattice periodic functions in the Bloch expan-
sion, and Eq (zex) = S dQQ”e_iQH'rHE(r; w) is the
Fourier component of the electric field with in-
plane wave vector Q| at the position of the TMDC
layer zex. Characteristically for TMDCs, their
interaction with light exhibits circular dichroism,
meaning that o /o_ light can only excite optical
transitions in the K/K' valley [10, 11]. Thus, we
find two possible optical transitions per valley that
obey spin-conservation. Due to the spin-splitting,
they differ in energy and will be labeled A exciton
for the transition of lower energy and B exciton for
the transition of higher energy, cf. Fig. 3.2. As-
suming that the matrix elements are known, this

k’-q

Figure 3.3.: Illustration of Coulomb-
Mediated Electron-Electron Scat-
tering Process. Schematic illustra-

tion of the momentum transfer process
prescription allows a straightforward description of between two carriers with initial mo-

the light-matter interaction. Unfortunately, the menta k and k/, exchanging momentum
computation of the optical dipole matrix elements 4 through Coulomb interaction.
requires the knowledge of the lattice periodic func-

tions, Usk, (r) which can be obtained from explicit solution of the Schrédinger equation

in density functional theory [11].

3.1.3. Carrier-Carrier Interaction

In this thesis, our focus is on the carrier-carrier coupling mediated through Coulomb
interaction, which plays a dominant role in TMDC monolayers and is responsible for
exciton formation. The Coulomb interaction is quantized using a two-particle operator,
given by

1 /
He = > Va i )\k?‘ M g (3.5)
k. k| q
AN

with the Coulomb matrix element Vq” which can be derived as the Fourier component of
the Coulomb interaction in the respective geometry, which we illustrate at the end of this
section. For details on the quantization process for two-particle quantities, please refer to
references [170, 171, 338]. This Hamiltonian describes an effective transfer of momentum
q between two carriers with momenta k|| and k" . This momentum conserving process

is mediated via Coulomb interaction, as depicted in Fig. 3.3.
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Figure 3.4.: Schematic of the Four-Layer System. This figure illustrates the four-
layer configuration required to derive the Rytova potential for our geometry, cf. Fig. 3.1.
The dimensions of each layer are provided, with layer III representing the TMDC layer.

Rytova-Keldysh Potential

The carrier-carrier potential Vg, 1s given by the Coulomb interaction of the interacting
carriers. For the case of the effectively two-dimensional TMDC, this interaction is only
screened within the monolayer and can propagate more freely in the adjacent materials.
Thus, the Coulomb interaction in 2D materials is only weakly screened and results in
strong electron-hole interaction and formation of excitons, which explains the dominance
of excitonic effects in these materials. Accordingly, neither a pure 2D nor a 3D description
is appropriate, and hence we follow the approach taken by Rytova in Ref. [22] and
later by Keldysh in Ref. [23]| to calculate the potential by considering a thin material
encapsulated in between two areas of constant permittivity. The potential can be viewed
as an effective 3D potential for large momenta and a 2D potential for small momenta,
with an interpolation between the two in the mid-range [339-341]. In our geometry,
which can be effectively represented as a four-layer system, cf. Fig. 3.1, we incorporate
an additional layer compared to the standard Rytova case to provide a more accurate
quantitative description of the optical response of the TMDC layer, which is strongly
influenced by the substrate. However, the qualitative characteristics described earlier
will remain unchanged. The potential for a system as depicted in Fig. 3.4 reads

/ 1
N _— —qlz=2| o, =
Vg, (2, 2") {e + ad (3.6)

_25051'(]” — 034031

X |:2(531534 cosh q (Z — Z/) + eql\d(534eq\\(z+‘z/—d> + 5316_q(z+zl_d)>:| }’
with the definitions

2%kR
&3 — 29 e =4y &2 —¢& _E3—¢&4
31=————— 2= 5 < 021 = 34 =
e3+ 209, e2kR 4 §op e1+¢e2’ €3+ €4

.3

Here, d is the thickness of the TMDC layer and R the thickness of the adjacent layer,
cf. Fig. 3.4. This potential resembles the typical Rytova-type potential, which we were
using multiple times throughout my PhD journey. In App. E.2, we generalize this ex-
pression to a system consisting of N layers, which might become useful to describe the
Coulomb potential in artificially designed heterostructures.
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3.2. Macroscopic TMDC Polarization

Now that we have discussed the Hamiltonian of our system, the remaining question is
which observable we need to define to describe the excitonic dynamics within the TMDC
monolayer. Here, we start from a macroscopic, experimentally accessible perspective
and relate that to a microscopic quantity: The physical quantity which can be related
to experiments is the macroscopic polarization, P(r,t), from which one can derive the
material susceptibility x(w). In comparison with a general Hamiltonian [201, 333|, we
can define the macroscopic polarization as the functional derivative of the Hamiltonian
density

H = —/d3r P(r,t) -E(r,t) and P(r,t) = -VgH(r,?). (3.8)

We want to use this expression on the semi-classical light-matter Hamiltonian in
Eq. (3.5), which we Fourier transform and make three-dimensional utilizing a delta dis-
tribution so that it can be written as

1 . < _
3 —iQ-r A
o= —/d o Y 0z e AT AN g A M-q | - E@). (3.9)
kn:AQn

The expression in parentheses corresponds to the Hamiltonian density, H(r,t) which
allows us to identify the macroscopic polarization operator after taking the quantum
mechanical expectation value,

1 iQp Ty 3 3
P(r,t) = 6(z — Zex)z Z QT dkuvkau </\L“ >‘kn+Qu>° (3.10)
kH:\QH

After Fourier transformation of the in-plane momenta, we make use of the 2D character
of the TMDC, using a Delta distribution to express the 3D polarization through the 2D
polarization

Pq,(2) = P2QD” (2 — Zex)- (3.11)

From the previous calculation, we find the straightforward expression for the 2D po-
larization

1 < _

2D _ A\ T

PQ” = Z dkH k| +Q <)\kH)\kH+QH> : (312)
kA

Here, we identify the microscopic interband polarization of the TMDC,

Dk; ko = <U1T<1 Ck2> (3.13)

which we will be the microscopic observable of this chapter to describe the exciton
dynamics within the TMDC layer. Later, we will make use of Eq. (3.12) to derive an
expression for the microscopically based susceptibility of the system.

All in all, we have deduced the definition of the macroscopic polarization in terms
of the microscopic interband polarization, denoted as py,k,. For our purposes, we will
neglect the spin dependence, so that A describes the band quantum number only.
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3.3. Semiconductor Bloch Equations

In this section, we derive the dynamical semiconductor Bloch equations [170, 173, 338] to
describe the exciton dynamics in our system, based on the previously stated Hamiltonian
in Eq. (3.1). The microscopic interband polarization py,k,, discussed in the previous
section, serves as the dynamical observable and can be connected to the macroscopic
material polarization. To account for the distinction between the K and K’ valleys, which
was not considered in the previous section, the microscopic polarization will feature an
additional index &.

We begin in Sec. 3.3.1 by deriving the equations in the electron picture [171, 342].
Subsequently, n Sec. 3.3.2, we study the Wannier equation, which we use in Sec. 3.3.3 to
transform all equations into the excitonic picture [176, 243, 343] by projecting them onto
exciton wave functions, which serve as solutions of the Wannier equation [170, 344].

3.3.1. Electron Picture

We begin by deriving the Bloch equation in the electron picture, employing annihilation
(creation) operators for the valence band, vl(j), and the conduction band, cl(j). These
operators describe the microscopic interband polarization, as given in Eq. (3.13). To
characterize the dynamics of excitons in a monolayer of transition metal dichalcogenides,

we make a series of approximations that we discuss individually:

i) We adopt an effective four-band model, neglecting the spin in the system. Con-
sequently, each valley is represented by one valence band and one conduction band,
resulting in a total of four bands.

ii) During our calculations, we encounter densities associated with the occupation of
the conduction or valence band. As we are operating in the linear optical regime, we
assume these densities to be small.

iii) The two-particle interaction in the carrier-carrier Hamiltonian poses a hierarchy
problem, which we address by employing a Hartree-Fock approximation.

iv) We determine the band gap energy either from experimental data or ab initio
calculations. This choice allows us to absorb all the terms contributing to band gap
renormalization, e.g, some Coulomb terms on the Hartree-Fock level, into the band gap
energy.

v) We have neglected non-resonant counter-rotating contributions.

Combining all the individual contributions, the full semiconductor Bloch equation in
the electron picture for our problem reads

7

]
O Py = <' ) '> Piad A b Pidag () (314

7
T3 Z Vy Pil g k1 0 Pic ) scat
qj

The dynamics of the interband polarization, denoted as Pyl are governed by four
1

Il
7k2
key factors: Firstly, the oscillation of the interband polarization is captured by the first
term in Eq. (3.14), which depends on the energy difference between the conduction band

ei” and the valence band el”{H. the contribution of the external electric field is represented
2 1
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3.3. Semiconductor Bloch Equations

by the second term, which acts as a driving force. Here we can define a Rabi frequency

Qkﬁk! - dkg,k!'
contribution between individual carriers, summed over all possible exchange momenta
q). Lastly, we include a phenomenological scattering term as the fourth term, as the
specifics of scattering are not crucial to the effects we investigate.

Ek” W (Zex) / h. The third term accounts for the Coulomb coupling
27 1

Parabolic Band Structure

In the following, we will make use of the fact that the band structure of the monolayers of
transition metal dichalcogenides is parabolic around the K and K’ points which dominate
their optical response in the optical range that we are interested in and mathematically
implement the eight-band model we discussed in Sec. 3.1. Accordingly, the reference
point of the momentum vector will be moved from the center of the Brillouin zone to
one of the high symmetry points K/K’: k — K¢ +k in our analytical calculations. This
introduces the additional index & € {1,—1} as the new valley index for the individual
K (1) or K’ (—1) valley. This approximation has been demonstrated to be in excellent
agreement with the full band structure around these high symmetry points [11, 188, 243].
It provides a sufficient approximation for describing the dynamics in the optical range
that we are interested in. The band structure at the respective £ can then be effectively
approximated as a parabola [171],

§ 21,2 13 21, 2
< . Eo MK ot o B MKy
ki 2 2me ki 2 2my,

Here, we have taken into account the influence of spin-orbit coupling, which leads to
distinct band gap energies Eg at the respective valleys. m, and my are the electron or

hole mass. By distinguishing between the K and K’ valleys, our chosen observable, the
interband polarization, acquires an additional valley index, cf. Eq. (3.13),

13 — /.5t &
Pl = <Ukl'ck'2>' (3.16)

In this study, we consider polarizations describing interband coherences within the
same valley, assuming that £ is the same in both valence and conduction band. This
assumption is reasonable since we are primarily interested in the linear optical response
of the system at this stage. Accordingly, we also obtain distinct Bloch equations at each
valley that we can generally express as

(3.15)

¢ (e ) g Qe
K = h<ek,2 6k1|> P T 7 Gl B (3.17)
i
Y Vg 1t 0,
h %: q| k!—&-q” ,k!—f—q“ k!,kg cent

In general, we reproduce the same equation obtained in Eq. (3.14) but include an
additional index. The circular dichroism will be included in the dipole matrix element.
Relative and Center-of-Mass Coordinates

As the dynamical equations for an electron-hole pair by construction resemble a two-body
problem, it feels natural to transform to a coordinate system of relative and center-of-
mass coordinates to distinguish the motion of the exciton as a new quasiparticle from its
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3. Plasmon-Induced Exciton Localization and Hybridization in 2D Materials

relative motion. This can be done using the transformation

Q) =kj ki, ay = ok + K, (3.18a)
k| = q - 6Qj, k) = qj +aQ, (3.18Db)
with o = me"}rjn ” and § = m::bk];n ” which represent the relative masses. At this point,

we want to comment on the unintuitive form of the transformation, which one would
assume to feature the reversed sign of the k; term in Eq. (3.18a). This results from our
implicit assumption that, UIT( = hy as opposed to the usual, v;f( = h_x which effectively
results in Q = qe + 95 — 9c — qu- In relative and center-of-mass coordinates, the Bloch

equation in Eq. (3.17) reads

2.2 20M2
AT hQn] ¢ 1 e

qHQII - ZdQ\|+aQ|\ 7Q\|—6QH ' EQH (Zex) (319)

'3 '3
- Z Viq Pg; i@ T 9 Py q

k I scat

Here, we have introduced the total mass, M = m, + my, and the reduced mass,
W= %, as commonly done in solutions of the two-body problem. The momentum
indices of the polarization were transformed in agreement with Eq. (3.18a).

At this stage, we reconsider the momentum dependence of the dipole moment. As
the light dispersion (light cone) is very steep compared to the material dispersion, we
assume that only vertical transitions are relevant for the optical matrix element so that

dgHJFO‘QH»qH—ﬁQH ~ dg\l’qu = dg”. In addition, we expand the momentum dependent

dipole moment dgH around the K /K’ valley, keeping only the zeroth order in the ex-
pansion so that we can effectively approximate it with its value at the K/K’ points
dgH ~ dif = df. The dipole element can be obtained from numerical calculations using
density functional theory [11].

3.3.2. Wannier Equation

Since the dynamics in TMDCs are dominated by excitonic features in the optical regime,
we can expand to a good approximation the equations of motion in exciton wave func-
tions, go%, which are solutions of the Wannier equation describing the excitonic dynamics
in 2D materials [170]. It reads

th 2

3 I cv gv _ v, tv

Be+ 5, |44 ; Vi @y i, = B¥ . (3.20)
I

This equation describes the relative motion of electron and hole, which make up an
exciton, similar to the situation in a two-body problem. The relative coordinate of the
exciton problem with mass p evolves in the Coulomb potential VkH. The v index in
Eq. (3.20) is the quantum number of the excitonic state. This equation allows to disen-
tangle relative and center-of-mass motion in Eq. (3.19). This can be done by projecting
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3.3. Semiconductor Bloch Equations

the polarization, pfanH’ on a complete set of eigenfunctions that solve the Wannier equa-

tion, which we will touch upon in Sec. 3.3.3. Before we do so, we take some time to study
the Wannier equation, Eq (3.20) in detail.

The solution of the Wannier equation is typically obtained straightforwardly in our
group through eigendecomposition, and more details regarding this approach can be
found in App. D.2. As obvious from Eq. (3.20), the characterizing feature for the Wannier
equation is the Coulomb potential, which will significantly affect the eigenvalues and
eigenfunctions. The traditional analytical description, as outlined in Refs. [22, 23|, has
been commonly employed to study the case of a TMDC layer surrounded by a medium of
constant permittivity on both sides. This has been treated to great accuracy in Refs. [22,
23, 345-347] where a corrected version of the standard Rytova-Keldysh potential for the
three layer case has been used in our group. For the scope of this work, we generalized
this approach to an effective four layer system, described using the Coulomb potential in
Eq. (3.6). Qualitatively, the results are unchanged compared to the three layer case, with
slight quantitatively corrections to the binding energies and excitonic wave functions due
to changing screening effects.

3.3.3. Exciton Picture

In the full microscopic dynamical equation in Eq. (3.19), it is possible to identify the
Wannier equation, Eq. (3.20). This allows us to map the full dynamical equation on
exciton wave functions, gpgﬁ, that are solutions of the Wannier equation to separate

relative and center-of-mass motion. This can be achieved using the expansion [344],
3 _ Ev, Ev
Pajq; = 2 Pa gy (3:21)
v

Normally, the full Wannier equation reveals left- and right-handed solutions due to the
appearance of the valence and conduction band densities [171]. This makes it necessary
to distinguish left-handed and right-handed exciton wave functions [171]. However, as
we work in the weak excitation limit, meaning vanishing densities, left-handed and right-
handed solutions coincide so that we use exciton wave functions, gpgllj‘, and their complex
conjugates in our calculations.

Expanding in the new basis and under the use of the Wannier equation, the entire
relative motion on the left-hand side of Eq. (3.19) can be absorbed in the eigenvalues
E& of the Wannier equation, so that only the inhomogeneous part in Eq. (3.19) depends
on q) which enables us to map on the excitonic wave functions @Slﬁ by multiplying with

(gogﬁ)* from the left and summing over all relative momenta. Using the orthonormality

relation 1/A un (cpgﬁ)*gog'ﬂ = 6", we find

e _
hwpg, = oM

13% hQQHQ 72 PR3% * o o\ * T .
EY + ——= — i | pgy, (W) — @5 (x) = 0) D (d¥) EQ (7ex; w).  (3:22)

(o

Here, the sum over all relative momenta can be interpreted as a Fourier transform
of the relative coordinate of electron and hole r|| to real space and used the identity
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3. Plasmon-Induced Exciton Localization and Hybridization in 2D Materials

qu @3’] = ¢g,(r) =0). Here, ¢,(r)) is the exciton wave function depending on the
relative coordinate of electron and hole r|| and can be obtained by solution of the Wannier
equation in Eq. (3.20). The excitonic wave function is evaluated at r| = 0, which accounts
for the probability of finding electron and hole at the same position [348]. At this stage,
we introduce a couple of simplifying assumptions applicable for our case. We assume
the band gap to be equivalent for both valleys, such that the wave function and the
eigenvalues of the Wannier equation will not be valley-dependent and depend solely on
the excitonic quantum number v. The circular dichroism of the TMDC is introduced via
do¢ = d°d4¢. The dephasing rates 7 are added to account for phonon-induced dephasing
as calculated microscopically in Ref. [176] using a phenomenological effective relaxation
time approximation.

Thus, we have derived a Bloch equation in an excitonic picture that only contains the
center-of-mass momentum Q of the exciton. The first term on the right-hand side of
the equation is the oscillation of interband polarization with the characteristic energy
that is composed of the excitonic energies EY, consisting of the band gap energy and
the exciton binding energy, the parabolic momentum contribution and a dephasing "
that we added phenomenologically to account for damping and excitonic dephasing. The
second term describes the excitation of the polarization by an external classical electric
field Ea“ at the position of the TMDC.

TMDC Polarization - Exciton Picture

The expansion in exciton wave functions in Eq. (3.21) also has to be considered in the
definition of the macroscopic polarization that we discussed in Sec. 3.2. Here, we find

QH =1 Z Z dfgoqanH + c.c., (3.23)
voq
Similar to the calculations for the microscopic polarization, we can also identify the
exciton wave function at rj| = 0 in real space. This allows us to express the chiral
components of the macroscopic polarization as
ngD w) =Y dpg,(r = O)pg” () + c.c., (3.24)
132

which gives the macroscopic polarization in terms of the dipole element d%, the wave
function for vanishing relative electron-hole coordinate ¢, (r| = 0), i.e., electron and hole
at the same position in real space, and the microscopic interband polarization pQ Thus,
we can deduce that only excitonic states contribute to the macroscopic polarlzatlon that
have a non-vanishing wave function at rjj = 0. Many times, the exciton wave function and
the dipole moment are combined into an effective excitonic dipole moment [28]. At this
stage, the circular dichroism of the TMDC is introduced using the identity d¢% = d55§a.

Absorption Spectrum — Elliott Formula

From the previously defined macroscopic polarization, cf. Eq. (3.24), one can deduce the
absorption spectrum via the well-known Elliott formula [171]

Z }d£| ‘90_51/ I'_—;}:/))‘ ’ (3.25)
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where the valley-specific and due to the circular dichroism also the o /o~ -specific
polarization can be obtained as the individual components of the £ sum. This equation
contains the usual step-like absorption spectrum generally expected for two-dimensional
structures. However, due to the strong electron-hole interaction, the optical spectrum
is dominated by excitonic features below the band gap and the free particle band gap
is merely visible [18]. The spectral positions of the excitonic peaks are given by the
excitonic eigenenergies EV. In Fig. 3.5, we exemplarily plot the imaginary part of the
susceptibility in Eq. (3.25) that is proportional to the TMDC absorption.

absorption [arb. units]

1.9 2.0 2.1 2.2 2.3 24 2.5
hw [eV]

Figure 3.5.: Calculated TMDC Absorption Spectra. TMDC absorption spectra,
calculated for the most used TMDCs using the microscopic approach presented in this
chapter.

This would be sufficient if we would just model the case of plane wave excitation
and translationally invariant systems without other sources. However, as we consider
additional sources and dynamical interactions of the TMDC excitons with external scat-
terers, more efforts will be taken in the following subsections to include other than just
the purely excitonic effects.

3.4. Self-Consistent Maxwell-Bloch Approach

Now that we have extensively introduced the excitonic description of the TMDC, we
need to start thinking about how to describe the optical response of the gold nanopar-
ticle (AuNP) and how to treat the interaction with it. Therefore, we extend the Bloch
approach, we have described previously, to self-consistently include Maxwell’s equations.
The plasmonic response of the metal nanoparticle will be described using Mie theory and
the electromagnetic field that mediates the interaction by Maxwell’s equations. This will
briefly be introduced in the subsequent two chapters.

In our approach, we use real space for the out-of-plane component (in the z direction)
and the Fourier transform for the in-plane components (in the = and y directions). In
addition, we transform the temporal dynamics into the frequency domain, which allows
us to work with one set of coordinates (QH ,2;,w). This transformation allows us to solve
the differential equations algebraically.
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3.4.1. Optical Response of Nanoparticle Plasmons

For the scope of this thesis, we use an oblate spheroid in a dipole approximation using
Mie-Gans theory [1, 295]. This condenses the light-matter interaction in response to the
external field E(‘)QH for a spheroid in a diagonal polarizability tensor, a(w), whose diagonal
components are given in Eq. (2.57). The gold permittivity eay(w) is analytically modeled
using the approach from Ref. [277], that incorporates two interband transitions in the
visible regime to accurately describe the experimental data found in Ref. [272]. Tts
analytical expression is given in Eq. (2.50).

The choice of an oblate spheroid allows for enhanced interaction of AuNP and TMDC,
since it reduces the effective separation while keeping the volume and thus the polarizabil-
ity large. In Fig. 3.1b, the absolute value of the in-plane polarizability of the considered
spheroid is shown as an example. All used parameters can be found in Tab. A.2.

In this dipole approximation, the AuNP polarization can be written as

i O _rpl
Pé‘ﬁNp(ZS w) = _/sz“e (Q-Q)rf Eq (1) 8(2 = 1), (3.26)

which describes the polarization of a point dipole located at rp = (rﬁl,zpl). The po-
larizability a(w) incorporates the electric field generated by the AuNP. Thus, Eq (2p1)

I
corresponds to the electric field at the position of the AuNP, excluding the field con-

tributed by itself. For simplicity reason, we will assume rﬂ’l = 0. Combing the two
polarizations given in Eqs. (3.48) and (3.26), the full polarization is given by

Pq (7 w) = Pg‘\‘/IDC(Z; w) + PgﬁNP(z; w), (3.27)

which enters Maxwell’s equations to compute the electric field close to the nanostructure.

3.4.2. Green’s Function Approach to Electromagnetic Interaction

In our description, the interaction of TMDC and AuNP is mediated by the electric field,
as can be seen in Eqs. (3.32) and (3.26), which has to be determined self-consistently
from Maxwell’s equations. The starting point for the investigation is the wave equation

e(z) 02 1 0? 1
<v2 _ C28t2>E(r,t) = P~ V(Y P, (3.28)

for the polarization P(r,t) in a background medium with spatially piecewise-constant
permittivity e(z), which is £; in the upper half plane and e2 in the lower half plane.
A general solution of this equation can be provided via the Green’s function using the
coordinates (Q|, z; w) which we obtain by Fourier transformation according to E(r; w) =
ﬁ i d2Q||ei(‘Q“'1"HEQH (z; w). Hence, the electric field can be expressed as

Bq () = [ 40 (.25 w) - Pq (i w) + B (). (329

with the dyadic Green’s function Gq (2, 2; w) and the external electric field E%H (z; w).
For Eq. (3.28), the dyadic Green’s function is given by
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QQ”(z,z';w): w? + 1 <QII®Q|| 1Q) 0.

eoc?”  goe(z) iQfazl 92

>] G (2 w), (3.30)

where the symbol 1 denotes the three-dimensional identity matrix. The second matrix
has a 2 by 2 matrix as its first entry, and the resulting matrix is also three-dimensional.
Here, the scalar Green’s function Gq (=, 2'; w) is defined as

T kg, |z—2'
ez Q”|z 2|

Gq, (2 7w) = " 2khg ; (3.31)
I
where kq, = E(z)‘g—; — ﬁ This can be obtained from complex contour integration,

details will be provided in App. D.1. Egs. (3.30) and (3.31) allow one to calculate the self-
consistent electric field at the TMDC and the AuNP position which enters the dynamical

equation for the microscopic TMDC polarization pg” (w), cf. Eq. (3.32), and the AuNP

polarization, cf. Eq. (3.26).

3.4.3. Optical Response of the Coupled Nanostructure

To obtain a self-consistent set of solutions for our system, we need to combine all the
equations introduced thus far. In our analysis, we will specifically focus on the 1s reso-
nance of TMDC in the context of our interacting system. This is a good approximation
when the 1s resonance is spectrally clearly separated and the spectral range is limited to
the one dominated by the 1s resonance, as it is for our case. For clarity, we will omit the
index v in our notation, use g to represent the value of o' at the origin (r) =0), and yls
to denote the corresponding damping coefficient for the 1s resonance. By incorporating
these variables and equations into our overall framework, we can derive a self-consistent
solution that captures the dynamics and behavior of the system accurately.

Restating Eq. (3.22) for didactic purposes, we describe the microscopic dynamics in
TMDC monolayers using the excitonic Bloch equations, cf. Refs. [179, 226, 243],

1s h2Q||2 . £ * 0 1€\ *
<E + S hw — w) P, (w) =5 (d>)" - Eq, (Zex; w). (3.32)

The left-hand side accounts for the oscillation of the microscopic 1s exciton polariza-
tion, pgu, with excitonic energy, E1*, where we use a valley index £ = +1 for the K/K’
valley, respectively and the Fourier component of the center-of-mass motion Q. Fur-
thermore, the left-hand side accounts for the dispersion of excitons (second term) with
the exciton mass M. The dephasing rates v were added to account for phonon-induced
dephasing as calculated microscopically in Ref. [176]. The TMDC excitons are driven
by the electric field Eq, (Zex; w) via the electronic transition dipole moment d¢ at the
respective valley [11] and the 1s exciton wave function at the origin ¢g. The entire in-
teraction is now mediated via the electric field. In the hybrid structure, the total field
at the TMDC position Eq, (zex) includes the external field E%H, a contribution caused
by the AuNP-TMDC interaction as well as the inter- and intra-valley exchange coupling
within the monolayer [349].
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By inserting Eq. (3.29) into Eq. (3.32), we find the following equation of motion for
the microscopic TMDC polarization,

h2Q2
[El + o7 - i — W]le (w) (3.33)
= o d - [E%l (2ex; W)+Gq (2ex, 2p1; W) - (W) - E°(rp1; w)}

+’900’2d§* ’ Z |:gQ (Zex; Zex; W ) dglp(é\l( )
f/
a(w)

+gQH (Zex, Zpl; UJ) : W ’ /dQQ/ gQil(zpb Zex; w) ’ dg,p%ﬂ (W) .

In Eq. (3.33), the coupling between TMDC excitons and the AuNP plasmon induced by
the electric field is given in terms of the Green’s functions, including the self-interaction
of the excitonic polarization. In Eq. (3.33), the first term on the right-hand side is the
interaction with the external electric field E(‘)QH (zex) at the TMDC position zex. The
second term is the external electric field at the AuNP position, which is resonantly
enhanced by the AuNP and then coupled to the TMDC. In the second line, we see that
the electric field also mediates a dipole-dipole coupling between the excitons at the K/K’
point, widely known as the inter- and intra-valley exchange coupling [350]. The final term
in the equation describes a self-interaction of the TMDC that is mediated by the AuNP,
as evidenced by the appearance of two Green’s functions. This term can be interpreted
as an effective exciton-exciton interaction.

In our particular setup, special care is required to include the dielectric interface at
z = 0, which arises due to the piecewise constant background permittivity. Since the
distance between the TMDC and the AuNP is only a few nanometers and the wavelengths
used are in the optical range, we have opted to utilize the quasi-static Green’s function,
provided in Eq. (3.35), which also incorporates the change in background permittivity.
This leads to the fact that the quasi-static Green’s function can only be defined piecewise.
Due to the interface, the Green’s function also contains additional mirror charge terms.
The Green’s function is derived following Ref. [351] and takes into account the individual
positions of the scatterers.

In the quasi-static limit, i.e., ¢ — oo, the dyadic Green’s function can be expressed as

1 Q ® Q” ZQ||8
g0e(z) < zQ” 02, )GQ| (2, 2"). (3.34)

Evaluating Eq. (3.33) with the quasi-static scalar Green’s function

g(thH (2,2') =

1 Q-2 1 +
20, ¢ Al 2Q) aret QB 22 >0
O% () = |~ . sen(z) #sm(), (335)
1 Q=2 _ _1 ea—e1 ,—Q)lz+7] /
Qne ol =gy g I 22 <0

we obtain individual equations for the respective valley K/K’. For a derivation of
the Green’s function, we refer to Ref. [351]. To investigate the effects resulting from the
coupling of TMDC and AuNP, we first diagonalize our system of equations by performing
a transformation with respect to the inter-valley exchange coupling,
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g\ _ 1<—€i¢ 6‘”) (g (3.36)
p‘é“ — 5 eZ(b e—z(;S p[Q(” . .

This is analogous to Ref. [349]. ¢ represents the angle coordinate in polar coordinates
corresponding to Q). The same matrix transformation is used to transform the circularly

Q- Qy
find two decoupled equations, Eqgs. (3.37) and (3.38), for the new polarizations pg” (w)

polarized external electric field E%H in Eq. (3.33) into its new basis {EO’U, EO’V}. We
v
and pf (),

h22

Q ) . % OU
E' + 27]\/1” — hw — iy pg” (w) = d* g E%” (Zex; W) (3.37)

In Eq. (3.37), pg” is unaffected by the exchange coupling. The left-hand side of

Eq. (3.37) exhibits a free parabolic exciton dispersion that is consistent with previous
literature [349]. Accordingly, we will refer to Eq. (3.37) as the parabolic Bloch equation.
It’s worth noting that both the exchange coupling contributions and the coupling contri-
butions between TMDC and AuNP cancel each other out. This is due to the quasi-static
approach, which reduces the interaction to longitudinal components that appear under
the transformation in Eq. (3.36) only in the V' component, cf. Ref. [349]. Hence, the
right-hand side only accounts for the excitation by the external electric field E(%ﬁ (Zex; W)
at the TMDC position and accordingly has the same form as the pristine TMDC case
without exchange and TMDC-AuNP coupling. In contrast, the equation for pgu (w),

Eq. (3.38), reads

202

h°Q
E's 4+ T]W” + XQH (Zex) — hw — i7:|pg| (w) (3.38)

L 2y . %
_ (27r)2/d QH VQHQI\ (Zex,Zpl, w) th (w)

= d*p} (E%’V(zex; w) +Sq, (2p1; Zex; w))

Comparing to Eq. (3.37), where all interaction contributions cancel, we find three
additional terms. The first one is the intra- and inter-valley exchange term, which renor-
malizes the parabolic dispersion

QQ
Xq (zex) = —|002ld?—L G (zex, 2ex)- 3.39
Q) (2ex) ol ”|d]| 023 Q| (Zexs Zex) ( )
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As can be seen in Fig. 3.6, where we depict the further relevant momentum range from
(-1 to 1)nm~1, Xq (zex) changes the parabolic dispersion to a conical one depending
on the exchange coupling among the K/K' valleys, cf. Ref. [349]. Hence, we refer to

Eq. (3.38) as the conical Bloch equation. The other additional terms, VQHQI\ (Zexs Zpl; W)

and Sq, (2pl; Zex; W), are given by

Q7 .
VQ”Q’H (Zex, 2pl; W) = |<P0|2|d\2€0€“2 G‘su (Zexs Zp1) (3.40a)
Q)
st _ /
X 1 (2pl, Zex) [O‘H (w) cos ((b 1) ) + az(w)] ,

2
Sq (Zex, zp1; W) = &)%IQG%” (zex,zpl)[aH(w)E(‘)/(rpl;w) —ia(w)E§(rpi;w)].  (3.40b)

The first of the two terms, VQ”QT\’ describes the effects of the effective exciton-exciton

interaction mediated by the plasmonic nanoparticle. This has the form of coupling be-
tween induced dipoles, as apparent from the characteristic cosine dependence on the
relative angle ¢ — ¢’. In the following, it is interpreted as an additional potential for
the center-of-mass motion of the excitons. Due to the symmetry of the system, we chose
o = &z = ay. The term on the right-hand side, Sq, (2p1), represents the excitation
caused by the external electric field. This excitation is initially scattered and enhanced
by the AulNP before coupling to the TMDC. The interaction mediated via the in-plane
and the z-axis of the AuNP, respectively, is qualitatively different, as can be seen from
the additional imaginary unit in front of the z-component.

In agreement with Ref. [349], we show in Fig. 3.6 that the exchange coupling in
Eq. (3.38) leads to the formation of a parabolic lower band and a conical upper band
in the excitonic dispersion. For this reason, we have chosen U and V as indices for the
parabolic and conical dispersion, respectively. We define their dispersion from

h2Q2

U _ pls I

EQ” =F + oM 5 (341&)
h2Q2

Vo _ pls I

Summarizing our analytical advances so far, we have found that our equations can be
diagonalized such that only one of the TMDC exciton components, Eq. (3.38), is affected
by the AuNP, while the other component, Eq. (3.37), is completely unchanged compared
to the purely excitonic case in Eq. (3.32).

3.5. Plexcitonic States

Similar to identifying the Wannier equation in the semiconductor Bloch equation (SBE)
[170, 173, 348] which captures the relative motion of electron and hole. In the conical
Bloch equation, In the conical Bloch equation, Eq. (3.38), we encounter an eigenvalue
equation that includes the complete excitonic center-of-mass motion with in-plane mo-
mentum Q. This equation captures both the changes in exciton dispersion caused by

exchange coupling and the interaction between the plasmon of AuNP and the excitons
of TMDC.
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Figure 3.6.: Excitonic Dispersion. The exchange coupling causes a split in the
dispersion, resulting in a parabolic dispersion for the non-interacting pg” , and a conical
dispersion for pgu, which experiences interaction with the gold nanoparticle. The
distinctive shape of the dispersion has also influenced its nomenclature.
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The nonlocal plasmon-induced potential VQ”Q/H determines the center-of-mass motion

Q| on the dispersion modified by the exchange coupling (left side in Eq. (3.42)). Although
the Wannier equation and the plexcitonic eigenvalue equation, Eq. (3.42), which we treat
as a Schrodinger equation, share formal similarities, they differ qualitatively because the
plasmon-induced potential VQHQI\ is complex due to the complex-valued polarizability
a(w), cf. Eq. (3.40a).

Accordingly, the eigenvalue equation, Eq. (3.42), becomes non-Hermitian which results

in complex-valued eigenvalues and requires distinguishing left and right eigenvectors oA
Il

and W) [352, 353] as will be done in Sec. 3.5.2. We will refer to these new eigenstates
Il
as plexcitonic states, as they describe the hybridized plasmon-exciton states of plasmonic

and excitonic character.

In this section, we study the eigenvalue equation numerically and analyze the eigen-
values and eigenvectors in detail, which we will use in subsequent sections to define
macroscopic quantities. For this purpose, we choose an oblate spheroid as depicted in
Fig. 3.1. The explicit parameters can be found in Tab. A.2.

3.5.1. Plexcitonic Eigenvalues

The eigenvalue analysis of Eq. (3.42) by numerical eigendecomposition in analogy to
established methods for the Wannier equation [179, 327] reveals a finite number of eigen-
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values with negative real part representing bound states (discussion below). The eigen-
values with positive real part are distributed quasi-continuously along Egﬁ v, Figure 3.6
shows the dispersion: Sgu is conical for the parameter range of interest, consistent with

recent work [349]. For increasing background permittivity €9, the dispersion interpolates
between a cone and a parabola.

Through a parameter study of the background permittivities €; and €2, the aspect
ratio of the ellipsoid 74, /7., and the distance between AuNP and TMDC |z, — 2ex|,
we observe up to three eigenvalues with negative real part up to 100meV as well as
associated eigenvectors (discussion below). The imaginary contribution (broadening in
the spectrum) is on the same order of magnitude. These eigenvalues correspond to an
attractive interaction mediated by the plasmon-induced potential VQ”QI\I in Eq. (3.42)

that spatially localize excitons. We found that each of these eigenvalues originates from
the interaction with the plasmonic mode along one of the three Cartesian axes of the
nanoparticle. The frequency dependence of the binding energies is discussed in Fig. 3.8.
To illustrate these results, we calculate the excitonic density of states (DOS),

DOS(E) = % S 6B - BV, (3.43)
A

by evaluating the Dirac delta distribution, §(E — E*), for the real part of the eigenvalues
only. To be able to plot the DOS, we approximate the delta distribution with Lorentzian
functions £, (E, E*), which introduces an artificial linewidth ~,. Using v, = 1meV,
Fig. 3.7 shows that only the eigenvalues with negative real parts deviate from the quasi-
continuous spectrum. By switching the interaction with the external particle on and off
in our numerical implementation, we can compare the purely excitonic system to the
interacting plexcitonic one that includes the effective exciton-exciton interaction VQ”Q“,

mediated via the plasmonic nanoparticle. For our choice of parameters (oblate spheroid),
cf. Tab. A.2, we find two interaction-induced peaks at negative energies that result in a
non-vanishing density of states at the respective eigenvalue energy. Due to the symmetry
of the spheroid, we find that the eigenvalues corresponding to the interaction via the in-
plane axes are degenerate and cause the peak at —39meV, while the peak at —8 meV
originates from interaction via the out-of-plane AuNP axis. A detailed parameter study
for which parameters we obtain negative eigenvalues and localized eigenstates is provided
in Fig. 3.8.

Figure 3.7 displays the excitonic DOS for the conical excitonic dispersion without
interaction with the nanoparticle, represented by the blue line. The real and positive
eigenvalues are quasi-continuously distributed among the dispersion 5(5”. In contrast
to strictly two-dimensional systems with parabolic dispersion, the DOS is not a step
function due to the presence of a linear term in the dispersion relation, cf. Eq. (3.41b),
that depends on the center-of-mass momentum Q.

For the plexcitonic case (red), a numerical analysis proves that all eigenvalues with
positive real part distribute on the conical dispersion and have negligible imaginary parts
(on the order of the numerical accuracy). However, the eigenvalues with negative real
part deviate significantly from the conical excitonic case, as seen in Fig. 3.7, and have
non-negligible imaginary parts. The imaginary parts of the eigenvalues originate from
the nature of the lossy plasmon resonance and Forster-type processes between TMDC
exciton and AuNP plasmon and introduce additional dephasing channels [28, 30].
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Figure 3.7.: Excitonic Density of States (DOS). Comparison of the excitonic den-
sity of states for the interacting plexcitonic and the purely excitonic system, where the
potential VQHQﬁ in Eq. (3.42) was set to zero artificially for a spheroid with 75, = 8 nm
and 7, = 4nm. The plexcitonic plot exhibits two additional peaks at negative en-
ergy, corresponding to the coupling via the in-plane component o of the AuNP, with
a multiplicity of two, and the z component o, with a multiplicity of one. The peak
at &~ —39meV corresponds to the in-plane coupling, while the one at ~ —8meV is
caused the interaction via the z component. For the graphical representation, we used
ve =1 meV.

Based on our findings, we can conclude that the plasmon-mediated exciton-exciton
interaction leads to the formation of plexcitonic states, exhibiting negative real part of
the eigenvalue. We interpret this feature as the formation of bound states, where the real
part of the eigenvalue represents the binding energy. These states cause the deviation in
the density of states from the conical excitonic case in Fig. 3.7.

In the following analysis, we examine the plexcitonic eigenvalues that deviate from
the dispersion and become negative. This occurs when the TMDC exciton and AuNP
plasmon are in resonance. Here, we focus on the distribution of the lowest eigenvalues,
which we present in Fig. 3.8. Specifically, we explore two distinct distributions based on
the interaction through the in-plane polarizability axis a of the nanoparticle and the
out-of-plane axis a..

As anticipated, one can clearly distinguish the distributions of eigenvalues resulting
from in-plane and out-of-plane interaction, respectively. We observe spectral ranges
where negative eigenvalues are absent, either due to interaction via a single axis or in a
narrow spectral range for both axes. In the absence of negative eigenvalues, the individual
components are out of resonance, which prevents attractive interactions. However, when
the components are in resonance, we detect negative eigenvalues, which we interpret as
the binding energy of the exciton in the potential induced by the AuNP. Notably, at
certain spectral positions, these binding energies amount to several tens of meV.

51



3. Plasmon-Induced Exciton Localization and Hybridization in 2D Materials

0 ~——
>
o —20F}
£
% —40t
g
g
o —60f
A=
3
g —80 in-plane
m
out-of-plane
—100

1.5 1.6 1.7 1.8 1.9 2.0 2.1 2.2
hw [eV]

Figure 3.8.: Plexcitonic Eigenvalue Spectrum. The lowest eigenvalue of the plex-
citonic eigenvalue equation, cf. Eq. (3.42), highly depends on the choice of the spectral
position of the excitonic 1s resonance. Here, the lowest eigenvalue for interacting via
the in-plane/out-of-plane axis is given.

3.5.2. Plexcitonic Eigenvectors and Probability Density

In this subsection, we analyze the eigenvectors corresponding to the negative eigenvalues
presented in the previous section. In the usual excitonic picture, solutions of the Wan-
nier equation [176] describe the relative electron-hole motion and their wave functions
represent the probability amplitudes of their motion. Due to its non-Hermitian nature,
the physical interpretation of the plexcitonic eigenvalue equation is not straightforward.
It generates left and right eigenvectors \I’éz’u)‘, \Ifg’”/\.

To address this issue, we follow the approach presented in Ref. [354] and define the
probability density,

pryp) = WA ) A (r)), (3.44)
where we use thr normalization scheme

LA g R\ _ ¢\
<\I’QH ‘\IIQH > = (345)

for the left and right eigenvectors \Ilé‘/‘\, ‘118’”A with the scalar product defined as a 2D
momentum integral over Q). Our analysis reveals that the eigenvectors \I’é\\)\ and ‘llg’”)‘,

respectively, belonging to the three negative eigenvalues (bound states), correspond to
the degeneracy of the spatial axes of the gold nanoparticle polarizability a(w). They
accurately reflect the symmetry of the coupling axis, showing either an z- or y-orientation
or a radial symmetry for coupling via the out-of-plane component. We observe that
the eigenvectors corresponding to negative eigenvalues are localized near the origin and
thus represent bound states, while the eigenvectors corresponding to positive eigenvalues
are distributed throughout the momentum space and represent the discretization of the
considered Hilbert space. Therefore, the AuNP allows studying exciton localization near
the AuNP. To illustrate this, we discuss the real space probability density p(rH), defined
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in Eq. (3.44). In Fig. 3.9, we plot the real part of the sum of the probability densities,
cf. Eq. (3.44), associated with the degenerate eigenvalue from the in-plane coupling,
resulting in a ring-shaped distribution around the origin. The z and y components
individually exhibit orientation along their respective axes.
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Figure 3.9.: In-Plane Probability Density in Real Space. The eigenvalues corre-
sponding to in-plane interaction are degenerate, here we plot the superposition of the
two probability densities corresponding to this attractive in-plane interaction. (a)shows
the two-dimensional distribution, while (b) depicts the radial profile of the probability
density.

The ring-shaped feature is a result of the in-plane dipole-dipole interaction between
the spatially fixed dipole (plasmon) and the dipole that is free to move in a 2D plane
(exciton). In contrast to the probability density resulting from in-plane interaction, the
probability density for out-of-plane interaction, provided in Fig. 3.10, exhibits a Gaussian
distribution centered around the origin of the AuNP position. This outcome can also
be derived from the minimization of the dipole-dipole potential for dipoles that are
perpendicular to one other.

In summary, we find that the additional states in the density of states reveal negative
eigenenergies, cf. Fig. 3.7. These states are spatially confined near the gold nanoparticle,
indicating that they correspond to bound states. In Sec. 3.6 and 3.7, we will analyze the
implications of these states on macroscopic observables such as the macroscopic TMDC
polarization and the electric near-field in more detail.

In contrast to the probability density resulting from in-plane interaction, the probabil-
ity density for out-of-plane interaction exhibits a Gaussian distribution centered around
the origin of the AuNP position. This outcome can also be derived from the minimization
of the dipole-dipole potential for dipoles that are perpendicular to one other.

3.6. Exciton Localization

In this section, we analyze the impact of the external nanoparticle on the macroscopic
polarization within the TMDC layer, contributing to optical observables via Maxwell’s
equations. As a macroscopic observable, we use the absolute value of the TMDC polar-
ization in Eq. (3.12) that we map on the plexcitonic eigenstates defined by Eq. (3.42)
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Figure 3.10.: Out-of-Plane Probability Density in Real Space. Here, we plot
the probability corresponding to interaction via the out-of-plane axis of the AuNP.
(a) shows the two-dimensional distribution, while (b) depicts the radial profile of the
probability density.

using the plexcitonic expansion

PG, () = 2; vy P W), (3.46)

with suitable expansion coefficients p*. We expand Eq. (3.38) using the plexcitonic
expansion in Eq. (3.46), expressing it in terms of right eigenvectors ‘lig’“)‘ which form
a complete basis in momentum space. We then project this expanded equation onto

the corresponding left eigenvectors \Ilgﬂ\ and utilize the biorthonormality relation [see

Eq. (3.45)].
This approach yields a dynamical equation for the expansion coefficient p*, which we
term the plexcitonic polarization equation,

\I’L7/)\> (E[)’/V' ex + S / >
Pw) = d* @5 /sz/ < l I (2ex) + Sqj (3.47)
(2m)2 [ E's + E* — hw — iy ' '

We observe that the plexcitonic polarization p* can be excited by two external source

terms: the external field at the position of the TMDC, Eg,v(zex), and the field scat-
I

tered by the AuNP, SQiI, as described in Eq. (3.40b). The latter carries a non-vanishing

in-plane momentum Q. To simplify the notation, we no longer explicitly mention the

dependencies of SQ?\' Notably, the complex-valued plexcitonic eigenvalues E* renormal-

ize not only the resonance energy, as seen in the denominator, but also the dephasing
of the nanostructure, through their imaginary part which are negative and thus increase
the effective dephasing of the nanostructure.

By Fourier transformation of Eq. (3.12), we find that the macroscopic TMDC polar-
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3.6. Exciton Localization

ization, including all contributions from p(%” (w) and pgu (w), can be written as

Pipe(r w) = (3.48)

d*|pol® 1 Q- 1 1 _e2id 0t
2 (2m)? FQ e [T G S Bg, (zex)
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ay Ey (rp1)
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In Eq. (3.48), we can identify three distinct contributions to the macroscopic TMDC
polarization. The first term corresponds to half the unperturbed response of the TMDC,
which is independent of any interaction with the AuNP. The second term captures the
interaction between the TMDC and the AuNP, as well as the TMDC self-interaction,
which is described by the plexcitonic eigenvalues E* and eigenvectors \I/éﬁ\ and \IIS”\.

The third term represents the external electric field scattered and enhanced by the AuNP
and subsequently transferred to the TMDC position, where it contributes to the TMDC
polarization. In the limit of vanishing AuNP, the third term vanishes and the second one
reproduces the second half of the unperturbed TMDC response.
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Figure 3.11.: Full TMDC polarization in Real Space. In the figure, we see for o+
excitation that full TMDC polarization localizes in a radially symmetric way below the
metal nanoparticle.

In Fig. 3.11, we plot the absolute value of the resulting macroscopic polarization of the
TMDC from Eq. (3.48) when excited by a o -polarized plane wave and find a radially
symmetric distribution of the polarization around the nanoparticle location. According
to Eq. (3.48), the spatial localization is mainly attributed to two key processes. The
first one is the dipole-dipole interaction between the TMDC exciton and the AuNP
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plasmon, leading to the localized plexcitonic states discussed in Sec. 3.5. The second
one is the locally enhanced electric field in the TMDC layer, which occurs due to the
scattering of the field by the AuNP. These processes can be observed in the individual
ot /o~ components of the TMDC polarization excitation with a ot pulse and are given
in Fig. 3.12. The results are analogous for ¢~ excitation.
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Figure 3.12.: Circular Components of Macroscopic TMDC Polarization in
Real Space. We plot o polarization in (a) and o~ polarization in (b) for the case
of 0T excitation. In (a), the 0¥ contribution is centered around the origin, while in
(b), the o0~ contribution forms a ring around the origin. The full polarization, shown
in Fig. 3.11, is obtained as the sum of both contributions.

Our analysis reveals two distinct shapes for the spatial distribution of the macroscopic
TMDC polarization. The absolute value of the o™ polarization is Gaussian distributed
and centered around the origin. For the absolute value of the o~ polarization, a ring-
shaped feature is observed, similar to the probability density investigated in Sec. 3.5.2,
with vanishing polarization at the origin. These findings suggest that the selection rules
are modified in the electric near-field [355], enabling the excitation of oppositely polarized
light. Furthermore, we interpret our results as indicating that polarization of the same
direction is primarily induced by the external field that scatters off the AuNP, whereas
polarization of the opposite direction mostly originates from the dipole-dipole interaction
between the TMDC exciton and AuNP plasmon, reproducing the shape of the probability
density from Sec. 3.5.2.

This analysis reveals that proper selection of parameters, positioning a gold nanopar-
ticle on a TMDC monolayer, can induce the formation of plexcitonic states through
dipole-dipole interactions. The resulting polarization enhancement in the TMDC under-
neath the nanoparticle effectively localizes carriers near the AuNP.

3.7. Strong Coupling

This section focuses on the study of the electric field emitted by the nanostructure in
response to an external electric field. To calculate the electric field outside the nanos-
tructure, we use the Green’s method to solve the wave equation described in Eq. (3.28).
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We find for the electric field distribution surrounding the nanostructure,

Eq, (2 w) = g(sgt” (2, Zex) - PSXIDC(zeX; w) + Q(SQtH (2, 2p1) 'PéllllNP(zpl; w) + E%” (z; w).
(3.49)

The TMDC polarization is defined in Eq. (3.48) and the gold polarization is defined as

AuNP+, 1 -
PQH (zpl;w) = W/d2Ql| o f (2p1)
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The polarization of the system is composed of three contributions. The first one is
the dipole response of the AulNP, which is determined by its polarizability a and the
external electric field at the AuNP position EQII (2p1). The second contribution arises

from the interaction of the external electric field with the TMDC layer, which is then
mediated to the AuNP. The third contribution arises from the effective self-interaction of
the plasmon, mediated via the TMDC layer. Importantly, our analysis in Sec. 3.4 relies on
the quasi-static approximation, which accurately describes the electric near-field where
Q) # 0 is dominant. Therefore, our analysis is limited to the electric near-field, which
is well-captured by our approach. Note, that to accurately describe the electric far-field
and account for radiative processes, it would be necessary to include the Q) = 0 case in
the calculation. Numerical evaluation of the electric near-field from Eq. (3.49) yields an
optical near-field spectrum.

In Fig. 3.13, we plot the Fourier transformed (purely real space) absolute value of the
electric field intensity |E(r;w)|® for excitation by plane waves. In contrast to TMDC
excitation with a plane wave that only has a vanishing in-plane momentum, scatter-
ing off the AuNP generates electric field components in the near-field that possess a
non-vanishing center-of-mass momentum Q) # 0. These components can interact with
momentum-dark excitonic states Q) # 0 in the TMDC, illustrating that the observed
features result from dark excitons. The spectra in Fig. 3.13 show that the individual
non-interacting energy transitions of TMDC exciton and AuNP plasmon are designed
so that their respective resonances, excitonic and plasmonic, occur at the same spectral
location, cf. Tab. A.2, as depicted in the individual plasmon/exciton plots presented in
Fig. 3.1. However, for both systems in contact we observe spectral peak splitting, which
is a sign of strong coupling between the individual TMDC exciton and AuNP plasmon
oscillators [111, 324]. Since our description relies on the excitation of dark excitons in
the near-field, we attribute the occurrence of strong coupling to the spatial localization
of near-field excited dark excitons.

We also highlight that our numerical approach allows us to artificially tune the excitonic
resonance while keeping the plasmonic resonance fixed. Figure 3.14 shows the two peak
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Figure 3.13.: Peak Splitting For comparable excitonic and plasmonic resonance ener-
gies, the response of the joint system splits into two distinct peaks at lower and higher
energy compared to the shared resonance. The scattered electric field is detected at
z =2nm, y = 0nm and z = —5nm. The excitonic resonance energy is E'* = 1.93 ¢V,
other parameters for room temperature can be found in Tab. A.2. The plasmonic and
plexcitonic spectra are presented in the correct ratio, the excitonic spectrum is scaled
for display in the same plot.

positions with varying 1s excitonic resonance. Resonance energies far away from each
other have little influence on one another, while we observe a significant peak splitting
once the spectral separation of their peaks approaches their linewidths. Compared to the
uncoupled case, the interaction leads to a minimum value of the spectral splitting of the
observed spectral peaks, which we call effective Rabi splitting. This can be interpreted as
avoided crossing behavior and supports the finding that the system behaves in a strong
coupling regime.

In Fig. 3.14, we observed that our system reveals a Rabi splitting of several tens of
meV and thus clearly operates in the strong coupling regime. The Rabi splitting can be
tuned via various system parameters, which we analyze individually to understand their
impact on the effective Rabi splitting 2 in Fig. 3.15.

In our study, we observe a decrease in the Rabi splitting as the TMDC/AuNP spacing
increases, consistent with the findings in Ref. [111]. This decrease can be attributed
to the significant reduction in the interaction strength as the separation between the
materials increases.

Furthermore, we investigate the impact of increasing background permittivity €; in
the upper half-space on the Rabi splitting. We find that as the background permittivity
increases, the Rabi splitting decreases. This can be interpreted as the enhanced screening
effect resulting from the increased background permittivity, which weakens the overall
interaction.

Lastly, we consider the influence of particle radius on the Rabi splitting, which exhibits
a scaling behavior similar to the dependence of the plexcitonic eigenvalues E* on the ra-
dius. Increasing the radius leads to a cubic increase in volume, enhancing the interaction
strength. However, this is counteracted by the increase in effective separation, leading
to an exponential decrease in the interaction strength.
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Figure 3.14.: Avoided Crossing. Numerically tuning the excitonic resonance allows
investigating the peak splitting in the plexcitonic spectrum and shows the avoided
crossing behavior of the system, indicating a strong-coupling regime. The given spec-
trum displays the peak positions, cf. Fig. 3.13, over a wide exciton resonance range.
The inset illustrates the peak separation, with its lowest value being the Rabi splitting
that is approximately 110 meV in this case. All parameters used in the numerical im-
plementation can be found in Tab. A.2.

3.8. Conclusions

We have presented a self-consistent theoretical approach for the near-field optical in-
teraction between a monolayer of TMDC and a gold nanoparticle. Starting from the
excitonic and plasmonic picture, we identified a novel eigenvalue equation that describes
the center-of-mass motion of the excitons in an effective potential that features hybridized
exciton-plasmon states. In this context, strong coupling is related to the excitation of
momentum-dark excitons and their spatial localization in the monolayer near the AuNP:
the density of states contains bound states below the excitonic 1s resonance. This in-
terpretation is supported by the plexcitonic probability density and its influence on the
spectral and spatial properties of the macroscopic TMDC polarization.

Our analysis strongly suggests that the strong localization near the external particle
leads to a strong coupling behavior visible in the electric near-field. Through a detailed
parameter study, we establish a connection between the existence of these common states
and an avoided crossing behavior in the spectral representation of the system. Our
findings provide evidence that metal nanoparticles can be used to effectively localize
excitons in two-dimensional TMDC layers.

3.9. Perspectives

For the scope of this thesis, our results of the developed model are limited to the obser-
vation of localized excitons close to the metal nanoparticle and strong coupling features
in the electrical near-field of the particle. However, the microscopic approach we de-
veloped here may be extended to other physical systems or effects. For example, in
Ref. [356], we extended the description to a system of a plasmonic crystal, meaning a
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Figure 3.15.: Parameter Dependencies of Rabi Splitting. The graphs display
the dependence of the Rabi splitting over a parameter range that results in strong
coupling. (a) illustrates that an increase in the separation of TMDC and AuNP results
in a decrease in the splitting. (b): For an increasing background permittivity €1 in the
upper half space, the Rabi splitting decreases. (¢): For an increasing AuNP radius 7,
the Rabi splitting reaches a maximum at ~ 4nm. This behavior qualitatively agrees
with the dependence of the lowest eigenvalue on the AuNP radius.

meta-crystal consisting of individual nanoparticles coupled to a TMDC monolayer which
allowed to compute also the far-field and effectively compare the coupling to bright and
dark excitons. Furthermore, as it theoretically resembles a similar physical system, the
model might also be used to describe SNOM experiments and the launch of propagating
exciton-polaritons which we will describe in Sec. 3.9.1. In addition, to further study
localization effects in that theoretical framework it might be useful to upgrade the de-
scription to a spatio-temporal description in the Wigner function framework, which we
will sketch in Sec. 3.9.2. Finally, a very exciting observation has been the prediction of
cross polarized light, e.g., 04 — o_. This is caused by the break-up of the selection rules
in the near-field, which is enhanced by the metal nanoparticle and allows for an effec-
tive inter-valley exchange. This effect should be observed as a reduction in the degree
of polarization. Further investigation of this phenomenon may shed more light on the
coupling mechanisms within the TMDC.

3.9.1. Propagating Surface Polaritons

As pointed out in Sec. 2.4.5, one of two main excitations discussed in plasmonics are
surface plasmon-polaritons (SPP) that form at metal-dielectric interfaces and can prop-
agate as evanescent wave along the interface. The existence of these SPPs is linked to
a sign change of the real part of the permittivity at the interface [51]. Experimental
excitation of these polaritons has been found to be challenging using far-field methods
alone. Instead, external couplers are typically required to generate in-plane momentum
for the excitation. Examples of such couplers include grating couplers, plasmonic metas-
tructures, and all-optical methods utilizing interference effects. These techniques enable
efficient excitation of the polaritons and facilitate their study in various experimental se-
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tups. This framework has been extended to 2D systems [134, 357|, in particular graphene,
where travelling surface plasmon-polaritons have been observed experimentally [297] and
described theoretically [135].

Recently, there were also experimental evidence of propagating surface exciton-polari-
tons that were usually excited in SNOM experiments [33, 134, 297, 358-360] which are
linked to the negativity of the real part of the TMDC susceptibility. Models for these
systems were at most phenomenological [33].

Due to the schematic similarities of our approach to the standard SNOM setup [361,
362], our theory can potentially also be adapted to additionally consider the microscopic
degrees of freedom in a SNOM measurements, in particular the material dispersion,
and describe the excitation of in-plane propagating polaritons. Therefore, a comparison
with the classical theories in Refs. [33, 134, 297, 357-360] would allow describing these
materials effectively.

However, the problems are that the description would be limited to propagating surface
exciton-polaritons as for finite thickness, the material properties dramatically change and
3D or at least an effective 2D theory have to be employed for an appropriate description
of these systems.

3.9.2. Spatio-Temporal Description in Wigner Function Framework

The quantum mechanical probability density is given by

p(r,t) = )\lﬁ(r,t)qz(r,t) , (3.50)

where the individual wave functions ¥(r,¢) can be expressed as

ik-r —ik-r

Urt) =S —ua ), Tt =S S ul ()AL ). (3.51)
zk:\FV i (1) Ak Zk: N

Assuming that we focus on conduction band electrons only, we can make a connec-
tion between the electron density and excitonic operators Py, x, using the unit operator
method, as presented in Refs. [179, 363|. This allows us express the electron density
similar to a three-carrier problem. In a first approximation, this can be given as

1 A
plrt) =5 D eBPL () Payactaalt): (3.52)
Qe,qn,Aq

In excitonic coordinates this would read

1 A « /
prt) =3 D D et 0 a3 PG aa: (3.53)
a,Q,Aq v/

This expression exhibits formal similarities with the spatio-temporal Wigner function
description, which we utilize in Sec. 4. This resemblance is not surprising, as recent
advances in studying localized phenomena in TMDCs, achieved through strain engineer-
ing or Moiré potentials, have been successfully described within the Wigner distribution
framework [43, 364-368]. Given the similarity of our approach, which aims to investigate
localization effects, it may prove advantageous to adopt a spatio-temporal framework.
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4. Spatio-Temporal Description of
Microscopic Scattering Equations

Plasmonic structures have been accurately characterized by classical electrodynamics,
as discussed in detail in Ch. 2. This has facilitated highly successful analytical descrip-
tions [1, 119, 295], leading to a profound understanding of their behavior and has played
a crucial role in the impressive success in numerically characterizing plasmonic struc-
tures, using techniques such as finite-difference time-domain simulations, finite-element
methods, and boundary element methods.

These initially local descriptions have been very successfully extended to include nonlo-
cal, hydrodynamic effects [145, 151, 253, 261]. More recently, this theoretical toolbox has
been extended by the rediscovery of the surface response formalism in terms of Feibelman
d-parameters, which effectively describes the optical response via its surface processes
[153, 155], yielding qualitatively good results that are compatible with results from ab
initio simulations [156, 252]. However, all of these approaches are inherently mesoscopic
and thus represent “a macroscopic approach to a microscopic problem” [253] that does
not provide access to the microscopic electron dynamics.

An initial approach to describe material properties has involved the use of a thermal-
ized excited electron gas through a two-temperature model (2TM) [206, 207, 212, 369,
370]. Based on this, a more advanced inhomogeneous three-temperature model (3TM)
[215, 216] has recently emerged, providing valuable insights into specific aspects of the
microscopic dynamics, particularly focusing on the spatial electron distribution. How-
ever, due to its temperature-based formulation, the 3TM approach is inherently limited
in its ability to explore non-equilibrium or non-thermal effects of the excited electron
gas.

Other approaches explicitly include the momentum degree of freedom of the electrons,
allowing a more detailed treatment of electron kinetics [220, 231, 371, 372]. The com-
plexity of the treatment of the electrons ranges from effective free electron models with
empirical parameters [229] to more sophisticated ab initio calculations [373, 374] or full
numerical simulations of the electric fields [375]. However, these dynamics are usually
formulated for translationally invariant systems under the additional assumption of the
Thomas-Fermi model, which does not allow the inclusion of nonlocal effects or interband
transitions. This was addressed by employing microscopic models for the treatment of
the nonlocal response, originally developed for correlated electron-hole gases in semicon-
ductors within the Heisenberg equations of motion formalism [376, 377]. As a result,
Boltzmann transport equations were derived, allowing the spatio-temporal treatment of
excited carriers in metals [378, 379]. However, as of now, these models are limited to de-
scribing dynamics in a single band and typically disregard potential momentum-related
anisotropies.

We conclude that although many aspects of plasmon generation, propagation, and
relaxation are discussed in the literature, a consistent theory for intra- and interband
many-body excitations and nonlocal effects is not currently available, although it would
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4. Spatio-Temporal Description of Microscopic Scattering Equations

be very useful for experiments describing charge transfer, for example in catalysis, where
hot electrons and holes are becoming increasingly important.

Therefore, a central part of this work will be to extend current microscopic spatio-
temporal descriptions [376-380] by developing a comprehensive spatio-temporal, momentum-
resolved, multiband description for metals. This extension is essential to incorporate the
currently discussed nonlocal, hydrodynamic effects into the theory, while also accounting
for interband transitions.

In this chapter, we establish the framework that will serve as the basis for the rest
of this work. We begin by describing our fundamental Hamiltonian in Sec. 4.1, which
includes multiple interaction channels of the electronic and phononic systems, as well as
interactions of the electronic systems with the external electric field through intra- and
interband channels. In addition, we incorporate Coulomb effects, which provide valuable
insights into band gap renormalization and add geometrical information.

Next, we introduce the Wigner function framework in Sec. 4.2, which is used in Sec. 4.3
to derive spatio-temporal Bloch equations. To allow comparisons with the existing liter-
ature, we formulate a coarse-graining mechanism in Sec. 4.5, which explains how macro-
scopic quantities can be derived from our microscopic approach. This allows us to suc-
cessfully reproduce the classical Drude model and the hydrodynamic model.

Furthermore, in Sec. 4.6 we pioneer a novel approach by integrating geometrical fea-
tures into the microscopic equations instead of treating them as a later step. This method,
similar to Rytova-Keldysh type approaches [22, 23|, incorporates geometric information
at the microscopic level.

As a final step in this chapter, in Sec. 4.7 we extend the description in terms of
Wigner functions to a two-band approach, which allows including interband polarization
in addition to intraband densities.

4.1. Hamiltonian

To describe our systems microscopically, using the method of second quantization as
discussed in Sec. 2.1, we introduce the Hamiltonian that contains the relevant physical
information of our system. We again employ a semi-classical description of the system,
in which material properties are treated quantum-mechanically while the (electric) field
quantities are treated using classical Maxwell theory. We assume that our system consists
of electrons and phonons, interacting with one another and the electric field so that our
Hamiltonian is given by

H = HO + Hel—ph + Hm + H07 (41&)

with the free Hamiltonian Hy, the electron-phonon interaction Hepp, the light-matter
interaction Hj,, and the Coulomb-mediated electron-electron interaction He. In the
following, we describe the terms individually. The free Hamiltonian Hy for the electronic
and phonon systems describing the respective electron and phonon dispersion reads

Ho =" @M+ hwgblabga; (4.1b)
k qo

with the electron annihilation (creation) operators AS), the electron dispersion e,

the phonon annihilation (creation) operators bgo)[, and the phonon dispersion hwg. In the
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4.1. Hamiltonian

following, we will reserve k for electron momenta, q for phonon momenta, A for electronic
bands, and « for the phonon branches. In general, both electrons and phonons should
contain multiple bands to adequately describe the system. In Fig. 4.1, we reproduce
the electronic band structure as well as the phonon dispersion for our model material,
gold. The electronic band structure can be derived using various methods in density
functional theory [381-383] while the phonon interaction can be obtained from simpler
methods [384-386].
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Figure 4.1.: Electron and Phonon Band Structures of Gold. (a) Electronic band
structure of gold from DFT-PBE calculation, reprinted figure with permission from
Ref. [383]. Copyright (2012) by the American Physical Society. (b) Phonon band
structure, reprinted figure with permission from Ref. [384]. Copyright (1973) by the
American Physical Society.

In addition, we include an interaction of electrons and phonons in the system. This is
typically given by the electron-phonon Hamiltonian [168, 170, 387-389]

Heppn = Z gqa)\Lq (bqa + bT_aq>, (4.1¢)

where gfio‘ = gi%‘l*, in order to be Hermitian. The interaction is usually assumed to
be mediated via deformation potential coupling [220, 229] and commonly expressed as
géa = iy/hAN/2Mwq q - egV(jf‘,[388] where M is the ion mass in the unit cell and N is
the ion number in the crystal [388], VqA is the Fourier transformed electron-ion potential
[168]. Here, due to the scalar product, eq - q, only longitudinal phonons interact with
electrons. Later, we will employ the strongly screened version of the electron-ion poten-
tial, cf. Sec. 6. In addition, we assume that the electron-phonon interaction can only
lead to intraband scattering processes, which is reasonable considering that the phonon
energies are generally small compared to the interband gaps, i.e., on the order of tens of
meV versus single-digit eVs.

In this work, the light-matter coupling is treated semi-classically. This means that all
expressions describing material quantities are treated quantum mechanically, while all
terms referring to field quantities are described classically via the electric field. Thus,
our full light—matter Hamiltonian in r - E coupling [390] reads

Hyp = < T Z E_x VkMAik)— Y ditki Eek(MN k) (4.1d)
kK \ KK A£N
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It has two contributions: the first term describes the intraband part of the semiclas-
sical light-matter coupling [170, 391] with the Fourier component Ex (¢) of the exciting
electric field E(r,t) = Y g exp{iK - r}Ex(t) with the elementary charge e. The second
term describes the corresponding interband electron-light coupling, similar to the term
introduced in Sec. 3.1.2, which describes interband transitions with the dipole moment
dﬁj‘_/Kk This dipole matrix element can be defined in agreement with Sec. 3.1.2 for the
three-dimensional case as

/ [ «
41, = _Q/Qd:ir U, (T) T Ui, (1) (4.1e)

In all considered cases, the momentum transfer of the light to material will be small
k > K, so that we usually approximate dl’g‘rlK’k R dﬁ?i; = df;)‘,.

For the Coulomb interaction, we account for the carrier-carrier interaction using a
two-particle operator [165, 167] which can be given as a momentum transfer between two
particles,

1 t Al /

Ho =3 > VMg M kg N Ak (4.1f)

kk'q

AN
Here the states k and k’ exchange the momentum q via a Coulomb process. The
Coulomb matrix element contains the Fourier transformed Coulomb potential V4 =
e?/0Q |q)? for electrons and ions, where Q is the crystal volume. We implicitly assume
that the Coulomb interaction does not allow interband transitions, since the momenta

exchanged are small, and that momentum conservation is fulfilled.

4.2. Wigner Function

In this section, our focus is primarily directed towards the spatial dependence of the
microscopic quantities we are investigating. To address this aspect, we introduce a new
observable called the Wigner function [254, 392, 393|.

According to Wigner, in classical statistical mechanics, the Boltzmann distribution
provides the probability, denoted as P, of encountering a physical system with energy
¢ and temperature = 1/kp T, within a phase space volume z; to z; + dz; and p;
to p; + dp;. This probability for statistical equilibrium is represented by the Gibbs-
Boltzmann formula:

P(x1,...,2n; p1y .-y pp)day .. dapdpy ... dp, = e Pedxy ... dapdpy . . . dpy, (4.2)

with momentum interval p; + dp; and position interval x; + dx;. The Wigner function,
first formulated in 1932 by E. Wigner [392], provides a quantum-statistically analogous
expression for the Boltzmann distribution

1 n [e'e) [e'e]
P(x1, .y @p; P1y ooy D) = (hw) / / dy1...dyn ¥ (1 + Y1,y oo Ty, + Yn)
— 0 — 00
XY(T] — Y1y vy Ty — yn)e2i(p1y1+”'+p"y")/h, (4.3)

which gives the correct probabilities when integrated over xy ...z, or p; ... py, respec-
tively. However, it cannot be interpreted as the simultaneous probability of position and
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momenta as it can take negative values and would in addition violate the Heisenberg
uncertainty principle. Consequently, the Wigner function resembles a classical phase-
space distribution in several ways: it is real-valued, normalized to one, and its marginal
distributions are true probability distributions in either momentum or position [171].
For now, we will focus on a derivation of the dynamics in a single band approximation,
so that we use electronic creation and annihilation operators, alT( and ay, without a band
index. In Sec. 4.7, we will extend this description to a multi-band theory.
We define the Wigner function as [171, 376]

filr,8) = D2 € (ol pancrapa ) (0) (44)

qa

which contains the electronic creation and annihilation operators, aL and ax. For

the two-body problem generally associated with the off-diagonal terms of the Wigner
function, the momentum q describes the relative momentum, while k describes the center-
of-mass motion.

4.3. Bloch Equations for Electronic Wigner Function

In this section, we derive the fundamental equations for the Wigner function fi(r,t)
that form the basis of the calculations we perform throughout this thesis. The spatio-
temporal nature of these equations will be important as we aim to study spatially varying
systems in this framework. On the microscopic level, we provide the Wigner function
for the dynamics in a single electronic band. Later in this section, we will expand this
description to a two band case so that we have Wigner functions describing the respective
band occupations (valence and conduction band) and a Wigner function describing the
spatio-temporal interband polarization. At the end of the section, we will discuss an
approach we developed to include geometrical effects via the Coulomb interaction already
at the microscopic level.

We start by deriving the equations of motion for the expectation values of the Wigner

function in momentum space, <aL_q /20k+q /2>, and later Fourier transform the respective

dynamical equations to the phase space description represented by the Wigner function.
The resulting equations are sometimes also called quantum Vlasov equations due to their
similarity to the classical Vlasov equations [394, 395].

Many of these calculations follow straightforward textbook knowledge for scattering
contributions that are well-known in the semiconductor community for spatially ho-
mogeneous systems like quantum wells or 2D materials [170, 173, 228, 376, 380, 396].
However, a Fourier transform from momentum space to real space is not straightfor-
ward, as it requires the use of the gradient expansion |376] and detailed knowledge of the
coupling elements. This will be presented in the following subsections. We start with
a derivation of the free electronic contribution in Sec. 4.3.1 under the parabolic band
approximation. In Sec. 4.3.2, we proceed to study the light-matter interaction, for now
only including intraband transitions. This is followed by an extensive treatment of the
Coulomb-mediated electron-electron interaction, where we derive additional potentials on
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the Hartree-Fock level and electron-electron scattering contribution from a second-order
correlation expansion. At last, we find electron-phonon scattering contributions medi-
ated via phonon-assisted intraband transitions in Sec. 4.3.4. All in all, this allows us to
provide a spatio-temporal equation in Wigner space to describe the electron dynamics in
metals.

4.3.1. Free Electronic Motion

To derive the undisturbed contribution for the Wigner function, we have to make a
parabolic approximation for the band structure, € ~ % where m is the effective mass
of the individual electronic band. For metals, this is shown to be very close to the free
electron mass m,, which we will assume in the following [389]. Once, we include multiple
bands in the description, we will also need to include a band gap in the description.
From the band gap, we also derive the electron velocity that reads vy = hk/m. This
approximation allows to Fourier transform the equations, as shown in App. F.1.1 so that

we find

Ot fx(r,t) = —vi - Vi fi(r,t). (4.5)

Here, the temporal derivative of the Wigner function is coupled to its gradients, which
scale with their velocities. Accordingly, the free movement of electron on the band
structure can be seen as a standard drift equation.

4.3.2. Electron-Light Interaction

The calculation of the contributions of the light-matter Hamiltonian to the equations
of motion is straightforward, since the semi-classical light-matter coupling Hamiltonian
in Eq. (4.1d) has the same complexity as the free Hamiltonian in Eq. (4.1b). For now,
we will only consider intraband contributions, as they are responsible for the formation
of the plasmon resonance. Accordingly, we only consider the intraband Hamiltonian in
Eq. (4.1d), we obtain

Oufi(r,t) = —vi - Vi fic(r, ) + %E(r, t) - Viefi(r, 1). (4.6)

On the right-hand side, the first term is the contribution from the free Hamiltonian
and the second one is an optically induced excitation that generates transitions in the
momentum distribution of the electron distribution. The only assumption in its deriva-
tion is to assume that the momentum introduced by the optical field is small compared
to the material dispersion, K <« k. This dynamical equation, only including the free
motion and the optical source term, will be sufficient to derive the classical Drude model

in Sec. (4.5.1).
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4.3.3. Electron-Electron Interaction

This section is focused on the derivation of contributions to the equations of motion that
arise from Coulomb-mediated electron-electron interactions. For the scope of this thesis,
we will mostly focus on mean-field effects introduced by the Coulomb interaction. For
this purpose, we will start deriving equations of motion on the Hartree-Fock level and
study their effect on the equations of motion. In addition, we will also provide spatio-
temporal equations of motion for electron-electron scattering beyond Hartree-Fock. In
momentum space, we find from the Heisenberg equations of motion framework,

ihoy <aL1ak2> = Z Vq [<aLlaL+qakak2+q> - <GL1,an{+q&kak2>]- (4.7)
k,q

Here, we already employed the symmetry of the Coulomb potential Vq = V_q. This
Coulomb potential results in the usual hierarchy problem resulting from interaction with
multi-particle operators. We will approach this using a cluster expansion, cf. Sec. 2.1.1,
into singlet states and the doublet correlation [170, 171, 228|,

al al ax,ax, ) = (al a al ax, ) — {al a al ai, ) + (al_al ax,a C(48)
ki “ky ks Yk ki “ka ko “ks ky “k3 ko “ka ki “ko Pks%ka /- )

The first two terms on the right-hand side are the mean-field contributions that are
usually referred to as Hartree and Fock terms. The last term is the correlation contri-
bution, which describes corrections to the mean-field factorization. The latter are not
determined as easily, since one has to derive equations of motion for the correction terms
themselves. Hence, as mentioned, we will mostly limit us to the mean-field contributions.
For a general Wigner function in momentum space, we find

ihO fie, ko = (ex, — €K, )fk17k2 + Z Vo |:fk’+q’,k’ fk1,k2+q’ - fk1,k’fk’+q’,k2+q’
k/q/

—fwtra xfi-a ke T fu—qx itk |- (49)
This equation can be given in terms of an effective single-particle Hamiltonian with

renormalized eigenenergies as has been shown in Ref. [376]. After some straightforward
transformations, Eq. (4.9) can be given as

O fi g = D Skt Frea ke — Exc ey i e (4.10)
k/
where we define the renormalized one-particle eigenenergy,
Eiw = el + O View fop k= Ve Fosat bt - (4.11)
q/

The obtained results, featuring renormalized eigenenergies with two momentum in-
dices, provide an intuitive understanding of the electron-electron interaction effects on
the Hartree-Fock level. The effective one-particle self-energy &y is the usual free elec-
tron dispersion €y renormalized by the electron-electron interaction at the mean field
level [376].
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Fourier Transformation of Equations of Motion

To obtain dynamical equations of the Wigner function in agreement with the previous
section, we Fourier transform Eq. (4.10) and obtain

7 or
O fi(r) = 0 Z Jx—q/2k+q/2 = ~% Z " (Exrq/2x fu—a/2k — Ex k—a/2 i ktq/2)-
a q,k’

(4.12)

This Fourier transformation of a product in momentum space can be expressed in
terms of a convolution in real space. Employing the convolution theorem, we find

i iqr’ [ ik'r
O fi(r) = v /dgr'ze 4 <6 M i 24 q /20K 242

q,k’/
_e_ik/rgk—k’/2—q/2,k—q/2+k’/2> S pa(r —1). (4.13)

Here we find that due to the formulation of the dynamical equations in the Wigner
phase space formulation, they are inherently nonlocal, which is evident in the space and
momentum convolutions. Therefore, we will perform a Taylor expansion in real and
momentum space, which we will call a gradient expansion [376, 380)].

Gradient Expansion

Following the approach given in Ref. [376], the Wigner function of the form given in
Eq. 4.13 is Taylor-expanded in the convolution variables using the general expression

e B n b m
fk—k//2(r — I‘/) = Z W (—I‘/ . ar> (—k/ . 8k> fk(I‘). (414)

n,m=0

From this, the full integro-differential equation, Eq. (4.13), can be transformed into a
set of differential equations of infinite order. For our purposes, we will limit ourselves
to the first Taylor order in real and momentum space. This approximation allows us to
write the Wigner function as follows

Suewpp(r =) = fi(r) =’ Ve fi(r) — K - Vi fie(r) /2. (4.15)

In this approximation, the resulting dynamical equation including the first correction
resulting from nonlocality for the Wigner function can be expressed as

1 [_ 9&k(r) 0 fi(r) . 9&(r) Ofx(r)
h ok or or ok

This equation couples the real and momentum space derivatives of the Wigner function
to the real and momentum space derivatives of the effective single-particle eigenenergy,
Ek(r). The real-space eigenenergy can be derived as the Fourier transform of Eq. (4.11)
according to the definition of the Wigner function,

E(r) = Z U Eyq/2k-a/2
q

=kt Y UV fy g — D Voo (r). (4.17)

qq/ k/

O fi(r) =

(4.16)
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At this stage, we explicitly distinguish the Hartree and the Fock contribution and
introduce the Hartree potential, @H(r), and the Fock potential, @E(r),

1 ; 1
o (r) = - Zelqr afd.q+q = -3 /d?’r’ V(r—r') Z fie(*') (4.18a)
qq/ k/
@E(I’) = 71 Z Vk/_kfk/(r). (418b)

k'#k

Here, V(r — r’) is the Coulomb potential in real space for the respective geometry. For
our purposes, this will mostly be the solution of Poisson’s equation for a spherical geom-
etry [201, 351], © denotes a normalization volume of the crystal. Using these definitions,
the effective single-particle eigenenergy in Wigner space can be expressed as

Ex(r) = e — e®(r) + edf (r). (4.19)

Note that the Hartree potential, which is defined by the Coulomb potential, the Green’s
function for a point source, must satisfy the Poisson equation

VRN (r) = —p(r) = 7 Y fulr). (4.20)
k

We will touch more on the latter equality in Sec. 4.5. Having obtained the definition
of the eigenenergy, we can now compute its derivatives,

o€
(;Er) = Viek + eV} (r) = Viex — ; (VicVie—x) fie (1), (4.21a)
asglfr) = —eV, 0 (r) 4+ eV, 0L (r) = —eV, 0Y(r) ka, (Vifi(r)).  (4.21Db)

From this, in combination with the contributions of the electron-light interaction in
Sec. 4.3.2, we can derive the spatio-temporal equations of motion at the Hartree-Fock
level,

B fie(r, t) + Vi fic(r, 1) - [vk + %vkq{(r)]

= %vk filr,t) - [B(r, 1) — Vo @H(r) + V, 0 (r)]. (4.22)

In comparison to the case without electron-electron interaction, we observe the presence
of three additional terms: On the left-hand side of the equation, we consider the drift
of the electronic Wigner function with respect to the group velocity vy = Vieg/h,
influenced by momentum gradients of the Fock potential ®f (r). This phenomenon is
analogous to the well-known band gap renormalization resulting from the Fock term in
semiconductors. The difference lies in our consideration of the momentum difference
between two states within the same band, rather than the band gap.

On the right-hand side, we observe that the Hartree and Fock potentials contribute ad-
ditional terms through their spatial derivatives. These terms account for the acceleration
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of electrons within these potentials and exhibit similarities to the acceleration induced
by the external optical driving field E(r,t). These similarities are to be expected, as the
Hartree and Fock potentials represent mean-field effects arising from Coulomb interaction
with the overall electron distribution.

Scattering Processes from Coulomb-Mediated Electron-Electron Interaction

So far, we have limited ourselves to including terms on the Hartree-Fock level, however, as
shown in Eq. (4.8), the cluster expansion also results in correlation contributions which
introduce additional effects that are mostly considered as particle number conserving
electron-electron scattering processes. We will study these contributions in more detail
in the following. This is done by considering the dynamical evolution of the correlated
quantity

c
<aL1aL2ak3ak4> = <aL1aL2ak3ak4> — <aL1ak4> <aL2ak3> + <aL1ak3> <aTk2ak4> .
(4.23)

To accomplish this, one needs to derive equations of motion for the two-particle oper-
ator expectation value on the right-hand side. In principle, the full Hamiltonian has to
be considered again to derive this equation. However, we focus on the more fundamental
contributions arising from the free-particle and carrier-carrier Hamiltonian and neglect
the influences of light-matter and electron-phonon interactions on the correlations [175],

)
Oy <a;r(1alt2ak3ak4> :ﬁ(ekl + €k, — €k — €k,) <aL1aL2ak3ak4>

21
+E Z Vq< <aL1+qaL_qakaL2ak3ak4> — <aL1+qaL_qaL2+qakak3ak4>
q.k
+ <al;1 aLZ(szaL+qak4+qak> — <aTk1aL2aL+qak3+qak4ak>>. (4.24)

We discover the usual hierarchy problem and now find six-operator expectation values.
C

To derive an equation for <aL1 aLz k4 Ak 4> , we need to combine this with dynamical equa-

tions for the the Hartree-Fock, resulting in additional four-operator expectation values.
This derivation is well documented [183] and hence, we will only sketch the derivation
in the following. Once the individual terms are brought to normal order, the appearing
higher-order contributions are expanded in two-operator expectation values using the
cluster expansion [171, 348]. The resulting equation, as an inhomogeneous first-order
ordinary differential equation, can be formally integrated according to Sec. 2.1.2. The
occurring integral can be solved using the Markov approximation [170, 228| that neglects
memory effects caused by wave functions overlap [397]. This is a good approximation
for systems with large damping effects, such as metals, which destroy memory. In a
last step, we Fourier transform the resulting equation to Wigner space under the use
of the gradient expansion as presented in Eq. (4.14). In zeroth order, we find for the
electron-electron scattering contributions in second-order correlation expansion,
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4.3. Bloch Equations for Electronic Wigner Function

Oe fic(x, 1) = W arr (1 = filr, 1) = WRN, (. 1) fic(r, 1)

Coulomb,corr. q

The scattering terms depend on the occupation of the initial state of the scattering
event, i.e., in the case of in-scattering, on the electron occupation terms fy, and in the
case of out-scattering, on the hole occupation terms (1 — fx). In analogy to Refs. [19,
173, 376, 380, 396, 398], we define the electron-electron in- and out-scattering rates,

Win L (r, Z Val ficra(r,t) fio (v, )%

(1 — fk/+q(r, t))5 (Ek+q + ek —Ex4q — Ek) , (4.25)
Wik +q(T; Z Val® fiora(r, )1 = fie(r, )%

X (1= firq(r,t))d (extq + ek — Ewiq — k) - (4.26)

Together with the mean-field contributions via the Hartree and Fock potentials, these
are all contributions resulting from the Coulomb-mediated electron-electron interaction.

4.3.4. Electron-Phonon Interaction

As electron-phonon interaction provides the dominant dephasing mechanism in met-
als [399, 400], we will derive microscopic electron-phonon scattering equations. In the
semiconductor community, these equations have allowed to numerically calculate the
linewidth of radiative and non-radiative processes [19, 176, 180, 243]. To derive the
electron-phonon scattering contributions, we follow a similar derivation as previously
for the electron-electron scattering processes. From the electron-phonon Hamiltonian in
Eq. (4.1¢), we find

Oufi(r) - _*Z o /[< Lot a/2%— q’+q/2> <bT*Q’a1T<+q’—q/2ak+Q/2>

el-ph

T T
+ <bq’ak7q/2ak—q’+q/2> - <bQ’ak+q’q/2ak+Q/2>]'
(4.27)

Here, the Wigner function is coupled to three operator quantities, e.g. <qulaL1aql>,

which represent phonon-assisted intraband transitions. Since we neglect coherent phonons

at this stage, i.e. <bg)

>, the singlet factorization vanishes so that expectation values and
correlations become equivalent. These correlations are treated similarly to the electron-
electron correlations. By considering the contributions to the dynamics from the free

particle Hamiltonian and the electron-phonon Hamiltonian to be dominant, we derive
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4. Spatio-Temporal Description of Microscopic Scattering Equations

equations of motion for the phonon assisted intraband transitions,

/)
Oy <bT aklak2> :ﬁ(hwa + ek, — €k,) <bLlaLlak2>

3 (1] bl ) — (B by i)
q

i9 g
+ 7;11 <aL1+k2ak2> - Z % <a;f(1a;f(+q1 akak2> . (4.28)
k

Again we encounter the typical hierarchy problem. This time, we have electron and
phonon operators.To address this issue, we will employ a cluster expansion up to the
two-operator level. In the following, we will focus on phonon-assisted process and neglect
purely electronic Hartree-Fock contributions to the phonon-assisted transitions. Similar
to the treatment of electron-electron scattering, we will perform a formal integration
that enables us to find a solution under a Markov approximation. After another Fourier
transformation, involving a gradient expansion up to zeroth order, we can obtain an
expression for the phonon-induced damping of the Wigner function

Oy fic(r, 1) = [TRqu(®: (1 = filr, 1)) = TR q(x, ) ficlx, 1)) (4.29)

el-ph q

The electron-phonon scattering terms also depend on the occupation of the initial
state of the scattering event, i.e., in the case of in-scattering, on the electron occupation
terms fi, and in the case of out-scattering, on the hole occupation terms (1 — fx). The
electron—phonon scattering rates are given by [19, 376, 398, 401]

; 2
i?-HLk(r’ t) = 2 Z |gq|2fk+q(rv t)x (4.30a)
+

1 1
X (2 + 5 + nq(r,t)> 0 (ex — €xyq + hwg) ,

TR ralr ) = 75 S lal’ (1 ficra(r. 1)) x (4.30)
+

1 1
X <2 + B + nq(r,t)> 0 (€x — €xrq F hwg) ,

With this, we have discussed all contributions to the equations of motion of the Wigner
function fi(r,t). Accordingly, the full equation that we will use throughout the remaining
part of this thesis reads,

74



4.4. Phonon Scattering Equations

By fie(r, ) + Vi fie(r, 1) - [vk n %vkq{(r)

= Vicfilr, ) [%(E(r, t) - :21(r) + 2L x))
+Z k+qk (1 _ fk( )) Fﬁult+q( t)fk(r7t)]

Z ki (T (1 = fie(r, 1) = WR 4 (x, 1) fic(r, 1)]. (4.31)

The left-hand side considers the drift of the electronic Wigner function with group
velocity vi = Viex under the effect of the Fock potential ®f (r) that we provide in
Eq. (4.18b). The first term on the right-hand side accounts for the acceleration of elec-
trons in response to the external optical driving field E(r, ¢), with additional contributions
from the Hartree potential ®%(r) and the Fock potentials ®f (r). The terms in the last
two lines consider the electron-phonon as well as the electron-electron kinetic scattering
in the limit of the standard Boltzmann equations [19, 376, 398, 401]. This equation can
be found under different names in the literature, for example quantum Vlasov equation or

Boltzmann-Vlasov equation in analogy to momentum closure in hydrodynamic systems
[394, 395].

4.4. Phonon Scattering Equations

In metals, the electron-phonon interaction has been studied on a microscopic level in
Ref. [220, 371] and widely used within the literature nowadays [229, 231, 372|. For
most numerical implementations, an isotropic distribution in momentum space is used,
allowing for an effective treatment in terms of the energy in Debye approximation, i.e.,
under the assumption of a linear phonon dispersion. In many works, this treatment is
reduced even further under the assumption that the phonons can be described to be in
a thermal equilibrium, allowing to define a phonon temperature which is then modeled
using the two-temperature model, cf. [369, 402], or more recently in terms of the three
temperature model (3TM) [212, 216-218]. For the scope of this thesis, we aim towards a
fully microscopic spatio-temporal description of the electron-phonon scattering processes
in metals, allowing to capture the dynamical processes similar to the semiconductor
community, cf. Ref. [176]. To achieve this, we introduce a momentum- and space-resolved
phonon Wigner function for the phonon mode occupation ng(r), defined as follows

ng(r) = Z QT <bg_Q/2bq+Q/2> . (4.32)
Q

This equation is formulated using the Wigner phase space representation. As we
assume vanishing coherent phonon modes, the phonon Wigner function describes the
incoherent phonon mode occupation. The incoherent phonon mode occupation can be
related to the temperature of the phonon subsystem.

In a similar derivation to the previous sections, we employ a second-order correlation
expansion, assuming dominant electron-phonon contributions and applying the Markov
approximation. This leads to a dynamical equation, given as:
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ding(r,t) = —vgP" - Vyng(r,t) + Ly (r,t) (1 +ng(r,t)) — ngs(r, t)ng(r,t) . (4.33)

The first term considers the drift of phonons with the group velocity vgh = Vqwgq.
The last two terms describe the phonon thermalization processes via electron-phonon
scattering, where the first term accounts for the emission of phonons and the second term
for the absorption of phonons. The appearing rates for phonon emission or absorption
are given by [174, 245, 401]

27

Igt(r,t) = =l 19al? fierq(r,t) (1= fic(r, 1)) 6 (e — €xciq + hvg) , (4.34a)
k

I2%(r,t) = %Z Z 9ql* fie(r,t) (1 = frrq(r,1)) 0 (e — €rrq — hwg) - (4.34b)
k

The emission and absorption processes depend on the occupation of the initial state
of the relevant electronic transition, represented by the electron occupation terms fy,
and the hole occupation terms (1 — fx). The Dirac ¢ distributions that appear in the
equations account for the conservation of energy and momentum in phonon emission and
absorption processes.

4.5. Derivation of Macroscopic Quantities from Microscopic
Equations

In this section, we examine the validity of our microscopic approach by investigating its
ability to reproduce certain macroscopic equations. By ensuring that our microscopic
model correctly captures the macroscopic behavior of the system, we can validate its re-
liability and applicability in describing the overall dynamics and interactions. To achieve
this, we employ a momentum expansion technique [254, 403, 404] on the Wigner function,
Eq. (4.4), with respect to the group velocity vi. By doing so, we effectively coarse-grain
the microscopic details, such as the occupation at different wave vectors of electrons k
and phonons q. This approach allows us to derive a mesoscopic description of the system,
characterized by the electron charge density p(r,t), electron current density j(r,t), and
Cauchy stress tensor P(r,¢) that are defined as

plr,t)=— = > filr, ), (4.35a)

V
k
i) = = 7 Y vichln.b), (4.35D)
k
P(r,t) = — % 3 Vi ® Vicfie(x, B). (4.35¢)
k
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Intuitively, this can be seen from the fact that the marginal distributions of the Wigner
function are true probability distributions [171]. Occasionally, this methodology is re-
ferred to as hydrodynamic momentum expansion. However, to prevent any potential
confusion with the model commonly known as the hydrodynamic model [253, 261], we
will refer to it as the mesoscopic approach. In the upcoming subsections, we will delve
into the standard Drude limit and the hydrodynamic limit for further examination.

4.5.1. Microscopic Drude Model

In classical electrodynamics, the most fundamental description of metal structures is
based on the Drude model, which we introduced in Sec. 2.3.1. We now show how this
Drude limit can be obtained from our microscopic equations. To achieve this, we make
significant simplifications to Eq. (4.31) by neglecting Coulomb effects at the Hartree-Fock
level and combining scattering terms in a relaxation time approximation [171]. This leads
to the introduction of a damping term -y, and the simplified equation becomes

8tfk(r7 t) = —Vk- Vrfk(ra t) + %E(I‘, t) ’ kak(ra t) - 7(fk(r7 t) - flg) (436)
Accordingly, the Wigner function is driven by its own spatial gradients and the electric
field E(r,t), while its motion is damped by the phenomenological damping term -, which
takes into account the joint action of all scattering terms.
To obtain an analytical solution for this Boltzmann equation, we linearize the equation
in terms of the electric field, i.e., we consider fi(r) = f2 + fl(r) + O(E?), where f
represents the the spatially homogeneous equilibrium distribution and fll (r) is the first-

order perturbation due to the applied electric field. For the first-order perturbation, we
find

Ob(r) = —Vic- Ve fi(r) + L B() - Vi~ nefi(r) - (4.37)

Since we consider spatially homogeneous systems when deriving the classical Drude
model, we can neglect spatial dependence, allowing us to Fourier transform Eq. (4.37) to
the frequency domain,

1 € 0
=—V -E. 4.38
fk h(—lw I ’Y) kfk ( )
By utilizing Eq. (4.35b) and employing integration by parts, we obtain the expression
for the current density,

62
j(r,t) = T —— ;ﬁg E. (4.39)

This expression allows us to identify the Drude conductivity op(w). However, in this
thesis, our main focus is on polarizations and permittivities, so we will instead identify
the current density j as the temporal derivative of the polarization P, leading to the
well-known equation,

w2

P(w) = eoxp(w)E(w), xp(w) = —WPZ,W. (4.40)

7



4. Spatio-Temporal Description of Microscopic Scattering Equations

Here, xp(w) represents the Drude susceptibility, with the usual definition of the plasma
frequency,

en 1
wp = 0 no = v Z £, (4.41)
k

50m’

Herein, the momentum sum over the Wigner function represents the equilibrium value
of the conduction band electron density ng. Furthermore, ¢( is the vacuum permittivity,
m the free electron mass, and e the elementary charge. In Sec. 4.7.1, we will discuss how
to handle this quantity when multiple bands appear in the description.

4.5.2. Microscopic Hydrodynamic Drude Model

In this section, we will revisit Eq. (4.36) without neglecting spatial derivatives, enabling us
to incorporate nonlocality in the description and investigate its impact on the macroscopic
polarization P. The main motivation for using the Wigner function approach was to
account for nonlocalities at the microscopic level. Here we show how these nonlocal effects
are transferred to the mesoscopic regime, leading to a rederivation of the hydrodynamic
equations of motion. Once we move to the mesoscopic level, the calculations closely
follow the current state of the literature as reported in Refs. [149, 151, 251-253, 259, 261,
264, 405].

As scattering terms conserve the local electronic density in the gradient approximation,
they vanish under the momentum sum. This results in a continuity equation for the
electron charge density p(r,t) and the electron current density j(r,t),

Op(r,t) = =V - j(r,t), (4.42)

where the electric field contribution vanishes as a surface term due to the Gaussian
theorem. In order to make statements about the susceptibility of our system, we derive
equations of motion for the current density from Eq. (4.36) by multiplying the microscopic
dynamical equation (4.36) with the velocity and summing over all momenta. Using
Yk Vk @ Vi fi(r, t) = —%p(r, t)1, we obtain

Bj(r,t) = —Vy - P(r,t) — %E(r,t)p(r,t) —j(r,t) . (4.43)

The first term on the right-hand side is the divergence of the second-order momen-
tum in the factorization procedure of the Wigner function, which is the Cauchy stress
tensor P(r,?), defined in Eq. (4.35¢). In agreement with common calculations for the
hydrodynamic model [406], we now want to identify a pressure-like term, which is usu-
ally introduced via a gradient term of an energy-density functional associated with the
density-dependent total energy of the electron gas. It is this pressure-like term that in-
troduces the quantum mechanics of the electron system into the semi-classical equations
of motion, as we described in Sec. 2.3.4. Therefore, we closely study our stress tensor
term. Here, the pressure contributions can only arise from fluctuations of the veloc-
ity. Accordingly, we distinguish averages and fluctuations and decompose the velocity
VK = V + 0vk in a momentum-independent mean-field contribution v and a correction
dvk. Accordingly, the Cauchy stress tensor in Eq. (4.35¢) reveals two contributions,

e € I
[P:—Vv®vzszk—Vzk:5Vk®5kak=V®VP+[P (4.44)
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the linear term vanishes from symmetry considerations. The first kinetic term is a
tensor product of the mean-field velocity with itself, the second one arises as a correction
to the second-order momenta of the Wigner function, which we identify as the pressure
contribution, P. This way, the velocity is promoted to a velocity field, v(r,t), which
allows us to factorize the macroscopic current density j(r,t) = p(r,t) v(r,t) into electron
density p(r,t) and velocity field v(r,t) of the electrons. Applying this decomposition to
the continuity equation, Eq. (4.42), and the Euler equation, Eq. (4.43) we obtain, after
some algebraic transformations, the final set of continuity equation and Euler equations

Op(r,t) + V- (p(r,t)v(r,t)) =0, (4.45a)

p(r, )0 + v(r,t) - V)v(r,t) = =V - P(r,t) — EE(r,t)p(r,t) —yp(r,t)v(r,t). (4.45b)

In the following, we make the assumption that the non-equilibrium carrier distribution
induced by optical excitation is thermalized through orientational carrier relaxation via
electron-electron scattering [244, 245, 374]. On mesoscopic time scales, this thermal-
ization process is assumed to be fast, which allows us to establish a local equilibrium
description for the electrons. As a result, we can define a local equation of state for the
pressure contribution in Eq. (4.45b). To achieve this, we utilize the Thomas-Fermi model
[407, 408] and express the electron pressure as [246, 250, 251, 259, 405, 408, 408, 409]

1 h?

»_ ¢ L 5/3 _ g 212/3
P = %ﬂ-pFerml — m€2/3 Kp (I‘, t)]]-a K= 5m (37T ) ) (446)

where the proportionality is adapted from the typical Fermi gas constant [246, 258] to
our calculations in terms of the electron charge density. This equation can be solved using
well-documented methods, as seen in Refs. [149, 151, 251-253, 261, 264, 410]. Starting
from Eq. (4.5.2), we can apply a similar approach as in Sec. 4.5.1, perform an expansion
in orders of the electric field, and identify the polarization. For detailed derivations, we
refer to Ref. [411]. With this, we obtain the following equation for the polarization in
linear order,

2 € w2
uﬂfwwvw ‘P)+P= _uﬂiiwa‘ (4.47)

This equation resembles the standard Drude model derived in Sec. 4.5.1 and includes
a correction resulting from the inclusion of nonlocal effects, expressed in terms of spatial

2/

gradients. Here, we defined 32 = ;’Z; b = %v% with the Fermi velocity vp. The

parameter [ is usually understood as the speed of sound in the considered material.
From Eq. (4.47), one can typically obtain the permittivity, eq(w), by distinguishing

between the longitudinal and transverse components [147, 250, 253, 259],

w2

L _ o P

eg(w) = e i QP (4.48a)
T w?

eQWw) = €00 — 5 +pi7w‘ (4.48Db)
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This means that the electron pressure contribution affects the Q-modes in a generalized
nonlocal optical response (GNOR) theory [151], which influences only the longitudinal
component while leaving the transverse component invariant. The inclusion of these
terms becomes prominent for small particles with a large surface-to-volume ratio, where
a blue shift of the nanoparticle resonance can be observed [264]. In Sec. 5.5, we will
further extend this formalism to include a strong quasi-static THz pump field.

4.6. Geometrical Effects at the Microscopic Level: Hartree
Mean-Field Contribution

In general, the optical response of material systems is primarily determined by their
material properties. In plasmonic systems, however, the importance of geometry becomes
apparent in the derivation of the localized surface plasmon resonance (LSPR) and its
pronounced resonance scaling with aspect ratio discussed in Sec. 2.4.1. This property is
taken to its extreme in the lightning rod effect. The importance of geometrical effects also
contributes significantly to the success of the surface response formalism, as discussed in
Sec. 2.3.5.

In light of this, the aim of this section is to present an approach to incorporating
geometric information directly into the microscopic equations, thus enabling the study
of the optical response of metallic systems with diverse geometric shapes.

4.6.1. Coulomb Potential on the Microscopic Level

Previous approaches, as discussed in Sec. 2.4.1, generally followed a common procedure.
They initially established a geometry-independent material model for a bulk material,
and subsequently considered the geometrical effects on a macroscopic level by solving
Maxwell’s/Poisson’s equations and applying boundary conditions to the field compo-
nents defined by the specific geometry. Through this process, an effective polarizability
was derived as a solution within the framework of classical Maxwell’s theory, mostly up
to dipole order. Here, we follow a different approach and use a geometry-resolved solu-
tion for the Coulomb potential [201, 351]. This Coulomb potential is introduced on the
microscopic level in the microscopic scattering equation for the electronic Wigner distri-
bution, Eq. (4.31). Including Hartree-Fock contributions and neglecting the scattering
contributions, the full dynamical equation can be given as

O fi(r) = — (Vk - %Z (Vkauk)fk'(I‘)> Ve fi(r)

+ 2 [E0) - Ve - LY VieaVefeln)| Vi) (449
.

with the definition of the Hartree potential in Eq. (4.18a). The novelty of this approach
will now be to include potential geometrical effects on the level of the Coulomb interaction
as a solution to Poisson’s equation [376]. Therefore, we expand the Coulomb potential
in spherical harmonics as given in Refs. [201, 351], which is given for both r and r’ inside
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the nanoparticle as

20+1 1 ) (rr)*
(04 Deout + lece oo/ att!

Yo (DY (), (450)

[ Wi+ (

where
T,B
WP (r,r') = ;H, (4.51)
with 7o = min(r,7’) and r~ = max(r,r’). In this form, the respective modes can
be approximated in the multipole order of interest. For our purposes, we will restrict
ourselves to the dipole mode to compare to the classical dipole case, a generalization will
be demanding but straightforward. In the following, the Fock contributions in Eq. (4.49)
will be neglected as quantum corrections. However, these should also lead to nonlocal
corrections similar to the discussion in Sec. 4.5.2.

4.6.2. Hartree Mean-Field and Oscillator Equation

From Eq. (4.49), we proceed similarly to the derivations of the Drude model where we
used the mesoscopic definition of the current density in Eq. (4.35b) and linearize in order
of the electric field so that we obtain a second order ordinary differential equation for
the current density that reads

2 1 _ 2 tot
; = ). .
(OF + 70 (r,t) = eow, O E""(r, t) (4.52)

In this equation, the total field E'!(r,t) was defined to include the external field,
screened by the background contribution to the permittivity eg, as well as the Hartree
contribution,

Seout

B (r, 1) = 2e0ut + €
ou o

E™(r,t) — V. @ (r,1) . (4.53)

Here, the spherical boundary conditions are already included in the prefactor of the
external field, E®*, which is renormalized to include the background contributions related
t0 €00 via the Maxwell equations. Using this definition for the total electric field, the
equation for the current density becomes

(0F +700)j" (r, 1) = Beoueowigp A E™ (r,t) — eqwi 0, Vo @M (r, ¢). (4.54)

Using the definition of the Hartree potential in Eq. (4.18a), the last term in Eq. (4.54)
can be reformulated as

1
oV, (r 1) = ?(Vr ® /dr' (Ve V(r— r'))) (1), (4.55)
so that we find a partial integro-differential equation for the first-order current density,

(0 +10+wi =5 (V2 ® / d' (Y V(r =) ) )i (1,1) = Beoucoutsp OB (x,1) .
(4.56)
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From a simplified perspective, Eq.(4.56) re-
sembles the form of a damped harmonic oscilla-
tor equation, but it contains a complex tensorial
integro-differential expression at the position of the

oscillators’ eigenfrequency, which depends on the (
Coulomb potential expanded in spherical harmon-
ics, as given in Eq.(4.50). By evaluating this ex- e

pression using the geometry-adapted Coulomb po-
tential for a sphere up to dipole order, we obtain
the well-known equation

N>

(atQ + 70 + W%SP)JI(I" t) (4.57) Figure 4.2.: Illustration of Hartree

= 35out€0WI%spatEeXt(r7t), Mean-Field. Illustration of the in-

teraction of a single electron with the

where we define the plasmon frequency Hartree mean-field, illustrated as an

electron cloud.
Wp

WLSp = —F/—————-
VEoo + 2€0ut

Details of the analytical calculations are given in App. G. It is not surprising that this
result agrees with the results usually obtained from the Frohlich condition Re{e(w)} =
—2eout for the localized surface plasmon resonance in quasistatic Mie theory, as similar
steps were taken, with the only difference in the order of the evaluation. Hence, this
approach reveals that it is possible to include the geometrical information already on
the level of the microscopic Wigner equation, similar to approaches using the Rytova-
Keldysh type approaches to model the Coulomb interaction in 2D materials [22, 23].
In perspective, this allows including the geometrical effects induced by the Coulomb
contributions already on the level of the dynamical equations and allows studying its
influence on the electron dynamics.

(4.58)

4.7. Interband Transitions in Metals: A Microscopic Optical
Response Model

Up to this point, we have focused on processes within the conduction band of the material
under consideration. This is because the widely considered plasmon resonance is a col-
lective excitation of conduction band electrons, cf. Sec. 2.3.2. However, as we elaborated
in Sec. 2.3.6, it becomes necessary to include interband transitions in the material model
above a certain energy to accurately model the optical response of metallic materials.
For our material of choice, gold, this already becomes important in the visible range at
approximately 2.4eV.

To the best of our knowledge, the current description of interband contributions to the
optical response in metals relies on rather phenomenological models with a significant
number of fitting parameters [274-279] that do not take the microscopic structure of
these materials into consideration. These models solely use the Lorentzian character of
the interband transitions for fitting purposes to experimental data recorded in the late
20th century [272, 273]. In contrast to the semiconductor community, the derivation of
a microscopic material model for interband transitions in metals has been challenging
due to the non-symmetric band structure of metals [382, 383, 412]. Consequently, the
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derivation of a comprehensive and accurate interband model for metals has remained
elusive thus far and continues to be an ongoing endeavor [413].

In the forthcoming, inspired by the microscopic descriptions used in the semiconductor
community, we employ the microscopic framework that we have developed in the previous
section and describe our current approach towards a more sophisticated microscopic
model for the interband transitions in metal, using the example of gold.

4.7.1. Microscopic Dynamics

To comprehensively describe interband transitions within the microscopic framework, we
now extend our description to include multiple bands and transitions in between. For-
tunately, the Hamiltonian presented in Sec. 4.1 already allows for an arbitrary number
of electronic bands. Building upon the treatment of transition metal dichalcogenides
(TMDCs) in Sec. 3, we further expand this approach using the Wigner function method
introduced in Sec. 4.2 for two bands. Similar methodologies have been applied to semi-
conductors in Refs. [334, 376, 377, 379, 380, 401]. Recently, they have gained renewed
interest in the context of exciton diffusion [364, 365]. To provide a mathematical descrip-
tion, we define

plr,t) =D ear <U1T<_q/zck+q/2> : (4.59a)
q

fele, ) =329 (et ) (4.59)
q

fe(r,t) = Z elar <v£7q/2vk+q/2> : (4.59¢)
q

Here, in analogy to Ch. 3, these equations use the electron picture to describe the
spatio-temporal electron density in the conduction and valence bands by fi and fy,
respectively.

From these definitions, it is rather straightforward to derive the spatio-temporal equa-
tions of motions for these three quantities, which is done in analogy to Sec. 4.3 and
Sec. 3.3. Therefore, we assume a parabolic band structure for the individual bands that
are separated by an energy gap Fg and assume that the photon momentum is small com-
pared to the electron momentum, k < K which is a good approximation due to the steep
light dispersion compared to the electrons. With this, we obtain in a simplified model,
only including the free Hamiltonian and the full electron-light interaction Hamiltonian,
dynamical equations for the band occupations in agreement with Ref. [172],

Ouf(r,t) = = Vi Vafl(r, ) + S E(r.) - Vil (r, )

2B T {d p(r )} + 0| (4.603)
scat
Ouf(r,t) = = Vi Ve fElet) + B 1) - Viei(r. 1)
+ 2B T (A (e, )} + Ol 0)| (4.60b)
scat

and for the interband polarization,
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Here, we used the definition vﬁ(c) = Viex/h and define the average band velocity
vi© = (Vi + vi.)/2 and the momentum-dependent energy difference between the valence
and the conduction band Awy = (ef, — €}.)/h. In order to perform the Fourier transform
of the band gap contribution, we employed the usual parabolic band approximation. The
dipole matrix element, di, is defined in Eq. (4.1e).

These equations form the foundation of various phenomena considered throughout this
thesis and will be used in many instances in Chs. 5 and 6. Due to their spatio-temporal
formulation depending on momentum and real space gradients, their solution becomes
non-trivial and mostly only possible utilizing approximations.

4.7.2. Macroscopic Observables — Translationally Invariant Systems

For a first approach towards interband transitions in metals using this microscopic frame-
work, we study translationally invariant bulk systems such that spatial gradients and the
spatial dependence of the respective Wigner functions can be neglected. In addition, for
an analytical approach towards the optical spectra of these systems, we will expand the
equations in orders of the electric field,

Pk = Pk + P + O(E?), (4.62a)
fio= 2+ fl+ 2+ OE?. (4.62b)
With this, the microscopic equations in linear order become
0,c
l,c € kak7
’ = - -E 4.63
1 d’UC 0,’U _ 0,’1}
n(Q, w) il i) Eq(w). (4.63D)

:ﬁAwk—w%—vﬁc-Q—ml’{.

Here, we have used an effective momentum-resolved relaxation time approximation
[171, 176] and introduced an intraband scattering rate ~x and an interband scattering
rate ;. for the scattering processes in Eq. (4.60) and (4.61).

Similar to the phenomenological material models [274, 277] and similar to the ap-
proaches using microscopic material models in Refs. [172, 334], we will consider the
macroscopic polarization to be the sum of a microscopic and a macroscopic contribution

P(r; w) = PO (1) ) 4 Pt (p; o). (4.64)

The individual components are given in agreement with previous definitions in Eq. (3.12)
and (4.35), where now provide general equations for the polarizations,

: 1
Pmter(r’ t) — V Z ﬁcpk(n t) + c.c, (465&)
k
e by

P (p t) = (r,1). (4.65b)
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Assuming the velocity field to be the first momentum gradient of the band structure,
this approach can capture an arbitrary band structure. Using these definitions together
with the solution of the linearized microscopic equations of motions, we find for the
interband polarization,

0 ,C 0,’0] dvc,* ® dve

Plnter _ E B N
and for the intraband polarization,
. 2 (VkvA) 0,\
Py ) = 5 ook - Eq(w). 4.67
Q (W) e Z W2 — v Q + i (w) (4.67)

kA

The interband contribution resembles individual Lorentz oscillators that are placed
throughout the Brillouin zone, with an individual oscillator strength d,“*. This scenario
is equivalent to our findings in Ch. 3, where the dipole matrix element was approximated
with its value at the K and K’ points. Depending on the material complexity, these
quantities can be derived in approximation, for example from tight-binding approaches
[327, 414] for graphene, and can generally be obtained from calculations in density func-
tional theory (DFT) [11, 381-383]. Having access to these quantities, would allow to
significantly reduce the number of fitting parameters necessary to describe the optical
response of metal nanostructures compared to current models [274, 277, 413]. Unfortu-
nately, simple approximations fail to describe the complex, asymmetric band structure of
gold quantitatively, so that we will, for the scope of this thesis, mostly limit ourselves to
a qualitative discussion of the derived model and fit experimental data using a simplified
model that we will derive from our complex momentum-resolved model in the following.

As we will be interested in a derivation of a pure material response, we will assume
plane wave excitation. From this, one can derive the Drude model for the intraband
contribution, as we have presented in Sec. 4.5.1. As we are lacking information about the
dipole matrix elements, we need to transform our description to a discrete version, incor-
porating a finite number of interband transitions in the form of Lorentzian oscillators,
similar to Sec. 2.3.6. This results in the simplified equation

2 N

p wp dvc ( — )
(W) = € w? + iyw hz Awj —w — i

E(w). (4.68)

The first term describes the intraband motion of the electrons within the conduction
band, a definition of the plasma frequency wj, can be found in Sec. 4.5.1. As the valence
band is fully occupied at equilibrium, there are no available states that electrons could
scatter into, which is why we effectively neglect intraband contributions from the valence
band. The second term describes interband processes with a transition energy hAw;, an
oscillator strength d7¢, and a line width v;-. These parameters will be used in Fig. 4.3
to fit the experimental data from Ref. [272]. The occurring densities are the conduction
and valence band electron densities, n. and n,, respectively.

To model the microscopic response of our system, we include a background contribution
€5 In analogy to the usual macroscopic material models, so that the full permittivity
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Figure 4.3.: Microscopic Model Fitting to Johnson and Christy Data. We
perform a fitting analysis of the Johnson and Christy data (J & C) [272] using a
standard Drude model and our microscopic permittivity eiot(w) from Eq. (4.69). The
plot in (a) displays the real part of the permittivity, 1, while in (b), we present the
imaginary part, €a.

becomes
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In Fig. 4.3, we see that a qualitatively good agreement with the experiment is already
obtained by including a small number of interband transitions. These results are in
good agreement with Ref. [275], where a qualitatively equivalent model is derived from a
macroscopic perspective. However, due to the simplification we used in response to the
missing DFT data regarding the optical dipole matrix elements, these results do not yet
reveal the full strength of the microscopic approach as the number of fitting parameters
is still on the same order as in the current literature [275, 277, 413]. The knowledge of
these parameters would significantly improve the current description of the interplay of
interband and intraband excitations in metals.

At this stage, it is important to acknowledge that the current treatment of the optical
response is not yet fully self-consistent, since the electric field entering Eq. (4.68) still
includes the field generated by the material itself. While solving the self-consistency
problem has so far led to difficulties in accurately reproducing the characteristic Drude
shape, it is worth noting that the current approach has successfully reproduced the
macroscopic Drude model. It is important to note that the original derivation of the
Drude model does not take self-consistency into account. For future studies on extended
systems, a thorough investigation of this aspect will be crucial. To address these effects in
more detail for metal nanoparticles, we will use the self-consistent treatment introduced
in Sec. 2.4.4 in the following section.

4.7.3. Self-Consistent Optical Response of Metal Nanoparticles

When we want to describe the optical response of spatially extended systems, we have
to take their depolarization into account self-consistently. This has been elaborated for
the Drude model in Sec. 2.4.4 which we now extend to also include the interband terms
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derived in the previous section. We again distinguish between the external field Eeyt,
the background polarization of the sphere Py, and the Drude polarization Py, and now
add the interband polarization Pjute;. The self-consistent total field Eio within the
nanoparticle then reads

1 1 1
Py(w) — Pg(w) —

d
3€0€out 30€out
Employing a similar treatment of the background field as in Sec. 2.4.4, we obtain an
extension of Eq. (2.65), which can be expressed as

Etot(w) = Ecxt (w) — Pinter(w)- (470)

3€0out

. 3Eout
Etot - ext —
€00 T+ 2E0ut

P, + P; . 4.71
35050ut ( d+t 1nter) ( )

By combining this with the definition of the total polarization in response to the total
field from Eq. (4.68), we can obtain a self-consistent solution for the optical response to
the external electric field,

Piot = Pq + Pinter = €0 Xtot (W)Eext7 (4723)
;’ﬁsP _ @ ZN “’LSP’d c‘
Xtot = —3Eout i h@ — wJ'H’YiC (4'72b)
_ wigp ZN wLSP|d |
w2 +iyw h62 J w—wj+iy;

In the limit of vanishing interband contributions, dJ”»C — 0, this approach reproduces the
results obtained in Sec. 2.4.4 and 4.6. However, for non-vanishing d;’c, we not only obtain
terms from interband and intraband contributions individually but also mixing terms.
This is consistent with the usual Mie theory, where the contributions also mix via the
Clausius-Mosotti factor. In Fig. 4.4, we utilize the proportionality of a(w) o< Im{x(w)}
[170, 171] to fit the experimental data we gratefully received from the group of Holger
Lange [4].

In Fig. 4.4, we demonstrate that the combination of our microscopic approach with
the self-consistent treatment of the total electric field can accurately describe the experi-
mentally observed absorption of small gold nanoparticles. The accuracy of our approach
strongly depends on the number of included interband transitions and related fitting pa-
rameters. However, it also highlights the potential of our approach when incorporating
momentum-resolved dipole matrix elements di® obtained from ab initio calculations. By
including these dipole matrix elements, we can effectively reduce the number of fitting
parameters to only include the damping terms. This refinement may eventually lead to
a more precise and physically meaningful description of the optical response of metallic
nanoparticles.

4.8. Conclusions

In this chapter, we have presented a comprehensive microscopic approach to study the
electron and phonon dynamics in metals. In the Hamiltonian, we included the free elec-
tronic motion, light-matter interaction, Coulomb-mediated electron-electron interaction,
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Figure 4.4.: Fitting Total Susceptibility Function to UV-Vis Spectrum of
AuNP Solution. We conduct fitting analyses of the imaginary part of the suscep-
tibility, as expressed in Eq. (4.72b), to absorption spectra collected experimentally
from small gold nanoparticles (AuNPs) with an approximate diameter of 30 nm. These
AuNPs are dispersed in hexadecyltrimethylammonium chloride (CTAC) solution.

and electron-phonon interaction. The resulting dynamical equations for the Wigner func-
tion provided a detailed description of the electron and phonon behavior in metals, as
demonstrated in Sec. 4.3 and 4.4.

Through momentum expansion, we derived macroscopic equations for the electron
density and electron current density in both local and nonlocal formulations, as discussed
in Sec. 4.5. In the nonlocal regime, we successfully reproduce well-known hydrodynamical
equations, thus validating the effectiveness of our framework.

Additionally, we have already provided two significant applications of our approach.
In Sec. 4.6, we included geometrical effects through the Hartree mean-field. This allowed
us to accurately reproduce the localized surface plasmon resonance in a metal sphere.
Furthermore, we extended our approach to incorporate multi-band processes in Sec. 4.7,
leading to a set of dynamical equations for a two-band model. These were used to model
the optical response of gold structures and explicitly compared to experimental data for
bulk gold and gold nanoparticles in solution. Our approach captures the full optical
response in the optical regime.

The developed framework serves as a solid foundation for further investigations in sub-
sequent chapters of this thesis. It provides a powerful tool to study complex interactions
in metal systems and offers the potential for more accurate and physically meaningful
descriptions of their optical response. In particular, the combination of our microscopic
approach with ab initio calculations for dipole matrix elements promises to reduce the
number of fitting parameters and improve the precision of our results. We will discuss
this in more detail in the following section.

In conclusion, our framework work opens up exciting possibilities for studying various
plasmonic phenomena and for understanding the behavior of metals in different geometric
shapes and configurations.
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4.9. Perspectives

In this chapter, we have utilized a parabolic dispersion model to describe electron motion,
assuming free and undisturbed movement as suggested by the free electron model [258].
However, it is crucial to acknowledge that this model is an approximation that neglects
the actual band structure of the system.

The parabolic approximation performs well for intraband processes in metals, effec-
tively reproducing the characteristic plasmon peak observed in such systems. It also
yields reasonably accurate results for interband transitions in semiconductors of a wide
spectral range, in particular transition metal dichalcogenides with direct band gaps.
However, in the case of metals, that possess a significantly more complex band structure,
the parabolic approximation falls short in adequately describing interband transitions,
especially in three dimensions.

Building upon the concepts discussed thus far, a potential avenue for progress is the
integration of parameter-based dynamical calculations as presented in this chapter with
density functional theory, which has emerged as a successful approach for calculating the
electronic structure of atoms, molecules, and solids.

The proposed approach involves employing density functional theory to determine the
electronic background upon which carriers move. Subsequently, we would use the dynam-
ical Bloch equations to calculate their dynamics on this background. By incorporating
the band structure and calculated dipole matrix elements, the number of fitting param-
eters to reproduce the optical spectra would be reduced to only include the background
permittivity €., and damping rates. In an additional step, the microscopic scattering
equations, describing electron-phonon scattering, we presented here could also be used
for numerical calculations of the damping rates, further reducing the number of free
parameters. It is important to note that this approach would be limited to the per-
turbative regime, where the back action of excitations on the band structure remains
negligible. Therefore, it must be confined to the low excitation regime. In addition,
careful consideration of interactions would be essential to avoid double counting.

In addition to its potential in accurately describing interband processes in metals, a
microscopic understanding of the intra- and interband dynamics using this microscopic
approach may also contribute to a more profound understanding of hot electron dynamics,
which is of great interest in plasmon-assisted processes in chemical synthesis.

Overall, the integration of density functional theory with parameter-based dynamical
calculations holds promise for improving our understanding of complex metal systems
and providing a more physically meaningful description of their optical response.

89






5. Active Control of Plasmon
Resonance: THz Pump-Optical Probe
Signatures in Metal Nanoparticles

In the earlier chapters of this thesis, we extensively investigated plasmonic resonances
of nanostructures at both macroscopic and microscopic levels. We discussed that the
spectral position of the plasmon resonance is highly sensitive to the geometry of the
nanostructure, as we have for example seen when changing the nanoparticle aspect ratio
in Sec. 2.4.2. Furthermore, we have observed that the inclusion of hydrodynamic effects
can explain a substantial shift in the plasmon resonance for small particles, cf. Sec. 2.4.3.
In this section, we will investigate the option of using this sensitivity to changes on the
macroscopic and microscopic to actively tune the optical response of plasmonic nanos-
tructures. In recent years, this has opened the subfield Active plasmonics that exploits
the active control of surface plasmon resonance [101].
It is possible to divide active plasmonic struc-
tures into three categories according to the in-
volved modulation mechanisms to actively tune
the plasmon properties [101], as summarized in

Dielectric control
—
~——

Fig. 5.1: First, the plasmon is a surface effect.

Thus, changing the surface environment changes d A
the plasmon properties. The second tuning op- _'] E Distance control 4B <0l
tion is the nanostructure geometry. Plasmons of O — ( 4

proximal nanoparticles interact and form coupled
modes, which can be exploited to tune the plasmon
by modifying the interparticle distance. Third, as
the plasmon is built up from electron oscillations,
changing the amount of contributing electrons in
the conduction band changes the properties of the
plasmon.

Active

Figure 5.1.: Modulation
Mechanisms for Tuning Plasmon

Several experimental approaches have been de-
veloped to achieve plasmon tuning using one of
the three mechanisms shown in Fig. 5.1, aiming to
actively control and manipulate the optical prop-
erties of nanostructures: For example, changes in
the surrounding medium have been achieved by
chemical reactions, such as electrochemical doping
of polymer films surrounding the gold nanostruc-

Resonance. The mechanisms to tune
the plasmon resonance can be divided
into three categories: dielectric control,
distance control, and carrier control
[101]. Reprinted with permission from
Ref. [101] Copyright (2018) American
Chemical Society.

tures [415]. Tuning by distance control has been achieved through active substrates,
for example by applying mechanical strain to the substrate [416], embedding plasmonic
nanoparticles in liquid crystal [417], or thermo-responsive polymers [418]. Another ap-
proach was to use acoustic waves to actively tune the geometry of the plasmonic surface
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[419]. The third way to change the number of electrons contributing to the plasmon
oscillation is achieved by electrochemical charging of gold nanoparticles [420]. Other
interesting approaches to actively tune the plasmon resonance include active control of
the incident light [421] or controlled melting of nanoparticles [422]. These approaches
may find application in high-speed devices, in particular plasmonic modulators, where
they have garnered interested due to the demand for high-speed modulators enabling
Thit/s communication. Various general concepts for plasmonic modulators have been
introduced [84, 101, 423-426]. However, with most present methods, the achieved tuning
occurs on timescales ranging from milliseconds to microseconds, which is still too slow
and limits their practical applications. Interesting approach to combine optical and THz
radiation for ultrafast plasmon modulation were discussed in Refs. [100, 427, 428].

Inspired by these approaches, we explore an experimental scenario where a strong THz
electric field is used to perturb the electronic ground state of a metallic nanostructure.
In particular, we focus on how the THz pulse affects the spatial density and kinetic
distribution of the electrons, since these factors determine the plasmon frequency wrgp
via the plasma frequency w,, as discussed in our microscopic derivation in Sec. 4.5.1.
Consequently, changing the ground state electron distribution by the THz pulse leads
to changes in the optical response of the nanoparticle, allowing to tune the plasmon
resonance dynamically on the timescale of the THz pulse. The choice of using THz
fields is motivated by the experimental ability to generate strong electric fields with peak
intensities in the single-digit MV /cm range and durations of picoseconds.

This chapter addresses the situation described above by two different approaches. First,
we describe the numerical tool that we are currently developing, which combines the mi-
croscopic Boltzmann scattering equations for the electronic Wigner function, as described
in detail in Ch. 4, with a fully three-dimensional finite-difference time-domain solver. This
combination enables us to couple multidimensional, k-resolved electron scattering pro-
cesses to macroscopic solutions of Maxwell’s equations. As a result, the complete spatial
dynamics of an electric field interacting with a metallic object of arbitrary shape can be
studied, along with the electronic dynamics within these nanostructures. This approach
enables a complete non-perturbative treatment of the spatio-temporal, non-equilibrium,
nonlocal dynamics of electrons in metallic nanostructures. In addition, we have devel-
oped an analytical approach to study the influence of a non-perturbative THz field on
the plasmon resonance of a spherical nanoparticle. This approach offers the possibility
to analytically understand the physical processes that control the shift of the plasmon
resonance.

Therefore, this chapter is structured as follows: before diving into the theoretical de-
tails, we present the initial experimental results that motivated this study in Sec. 5.1.
In Sec. 5.2, we will describe the concept of our computational multiphysics approach
that we are currently developing to efficiently couple three-dimensional codes for solving
the macroscopic Maxwell equations with the microscopic Boltzmann scattering equa-
tions. We then provide the details of our implementation of our three-dimensional finite-
difference time-domain (3D FDTD) code in Sec. 5.3.1, before discussing the details of
the microscopic code in Sec. 5.4. In Sec. 5.5 we present the results of our analytical
non-perturbative approach.
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5.1. Experimental Motivation

This endeavor has primarily been motivated by the intriguing preliminary experimental
results obtained in the group of Holger Lange at Universitdt Hamburg. In their research,
they set up a THz-pump white-light-probe experiment to investigate the influence of
a strong THz pulse on the optical absorption spectra of a periodic array of chemically
synthesized plasmonic nanoparticles. Their experiment setup, conducted at CFEL, is
schematically illustrated in Fig. 5.2(a), and the preliminary experimental results are
depicted in Fig. 5.2(b).
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Figure 5.2.: Experimental Setup and Preliminary Results. (a) Experimental
setup at CFEL illustrated schematically. (b) Gold nanoparticles array’s response to
white light absorption, with and without an overlapping THz pulse. The colors repre-
sent data from multiple experiment repetitions.

In the absence of a THz pulse, the absorption spectrum of the gold nanoparticle array
exhibits the typical plasmon response, consistent with the discussions presented in the
preceding sections. However, when the THz pulse is introduced, a notable blue-shift in the
plasmon absorption peak is observed. To gain further insights, time-dependent studies
are conducted to track the absorption change relative to the peak field of the THz pulse.
Fascinatingly, the resonance of the plasmon absorption spectrum experiences a blue-
shift during the peak of the THz pulse, allowing to observe the rise and recovery of this
absorption change as the THz pulse propagates. Moreover, by varying the pump-probe
delay, the onset and vanishing of the modulation are observed on picosecond timescales.
Comparable changes in the plasmon resonance shift have to the best of our knowledge
only been reported in response to variations in the geometrical dimensions of the system
under study.

Despite these intriguing experimental findings, the exact origins of the observed shift
remain unclear and necessitate a detailed theoretical treatment that accurately describes
the pump-probe setup under consideration. The upcoming sections will focus on the
theoretical description of this effect, aiming to shed light on the underlying mechanisms
that govern the plasmon tuning with THz pulses on picosecond timescales.
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5.2. Numerical Framework

To address the experimental situation theoretically, a self-consistent, space- and time-
resolved treatment of the Maxwell equations and material equations governing the inter-
action of the nanoparticle with THz and optical fields is essential. Given the strong THz
field, a treatment beyond the perturbative regime becomes necessary. In this context,
we propose a computational multiphysics approach, coupling three-dimensional codes to
solve the macroscopic Maxwell’s equations with our developed microscopic momentum-
resolved Boltzmann scattering equations, cf. Ch. 4.

Using the Wigner approach, we can describe the microscopic electron dynamics and
incorporate nonlocal effects, including both intra- and interband transitions. By numer-
ically solving the full microscopic Boltzmann scattering equations without any lineariza-
tion, we can accurately describe the strong THz fields in the nonlinear regime. This
approach will extend the work in Ref. [375], which couples a full solution of Maxwell’s
equations with microscopic energy-resolved scattering equations, to include a full 3D
momentum-resolution to account for interband processes and band structure effects.

Consequently, our approach unites state-of-the-art numerical methods for simulating
electromagnetic fields with a fully quantum mechanical nonlocal treatment of the many-
particle kinetics of the carriers within the nanoparticle. This enables us to investigate
the spatial dynamics of non-equilibrium processes in plasmonic nanostructures in the
proposed THz pump-optical probe scenario. Accessing the momentum-resolved elec-
tron distribution provides a direct path towards multidimensional modeling of electron
transport processes and allows studying the interplay of non-equilibrium thermal and
propagation dynamics. In addition, the theory will describe the nonlinear response of
the electrons/plasmons for plasmonic nanostructures of arbitrary shape to the THz pulse,
encompassing dephasing and relaxation processes, while also accommodating nonlocal,
multi-band processes eventually.

The conceptual idea of the numerical solver is depicted in Fig. 5.3 which follows the
idea in Ref. [375].
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Figure 5.3.: Illustration of Coupled Kinetic Maxwell-Boltzmann Solver. We
present the conceptual idea of our multi-physical computational approach that com-
bines solution of three-dimensional macroscopic Maxwell’s equations with a three-
dimensional momentum-resolved microscopic Boltzmann scattering equation. The mi-
croscopic quantities are linked via a moment expansion of the electronic Wigner func-
tions. For simplicity, we only illustrate the single-band case.
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The proposed numerical scheme, as shown in Fig. 5.3, will iteratively solve Maxwell’s
equations in our geometry to compute the electric fields. These fields are then used as
source terms in the microscopic scattering equations. Subsequently, the microscopic elec-
tron distribution will be momentum-expanded, analogous to Sec. 4.5, to obtain macro-
scopic quantities, specifically the polarization P, which will in turn act as a source term
in the macroscopic Maxwell’s equations.

The iterative solution of both sets of equations facilitates the determination of electric
fields, allowing to calculate cross sections or transmission and reflection of the nanos-
tructure. In addition, this approach sheds light on the intricate microscopic electron
dynamics within the material. It is important to note that this complex, effectively
six-dimensional phase space solver is essential to incorporate the nonlinearity of the scat-
tering equations and to effectively handle the potentially complex interactions between
the THz and optical fields, especially when dealing with non-parallel polarizations or
different angles of incidence.

The ultimate goal of this work is to gain a profound understanding of the microscopic
dynamics in response to strong THz fields and their implications on the optical and THz
responses in the linear regime. These insights can be compared to experimental results
in the future and may allow exploring how these responses can be influenced by varying
the size and shape of the nanoparticles.

To achieve this goal, in Sec. 5.3 we will first discuss the numerical simulation of the
Maxwell equations using our self-developed finite-difference time-domain solver. Then, in
Sec. 5.4, we will introduce the nonlocal quantum mechanical treatment of the microscopic
dynamics. This lays a solid foundation for future investigations of the optical and THz
responses of plasmonic systems.

5.3. Finite-Difference Time-Domain Solver

The first component of our combined solver is a classical finite-difference time-domain
(FDTD) solver, enabling us to numerically solve Maxwell’s equations. For this work,
I have meticulously developed a 3D FDTD code in Python, which I will describe in
more detail in the following sections. With the continuous increase in computational
power, numerical investigations of intricate nanostructures have become indispensable.
These structures, including complex metastructures with applications in beam steering,
photonic crystals, active photonics, and quasi-normal mode studies, often exceed the an-
alytical description’s capacity. Consequently, the use of numerical methods, particularly
finite-difference time domain (FDTD), finite-element methods (FEM), and boundary
element method (BEM), has witnessed a remarkable surge with each possessing their
individual strengths for certain scenarios. Notably, FEM, with COMSOL as a prominent
commercial implementation, is the most powerful for time-periodic studies and is widely
used for nanoscale material analysis.

However, since our experimental scenario inherently involves non time-periodic as-
pects, as we seek to model the interaction of two different pulses in the system, finite-
difference time domain solutions are the natural and appropriate choice. This approach
offers several advantages, including widespread use in the photonics community, ease of
parallelization, broadband capabilities, and the ability to generate time-domain movies.
Therefore, in the upcoming sections, we will introduce the essential concepts behind
our FDTD implementation. As this explanation provides only a concise overview, read-
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ers keen on exploring further details can refer to two comprehensive introductions in
Refs. [131, 429].

We start to present our implementation of the fundamental Maxwell’s equations using
the Yee algorithm in Sec. 5.3.1. Next, we demonstrate how materials can be introduced
into the simulation through an auxiliary differential equation in Sec. 5.3.2. We then
introduce perfectly matched layers (PML) as boundary conditions and discuss the imple-
mentation of periodic boundary conditions in Sec. 5.3.3. The electric field is introduced
either through a point dipole source or a plane-wave source employing the total-field
scattered (TFSF) approach in Sec. 5.3.4. Lastly, in Sec. 5.3.5, we explore options for ob-
taining certain macroscopic observables from the simulation, such as the Purcell factor
and scattering and absorption cross sections.

Our numerical implementation will be made available via git at Ref. [430].

5.3.1. Full 3D FDTD Implementation

The basic idea of FDTD is quite simple and easy to explain: it simply and elegantly
takes Maxwell’s equations in their differential form and implements the partial differential
equation in a numerically efficient way. Accordingly, the governing equations are the curl
Maxwell equations, which we express in the form

8]5)6511;,75) = ¢V x H(r, 1), (5.1a)
8H{§?t) — oV X B(r, 1), (5.1b)

~ We adopted the definition from Ref. [429], which employs rescaled electric fields,
E(r,t), and D(r,t). These fields are related to the physical fields in ST units through the
following relations

E = eocE, D =D, P =cP. (5.2)
In this definition, electric and magnetic fields have the same units, which can be
seen by the vacuum impedance to be one 719 = 1. This choice facilitates numerical
stability due to similar orders of magnitude in the computation. In addition, we assume
a non-magnetic material, so that material properties effectively enter only through the
permittivity function &} (w),
D(r,w) = &’(w) - B(r,w). (5.3)
The permittivity function incorporates essential system information regarding material
properties, including the frequency dependence and spatial characteristics of the system.
As discussed in Sec. 2.3.1, our implementation follows the widely used piecewise-constant
approximation in classical electrodynamics, which does not inherently account for hydro-
dynamic effects. However, the FDTD method, with its inclusion of spatial derivatives,
is well-suited for incorporating hydrodynamic effects in a formulation using spatial gra-
dients [253], they only pose additional challenges for an advanced parallelized numerical
implementation. Notably, a parallel FDTD implementation of the generalized nonlocal
optical response (GNOR) has been achieved in Ref. [151, 431|. Other numerical hy-
drodynamical implementations using different computational electromagnetic methods,
including the finite element method [432], the discontinuous Galerkin method [199, 433],
and the boundary element method [434], also complement this development.
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Yee Algorithm

Having stated the fundamental physical equations, it now becomes important how these
are numerically implemented. In FDTD, the widely used Yee algorithm [435], proposed
in 1966, proves to be remarkably robust. To solve electric and magnetic fields in space
and time, they are placed on a so-called Yee cell. This arranges the electric field E and
magnetic field components H in a leapfrog arrangement that places one electric field
component within four circulating magnetic field components and vice versa, creating
the beautiful picture of an intricate interlinking of Ampere’s and Faraday’s law in three-
dimensional space [131]. Intuitively, this can be visualized as staggered fields in space
and time, as shown in Fig. 5.4, where the staggered fields are typically placed half a
Yee cell apart from each other. Notably, this approach achieves second-order accuracy
while requiring the same number of function evaluations per step, in contrast to an Euler
algorithm.

Figure 5.4.: Illustration of a Yee Cell. 3D Staggering of electric and magnetic fields.
In addition to the spatial offset, thy are reciprocally staggered in time.

To illustrate the general procedure, we employ the full Maxwell curl equations from
Eq. (5.1), dividing them into individual components. This yields six scalar equations of
the form

(5.4)

oD, (aHZ - aHy> OH, c(aEy 8EZ>
ot ’ a - '

oy o ot 9z oy

The other four equations can be obtained via circular permutation. In each of these
equations, the temporal derivatives depend on the spatial derivatives of two other field
quantities. By now employing, the Yee algorithm, cf. Fig. 5.4, we discretize space and
place all the field components on staggered grid positions. The indices (i, j, k) correspond
to the z,y, z direction, respectively. We illustrate this exemplarily for the x component
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of the electric field,

1 1
D12 (z + §,j, k) = pr1/2 (z + 5,3‘, k)

R | 11
+SC|:H;L<7J+2,]+2,]€>—H?<Z+2,]—2,k>

—Hg(H %,j,k—F ;) +Hg(¢+ %]k - ;)] (5.5)
The upper index n represents the position on the temporal grid, while the three argu-
ments in the parenthesis correspond to the usual Cartesian position coordinates. These
equations can be viewed as standard update equations, where the field at the updated
time n + 1/2 depends on its value at a previous time step n — 1/2. Changes to the field
value are incorporated through the influence of the surrounding magnetic fields, which
are related via the curls in the Maxwell’s equations, particularly Faraday’s law in this
case. The quantity S. denotes the Courant number, defined as

-
Ax

This can be thought of the numerical increment, similar to the Euler algorithm. Im-
portantly for FDTD calculations, the choice of S, also determines the ratio of the tem-
poral and the spatial resolution, meaning that a finer discretization in space inevitably
leads to smaller time steps. For stability of the numerical implementation, there are
natural bounds on S.. A convergence condition is commonly derived from the Courant-
Friedrichs-Lewy condition, which is a necessary condition for the convergence when nu-
merically solving certain partial differential equations. Extensive testing and analysis of
the growth factor for varying Courant numbers has been conducted and can be found in
Ref. [131]. For a stable numerical implementation, the Courant stability bound typically
becomes

. (5.6)

1
vn
Here, n is the dimensionality of the implementation. For our purposes, we have chosen

Se = 0.5 to fulfill this criterion for one-, two-, and three-dimensional systems. This choice
allows us to transfer results from lower dimensions to the three-dimensional case.

Se < (5.7)

5.3.2. Material Modeling

In the previous section, we described how the interplay of Maxwell’s curl equations is
numerically implemented using the Yee algorithm to integrate the fields over time. While
this is sufficient to describe wave propagation in an infinitely extended vacuum, free space
propagation is a rather trivial case that does not demand advanced numerical solutions,
at least at that level of the description. The primary advantage of numerical FDTD
implementation lies in describing complex geometries and their temporal dynamics. In
this section, we will introduce our chosen method for modeling material properties, which
involves employing an auxiliary differential equation to describe dispersive materials.
Additionally, we will demonstrate how we introduce the geometry into the simulation,
with particular emphasis on accurately treating the boundaries. For readers seeking
more in-depth information on these topics or other models, we recommend referring to
Refs. [131, 429].
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Piecewise-Constant Permittivity

As a first example, we consider a non-dispersive, piecewise constant material. This can
be visualized as a layered dielectric material with constant permittivity over the spectral
range of interest, effectively making it non-dispersive. Thus, the permittivity only varies
spatially but not spectrally. For simple layered cases, such problems can be addressed
using the transfer matrix method. However, once complex geometry is introduced, as
seen in photonic crystals, analytical solutions become demanding and may only be found
in approximation. In contrast, these situations can be easily implemented in FDTD. The
easiest way to approach this is through the constitutive equation,

D(r,t) = e(r)E(r, t). (5.8)

As explained in Sec. 2.3.1, this approximation effectively treats interactions as local
and neglects the dispersive character of the material response, meaning that it does not
depend on frequency or time. For numerical implementation, this allows for a straight-
forward update prescription for the E(r,t) fields via

Eu(r,t) =, (r) Du(r,t), Ey(r,t) = agl(r) Dy(r,t), E.(r,t)=¢;'(r) D.(r,1).

(5.9)
Here, 6;1 represents the inverse permittivity. Notably, we distinguish the permittiv-
ity depending on the individual Cartesian coordinates, allowing for the description of
anisotropic media. However, this distinction is primarily introduced due to the arrange-
ment of fields in the Yee algorithm. As evident from Fig. 5.4, the electric fields are
staggered in space, which necessitates consideration of their locations with potentially
distinct effective permittivity. For bulk materials, this distinction may seem negligible.
However, once we introduce geometries with structure sizes not much larger than the Yee
cells and subsequently adopt a subgridding approach. This distinction becomes a vital
part of the implementation.

Object Creation

Using the piecewise-constant approximation in Eq. (5.8), we automatically create the
geometry of an object by varying the permittivity on a subset of the entire simulation
space. In the algorithm, this is accomplished by determining whether each individual
Yee cell surrounding each field component is inside or outside the material. As a result,
they are assigned either i, or €qyt. In this manner, the object’s geometry is explicitly
defined within the simulation.

While this description is exact for objects adequately described in Cartesian coordi-
nates, for other objects, such as spheres, the treatment of boundary cells that are only
partially inside the sphere becomes non-trivial. A black or white approach would cause
naturally smooth surfaces to become rough, leading to strong "staircasing” effects with
local field enhancements due to the so-called "lightning rod" effect.

To counteract this and numerically smooth the particle surface, we employ a subgrid-
ding approach for cells at the boundary. If the Yee cell centered around the considered
field quantity is only partially within the object, our implementation subdivides the cell
into f X f x f sub-cells and evaluates again if their individual centers are inside or out-
side the object. From this, we calculate a weighted average of the inside and outside
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permittivity using the formula

Nin €in + Nout Eout
f3 ’

where ny, is the number of subcells inside the object and nyy the ones outside of
it. This effectively covers the object’s surface with a layer of intermediate permittivity,
which can be chosen to significantly reduce staircasing compared to the rough black or
white approach. As per the previous section, these quantities also need to be staggered
in space to calculate the positional mismatch of the individual field components within
the Yee cell accurately. A similar procedure will be adopted for the prefactors in the
auxiliary differential equation.

Eoff = (5.10)

Auxiliary Differential Equation (ADE)

So far, we have focused on non-dispersive systems, which describe materials with frequency-
independent properties. This approximation is often reasonable, depending on the spec-
tral range of interest. However, as extensively discussed throughout this work, we are
interested in dispersive system that reveal a frequency-dependent response. Typically,
these frequency-dependent materials are described in frequency space via their polariza-
tion,

P(w) = x(w)E(w). (5.11)

To incorporate this frequency-based description into the time-domain-based FDTD
method, the equations must be transferred to the time domain. Several approaches can
achieve this, as discussed in Refs. [131, 436]. Here, we have chosen the auxiliary differ-
ential equation (ADE) approach due to its conceptual simplicity. In this approach, the
susceptibility function is Fourier transformed to the time domain, where it is explicitly
evaluated as an auxiliary differential equation of the material. In this section, we intro-
duce this approach using the standard example of the Drude model, whose susceptibility
is typically given in frequency space as

NP (5.12)
w? +iyw’ '

For the Drude model, all dispersive contributions are contained in the susceptibility,
while the frequency-independent background contribution to the permittivity, €., as
described in Eq. (2.36), will be introduced as a constant permittivity on the level of
the piecewise-constant permittivity previously described in the section. In the time
domain, the model for the Drude susceptibility can be reformulated in terms of temporal

derivatives,
P + 0P = wE. (5.13)

This equation is what we label as the auxiliary differential equation and will be the
equation we implement in addition to the FDTD update equations. Despite the staggered
Yee cell, its implementation becomes rather intuitive because the polarization represents
the electric response of the system and, as such, it will be placed at the same positions
within the Yee cell as the electric fields. This simplifies the description significantly
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because all equations are evaluated at the same Yee cell positions. This second-order
differential equation requires the polarization at three positions in time for discretization,
and it reads

~ 1 ~ ~n—1 ~ 1 ~n—
Y Y e
At? 7 2At IR

The index i accounts for all three Cartesian coordinates. For numerical implementa-
tion, this needs to be reformulated in terms of an update equation, similar to the FDTD
update equations in Eq. (5.5). After some algebraic work, this can be expressed schemat-

ically as the update equation for the auxiliary differential equation of the polarization,

(5.14)

=n

P = D P! + DyPY T 4 DyEL (5.15)

Here, we defined the prefactors as

4 YAt -2 2w2 At

Di=—— _yar—=< e Tl
LT 2 A 2T 24 A T 24 At

(5.16)

This equation needs to be implemented for each spatial component and updated indi-
vidually for all positions that are supposed to be contained in the considered object. For-
tunately, the coefficients remain constant over time, making the implementation rather
straightforward. Depending on the required accuracy and the temporal variation of the
considered electric fields, it might be necessary to also consider the electric field at multi-
ple time steps. However, for our considered temporal discretization with At in the single
digit attosecond regime, the optical fields can be assumed to vary slowly, so that this
implementation suffices for our purposes.

Implementation of this model for a gold slab gives excellent agreement with analytical
predictions, as shown in Fig. 5.5. In Sec. 5.3.5, we show how these spectra can be obtained
from the simulation.

Certainly, more complicated material models, such as the Drude-Lorentz model or even
more advanced ones, can be included in the simulation. The numerical prescriptions for
these models follow in analogy to the one we provided for the Drude model. However, as
this topic will be covered in later sections, we refer the interested reader to Sec. 5.4 for
further details and discussions.

Summarizing the advances up to this point, we have provided the key concepts for the
standard update equations in FDTD implementation. A comprehensive overview is given
in Fig. 5.6, where the numerical implementation of the described procedure is illustrated.
We begin by using the auxiliary differential equation to calculate the polarization of the
sphere, and then we update the D field accordingly. Subsequently, we use the updated
D field and the polarization P to calculate the electric field E, which, in turn, is needed
to update the magnetic field H. This procedure is repeated until the physical process of
interest is over or until the field magnitudes no longer surpass a certain amplitude.

5.3.3. Boundary Conditions

Numerical solutions of Maxwell’s equations, as well as general numerical simulations, face
a significant limitation due to the constraints imposed by the finite computational space.
In nature, when light impinges on an object, it gets scattered and propagates away,
not returning unless specifically designed that way. Ideally, numerical models would
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Figure 5.5.: Benchmarking the 3D FDTD Code: Reflection and Transmission
Spectra. We perform an initial benchmark check of our full 3D FDTD code by com-
paring the reflection and transmission spectra to the analytical results for a 100 nm
thick slab of gold modeled using Drude theory.

also cover such an infinitely large computational domain or at least one large enough to
prevent outgoing waves from returning to the sample during the relevant time. However,
this approach is usually unfeasible due to its high computational cost.

As a consequence, one is left with a finite computational domain, leading to the emer-
gence of predominantly unphysical processes near the boundaries, primarily in the form
of arbitrary reflections. To address this issue, the implementation of appropriate bound-
ary conditions in the Finite-Difference Time-Domain (FDTD) method becomes crucial.
The goal is to effectively mimic fully absorbing boundary conditions (ABC) so that waves
leaving the physical volume of the computational domain do not return. This is usu-
ally achieved by separating the computational domain into a physical domain and an
unphysical one, where unphysical equations are solved in a way that mimics the desired
ABC. This establishes a computationally viable domain that exhibits physical behavior.
In this study, we present two widely used approaches: Perfectly Matched Layers (PML)
and Periodic Boundary Conditions (PBC). Additionally, prominent alternative boundary
conditions, such as metallic and Bloch boundary conditions, are also available. Interested
readers can find further details in Ref. [131].

Perfectly Matched Layers (PML)

As previously described, one of the challenges in FDTD simulations is the occurrence
of unphysical reflections at the boundary, which can significantly influence the physical
process within the simulation domain. A crucial aspect of the simulation is therefore
to find a method to exclude these reflections at the boundary and ideally implement
boundary conditions that perfectly absorb outgoing waves, preventing their return to
the computational domain. To address this issue, we introduce the perfectly matched
layer (PML) approach, developed by Ref. [437], which has become a widely used and
effective technique for suppressing reflections in FDTD simulations, allowing for more
accurate and reliable results when dealing with finite computational domains.
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Update
Polarization

Auxiliary Ampere-Maxwell Jonstitutive Faraday’s
Differential law Equation law
Equation E=¢YD-P)

Figure 5.6.: FDTD Method — Standard Iteration. This figure illustrates the stan-
dard loop of the FDTD method. At each time step, the polarization is updated using
an auxiliary differential equation. Next, the Ampeére-Maxwell law is applied to update
the D fields. This allows to update the E fields that are utilized to update the H fields.
The process repeats for subsequent time steps.

The conceptual idea behind PML is based on the principle that when a wave propagates
from medium A to medium B, the amount of reflection is determined by the intrinsic
impedances of the two media, as described by the equation

I = M’ (5.17)
na+mns

where I is the reflection coefficient and 74,5 are the characteristic impedances of media
A and B. It is evident that impedance-matched interfaces do not reflect electromagnetic
radiation. However, for any choice of physical, non-magnetic materials, the impedance
is defined as

Ho
= 5.18
7 p—— (5.18)

where ¢, is the relative permittivity of the material, which does not allow for perfect
impedance matching at interfaces, leading to the presence of reflections. Fortunately, we
are not limited to physical processes in the boundary layers; rather, our goal is to have
them mimic the correct physics within what we now define as the physical domain. To
accomplish this, we introduce the concept of perfectly matched layers (PML) — artificial,
unphysical regions added to the boundaries of the computational domain. These PMLs
are impedance-matched, which effectively eliminates reflections at the boundaries. In
addition, the PML is designed to efficiently absorb electromagnetic waves within these
layers. Even if waves are reflected at the boundary of the computational domain, they
are sufficiently attenuated within the PML to have a negligible effect on the physical do-
main. This approach creates a seamless transition between the physical and nonphysical
domains, effectively mimicking the behavior of perfectly absorbing boundary conditions.
As a result, reflections are prevented from reaching the physical domain, significantly im-
proving the accuracy and reliability of finite-difference time-domain (FDTD) simulations,
even with finite computational domains.

On a technical level, this is done by introducing fictitious permittivities and perme-
abilities, denoted as €% and p% in the PML domain, respectively. These parameters
are chosen to be impedance-matched and complex, introducing loss into the system.
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The purpose is to attenuate the outgoing waves before they reach the boundary of the
computational domain, where they are reflected.

In the frequency domain, the Maxwell curl equations for the PML region, Egs. (5.1),
take the following form for the z component

e « « 0OH, O0H,
—iwD;ep, (2)er. (Y)er.(2) = C<axy T oy )a (5.19a)
—iwH. pp, (2)pp. (Y up.(2) = C( 9y 6;) (5.19b)

The other components can be obtained by circular permutation. In the notation, the
index of the permittivity or permeability refers to the field component to be attenuated,
while the dependence refers to the direction of propagation. In the following, we will
examine how these functions can be modeled to introduce the desired effect. It has been
shown in Ref. [438] that two requirements must be met: The first, of course, is to match
impedances to avoid reflections. Assuming that the objects in the physical domain are
embedded in a vacuum, this condition becomes

0 = N = =1. (5.20)

€5 ()

The last equivalence is due to our choice of rescaled units. The second, as shown in
Ref. [438], is that in the direction perpendicular to the boundary, the fictitious quantities
must be the inverse of those in the other directions. Assuming the boundary to be
perpendicular to the x direction, this would mean

* * 1
6Fy =€, = ET, (521&)
Fzx
* * 1
HEy = Hp. = ——- (5.21b)
Hpy

To introduce the attenuation effects discussed earlier, we will assume that each of these
quantities is a complex quantity of the form
ODm ODm

* *
EFPm = EFm T = ppm + -
Fm m iwe ) HEm HEm iwto )

(5.22a)

for m € {z,y,z}. In Ref. [439] it was shown that the criterion in Eq. (5.21) can be
satisfied assuming for all m,

EFm = UFm = 1, (5.23&)
ZDm _ Zbm _ 7D (5.23b)
€0 to €0

Using these definitions in Eq. (5.19), the fictitious permittivities and permeabilities
can be given explicitly. As an example, we provide the equation for the D, component,
which can be written as

_iw(l + 0;,3}5;;)) (1 + jgg_yo)) <1 + Uigg)‘lpz _ (if - 8;;&). (5.24)
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All other components follow analogously and are given in App. H. This equation can
be rewritten as

—iw(l N ap(w)> <1 4 @D(y)>Dz _ Acw(cﬁv N UD€<Z)IDz>a (5.25)

wWeQ wWep 0

where we have defined the following quantities

1
H _ _ H
Cyr =AH, — AH,, Ip, = Ecw. (5.26)

In FDTD, we are used to time derivatives, as can be seen on the left side of Eq. (5.25),
where the Fourier transform of —iw — 0; introduces a first-order time derivative. How-
ever, in the quantity Zp, we observe a division by the frequency, which will lead to an
integration in time in the numerical implementation.

Numerical Implementation In order to illustrate how this PML formalism is introduced
numerically, we restrict ourselves for illustration purposes to a case with only one of the
contributions on the left-hand side of Eq. (5.25). At the end of this section, we will touch
upon the generalization of this approach. Using this reduced version of Eq. (5.25) and
applying the Yee algorithm according to Fig. 5.4, the update equation for the electric
field can be formulated as

1\ 1—op(i)at 1

2 1—|—UD(Z)28O

1 E+ YAt , 1
+[CH(Z gk + )/ +0-D(+2)IDJ;1/2<7 Ikt >]

Here, we used S, = 0.5. The curl Cgc in its FDTD discretization reads, cf. Fig. 5.4,
CoL™(i,4,k +1/2) =H]'(i +1/2, 4,k + 1/2) — H}(i — 1/2, 5,k + 1/2)
— HMi,j+1/2,k+1/2) + H'i,j —1/2,k+1/2).  (5.28)

The integral Zp, incorporates a time integration scheme that is formulated recursively,
enabling it to update itself at each time step and effectively reducing memory require-
ments. This can be expressed as

TE2 G, gk + 1/2) = T 23,5,k +1/2) + CIL (i, k + 1/2). (5.29)

For the numerical implementation, we will follow the notation introduced in Ref. [439]
that identifies abbreviations in Eq. (5.28) which will later be used to implement the PML.
Using these, Eq. (5.28) can be given as

DIV, G b+ 1/2) =gis(i) D22 (0, .k +1/2)
where we defined the prefactors

At

1 1—op(i)5; _op(k)At
gi2(i) = W gi3(i) = m, gr1(k) = ey (5.31)
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The placement of PML layers is crucial for effectively attenuating the electric and
magnetic fields before they reach the boundary. The fundamental idea is to divide the
PML into multiple layers, and from layer to layer, the attenuation term op gradually
increases. This gradual increase in attenuation ensures that the fields are effectively
damped, ideally before they reach the boundary.

Typically, a number of eight to twelve PML layers are used, depending on the specific
simulation requirements. The goal is to design the PML layers in a way that the coef-
ficients ¢;3 and gi2 in Eq. (5.30) decrease slowly, while gx; increases gradually, starting
from the boundary.

To achieve the required PML behavior, it was shown in Ref. [439] that it is not necessary
to directly vary conductivities. Instead, an auxiliary parameter can be introduced,

. 3
I'(7) = 0.333 < 4 > ’ i=1,2,...,0pML, (5.32)
e,

where {pypr, is the number of PML layers. The parameter I'(7) is empirically identified

2
be expressed in terms of I'(7),

with I'(z) = %?)At. Using this auxiliary parameter, all the prefactors in Eq. (5.30) can

g (k) =T(k),  gi2(i) = 1+11“(z')’ 9i3(i) = L?EZ; (5.33)

Since the PML is not a physical material, but an artificial layer introduced to mimic

absorbing boundary conditions, its design and parameters are determined through nu-

merical experimentation and optimization and as such derived purely empirically. The

factors 0.333 and the cubic variation in the auxiliary parameter were found to be the
most effective, as reported in Ref. [429].

The quantity in parentheses in Eq. (5.32) ranges between 0 and 1, leading to the
following ranges for the other quantities

gk1(k) from 0 to 0.333, (5.34a)
gi2(i) from 1 to 0.75, (5.34b)
9i3(i) from 1 to 0.5. (5.34c)

These parameters are used for the numerical implementation. The remaining ones for
a full 3D case are given in App. H.

Periodic Boundary Conditions

Periodic boundary conditions (PBCs) offer a powerful approach to simulate periodic
structures, where components of the system exhibit discrete or continuous translational
symmetry. For these systems, implementing PBCs can lead to a significant reduction in
computational cost while still including supercell effects, where the individual object in
the periodic structure effectively interacts with itself, yielding valuable insights into the
behavior of the system.

For a numerical implementation, the choice of boundary conditions depends on the
specific scenario of interest. The relevant case for us is modeling a plane wave impinging
on a periodic structure. Here, periodic boundary conditions are applied in the directions
perpendicular to the propagation direction of the incoming light. This is complemented
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by a perfectly matched layer (PML) approach, as discussed in the previous section, in
the direction of wave propagation to prevent unphysical reflections.

Implementing periodic boundary conditions is relatively straightforward; it only re-
quires identifying all field components in the first and last cells such that

Ei[n] = E;[0],  Hiln] = H;[0]. (5.35)

This condition ensures that the fields can propagate freely across the periodic bound-
aries. A notable advantage of PBCs is that they allow for a more compact computational
domain or an extended physical domain, as no PML layers are required along the iden-
tified periodic boundaries.

By using periodic boundary conditions, we can efficiently simulate periodic systems
such as plasmonic supercrystals, allowing the calculation of absorption, transmission,
and reflection spectra for infinitely extended structures. To ensure the versatility of our
numerical implementation, the user can interchangeably use either the implementation
of the full PML or the PBCs, allowing the calculation of scattering and absorption cross-
sections or transmission and reflection spectra, depending on the specific case of interest.

5.3.4. Excitation Mechanisms

In the preceding section, we discussed the propagation of electromagnetic waves within
our designated numerical domain. However, we have yet to address the methods and
types of waves that can be introduced in our simulation. This section will focus on
this aspect. Depending on the desired observable in our numerical implementation,
we can employ various excitation mechanisms. In our code, we have implemented two
fundamental mechanisms: a soft dipole source and the total-field scattered-field (TFSF)
method, which allows for the simulation of a plane wave traveling along one Cartesian
axis with polarization perpendicular to it.

In both cases, we utilize a Gaussian pulse

2
EPUse () = By exp{—(t;gto)} cos(wrspt), (5.36)

as the pulse profile with the pulse amplitude Eg, the pulse width o, the temporal offset
to and the center frequency wrsp of the pulse.

In fully analytical calculations, especially when using the rotating wave approximation
and moving to a rotating frame, the optical frequency and the actual pulse shape are
generally not considered. However, in numerical simulations, including the oscillation
frequency becomes crucial for obtaining the spectral response from a time-domain method
like FDTD.

One of the key advantages of FDTD as a time-domain method is its ability to inher-
ently probe the optical response of the system across a wide spectral range in a single
simulation. This is a result of the pulses being Fourier-limited, which means that a
short pulse in time corresponds to a wide pulse in the frequency domain, as illustrated
in Fig. 5.7. This inherent property makes FDTD advantageous compared to frequency-
based models, where separate calculations are required for each frequency. The shorter
the pulse, the wider the spectral range that can be probed in a single simulation.

To ensure the validity of the obtained results, it is essential to ensure that the pulse
bandwidth covers the entire spectral range of interest. In the subsequent sections, we will
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5. Active Control of Plasmon Resonance

describe how to implement the point source and the total-field scattered field (TFSF)
approach, which are essential components for simulating electromagnetic interactions in
FDTD simulations.

Figure 5.7.: Fourier Decomposition of an Optical Pulse. An optical pulse can be
represented as a superposition of multiple waves, each having a different frequency. The
combination of these waves generates the typical pulse shape. In this plot, we depict
multiple sine waves (in blue) and their normalized sum (in red), which illustrates how
they collectively form an optical pulse.

Point Dipole Source

Incorporating a point dipole source into the FDTD calculation can be achieved through
a straightforward process. Two types of dipole sources are generally distinguished: soft
and hard dipole sources. For this thesis, we focus on implementing the soft point dipole
source.

In the case of the soft point dipole source, during each iteration when updating the
electric field, the value of the pulse is simply added to the electric field at the source
position

E(rg,t) += EPUs(). (5.37)

This approach allows us to derive essential quantities such as the one- or two-point
Green’s functions, which are directly related to the local density of states (LDOS) and
the Purcell factor. These derived quantities play a significant role in understanding the
electromagnetic properties of individual systems. More details on these quantities and
their applications will be discussed in Sec. 5.3.5.

Plane Wave Source — Total-Field Scattered-Field (TFSF) Approach

One highly successful approach to model plane waves in FDTD is the total-field scattered-
field (TFSF) approach [131, 429|, which we have implemented in our numerical code. In
this framework, the physical domain is subdivided into two regions: the total field and
the scattered field regions, as depicted in Fig. 5.8. The main purpose of this division is
to minimize the load of the incident wave on the perfectly matched layers (PMLs). By
reducing the interaction of the incident wave with the PML, we can effectively reduce
the amount of reflected fields entering the physical domain, thus minimizing potential
errors.

The conceptual idea behind the TFSF approach is to exploit the linearity of the electric
field,

Etotal — Einc + Escat' (538)
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5.3. Finite-Difference Time-Domain Solver

where Et*! represents the total electric field, E™® is the incident field, and Esct
denotes the scattered field. This is to be achieved by assuming that in the total field
region the total field is stored in memory and in the scattered field region only the
scattered field is stored. According to Eq. (5.38) this requires additional knowledge
about the incident field E™¢. However, since this is only a plane wave, it can be stored
as an auxiliary one-dimensional array called the incident array. The propagation of the
incident wave, as an effectively one-dimensional problem, can be easily modeled using a
one-dimensional FDTD solver. Once this is done, it is only necessary to select a source
position and add the field contribution at that point, which is then propagated in the
three-dimensional FDTD simulation.

In the simulation, we effectively introduce the plane wave at a specific point, or more
accurately, at a two-dimensional surface from which the wave propagates and interacts
with the object under study. As the wave reaches the boundary of the total-field region,
the contribution from the incident wave is removed, allowing only the fraction that is
being scattered off the particle to continue propagating towards the PML. This strategic
approach leads to a significant reduction in the field amplitude at the PML, effectively
minimizing the amount of reflected light. Moreover, this technique allows us to focus
solely on monitoring the light that is scattered by the object, which is typically the
primary interest in many simulations.

zi_
ja Jb

Figure 5.8.: 2D Illustration of the Total-Field Scattered-Field (TFSF)
Method. The cut in the y — 2 direction displays H,, E,, and E, components. At the
boundary, the fields within each region depend on the fields in the other region due to
the Yee algorithm. Ensuring consistency with the TFSF formulation, this dependency
must be carefully considered in the numerical implementation.

The total-field and scattered-field regions are connected through a non-physical bound-
ary, acting as the source for the plane wave. As depicted in Fig. 5.8, every point within
the computational domain is assigned to either the total-field or scattered-field region,
with no point lying directly on the boundary. In the Yee algorithm, each field component
is updated using the values of four adjacent fields surrounding it. While at spatial posi-
tions far away from the boundary, all of these fields will be in the same region. However,
closer to the boundary, some care must be taken to maintain consistency with the clear
separation of the total field and scattered field.
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To illustrate this point, let’s consider an update equation
. 1 1 . 1 1
H;l,:clat (Z’]a ~ k+ 2) = ;L,scat (7’7.](1 Ty k+ 2> (5.39)
n+i .o 1 n++ .. 1
+SC I:Ez,sc?at (’%]a - 1: k + 2) - Ez,to%al <273a7 k + 2)] .

Here, we see that the update equation for a point in the scattered field uses points
from both the scattered and total field regions to calculate the spatial derivatives. This
must be corrected to ensure that only alike quantities are used.

To address this, we can make use of Eq. (5.38). Since the scattered field should only
depend on scattered field quantities, we subtract the incident field contribution from the
total field on the inside of the boundary to effectively obtain a scattered field contribution,

. 1 1 . 1 1
Hg,i_clat <Z7]a Ty k+ 2) = :?,SCat (Zvja Ty k+ 2> (5.40)

n+s (L 1 nty [ 1 nt+i .. 1
+SC Ez,sczzit <Za.7a - 17 k+ 2) _Ez,to%al <7’Ja7 k+ 2> + Ez,in?: <17]a, k+ 2)

ntl
L :_Ez,:—cit(i7ja7k+%) a

Fortunately, there is no need to change the entire FDTD update loop. We can utilize
the linearity of the fields again, cf. Eq. (5.38), and leave the main FDTD loop unchanged,
making corrections in a subsequent loop,

1
H L <i,ja - % k + ;) = H! <z’,ja - % k + ;) + S E”ff <i,ja, k + ;) (5.41)

This process is repeated for the upper and lower boundaries, and similar corrections
are performed for the other two coordinates perpendicular to the boundary. Due to
the staggering, there are six faces of constant x, y, or z that have to be considered
and corrected, depending on the direction of propagation for the plane wave or for an
arbitrary TFSF setup. The collected update equations for a plane wave traveling in the
y-direction with F, and H, components are given in App. H.

5.3.5. Observables — Post-Processing

To obtain information about the system from an FDTD calculation, monitors are typi-
cally placed at positions of interest to record and Fourier transform the monitored fields,
since it is usually the frequency response that one is interested in. For an efficient FDTD
implementation, one has the of option of two monitor types: discrete Fourier transform
(DFT) monitors, which record all places throughout space but only at one specific fre-
quency, and point monitors, which record a single position but at all frequencies. While
it is theoretically possible to have a monitor throughout space that records all frequen-
cies, such an approach would consume an enormous amount of storage and significantly
increase computational time, rendering it infeasible, as we will discuss further.

In our numerical implementation, we focus on three main observables: the Purcell
factor, the scattering cross section, and the absorption cross-sections. The Purcell factor
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is calculated using a point dipole source, cf. Sec. 5.3.4, and a point monitor. On the other
hand, for the cross-sections, we utilize the TFSF approach, cf. Ref. 5.3.4, in combination
with a set of DFT monitors. Detailed explanations will be provided in the following
sections.

Point Monitors and Green’s Functions

The implementation of a point monitor is fairly straightforward, as it simply involves
recording the fields at certain positions of interest over time. Upon completion of the
FDTD loop, as shown in Fig. 5.12, a Fast Fourier Transform (FFT) is used in the post-
processing phase to identify the dominant frequencies within the system. In combination
with the point sources, these point monitors allow the calculation of the Green’s function
for two points in space:

In general, the two-point Green’s function connects the electric field at position r,
with the polarization at position ry,

Ef"h(ra, w) = Gij(re, tp, w)Pj(ry, w). (5.42)

This Green’s function can be calculated numerically by recording the electric field at
one position in space that is generated by a point dipole source at a second position.
Choosing the same position, we can naturally obtain the one-point Green’s function.
This allows for an initial benchmark, as the 3D free space one-point Green’s function can
also be given analytically as [440]

nbw3

Im[Gii(ro, ro, w)]
with the refractive index of the background ng. This is an excellent benchmark, in
particular of the PML as for free space without any objects, potential reflects from
the boundary become very prominent in the simulation. In Fig. 5.9(a), we provide the
comparison of the simulation result and the analytical result and find excellent agreement
with the analytical value. The z direction was chosen without loss of generality. Once
we introduce objects to the computational domain, this Green’s function will change
substantially, as we discuss in the following.

Local Density of States (LDOS) and Purcell factor

From the Green’s function, we can derive the Purcell factor (or normalized projected
local density of states [441]) as the imaginary part of the Green’s function renormalized
by the free space Green’s function,

PFi(r;w) = Im{Gi(r,r;w)}

T ™, rw)} (5.44)

While the LDOS is equivalent to the power radiated by a unit dipole, the Purcell factor
gives a measure of the enhanced spontaneous emission at the position under considera-
tion. To numerically calculate the Purcell factor, we compute the one-point Green’s func-
tion near an object of interest. The presence of the object influences the one-point Green
function in the way that the comparison to the vacuum Green’s function, cf. Eq. (5.44),
allows deriving the Purcell factor.
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This illustrates one of the great advantages of FDTD, which intrinsically captures
radiative processes, compared to other methods, e.g., Maxwell-Bloch equations, where
great care has to be taken to introduce radiative correctly and self-consistently [442].

As an example calculation for the Purcell factor calculations, we provide the Purcell
factor in Fig. 5.9(b) for a dipole source close to the surface of a gold nanoparticle of
100 nm radius for varying distances.
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Figure 5.9.: Results for One-Point Green’s Function Calculation. (a) A compar-
ison of the simulated free space Green’s function with the analytical solution exhibits
excellent agreement between simulation and theory. (b) Simulation of the Purcell factor
for varying distances of the source from the surface of a gold nanoparticle with 100 nm
radius. We observe changes in the ratio between the dipole mode and higher-order
modes depending on the distance from the nanoparticle.

In agreement with Ref. [441], we find that there exist multiple peaks that are associated
with the localized plasmon dipole resonance and higher-order plasmon resonances. For
short separations, the higher-order plasmon peaks dominate the spectrum, but they
rapidly decay with the increasing distance so that the dipole mode becomes the dominant
mode as expected for spherical nanoparticles under linearly polarization excitation. This
method can be used to study the optical response of the nanoparticle, in particular when
we want to study the changes induced by the non-perturbative THz pump.

Scattering and Absorption Cross Sections

The second observables of interest are the cross sections, here the scattering and absorp-
tion cross sections, 0gcat and oaphg, from which one can also derive the extinction cross
section ogext. For example, the definition of the scattering cross section is

Wscat
Iinc ’

with the scattered energy flux Wgeat and the incident field intensity Iin.. As their
names indicate, the cross sections have units of area because the scattered energy flux
Weat describes the flow of energy per time and has units of Js~! and the incident field
intensity describes the energy flux per unit area and has units of Jm™2s~!. The general
formula for the scattered energy flux is

Wscat - / <Sscat> ' dA, (546)
A

(5.45)

Oscat =
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where the surface element dA is chosen to point outwards. Here we define the time-
averaged Poynting vectors, since we are interested in the time-averaged energy flux,

T
()= 7 /0 S(t) = 5 Re[By, x Hy,) (5.47)

where the m index in the fields indicates the fields in the frequency domain. The field
intensity is calculated similarly as the absolute value of the Fourier transformed Poynting
vector of the incident field at that frequency. This can be given as

Iinc = <Sinc> . (548)

To determine the placement of the monitors in the physical domain of our simulation,
we use the total field-scattered field (TFSF) approach, as discussed in Sec. 5.3.4 and
visualized in Fig. 5.10. Within this subdivided space, the absorption monitor is placed in
the total field region, while the scattering monitor is placed in the scattered field region.

Perfectly Matched Layers

TFSF boundary

Monitors
Scattering
- — — Absorption

Electric field

Figure 5.10.: Computational Domain and Field Monitors for the FDTD Sim-
ulation. The entire computational domain can be subdivided into the physical domain
and the Perfectly Matched Layer (PML) boundary that surrounds the physical domain.
The physical domain contains the object of interest, in this case a gold nanoparticle,
and is divided into the total field domain (red) and the scattered field domain (white).
For analysis, a scattered field monitor (solid black line) is placed within the scattered
field region, while an absorption monitor (dashed black line) is placed within the total
field region.

Our implementation uses six 2D monitors for each cross section monitor, two monitors
per spatial direction. These monitors record the component of the Poynting vector
perpendicular to them. Consequently, we can measure the energy flow through these
monitors, which allows us to quantify the amount of energy absorbed or scattered by the
nanoparticle.

In Fig. 5.11 we display the simulated scattering and absorption cross sections for par-
ticles with a radius of 50 nm excited by a plane wave. To benchmark our simulation, we
compare the results of our custom FDTD code with those of the miepython implemen-
tation [443].
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Figure 5.11.: Benchmark of Scattering Cross Section Using FDTD Calcula-
tion. The figure presents a benchmark comparison of the scattering cross section
calculated from the FDTD method. The FDTD code is benchmarked against the
MiePython scattering code for both the Johnson and Christy data and the same Drude
model implemented in the code.

The agreement shown in Fig. 5.11 between our FDTD simulation and the miepython
implementation is promising. The slight oscillations in the absorption cross section can
be attributed to time integration constraints, but overall the agreement is striking given
the complexity of our custom written FDTD code.

As we further develop and refine the microscopic code, these cross section calculations
will provide a good benchmark to quantitatively compare the microscopic and macro-
scopic material models. This comparison will help us to analyze the validity and accuracy
of our microscopic description, which will be introduced in Sec. 5.4.

Discrete Fourier Transformation (DFT)

In our simulations, the implementation of 2D monitors requires careful consideration, as
an approach analogous to point monitors would lead to massive memory requirements
and a significant increase in computational time, as continuous storage of field values
would be required. To overcome this, we use a discrete Fourier transform, sometimes
referred to as a running Fourier transform, which is integrated into the time loop as
follows

B(r;,wj) =Y Ate™i™ E(r, ty). (5.49)
k

To implement this technique, a predetermined set of frequencies is selected, and for
each frequency, the above equation is used to update the monitor at each spatial position
and frequency. The advantage of this approach is that once the time loop is complete,
the monitors are already evaluated. However, it is important to note that depending
on the number of frequencies of interest, the computation time is significantly affected.
This effect is already noticeable for two-dimensional monitors and becomes even more
pronounced for three-dimensional DFT monitors. Careful consideration of the number of
frequencies is essential to find a balance between computational efficiency and obtaining
accurate results.
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In combination with the periodic boundary conditions presented in Sec. 5.3.4, we have
also implemented transmission and reflection monitors for plane wave excitation. This is
realized using two 2D DF'T monitors, one being placed in front of the object and another
behind the object in the scattered field region.

5.3.6. Work Flow

To summarize our numerical FDTD implemen-
tation, we have successfully introduced all the Object creation

necessary components for a comprehensive three- - define object
- set boundary cond.

dimensiogal. solution of Maxwell’s equa.ut.ions.. We _ introduce inc. field
have optimized the code for speed, utilized just- - place monitors
in-time compilation (jit) techniques, and are plan- )

ning to incorporate full parallelization to further Calculate polarization

enhance computational efficiency. auxiliary differential equation
The typical workflow for setting up a simula- 17

tion involves defining the object of interest, which Update D fields

in our case is usually a sphere, but we have also from H fields

considered effectively two-dimensional materials. \

Once the object is defined, appropriate bound- Update E field

ary conditions are introduced, often employing full ﬁ:;gate d D fields

perfectly matched layers or periodic boundary con- - updated polarization

ditions. Additionally, we have implemented op- 2 CPHEE] | U

) : . - background permittivity
tions to include a field source, such as a point 7

source or a plane wave, using the TFSF approach. -
The final step is to position monitors strategically U';foar:eE':i;z;ds
to capture the fields of interest. ¥

Once these initial steps are completed, the stan-
dard FDTD iteration begins. The simulation can
start at any point in this loop, as it is crucial to v
ensure the approach’s validity by slowly introduc- Post-processing
ing interactions from an equilibrium situation. We
chose to initiate the calculation of the polarization F.igure 5.12.: Standard FDTD Itera-
using an auxiliary differential equation. After up- tion.
dating the equations for the D field, we update the
electric field, which, in turn, is used to update the H fields. Following each iteration, the
individual monitors are updated, whether they are point monitors or DF'T monitors.

Update Monitors

Upon completion of the iteration, the obtained data is post-processed to extract rele-
vant information, such as the Purcell factor from the recorded fields via Fourier transform
or the cross sections from the evaluation of electric fields detected at the DFT monitors.

5.4. Coupled Kinetic Maxwell-Boltzmann Engine

As we have described in Sec. 5.2 and illustrated in Fig. 5.3, we aim to derive a self-
consistent scheme to numerically solve the microscopic electron dynamics and the macro-
scopic Maxwell equations, which we treat using a self-written finite-difference time-
domain implementation that we will introduce in Sec. 5.3.1 to model the optical response
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of the plasmonic nanoparticle in the described THz pump-optical probe setup. For the
microscopic dynamics we start with a reduced version of the Boltzmann scattering equa-
tion for the electron and phonon Wigner functions, cf. Egs. (4.31) and (4.33),

O fi(r,t) = — vic - Ve fic(r, 1)
+ Vi fx(r, 1) - [% (E°PY(r,t) + ETH2(r, t))}

+Z i (T ) (L= fi(r, 1) = TR o (v, ) fic(r, 1) (5.50a)

Ding(r,t) = = vg™" - Ving(r,t)
+ T8 (r, 1) (14 ng(r, t) — T3 (r, t) ng(r, 1) (5.50b)

in a single-band Wigner function approach that includes the intraband light-matter in-
teraction and electron-phonon scattering. The scattering matrices are given in Egs. (4.30)
and (4.34). Here, the exciting electric field has been subdivided into one contribution
from the optical field and one from the THz field. These equations have in our group
successfully be implemented for 2D semiconductors and allowed for a derivation of the
exciton linewidth [21, 176] or to study the competition between bosonic and fermionic
behavior [178].

For the scope of this project, we have begun implementing Egs. (5.50) to study
nanospheres in three dimensions. Preliminary results from this implementation are shown
in Fig. 5.13.

In this initial approach, we focus on solving the three-dimensional electronic dynamics
described by Eq. (5.50a) while treating the phonon system as a bath. The electron-
phonon interaction is implemented in analogy to Ref. [339], while the electron-light in-
teraction is implemented using a finite element method. This means that we model the
phonon contribution using a Bose-Einstein distribution at constant temperature. This
model can be regarded as exact for low excitation powers that results in only minor
changes in the lattice temperature and thus minor change in the Bose-Einstein distribu-
tion. In order to allow for an accurate treatment of the dynamics of the electron-phonon
system for higher excitation powers, the current treatment will be extended to also feature
the phonon dynamics according to Eqgs. (4.33).

As shown in Fig. 5.13, we find in agreement with Ref. [375] that upon excitation, the
electron contribution is brought out of equilibrium and returns to it on a picosecond
timescale. For the electron-phonon interaction, we have adapted the parameters from
Ref. [229]. For all scenarios already implemented, the electron distribution remains close
to a thermal Fermi distribution.

As in initial benchmark, we have performed comparisons to the two-temperature
model, cf. Sec. 2.3.3 and the standard parameters for the Drude model, cf. Sec. 2.3.1.
Here, we currently find that the electron-phonon interaction is overestimated compared
to the Drude parameters at room temperature, by about half an order of magnitude, but
qualitatively reproduces the known results. The implementation of these equations was
done by Jonas Grumm as part of his master thesis, more details can be found in Ref. [411].
The current version of the numerical implementation of the microscopic equations can
be found at Ref. [444].

The results of the dynamical microscopic equations are transferred to the macroscopic
level by the momentum expansion in Eq. (4.35). These quantities replace the auxiliary
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Figure 5.13.: Time Evolution of the Electron Distribution after Optical Exci-

tation. Time evolution of the electron distribution after excitation with a 200 fs pulse

with 5 puJ cm=2.

differential equation in a three-dimensional finite-difference time-domain (3DFDTD) im-
plementation, as described in Sec. 5.3.2. This leads to feedback between the electrons and
the macroscopic fields, requiring an iterative solution of macroscopic Maxwell’s equations
and the microscopic Boltzmann transport equation, as shown in Fig. 5.3.

This combined approach effectively integrates a full solution of Maxwell’s equations
with a microscopic momentum-resolved study of electronic dynamics, including material
dispersion and hydrodynamic effects. The solver operates in a six-dimensional space for
material and field properties, making it an extension of the four-dimensional approach in
Ref. [375], which assumed an isotropic momentum distribution in the electronic system
(random-k approximation). Our goal is to improve this by considering the full anisotropic
Wigner function representation.

Due to the complexity of this joint project, which involves a six-dimensional imple-
mentation based on the Wigner function phase space, it is still ongoing and does not
yet provide quantitative results. The project is continuously being developed, and an
updated version is available on git at Ref. [430].

5.5. Analytical Non-Perturbative Approach

In order to gain a more physical understanding of the processes involved in the THz
pump — optical probe scenario, we develop in this section an analytical approach to
study the situation that we have described fully numerically using the coupled kinetic
Maxwell-Boltzmann engine in previous sections. Therefore, we will start again with
the framework of spatio-temporal Boltzmann scattering equations that we developed in
Ch. 4. Here we distinguish the THz field and the optical field and perform a momentum
expansion similar to the purely hydrodynamic case in Sec. 2.3.4. The THz field is treated
non-perturbatively so that it affects the electronic ground state, while the optical field
is treated perturbatively as usual. This leads to updated effective equations for the
permittivity in Sec. 5.5.1. Then the geometry of the system is introduced via boundary
conditions similar to the standard quasi-static Mie solution in a sphere, cf. [201, 270],
adapted to the hydrodynamical case, similar to Ref. [264], with the inclusion of the
additional THz field in Sec. 5.3.3. This leads to a modified expression for the polarizability
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of a metal nanoparticle in the dipole approximation, which we evaluate for experimentally
feasible THz field strengths.

5.5.1. Hydrodynamic Equations

We start out with the microscopic equations we also derived in Sec. 4 for the microscopic
Wigner function. We include the THz field as an additional field that contributes on
the intraband level in the microscopic equations, accordingly, the microscopic Wigner
functions reads

O fi(r,t) + vic - Vi fi(r,t

N~—
I

(5.51)

St o
—

E°P'(x,) + (1) - Vicfic(r, ) + Oifi(r.1)

scat

From this, we use the same momentum expansion technique from Egs. (4.35) in order
to obtain mesoscopic equations in terms of the electron density p(r,¢) and the current
density j(r,t). From this, we factorize the current density j = pv to obtain equations in
terms of the electron density and the mean electron velocity v(r,t). We find the same
continuity equation as in Eq. (4.45a) and a modified Euler equation, cf. Eq. (4.45b), that
reads

p(r, 8)(8 + v(r, 1) - V) v(r, t) = — m; VP, ) = p(r, ) v(r, 1)
- %p(r, 1) [EP(r, 1) + BT (x, 1)], (5.52)

where we remind the reader of the definition x = %(3772)2/ 3. From here, we proceed
in analogy to the expansion in orders of the electric field that we performed in Sec. 4.5.
At this stage, it is crucial to treat the additional THz field appropriately to the situation
under consideration: In our assumption, we assume a strong but temporally slow THz
field that can no longer be seen as a perturbation to the ground state but actually
effectively renormalizes the ground state of the system. Keeping this in mind, we assume
that the THz field is zeroth order in the perturbation and the optical field first order,
which we will express via

E™e(r ) = EJ2, EP(r,t) = B (r, ). (5.53)

Here, € describes is used as the expansion coefficient to expand in the individual orders.
Accordingly, we find for the electron density and the electron velocity:

p(I‘, t) = ,O(](t) +ep (I‘, t) + 62p2(1‘, t) + 0(63)7 (5'543)
v(r,t) = vo(t) + evi(r,t) + va(r,t) + O(€%), (5.54b)

which implicitly means for the density contribution resulting from the pressure contri-
bution

: 5 9/: 5 _1/s 5
Pt = 06 (0) + eq ot o (e, t) + 5oy i 0) + P2t a(r, 1) + OE). (5.55)

Here, we made use of the fact that the THz wave length is on the order of micrometers
and effectively neglect its spatial dependence. In classical quasi-static Mie theory, the
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optical field is also assumed to be spatially constant within the material. However, to
describe nonlocal hydrodynamic response of the electronic system in the optical regime,
we allow for a spatial dependence in the optical field. As pointed out previously, the
ground states pp and v are renormalized by the THz field and can no longer be assumed
to be in equilibrium. In the following, we will assume that the two are spatially homo-
geneous, implying that the response with respect to the THz field is modeled using a
Drude model rather than a full hydrodynamic model. Here, we make the assumption
that the local response of the metal nanoparticle in response to the THz field is neglected
due to its high field strength. This assumption is partly motivated by the fact that we
are interested in the plasmonic response in the optical domain, which is clearly separate
from the THz domain. Besides, it simplifies our analytical treatment substantially, as
it avoids an additional self-consistency problem. Therefore, this assumption should be
considered as a first approach to simplify the problem, and its validity requires further
investigation in future studies. With this, we obtain a differential equation for the zeroth
order electron velocity,

(&
pPoOrvo = —EETHZ — YTHz V00, (5.56)

that results, as previously stated, in a Drude model for the zeroth order polarization
in response to the THz excitation,

PoVo 50‘*’1% TH
Py == =—— E- (5.57)
w W* + 1WYTHz

Here, it is apparent that the zeroth order electron velocity will be with the frequency of
the THz field so that we will later replace w — wrpn,. The damping term we find in this
equation will be obtained from fits to experimental data in the THz regime, cf. Ref. [445].
Introducing the obtained equation for the zeroth order velocity into the first-order Euler
equation, yields

podivi + po(vo - V)vip10ivo = —B*Vpr — — [ETHp; + E°P'pg| — y[pov1 — p1val,

(5.58)

e

—
2/3

where we again define 5% = 5:;; %75 and obtain additional terms in the first-order Euler

equation, compared to Sec. 4.5.2, namely a direct THz field contribution and one that

couples through the first-order electron velocity. From the continuity equation that now

also includes a zeroth order electron velocity, we can again identify the first-order electron
velocity to be linked to the first order polarization via

1
A\ %(aPl + Vo(v . Pl)). (5.59)

Including these additional correction terms, we find that we first order polarization P
can be linked to the electric field via

~2 2
B THz cow o
o [V(V-P)+v(w)E"™V.P]+P = e Z?’WE Pt (5.60)

Compared to the purely hydrodynamic case in Eq. (4.47), we obtain additional terms
resulting from the inclusion of the THz field: the electron velocity is renormalized 8 —
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5. Active Control of Plasmon Resonance

B, and we find an additional correction term that scales with the divergence of the
polarization. Here, we defined

~9 e

_ 22 2 _ W
p=p6- |VO| ’ y(w> - mBZ <1 + 2CL)THZ + i’YTHz) (5.61)

Thus, the THz field acts on gradients in the electron density and must be treated
similarly to the internal pressure of the electron gas. Here, w is the optical frequency.
The effect of the additional THz field is the renormalization of the electron velocity 3
and the introduction of the term that scales linearly with the wave number Q. The
corresponding modes for Q have to be determined once a geometry is included, which we
will do in the next section, where we consider a nonlocal Mie theory. In agreement with
Sec. 4.5.2, the relation between P and E°P! for parallel polarization can be expressed in
terms of the permittivity

w2

L p
et (W) = €00 — ~ - , (5.62a)
i Z e iwy — 2Q?% 4+ ifrv(w)ETHZ . Q
2
w
e, (W) = €00 — +pivw' (5.62b)

Consistent with the existing literature, our findings indicate that both the hydrody-
namic contributions and the THz modulation only affect the longitudinal component,
leaving the transverse component unchanged. This observation aligns with the results
obtained in the purely hydrodynamic case [147, 253] and leads to the hypothesis that the
THz field can be regarded as an effective renormalization of the electron pressure.

5.5.2. THz Field in Nonlocal Mie Theory

Having defined the effective permittivity for the THz-pumped case, we proceed and derive
the effective polarizability of small metal nanoparticle, similar to the derivation for the
standard approach in local response approximation, cf. Ref. [270], and nonlocal theory,
cf. Ref. [264]. This is done by solving an effective nonlocal Mie theory, that is extended
to include the previously derived THz contributions. We start out with the equations for

the optical electric field E°P' and the THz field ETH?,
V.EP = P yxEP =, (5.63a)

€0€0

v.-EM2 =0, vxEM =y, (5.63b)

As already mentioned in Sec. 5.5.1, the effects of the THz field will be introduced as
a modification of the electronic ground state using a classical Drude theory. In doing
so, we effectively disregard the self-interaction of the THz field with itself and include
these effects on a different level. This allows us to neglect source terms in Eq. 5.63b to
avoid self-consistency issues. We justify this approximation based on two main reasons.
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5.5. Analytical Non-Perturbative Approach

Firstly, our primary focus lies in studying the far- and near-field behavior of the optical
field. Secondly, we can assume that the THz field is much stronger than any material
contributions induced by the THz field in the optical region. For an exact solution,
one would have to set A¢pTH#(ETH?) = — p(ETH?) / €0 and solve an additional self-
consistency problem. For a solution including the geometry, these governing equations
for the electric field will be combined with the material equations, Egs. (5.60) and (5.62).

Scalar Potentials

At this stage, in order to express the field quantities in terms of their gradients, one
usually introduces scalar potentials in the hydrodynamic approach. We will proceed
analogously after introducing an additional assumption necessary for our case: From
Eq. (5.60) one can express the polarization in terms of a scalar potential if all fields are
aligned ETM# | E°Pt || P. Otherwise, there would be vortices in the polarization field
and the necessary introduction of a vector potential would increase the complexity of
the problem. Since a parallel alignment of the fields is experimentally possible, and we
intuitively expect the considered effect to be largest when the fields are aligned in parallel,
we will proceed with this assumption throughout this study, leaving a generalization to
later studies. Accordingly, we introduce the optical scalar potential ¢°P, the THz scalar
potential ¢TH% and the polarization scalar potential v, defined in accordance with the
standard hydrodynamic approach as

Eopt — _vqsopt’ ETHZ — _V¢THZ, P = —V’[l) (564)

By inserting these into our field equations, Eq. (5.63), and the material equations,
Eq. (5.60), it can similarly to Ref. [264] be shown that the governing equations read

(A - v(w)ETH2 . v 4 k*(w)] p(r; w) = 0, (5.65a)
APt = L, (5.65b)
€0€00
AgpTHz — 0, 5.65¢)
Voot <B2V,0 I v EETHzp). (5.65d)
w2 + iyw P m

We refer to the first of these equations, Eq. (5.65a), as the dispersive Helmholtz equa-
tion with the dispersion prefactor v(w) introduced in Eq. (5.61), and the nonlocal, THz-
pumped longitudinal wave vector k?(w) = (w2 + iyw — w%/f—:oo)/B2. The THz field in-
troduces an additional first derivative in the standard Helmholtz equation for the charge
density, cf. Ref. [264], and effectively breaks the spherical symmetry of the system. Ac-
cordingly, solutions are more complicated to obtain compared to the standard Helmholtz
equation, since functions solving the dispersive Helmholtz equation are no longer eigen-
functions of the Helmholtz operator (A + k?). Formally, they carry both the spherical
symmetry of the MNP and the axial symmetry of the THz field. For vanishing THz field,
Eq. (5.65a) approaches the standard Helmholtz equation without the dispersive term. In
addition to the dispersive Helmholtz equation, we find Poisson’s equation for the optical
scalar potential in full agreement with Ref. [264] and Laplace’s equation for the THz
scalar potential, mainly resulting from the assumption of vanishing back-action of the
charge densities on the THz field. In contrast to the common hydrodynamic model, the
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5. Active Control of Plasmon Resonance

scalar potential of the polarization field, v, cannot be calculated directly from the scalar
potential of the optical field and the density, instead it has to be calculated as a solu-
tion of Eq. (5.65d). In the following, we will provide the details of our approach to the
solution of Egs. (5.65).

Solution of Differential Equations

We start a discussion of the dispersive Helmholtz equation, as the additional first-order
derivative hinders us from using the standard spherical symmetric solutions. On a qual-
itative level, the additional THz field superimposes an additional axial symmetry in the
direction of if field amplitude so that solutions are assumed to interpolate between spher-
ical harmonics and Bessel functions. Without loss of generality, we will orient the THz
field, and thus also the optical field, in the z direction, E°PtTHz — Egpt’THZez.

Due to the described symmetry induced by the external field, we solved the dispersive
Helmholtz equation using a product ansatz in cylindrical coordinates, which were mapped
back to spherical coordinates to allow incorporating the boundary conditions, defined on
a sphere. Details on the calculation can be found in Ref. [411]. Using this approach, we
obtain a solution of the dispersive Helmholtz equation that reads

o) l
pin(r,0,0) = E SO NN Aio(kr) Y (0.9), pout = 0. (5.66)
=0 m=—¢

This solution combines the spherical symmetry of the spherical harmonics Y™ and the
spherical Bessel functions jy(kr) with an additional distortion in the field direction in
terms of the exponential prefactor. Hence, it covers all the aspects and in the limit of
vanishing THz field reproduces the prescription given in Ref. [264]. We observe that the
additional prefactor affects the motion depending on r and 6, while leaving the azimuthal
motion, depending on ¢ unaltered. Here, we dropped the frequency dependencies of k
and v for brevity. As we will impose hard-wall boundary conditions, the densities outside
the material vanish naturally.

For Laplace’s equation in spherical coordinates, we make a standard ansatz using
spherical harmonics,

9 l
T =" bt Y0, ). (5.67)

{=0 m=—¢

Here, we already introduced the assumption of a finite potential within the sphere so
that spatial dependencies with negative exponential vanish. The same ansatz can be
made for the homogeneous solution of the optical scalar potential equation. In addition
to the homogenous solution, we need to introduce a particular solution which can be
done via

0 l . THz
Agjg(kr)e”(“’)E rcos(6)
¢°Pt = Byrt + Y™ (6, ). (5.68)
Zz:% mzzzé €0€00 (k2 o V(w)2E%Hz) ‘

A similar set of equations has been derived in Ref. [264] for the nonlocal case. These
equations may now be used to derive an equation for the polarization scalar potential.
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5.5. Analytical Non-Perturbative Approach

Solution of Scalar Potentials Equation with Boundary Conditions

Now it is time to introduce the spherical boundary conditions that are usually assumed to
derive the polarizability of a sphere. For particles that are small compared to the wave
length, this is usually via the quasi-static approximation, which allows employing the
solution of a sphere in a static electric field [201, 270, 279|. Since no coupling to charge
carrier densities occurs, the solution of the Laplace equation for the THz field is identical
to the solution determined in classical local Mie theory. For the optical potential we
proceed as done for the hydrodynamic model because Eq. (5.68) shares formal similarity
with Eq. (8b) in Ref. [264]. We begin with the usual boundary condition that the fields
at infinity are the applied fields only

lim ¢t = —E™r cos(0), lim ¢°P" = —E°P'r cos(6). (5.69)

r—00 r—00

In addition, we use the standard boundary conditions at interfaces that result from

Maxwell’s equations and require a continuous E field parallel to the surface and contin-
uous D field perpendicular to the boundary. In terms of the potentials, this is written
as

TH: TH:
gwaTgb?rI;t’ Z‘r:a = Eouta'r‘(bgg? Z‘r:a, (570&)
TH TH
O — = Doy T e (5.70b)

Due to the hydrodynamic character of the theory, which allows for longitudinal waves,
we need to introduce an additional boundary condition, complementing the Maxwell
boundary conditions. These can be derived unambiguously when explicitly neglecting
electron spill-out in comparison with, e.g., Sec. 2.3.5. From this, one can find from the
hydrodynamic equations, namely the continuity of the normal component of the electron
current density j and thus in our formulation also of the polarization P that we formulate
for our potential as [264, 446]

Orin|r=a = 0. (5.71)

Having defined the boundary condition, we proceed to find expressions for the expan-
sion coefficients, which in the standard approach [51, 264] allow introducing the polariz-
ability of the sphere. In the derivation, some extra care is required in comparison with
the standard spherical case, where the dipole order can be directly deduced from the
order of the spherical harmonics. In comparison, due to the distortion resulting from the
applied THz field, an expansion in cosine contributions becomes necessary to identify
the dipole order. In doing so, we are able to recover an expression, similar to the one in
nonlocal Mie theory, cf. Ref. [264] that can be given as

3 €oo — €out(1 + A(Wa ETHZ))
oo T+ 250ut(1 + A(W7 ETHZ))

aTHz (W, ETH,) = 4T€0€0uta (5.72)

The only difference at this stage is that the additional THz field does not allow us
to reproduce the version in terms of a rescaled background permittivity. However, for
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5. Active Control of Plasmon Resonance

vanishing THz field, we are able to recover the usual Clausius-Mosotti factor in the

polarizability. For our case, the Delta factor with its full dependencies can be given as
Jj1(ka)

wp 17 Ragira)

o B2 — V(W) Edy,

A(w,ETHZ) = (5.73)

Here, the prime denotes the derivative with respect to the full argument. Furthermore,
the reader may be reminded of the definitions of

2 2
=2 e Efy,
m* Wiy, — YTH, T VYTHZzWTHz
2
v(w) = |1+ —2 (5.74b)
mp WTHz + ¥YTHz
w2 +iwy — w?/e
K (w) = - /Eoe (5.74c)
B

that we collect and restate at this stage to show the complexity of the dependencies,
making it hard to analytically study the impact of an increased THz field. Therefore,
in the following, we study the effect of a changing THz field on the plasmon resonance
which we provide in Fig. 5.14.
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Figure 5.14.: Polarizability of the Metal Nanoparticle under the Action of
the Non-Perturbative THz Field. This figure illustrates the impact of the non-
perturbative THz field on the polarizability of a metal nanoparticle with 10 nm radius.
For illustration purposes, we show discrete values of the THz peak field strength in
panel (a) and continuous values in panel (b), as governed by Eq. (5.72).

Evaluating Eq. (5.72), we find that the additional THz pulse affects the resonance
position of the gold nanoparticle and observe that it causes a blue shift of the resonance
position. In addition, we observe a significant quenching of the resonance with increasing
pulse strength. The spectra also show a slight dependence on the particle radius due to
the behavior of the Bessel functions, similar to findings in Refs. [147, 264]. However, we
won’t discuss this aspect in detail here, and instead refer interested readers to Ref.[411]
for further information.
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As can be seen from Eq. (5.74), the ratio of wry, and 47y, has a significant influence
on the changes observed in B,. Here, we focus on the physically meaningful case where
WTHz > YTHz. According to Eqs. (5.74), this condition results in an increase in B , leading
to an enhanced blue shift compared to the pure hydrodynamic case.

Our findings are in good agreement with experimental data recorded by the group of
Holger Lange, as presented in Sec. 5.1. To achieve shifts of a similar magnitude to those
observed in the experiment, we predict that THz peak field strengths of approximately
0.75 MV /cm are required. As updated experimental data become available, we intend to
validate our theory by comparing our calculations with them, with a special focus on the
temperature dependence of the resonance shift, which according to Eq. (5.72) should be
significantly influenced by ~yry,.

To investigate the effect of the additional THz field, similar to the changes in radius, we
make a plot similar to Fig.2.10 for the extinction cross section calculated using Eq.(2.62).
As expected from the absorption results, we observe a blue shift in the resonance posi-
tion and the same signatures from the spherical Bessel functions as shown in Fig. 2.10.
Interestingly, the blue shift remains unaffected as the particle radius increases, and these
signatures gradually diminish.

To comprehend the physical mechanisms responsible for the observed blue shift, we
revisit Egs. (5.72) and (5.74). The two effects present are the effective renormalization of
the effective electron velocity, 3 and the additional static polarization of the nanoparticle.
The renormalization can be interpreted as an effective increase in the internal pressure of
the electron gas induced by the THz field. Consequently, the strong THz field enhances
the hydrodynamic character by increasing the internal pressure. The second contribution
to the shift is the additional polarization, which disturbs the equilibrium of the electronic
configuration. Since the shift is largely independent of size, and one would expect the
pressure renormalization to show some size dependence, this effect is likely to be more
dominant, at least for larger particles.

However, it is crucial to acknowledge that the approach presented in this study con-
stitutes a preliminary, first-order approximation for the effects induced by external THz
fields. While our findings align well with experimental observations, it is important to
recognize that further refinements are essential. For instance, the inclusion of additional
factors, such as the spatial dependence of the ground state electron density, and the
performance of comprehensive studies that directly compare our theoretical predictions
with experimental results are necessary.

5.6. Conclusions

In conclusion, this chapter has explored the potential of actively tuning the optical re-
sponse of metal nanoparticles using a strong THz field, based on the theoretical frame-
work developed in Ch. 4. The motivation for this study originated from experimental
results suggesting significant resonance shifts using this method.

We have developed two distinct approaches to theoretically address this scenario. The
first approach employs a fully numerical method that combines microscopic Boltzmann
scattering equations for the electronic Wigner function, as described in detail in Ch. 4,
with a three-dimensional finite-difference time-domain solver. Upon completion of the
implementation, this combination will allow to couple multidimensional, momentum-
resolved electron scattering processes with macroscopic solutions of Maxwell’s equations.
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Figure 5.15.: Impact of Non-Perturbative THz Field on Extinction Cross Sec-
tion. The figure demonstrates the effect of a non-perturbative THz field on the reso-
nance of a nanoparticle with a radius of 5 nm. We observe a qualitatively similar result
to the standard hydrodynamic model, cf. Fig. 2.10, with a blue shifting main resonance
and additional resonances at higher energies. The extinction cross section is unitless,
cf. Ref. 2.62.

As a result, our approach will enable a spatio-temporal treatment of microscopic dynam-
ics, encompassing non-equilibrium, non-perturbative, and nonlocal phenomena. It will be
applicable to arbitrary geometries and incorporate both intra- and interband transitions.
This multiphysics approach builds upon existing work [375] but will additionally facilitate
the inclusion of interband transitions and provide deeper insights into the microscopic
dynamics of the nanoparticle.

Additionally, we have developed an analytical approach to study the influence of an
additional non-perturbative THz field on the plasmon resonance of a spherical nanoparti-
cle. This analytical method allows for a thorough understanding of the physical processes
governing the factors contributing to the plasmon resonance shift. Our results reveal that
the additional THz pulse effectively renormalizes the electronic ground state of the sys-
tem by pressure renormalization of the electron gas inside the nanoparticle and, on the
optical timescale, polarizes the nanoparticle quasi-statically. The combined effect of the
two leads to a blue shift of the plasmon resonance. Importantly, these theoretical results
show good agreement with preliminary experimental findings, suggesting that the THz
pump optical-probe technique holds promise for actively tuning the plasmon resonance
on picosecond timescales.

The combination of our numerical and analytical approaches establishes a robust foun-
dation for further exploration of active tuning in plasmonic structures.

5.7. Perspectives
Once the numerical framework is sufficiently advanced, it will enable a comprehensive

spatio-temporal treatment of microscopic, non-equilibrium, non-perturbative and nonlo-
cal dynamics for arbitrary geometries, including intra- and interband transitions. This

126



5.7. Perspectives

will pave the way for a wide-ranging study of plasmonic devices, especially when com-
bined with a DFT-based band structure to accurately describe interband transitions,
as we have envisioned in Ch. 4. Such capabilities will allow the simultaneous study of
microscopic dynamics and electric field evolution, facilitating the exploration of non-
perturbative scenarios, as demonstrated in this chapter using strong THz fields. This
may lead to new insights into light-induced active plasmonic effects.

Another intriguing possibility is to explore active plasmonics through different pump-
probe scenarios in the optical regime, corresponding to the third tuning option shown in
Fig. 5.1. This can be achieved by performing all-optical pump-probe experiments using
the two-band framework developed in Ch. 4. By pumping the interband transitions
of gold, the conduction band electron density can be tuned on the timescale of the
interband lifetime, which is on the order of several picoseconds. An increased electron
density would directly affect the resonance position of the nanoparticles, as seen from

ne?
meo’

the plasmon resonance. Such experiments would provide a theoretically straightforward
approach to actively tune the localized surface plasmon resonance of metal nanoparticles.
However, it remains an open question whether the required field strengths are achievable
and whether other processes, such as induced changes in the background permittivity
€00, could compensate for the expected effect.

Furthermore, the analytical framework essentially predicts an additional polarization
that manifests primarily at the surface of the nanoparticle. To characterize this additional
polarization induced by the THz field, it may be beneficial to employ the surface response
formalism described in Sec. 2.3.5. The projected dipole method [155] could then be used
to study changes in the optical response of the nanoparticle induced by this additional
polarization.

the definition of the plasma frequency, w, = possibly leading to a blue shift of
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6. Radial Oscillations of Metal
Nanoparticles

In the late 19th century, one focus of theoretical physics was the study of vibrations
in elastic spheres, with Sir Horace Lamb providing the initial fundamental solutions
that revealed the existence of tangential modes alongside simple breathing modes [447].
Over a century later, the observation of breathing modes in metal nanoparticles (MNPs)
following optical excitation of localized surface plasmons confirmed Lamb’s calculations
[71, 448-452]. These experiments demonstrated a precise match between the measured
oscillation frequency and the theoretically predicted frequency [451].

However, despite these advances, the exact driving source responsible for these size
oscillations has remained elusive due to experimental challenges in accessing their early
onset, similar to the detection of coherent optical phonon modes in semiconductors where
a distinction between impulsive stimulated Raman scattering (ISRS) and displacive ex-
citation of coherent phonons (DECP) is non-trivial [453].

Traditionally, it has been assumed that the optically heated electron gas transfers
its energy to the phonons in the nanoparticle, resulting in rapid expansion and serv-
ing as the dominant driving source for the size oscillations [448, 454, 455] following
the plasmon decay. Currently, there is some discussion surrounding the details of this
plasmon decay [71, 454-457]|. It is now widely accepted that highly energetic “hot” elec-
trons are generated, which are of significant interest for various applications, particularly
in plasmon-enabled synthesis. These non-equilibrium carriers undergo thermalization
through electron-electron scattering and subsequently couple to lattice phonons. The
excess energy is eventually dissipated by the excited lattice into the surrounding envi-
ronment |71, 454-457].

Recent advancements in experimental techniques, in particular femtosecond X-ray
sources, have provided an opportunity for more precise investigation of the temporal
onset of nanoparticle oscillations unaffected from electron temperature effects, down to
femtosecond timescales [458—463]. These experiments have revealed that the radial os-
cillations begin before the expected timescales of lattice heating, suggesting that the
conventional sequence of events (absorption, heating, oscillation) may not dominate in
the early stages after excitation and leaving the actual driving source of the oscillations
unidentified. Details on the experimental technique will be given in Sec. 6.1

Our objective in this study is to employ a microscopic framework that encompasses
electron-phonon interaction and phonon-phonon interaction, enabling us to derive a com-
prehensive model to describe the onset of radial oscillations in MNPs. This approach
draws inspiration from research conducted in the semiconductor community [380, 464—
471].

One notable advantage of our approach compared to the existing classical model is
its ability to distinguish coherent and incoherent phonon modes. The coherent phonon
modes correspond to the radial vibrations of the macroscopic MNP, while the incoherent
modes can be attributed to lattice temperature and, therefore, only contribute on the
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Figure 6.1.: Schematic Illustration of the Relaxation Dynamics in Plasmonic
Nanoparticles. The optical pump causes a polarization of the electrons in the
nanoparticle, which is accompanied by a density gradient. The blue path illustrates the
thermal-driving mechanism of the breathing oscillations currently discussed in the lit-
erature: After Coulomb-driven orientation relaxation, electron-phonon scattering con-
verts energy from the electrons to the lattice, which leads to an expansion of the
particle. This initiates breathing oscillations. The red path demonstrates the coupling
mechanism described in this study, where electron density gradients directly couple to
the coherent phonon mode, initiating breathing oscillations impulsively.

thermal timescales of the electron-phonon system. By formulating our description in
terms of a Hamiltonian, we achieve a consistent treatment of carrier-phonon coupling
between all phonon modes and electrons.

Consequently, this formulation allows for a direct coupling between electrons and the
breathing oscillation, which was not possible in the classical framework [448, 472|, where
oscillation onset is always mediated through a thermal process, as illustrated in Fig. 6.1.
Some publications [448, 451, 473, 474] introduce a hot electron pressure term using the
electronic Griineisen parameter to match the experimentally observed oscillation phase.
This additional term, derived from phenomenology, enables a more direct interaction be-
tween the hot electron system and the vibrational mode due to the rapid temperature rise
of the electronic subsystem, initiating the onset of oscillation earlier than the interaction
solely mediated by thermal phonons.

We obtain the spatially resolved direct electron-phonon coupling in nanoparticles by
considering the dynamics of the Wigner distributions of electrons and phonons, which in-
cludes the coherent and incoherent processes following the optical excitation. Specifically,
we employ the framework of Heisenberg equations of motion for the Wigner distributions
to describe these dynamics in detail. To reduce complexity, we explore the hydrodynamic
limit of these equations by coarse-graining to mesoscopic observables. This procedure
allows us to retain coherent variables such as the optical field and coherent phonons,
which interact with the macroscopic motion of charge density, current density, and tem-
perature dynamics. By projecting our equations of motion onto the fundamental Lamb
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modes [447, 475] of the elastic sphere under consideration, which are the fundamental vi-
brational eigenmodes, we can effectively perform an eigenmode expansion and explicitly
calculate the electron and phonon dynamics following optical excitation.

The calculations yield two source terms for the lattice dynamics: The well-established
thermal driving term via the lattice temperature [448, 451, 473, 474], and a new driving
term arising from optically induced spatial gradients in the electron density. This latter
term is identified as a more dominant source of the radial breathing oscillations compared
to the time-delayed thermal heating process, primarily affecting the equilibrium position
of the oscillation.

The electron gradients can arise from both intraband and interband processes, and
we have focused on a pure single-band model in our investigation of silver [405], where
intraband processes are dominant over a broad spectral range [476]. Additionally, we have
studied interband contributions in a subsequent study for gold, where we compare our
theory to experiments [4]. In this chapter, we comprehensively discuss and qualitatively
compare both situations, addressing the dynamics of intraband and interband processes.

The dominance of the direct coupling between the displaced electrons and the lattice
can have important consequences for applications harnessing hot electrons [477-481] and
for the general understanding of nanoscale metal dynamics.

This chapter is organized as follows: We begin by briefly stating the current theoretical
descriptions of the oscillation onset in Sec. 6.2.1 before we introduce some fundamentals
like the distinction of coherent and incoherent phonons, Sec. 6.2.3, and the anharmonic
Hamiltonian used to describe thermal expansion, Sec. 6.2.4.

We then derive the microscopic equations for the phonons, Sec. 6.3, and the electrons,
Sec. 6.4 which are already coarse-grained to mesoscopic variables in these sections, lead-
ing to a closed set of coupled hydrodynamic equations. We employ a similar procedure
for the intraband case, Sec. 6.4.1, and the interband case, Sec. 6.4.2, which begins by
expansion up to second order in the excitation field and subsequent projection onto so-
lutions of the vibrational Lamb modes in Sec. 6.5. In Sec. 6.6, we provide the numerical
solutions for the coupled ordinary differential equations that arise, compare the quali-
tatively different source terms resulting from intraband and interband interaction and
compare to experimental results. Finally, we conclude with a comparison of the influence
of the individual driving terms on the nanoparticle oscillation in Sec. 6.7.

6.1. Experimental Motivation

This work has been inspired by experimental results that were obtained from our cowork-
ers in the group of Holger Lange, which we also jointly published in Ref. [4]. In the
experiment, the advance has been to use X-ray single particle imaging (SPI) instead
of transient absorption (TA) as done in previous experiments to measure the temporal
behavior of the oscillation.

Transient absorption (TA) experiments, as mentioned in Refs. [374, 456], rely on ob-
serving the temperature of the thermalized hot electron gas that is visible as a contrast in
the optical measurements. The breathing oscillations of plasmonic nanoparticles manifest
as periodic contrast modulations in the TA spectra [482-484]. However, TA experiments
do not allow for a precise determination of the temporal onset of the breathing oscilla-
tions due to the dominating contrast from the initial electron dynamics. As a result, the
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details of the oscillation were previously only extrapolated and as such only indirectly
deduced.

In the new experimental technique, called transient small-angle X-ray scattering in
a single-particle imaging scheme (tSAXS-SPI) [462, 485, 486], it becomes possible to
access the entire oscillation, including the portion right after the optical pulse as it does
not depend on the optical contrast dominated by electronic dynamics during the initial
stages. A sketch of the experimental setup is shown in Fig. 6.2.
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Figure 6.2.: Transient Small-Angle X-ray Scattering in a Single-Particle Imag-
ing Scheme (tSAXS-SPI). This experimental technique is utilized to detect the
oscillation of gold nanoparticles (AuNPs). A beam of individual AuNPs is precisely
intersected with an optical laser pulse and an X-ray pulse. The laser pulse initiates the
oscillation of the nanoparticles, while the X-ray pulse can be temporally adjusted to
capture the nanoparticle’s diameter at a specific time after the optical pulse. Figure
reproduced from Ref. [486] with permission from Springer Nature.

The tSAXS-SPI technique combines multiple diffraction patterns from individual par-
ticles to create a diffraction volume, which is then inverted to reconstruct the nanoparticle
structure [462, 487|. A significant advantage of this technique is its ability to measure
single-particle images. This is achieved by generating a beam of individual AuNPs, which
are then accurately intersected with both the laser pulse and the X-ray pulse. This setup
allows for the nanoparticle to be pumped by the laser pulse and subsequently observed at
different time steps using the X-ray pulse. The single-particle imaging scheme not only
enables the correction of sample inhomogeneity but also maintains statistical robust-
ness through a serial measurement approach. By employing SPI data in a pump-probe
fashion, a dynamic “movie” of the nanoparticle’s behavior can be obtained.

The experimentally obtained data that motivated our numerical studies will be pre-
sented in Sec. 6.6.4.

6.2. Prerequisites

This final major section of this thesis builds upon the concepts developed in the preceding
sections, with particular emphasis on the utilization of the Wigner function approach,
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as discussed in Sec. 4 and 5. However, to accurately describe the oscillations of the
nanoparticle, further fundamental concepts are required, which are introduced in the
subsequent discussion.

6.2.1. Current Theoretical Description

Over the past two decades, numerous experiments have observed nanoparticle oscillation,
primarily in transient absorption [448—451, 458, 472, 474, 482, 488-490]. Some of these
studies have proposed theoretical models to describe the onset of oscillation, particularly
in Refs. [448, 451, 473, 474]. These descriptions share qualitative similarities, differing
only in whether the initial temperature rise of the electron system is simulated or assumed
to start from a specific initial electron temperature. However, as the rise in electron
temperature resulting from excitation with femtosecond pulses is quasi-instantaneous
on the timescale of the oscillation (picoseconds), all models can be considered quasi-
equivalent. A brief overview is provided in App. I.1. In this study, we adopt the model
proposed in Ref. [448], where changes in nanoparticle radius R are governed by the
inhomogeneous ordinary differential equation,

o T T, Ot

9*R 2 OR s Roa
9 3

2
V[r- o+ By <0 e

This equation resembles a typical damped harmonic oscillator equation where 74 rep-
resents the damping of the oscillation and is typically used as a fitting parameter. €2
denotes the period of oscillation, Ry is the equilibrium radius at equilibrium temperature
Ty, Ty is the temperature of the crystal lattice, and « is the coefficient of thermal ex-
pansion. Accordingly, it is apparent that changes in temperature affect the equilibrium
position of the crystal lattice. Accordingly, for rapid changes of the lattice temperature,
it is anticipated that the system undergoes transient oscillations until a new equilib-
rium is reached. In Fig. 6.3a, we reproduce the experimental data and the theory found
in Ref. [448] which compares numerical solutions of Eq. (6.1) with data obtained from
transient absorption measurements.

As illustrated in Fig. 6.3a, the temporal behavior of the oscillation and the general
form are nicely reproduced. However, the author encounters a phase mismatch of the
experimental data and the theory in the oscillation. This phase mismatch is typically
attributed to the absence of contributions from hot electrons in Eq. (6.1), assuming that
the electronic heat capacity C. is much smaller than the lattice heat capacity Cy, ex-
pressed as C. < (Y, which holds under equilibrium conditions.However, for ultrafast
experiments with femtosecond pulses, the electron temperature significantly exceeds the
lattice temperature, resulting in C, =~ Cy. This occurs because the electronic heat ca-
pacity scales approximately linearly with the temperature, while the lattice temperature
can be approximated as constant over the temperature range of interest. To address this,
the replacement

B, 1) 3 (1€~ T + 5T+ (T~ T ) (62)

was introduced. Here, v represents the lattice Griineisen parameter and B is the bulk
modulus. Including this term accounts for contributions from hot electrons and becomes
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Figure 6.3.: Comparison of Transient Absorption Data with Classical Theory.
The two plots compare experimental data with the theory developed in Ref. [448]. In
(a) Eq. (6.1) is solved while hot electron contributions are neglected, which results
in a phase mismatch of experiment and theory. In (b) hot electron contributions are
introduced into the theory. This results in matching phases of experiment and theory.
Both figures are reprinted from Ref. [448], with the permission of ATP Publishing.

relevant at early times when T, > Ty. It effectively initiates oscillation earlier, shifting
the observed phase towards earlier times and leading to qualitative agreement with the
experimental data in Fig. 6.3. As mentioned earlier, similar approaches have also been
adopted in Refs. [451, 473, 474].

At this stage, the shortcomings of TA experiments become clearly visible, as the data
in the first picoseconds are dominated by the electronic response of the system and do
not allow observing the actual oscillation onset. We will discuss this in more detail when
we compare our theory with data from a new experimental method that we introduce in
Sec. 6.6.4.

Furthermore, we want to point out that the very phenomenological introduction of
hot electron contributions through Eq. (6.2) has motivated us to develop a theory on a
microscopic level to describe the onset of these radial oscillations.

6.2.2. Two-Temperature Model

As we introduced in Sec. 2.3.3, the thermal dynamics in the electron-lattice system
have been studied using the classical two-temperature model for the electron and lattice
temperatures, T, and T [206, 207, 220, 448, 488|. Here, we employ the two-temperature
model in the form,

8Te _ . WO . 2 2
Ce(T) T G(T. —Ty) + N exp{—t*/0"}, (6.3a)
oT,
CfaTz =G(T. - T,) — (T; — Tp) /7. (6.3b)

The thermal energy transfer between electrons and the lattice in this approach is
modeled using the coupling constant G, which is associated with quantum mechanical
electron-phonon coupling [220]. Experimental access to G has been demonstrated in
Refs. [210, 399, 400, 491].

134



6.2. Prerequisites

The optical excitation is characterized by the absorbed energy Wy, which can be deter-
mined from optical experiments by measuring absorbance, pump fluence of the incident
electric field, and the molar concentration of nanoparticles, which can be experimentally
obtained from optical density measurements. A conceptual sketch of the derivation is
presented in App. 1.6 We assume well-established approximations for the heat capacities
within the temperature ranges considered. The electron heat capacity Ce(T¢) is approxi-
mated to scale linearly with the electron temperature T,, denoted as Ce(Tc) = ¢ T¢ [168],
while the lattice heat capacity Cp is approximated as constant. The timescale 74 for
energy transfer from the lattice to the surroundings is listed in Tab. A.3 and is typically
used as a fitting parameter to experimental results.

As discussed in Sec. 6.2.1, the temperature dynamics act as a source term for the
nanoparticle oscillation, effectively displacing the equilibrium position of the oscillation.
This process occurs when the electron and phonon systems are out of equilibrium, result-
ing in transient oscillations for rapid shifts in temperature. In Sec. 6.3, we illustrate how
these thermal expansion effects are introduced microscopically through an anharmonic
phonon-phonon Hamiltonian, Eq. 6.7.

6.2.3. Coherent and Incoherent Phonons

In the 90s, several experiments have revealed that ultrafast optical excitation of semi-
conductors causes oscillatory features in the temporal signal in reflection and trans-
mission [492-494]. As the frequency of these oscillations matches one of the optical
phonon modes, this was a strong indication that this phonon mode is coherently ex-
cited. Microscopic approaches towards these effects are derived in Refs. [464, 465] and
have been widely and very successfully applied throughout the semiconductor community
[453, 466, 469, 495, 496].

Coherent phonons are eigenstates of the annihilation operator, bq, leading to non-
vanishing expectation values of the annihilation (creation) operator bg ). We define the
microscopic coherent phonon operator,

sa.= 5 ((ba) +(.0)), (6.4)

which describes the coherent phonon with momentum q [464]|. This is based on the
standard approach taken in many textbooks [165, 167, 168| to describe the lattice dis-
placement,

ar, ) =Y W?\%eqeiq*(@q) £ 0lg): (6.5)

Here, M is the ion mass in the unit cell, N is the ion number in the crystal and eq is
the polarization vector of the phonon mode within the material.

For a later distinction of coherent and incoherent phonon dynamics, we define the
incoherent phonon distribution in analogy to Refs. [380, 464],

5 (@) = (b, _bar) — (o) (bqr) - (6.6)

This can be seen from the cluster expansion that we presented in Sec. 2.1.1 [171].
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6.2.4. Thermal Expansion

One of the effects, that we aim to describe microscopically, will be thermal expansion.
Accordingly, we will have to describe expansion effects in our microscopic theory. As
the formulation of second quantization is a generally harmonic theory which natively
does not include these effects, we will have to consider anharmonic corrections to the
harmonic phonon potential in order to describe thermal expansion. This is mostly done
by inclusion of a thermal expansion term that in its most general formulation can be
given by [205]

Hyn = 3 hoe! (bqa—i—b_qa> (bq,a,+b*_q,a,)(bq,,a,,+b*_q,,a,,). (6.7)

I~

aa/a//

This three phonon process includes three phonon modes (a,a’,a”) with momenta
q,9’,q”. The matrix element fulfills the condition hgg‘,/g‘,ll/ = Oqtq/+q”,00G /l @’ As the
different combinations of annihilation (creation) operators indicate, thls Hamlltonian
includes a variety of multi-phonon processes, one of the most conceptually prominent
being a phonon decay process where one phonon decays into two phonons while conserv-
ing momentum and energy. A detailed description of the matrix element can be found
in Ref. [205]. For the scope of this thesis, we limit ourselves to only including the lon-
gitudinal acoustic (LA) phonon branch, effectively dropping the branch index « in the

following.

6.3. Coherent Phonon Dynamics

The full Hamiltonian that we consider for this part of the project combines the Hamil-
tonian given in Eq. (4.1a) with the phonon-phonon Hamiltonian, so that the full Hamil-
tonian reads

H= Zek)\ )\k+27m biba + D 9N (ba + 0 g) + ZV/\k+q)\/T,_q o

kgA kk’
AX
Z E_x - VkO\ik) + Y itk Box (k)
k K\ kKA
+ Z gg,gllll( qo + b—qa) (bq’a' + bT—q’a’) (bq”a” + bT_q//a//> . (68)
qq:q’/’/
[e7e%N 0%

As mentioned earlier, the utilization of this Hamiltonian to construct a microscopic
approach offers a significant advantage over currently available phenomenological models.
In the classical model, illustrated in Fig. 6.4 with gray arrows, cf. Sec. 6.2.1, the inter-
action is solely mediated by incoherent (thermal) phonons, which are described in terms
of the lattice temperature 7). However, this model does not include a direct interaction
between electrons and the lattice oscillation.

In contrast, our Hamiltonian approach encompasses the interaction of all electron and
phonon modes, as evidenced by the electron-phonon contribution with coupling strength
gﬁ. This enables us to incorporate a direct coupling between optically induced electron
density gradients and coherent phonon oscillations, depicted by red arrows in Figure 6.4.
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6.3. Coherent Phonon Dynamics

We anticipate that this direct interaction term introduces an additional source term to
the oscillator equation of the nanoparticle, potentially resulting in a more immediate
oscillation onset.

Incoherent
Phonons ng(r)

Electrons fi(r) g [ Coherent
)

Q Phonons sq(r
Plasmons

Figure 6.4.: Direct Coupling Mechanism from Microscopic Theory. Incident
light excites the electrons that self-interact via a collective plasmon response. In all
classical theories (blue arrows), the electrons couple to incoherent phonons, i.e., tem-
perature, which transiently drive the coherent oscillations due to the spatial restriction
(spherical particles). We study the possibility of a direct interaction of electrons and
coherent phonons (red arrows).

(t)

We derive an equation of motion for the phonon annihilation (creation) operators bj;r

q
by utilizing the Heisenberg equation of motion with the Hamiltonian (Eq. 6.8),
(i F hwq) 08) =+ 3 g oMM
kA
+3 Z o [bq’ + bT—q'} [bqfq’ + bT_q+q/ ; (6.9)
q/

where the lower sign corresponds to creation and the upper sign to annihilation opera-
tors, respectively. In this expression, we have utilized momentum conservation, denoted
as ha,q’,q" = hq,q.q" dq+q/+q”0- The left-hand side includes the dispersion of the
phonons wq. The right-hand side contains the sources of the phonon amplitudes. The
first term represents a momentum transfer from the electronic system to the phonons.
The second term originates from phonon-phonon interaction. In the next step, we apply
a time derivative to Eq. (6.9) which results in a second-order differential equation for the
coherent phonon amplitude sq, cf. Eq. (6.4),

~A 3 ~ e
(8752 + w(zil) sq = - % giqfk(q) - % Z hq,q/7q7q/ [2nq/(q) + (Sq,()]
kA q’
3w ~ c c
_ 7(21 Z hq,q’,q—q’ [4Sq/5q_q/ + <bq’bq—q’> + <biq’biq+q’> ] . (610)
q/

On the right-hand side, we can identify two sources for the coherent phonon am-
plitude. The first term is the Fourier transform of the Wigner function of the elec-
trons fr(q) = <>‘L—q>‘k> [376]. The momentum- and real-space-dependent Wigner

., . . . . iqor P .
distribution is accordingly given by fi(r) = > q € fi(a). The second term consid-
ers driving of the coherent phonon amplitude from the incoherent phonon distribution

78 (@) = (bl _obay) — (bL,_o) (bar) 1380, 464].
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6. Radial Oscillations of Metal Nanoparticles

The final term in the first line represents a Kronecker symbol that arises from the com-
mutation of the phonon creation (annihilation) operators into normal order. This term
can be interpreted as a constant force acting on the oscillator, leading to a displacement
of its equilibrium position due to phonon-phonon interactions. Moving to the second
line, the first term corresponds to a self-interaction term that scales quadratically with
the amplitude of the coherent phonon sq.

Since the equations of motion are not closed, we derive an equation of motion for
the coherences in the last line of Eq.(6.10). This is accomplished following the approach
described in Sec. 2.1.1. By employing a second-order correlation expansion and a Markov
approximation, we find that they couple to phonon creation (annihilation) operators bgf ),
Further details are provided in App. 1.2.1. The contributions of the correlated quantities
resemble a dephasing of the coherent phonon mode, which can be written as

w ~A
(0F +27a0h + wg)sq = =1 D02 qfi(a)
k)

3w ~ e
- > haqa—q [275(Q) + dq0)- (6.11)
q/

This equation is formally equivalent to a classical damped oscillator equation for ampli-
tudes sq. The left-hand side describes the oscillation of the coherent phonon amplitude
with damping rate vyq resulting from phonon-phonon interaction, which we provide in
App. 1.2.1, and the oscillator frequency wq. In Eq. (6.11) and in the following, non-
linear terms in the coherent phonon amplitude sq are suppressed since weak excitation
is assumed.

From Eq. (6.11) for the coherent phonon amplitude, we obtain an equation of motion
for the lattice displacement using its definition in Eq. (6.5),

(07 + 27pn0¢ — cF 4 V2] u(r,t) =

1 6h r 1
— V) VPR + —m—= Y —nf(r,t). 6.12
Wi %: 0 fic(r,t) QMNM%: q(rt) (6.12)

At this stage, we assumed that the microscopic scattering term 4 can be approximated
by a macroscopic, overall momentum-independent term ;1. As the entire volume of the
sphere is large in comparison to the size of a unit cell, we regard the lattice vectors
R, as continuous and replace them by the continuous space variable r, i.e., R, — r.
Furthermore, we have assumed that the major momentum dependence of the matrix
element qu/qn is contained in the dispersion wg, such that it can be approximated as
haa'q = h/\/Gq@qwgr [205] with the momentum independent quantity . In addition,
we made use of the symmetry wq = w_q of the dispersion relation. The left-hand side
accounts for the wave propagation of the phonon with the velocity of sound cp4 and
the phonon-phonon interaction induced damping term ~pp [165]. The right-hand side
accounts for the sources of the coherent oscillations, where we identify two different
contributions. The first term accounts for the displacement of the lattice vectors via
spatial gradients of the electron density, as defined in Eq. (4.35). The second term
originates from the anharmonic phonon-phonon interaction, where we incorporated the
constant term in Eq. (6.11) as an offset of the oscillator position. Here, the parameter ¢ is
the binding length of the material. This parameter had to be included in the description
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6.3. Coherent Phonon Dynamics

to account for the nature of the thermal expansion in Eq. (6.12) as an extensive quantity
compared to the harmonic contribution of the electron-phonon interaction in the first
source term in Eq. (6.12).

In the oscillation Eq. (6.12), we find that the thermal expansion contribution can be
expressed in terms of the incoherent phonon distribution ng(r),

r c 18h\/> r

——7 Eq: ) A s ke (6.13)

Here, we assume the incoherent phonon distribution n ( ) to be spatially homoge-
neous and to follow a Bose-Einstein distribution. The sum can be performed in Debye
approximation by replacing the sum over the first Brillouin zone by an integral over a
sphere with the radius, ¢p, which is defined such that the number of states is equivalent
to the number of atoms. Using the linear dispersion of the Debye approximation, the
Debye momentum ¢p can be replaced by the Debye frequency wp [388]. We argue that
the temperature of the nanoparticle can be approximated as spatially homogeneous, as
the particle is small compared to the optical wavelength and the momentum-relaxation
process is fast compared to the pulse width in the hydrodynamic limit. As only devi-
ations from the equilibrium temperature drive the nanoparticle oscillation, we use the
the definition from the previous and absorb the equilibrium position into the equilibrium
position of the oscillator at equilibrium temperature Ty. With this, the source term of
the oscillation scales with deviations from equilibrium ATy(t) = Ty(t) — To.

Accordingly, we find the oscillator equation for the absolute lattice diplacement, which
is given by

[07 + 29500 — L4 VE]u ZBA e (x, 1) + EATY (1), (6.14)

with the definitions

VA0 18V N
=00 o ks (6.15)
2Me \/7h3wD€

Here, we used the momentum expansion for the Wigner occupations of the type in
Eq. (4.35) and Refs. [254, 403, 404] to identify the electron density which for the band-
specific case reads

t) = %Z F(r,t), (6.16)
k

with the unit cell volume Q. We find two driving terms with prefactors 8* and & that
characterize the macroscopic model and depend on the electron-phonon and phonon-
phonon interaction, respectively. The first represents the newly found displacement
source resulting from an optically induced gradient in the spatial electron distribution,
p(r,t) and its behavior will be modeled in Sec. 6.4 using the spatio-temporal Wigner
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function approach that we developed in Sec. 4. The second term occurs via the tem-
perature difference as source and is found in agreement with previous thermal models,
cf. Refs. [448, 451, 473, 474, 488]. The electronic driving term [ scales linearly with
the screened Coulomb potential, VO)‘, and the thermal driving factor £ is proportional to
the anharmonic phonon-phonon potential h, cf. Eq. 6.15. For the scope of this thesis,
the temperature changes are modeled using a two temperature model in agreement with
previous literature [448, 451, 473, 474, 488|.

Thomas-Fermi Theory for Strong Screening

In deriving the oscillator equation in Sec. 6.3, we assumed that the electron-phonon
potential is strongly screened, which is a good approximation for most metals [165, 388].
This allows to use an effective electron-phonon coupling that is independent of the phonon
momentum q [168],

A Zeff,)\eZ

= 1

with an effective inverse screening length ks and an effective nuclear charge Z°f.
For the intraband theory, the value for the 6s band [497] is used for Z°F, since it is
the only band that is only partially filled in gold. For silver, one would use the value
for the 5s band instead. In the subsequent calculation, this inverse screening length is
approximated by the Thomas-Fermi wave vector krg, which is given by

€2m

2. \1/3 1
g (3 , (6.18)

Kty =

with the electron density n. Combining this with the definition of the potential, one

can simplify the driving term  in Eq. (6.15) of the breathing oscillation due to electron
gradients to

A Zeff,)\h27.‘.2 371_2”)71/3
2mMe

which depends entirely on the intrinsic quantities of electron density n, effective electron
mass m, and unit cell mass M for the case of strong screening.

B , (6.19)

6.4. Mesoscopic Electron Dynamics in the Hydrodynamic
Limit

As the electron Wigner function ]Nfi(q) acts as a driving term in the coherent phonon os-
cillation Eq. (6.11) through its occurrence in the definition of the electron density p(r,?),
this section will be devoted to studying the electron dynamics within our system under
the action of the Hamiltonian defined in Eq. (6.8). As discussed in detail in Sec. 2.3.6,
metals exhibit strong signatures of both interband and intraband processes, depending on
the spectral range of interest. Here, we introduce a theory that distinguishes between the
purely intraband plasmon response and the predominantly interband excitation process,
shedding light on their distinct pathways for exciting the coherent nanoparticle oscilla-
tion. By examining these qualitatively different excitation pathways, we can compare
them with experimental data to determine the dominant excitation mechanism.
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6.4.1. Intraband Case

As a purely intraband effect, the plasmonic response can be described using the Wigner
approach in a single band, cf. Sec. 4.5, we consider in agreement with Sec. 4 the elec-
tronic Wigner function fy(r,t) for the full Hamiltonian in Eq. (6.8) within the gradient
expansion 240, 376] and obtain similar to Ref. [401],

Oufic(r.1) + Ve ficr,t): [ Vie+ 5 Vit (1)
= Vi fx(r, 1) [;(E(r,t) — 0,2 (r) + 0, L (r)) + que 'q sql(t
+ Z Krqi (T ) (1= fi(r, 1) = Tk q(r, t)fk(r, t)]

Z k(T — fillr, ) = W, () fi(x, 1)) (6.20)

The left-hand side con81ders the drift of the electronic Wigner function with group ve-
locity vik = Vkex under the effect of the Fock potential ¢f (r) that is given in Eq. (4.18b).
The first term on the right-hand side accounts for the acceleration of electrons in the ex-
ternal optical driving field, screened by background contributions, E(r,t) = &%Ee"t
under the additional Hartree ®(r) and Fock potentials ®f (r), defined in Egs. (4.18a)
and (4.18b), respectively. They result from the inclusion of the Coulomb contribution
in the Hamiltonian and are derived using the mean-field approximation and the gradient
approximation, as outlined in Sec. 4.6.1. The third term on the right-hand side describes
the acceleration of electrons due to interaction with coherent phonons sq(r,t). The Fock
contributions are included here for completeness, but will be neglected in the following,
since they represent quantum corrections to a semiclassical hydrodynamic model. These
corrections are small compared to the total field E, which is a combination of the external
field E and the Hartree corrections of the internal field —9,®% . The total field is given by
E= %jjﬁEe“ 0x®H . The last two lines account for electron-phonon and electron-
electron scattering and are derived using a second-order Born-Markov approximation.
Details can be found in Sec. 4.3.4 and 4.3.3.

To derive an equation of motion for the electron density, we sum Eq. (6.20) over
momenta k in the spirit of the hydrodynamic approach in Sec. 4.5. As scattering terms
conserve the local electronic density in the gradient approximation, they vanish under
the momentum sum. This results in a continuity equation for the electron density p(r,t)
and the current density j(r,t),

Op(r,t) +V -j(r,t) =0. (6.21)

The appearing current density j(r, t) is defined in Eq. (4.35b). To obtain a closed set of
equations, we derive an equation of motion for the current density from Eq. (6.20) by mul-
tiplying the microscopic dynamical equation (6.20) with the velocity and summing over
all momenta. We find a generalized Euler equation that also includes coherent phonon
oscillations as source terms for the electron current density in the metal nanoparticle,

atj(rv t) = */VU(Tv p)j(r, t) -V [P( )

— p(r, ) (;E(r,t) - Mv ® V- u(r, )) (6.22)
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The first term accounts for the decay of the macroscopic current density. Here, we have
introduced the decay constant ~,(T, p) which has to be determined from the electron-
phonon scattering contribution to Eq. (6.20) as the effective relaxation time of the current
density [388]. It depends on the temperature as well as on the electron density itself.
For weak excitation as discussed here, only the temperature dependence is relevant.
The second term is the divergence of the second-order momentum in the factorization
procedure of the Wigner function, which is the Cauchy stress tensor P = g Zq Vq ®
Vqfq(r,t) as defined in Sec. 4.5.2. The second line accounts for the acceleration of the
electrons in the total electric field E or via the lattice displacement field u, respectively.

In the next step, we decompose the velocity vq = v+0vq into a momentum-independent
mean-field contribution and a correction in agreement with Sec. 4.5.2 which yields two
contributions in terms of the mean-field velocity v and the pressure contribution P=
G 2_q0Vq ® 6vqfq(r,t). This way, the velocity is promoted to a velocity field, v(r,?)
which allows factorizing the macroscopic current density j(r,t) = p(r,t) v(r,t) into elec-
tron density p(r,t) and velocity field v(r,t) of the electrons. Applying this decomposition
to the continuity and Euler equations and performing some algebraic transformations,
we obtain the final set of continuity equation,

Op(r,t) + V- (p(r,t)v(r,t)) =0, (6.23)

and Euler equations,

[& +v(r,t) - V] v(r,t) = — v (T, p) v(r,t) — V- P(r,t)

p(r,t)
e -~ VoN
— —E(r,t — . t). .24
Bt +——V®eV-u(rt) (6.24)

The left-hand side in Eq. (6.24) accounts for the substantial derivative of the velocity
field. The first term on the right-hand side describes the decay of the velocity due to
interaction with the phonons. The second term accounts for the source of the velocity
in the presence of pressure. The pressure tensor will be expressed in terms of the scalar
pressure function p(r,t) by F(r,t) = Sp(r,t)1 [498] in the following. The last line
in Eq. (6.24) considers the acceleration of the electrons caused by the self-consistent
near-field electric field E(r,t) and the lattice displacement u(r,t). In the remaining
calculation, this latter term will be neglected, since we assume a dominant acceleration
of the electrons by the electric field and the perturbation by u(r,t) to contribute only
in higher orders of the electric field E(r,t). This way, the set of continuity and Euler
equation, Eqgs. 6.23 and 6.24, together with the oscillator equation, Eq. (6.14) forms a
system of differential equations that we aim to solve self-consistently.

To approach Eq. (6.24) analytically, it will be coarse-grained in time: As the optical
excitation leads to a non-equilibrium carrier distribution whose energy is thermalized by
electron-electron scattering between electrons on very short time scales compared to the
electron-phonon interaction [499]. On these short timescales, i.e., already during and
shortly after the pulse, the density gradient Vi fx builds up. The fast thermalization
process allows us to find a local equilibrium description for the electrons on time scales
of the electron-phonon coupling, which means that we can define a local equation of
state with time-varying temperature T'(¢) determined by the electron-phonon interaction.
Therefore, similar as in Sec. 4.5.2, we assume an expression for the electron pressure in
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6.4. Mesoscopic Electron Dynamics in the Hydrodynamic Limit

terms of the equation of state for fermions: The pressure for a free Fermi gas can be
given as [246, 251, 259]

Y
p(r’t) = 65?/)5/3(1.5 t)’ (625)

where the proportionality constant k = % (371'2)2/ % is adapted from the typical Fermi
gas constant|246| to our calculations for the charge density.

In order to solve the nonlinear set of equations, Eqgs. (6.23) and (6.24), and to use
the results to determine the coherent phonon field u(r,t) in Eq. (6.14), we expand the
respective quantities in orders of the electric field [259]

p(r,t) = po + pi(r,t) + pa(r,t) + O(E?), (6.26a)
v(r,t) = vo + vi(r,t) + va(r, t) + O(E?). (6.26h)

For better readability, the spatial and temporal dependencies of the observables are
suppressed from now on. The density dependence of the pressure term in Eq. (6.25) will
be approximated in the same way, which results in [259]

5 2/3 ) -1/3 9 5 2/3

5/3
P oy + 3P0 PLE o Pt gy P (6.27)

Sorting in orders of the field, we find in zeroth order in the electric field, the standard
equations of constant equilibrium density pg and vanishing equilibrium electron velocity
Vo,

Opo =0, (6.28a)
vo =0, (6.28D)

In first order, we find the first-order equation of motion for the electron density,
6t,01 + poV - vy =0, (6.29)

which is analogous to the continuity equation, Eq. 6.23. The equation of motion for
the first-order velocity is given as

9K 2/3
3me2/3"0

Since the velocity scales linearly with the total electric field, it oscillates with the op-
tical frequency and is typically too fast to be detected directly. Hence, a description
in terms of first-order quantities is not sufficient and higher-order contributions have
to be considered. Before we derive the second order contributions, i.e., the electron
density oscillations, which determine the experimental signals, we introduce the geomet-
rical constraints that renormalize the electric field inside the metal nanoparticle. This
can be determined self-consistently and results in a resonance shift of the nanoparticle
onto the plasmon resonance wrsp = wp / VEoo + 2e0ut [170] with the plasma frequency

wp = (n62 / m 50)1/ 2, the permittivity of the surrounding medium e,,; and the dielec-
tric constant that accounts for the screening by bound charges ey inside the metal
nanoparticle as we have discussed in more detail in Sec. 4. We find from Eq. (6.30),

e ~
£0 (at + ’Yv) V] = — Vpl — EPUE' (6.30)

. Sk 2/3
po (0r + v + iwLsp) v1 = —mﬂo/ Vp1 — 30goutwispEo, (6.31)
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6. Radial Oscillations of Metal Nanoparticles

where, in addition to the plasmon frequency wrsp, the renormalized total electric field
E was expressed in terms of the screened externally applied field: E — 3gout /(ec0 + 220ut) Eo
which is equivalent to the equation we derived in Sec. 2.4.4. Accordingly, we apply the
notation E = 3cout/(Eco + 2€0ut) Eo, when deriving second order quantities in the fol-
lowing. The time evolution of the second-order electron density is given by

8tp2 + poV Vo = -V - (plvl), (632)

and the equation of motion for the second-order velocity is

9K 2/3
pPoOrva + Yupova + EWTE Po/ Vo
5K _
= — platvl — po(V1 . V)Vl — 72/3 0 1/3Vp1 + ,01E YvP1V1- (6.33)

In the following, we assume the carrier frequency wept of the total electric field E to
be in resonance with the plasmon frequency wrsp. To extract the signals relevant for the
optical detection that are proportional to the cycle-averaged intensity, we separate the
slowly varying components ]i‘;jt(r7 t) from the fast oscillation by

- 11~ . - .

B(r,1) = 5 [E*(r, t)eiwortt 4 B (r,t)e—leptt}, (6.34a)
1 . 4

p1(r,t) = 3 [P (r,t)e™ertt + 5y~ (x, t)e"ort], (6.34b)
1 .

vi(r,t) = B [V (r,t)e™ert! + 97 (r, t)e ™" “ortt]. (6.34c)

This allows to move to a rotating frame and separate the slowly varying quantities in
Eq. (6.33). We obtain

5K po
{(% 3y me2/3 ]
1 - - . e /. =
=3V {2061 9+ 67 9] - S (R E)
Yo
1

. ) o 1 __ ) -
+ *Pf(at — iWopt)Vy + —py (O + ZWom)";r
Yo Yv

10 K —-1/3

m@ﬂo / (p1 Vo1 + Py Vi )} (6.35)

We focus on the dominant driving contribution by making use of the relation v, <
wrsp. With the additional assumptlon that left- and right-handed quantities are equiv-
alent in magnitude, i.e., E =FE = = E, we are left with

[0 — DV?]py =KV - (B V)E|. (6.36)

Hence, we have identified a diffusion equation for the second-order electron density
distribution that is driven by spatial gradients of the electric field intensity similar to the
ponderomotive force. The prefactors are defined as
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6.4. Mesoscopic Electron Dynamics in the Hydrodynamic Limit

2/3 2
DK e“po
D= 3, K = T3 (6.37)
Yo Yom

Here, we interpret D as the diffusion constant and K as the coupling constant of the
electric field to the second-order electron density.

6.4.2. Interband Case

In comparison to the previous section, we will be concerned with the excitation pathway
via interband transitions in this section. In gold, the interband transitions occur between
the initially occupied 5d and the initially only partially occupied 6s band [500] that are
below (above) the Fermi level, respectively. For simplicity of the notation, we will label
them as v for valence and ¢ for conduction band. The equation of motion for the phonon
mode amplitude sq(t) from Eq. (6.11) reads

(97 + 27a0 +w3) salt) = =52 3" (%4 — 9"q) Ficla 1)
k

g

7 Z had'a—d [2753/(01) + bq,0]- (6.38)
q/

This equation describes the dynamics of a classical damped oscillator equation with
mode index q. The left-hand side is equivalent to Eq. (6.11) and describes the oscilla-
tion of the coherent phonon amplitude sq with a damping rate vq [448] resulting from
phonon-phonon interactions [405], that we again treat as a constant. On the right-hand
side, we identify similar sources to the intraband case: the first term is determined by
the dynamics of the Fourier transform of the Wigner function for the band occupa-

tions, }"i(q) = <)\L_q)\k>. For the two-band model, the temporal evolutions of fy(q,t)

and }"i(q, t) are complementary, so the source term of the oscillation that we found in
Eq. (6.11) can be expressed by one of them. The prefactor scales with the difference
(9S4 — 9%q) of the electron-phonon coupling element of conduction and valence band.
The second source of the coherent phonon amplitude results from thermal effects of the
change of the incoherent phonon mode occupation caused by heat transfer from the
electronic system. This will be treated in the same way as for the intraband case.

As the Wigner occupations flg\(r) act as sources of the coherent phonon amplitude
Eq. (6.38), we also derive an equation of motion for a two band model within the gradient
expansion [376] and obtain

o) = i Vefile) -2 b () - 2w), 63
Oufi) =~ Vefgle) + 2m{ TP | L () - 2°), 030
) = |~ (6 &) =7 =i Ve nte) + D ) - o], (6300

where we remind the reader of the definition of the interband polarization py(r,t) =
> q elar <v£_qck> (t) from Eq. (4.59a). In Eqgs. (6.39a) and (6.39b), we identify the
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6. Radial Oscillations of Metal Nanoparticles

group velocity vﬁ = Vkeﬁ/ h for the band A € {v,c} that considers the drift of the
electronic Wigner occupation, which we combined into the average group velocity v¢ =
(Vi +v§)/2. The term on the right-hand side in Egs. (6.39a) and (6.39b) accounts for
the optical source via the full electric field E(r,t) that includes the external field as well
as polarization contributions. In Eq. (6.39c), the interband polarization oscillates with
the band gap (ef, — €}.) and is also driven by the external optical driving field E(r,t). v
is the electron-electron scattering induced damping term of the order of few femtosec-
onds [277] for the interband transition and was added phenomenologically. The decay
of the excited electron density p§ is included by an overall relaxation rate 7 that, we
assume, can be approximated via the electron-phonon coupling time: 7 ~ 7, _,, ~ 3 ps
[210, 235, 399, 400, 491].

In the following we proceed similarly to the intraband case and expand the individual
Wigner functions in orders of the electric field f(r,t) = 12’)‘(1') + fli”\(r, t)+ flz’)‘(r, t)+
O(E?) and pk(r,t) = pi(r,t) + pi(r,t) + O(E?), cf. Eqs. (6.26), enter a rotating frame
E(r,t) = E ' eivontt | B e~ iwontt and pi(r,t) = P (r, t)e~wortt cf. Eq. (6.34) and apply a
rotating wave approximation. Assuming a fast dephasing ~, we solve the equation for the
interband coherence adiabatically and also neglect the transport terms in Egs. (6.39), as
they are also small compared to the individual time dynamics. Since the spatial gradients
needed to evaluate the displacement Eq. (6.14) are mainly determined by the dielectric,
off-resonant contribution, we replace the full self-consistent field by the field E formed by
the dielectric background. In addition, a radiation self energy correction will be absorbed
in the frequency wx = (ef, — €.) b — Wk and the dephasing v — 4. Thus, the governing
equations for the band occupations read

A 2
dve - B(r, )
n

ﬁzﬂwz&_w AL [ W) - ﬁ’o(r)} —% c2(r),  (6.40a)

~ 2
dve - B(r, t)
I

8tfli72 (I', t) =

Oufy(x,t) = — &l 5 [ffi’o(r) - fﬁ’o(r)} - % FU2(r). (6.40Db)

¥* + (@x — wWopt)

In the following, we apply a coarse-graining procedure using the macroscopic definition
of the lattice displacement, Eq. (6.5) and a momentum expansion for the Wigner occu-
pations of the type in Eq. (4.35) [254, 403, 404]. This allows to identify the contribution
of the interband transitions in Eqs. (6.40) via the macroscopic interband susceptibility

P = A = £
hep$2 ” w — Wk + 1y

Xinter(w) _ (641)

with the unit cell volume 2. This allows to identify macroscopic equations for the
carrier densities,

2e€q |~ 2 : 1
atpg(rat) = = ho ‘E(I‘,t)‘ Im{xlnter(WOPt)} o ;pg(r,t), (642&)
c 2e€o |2 2 inter 1 c
Dup(x,1) = = E(r,t)‘ I { X" (wopt) } = ~p5(r, ). (6.42b)
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6.5. Vibrational Figenmodes - Lamb Modes

These equations describe the occupation dynamics for the individual bands, with a
source term that creates or annihilates density in the respective band due to the presence
of an external field Ey(r, ).

6.4.3. Qualitative Comparison

After obtaining the coupled set of oscillator equations, as given by Eq. (6.14), and the elec-
tron equations for both the intraband case, Eq. (6.36), and the interband case, Eq. (6.42),
we can now discuss the implications of our findings in comparison to previous models
and the qualitative differences in the driving terms.

Our set of equations represents a generalization of previous models, such as those
described in [448, 451, 473, 474]. Notably, our model introduces a novel source term
that contributes to the initiation of vibrational breathing modes. This term arises from
optically induced gradients in the electron density, p(r,t), and exhibits a quadratic scaling
with the electric field, suggesting that it should be thought similarly to the ponderomotive
force. In addition to the previously known thermal expansion, which is influenced by
changes in lattice temperature, ATy(t), this new driving term enhances the understanding
of the oscillation onset. We highlight that our microscopic approach provides a reliable
reproduction of the thermal driving term, thus establishing a microscopic foundation for
the previous understanding.

We anticipate qualitative differences between the two driving terms in their contri-
butions to the oscillation onset. The intraband terms represent excitations within the
same electronic band, which, according to existing literature, are assumed to have short
lifetimes due to fast scattering processes. Conversely, the interband process involves the
promotion of carriers between two electronic bands, resulting in significantly longer life-
times for the electronic densities to persist. These distinct temporal behaviors will be
further discussed and evaluated individually in Sec. 6.6.

6.5. Vibrational Eigenmodes - Lamb Modes

To approach the coupled set of partial differential equations for the lattice displacement
u(r,t) and the second order electron density p(r,t) (for the intraband and the interband
case respectively), we expand the equations into vibrational eigenmodes of the MNP,
which describe the spatial properties of the spheres. These free oscillations of a sphere
were first described in Ref. [447] solving for the modes of the vibrational equation for the
continuum field u(r,t),

A+ @)V(V - u) + pV*u = pdtu, (6.43)

where p and A are the Lamé constants that are related to the elasticity tensor [447,
475]. The equation can be solved using three so-called Helmholtz potentials that satisfy
Helmholtz equations, a full discussion can be found in App. I.5. In our initial approach,
we focus on the Helmholtz potential ¢y, (r), which predominantly describes radial mo-
tion, aligning with the observations of most experiments |4, 450, 476, 501, 502|. This
allows us to express the displacement u(r) as a gradient,

unfm(r) = v¢n£m(r)7 (644&)
with Grim (r) = Jo(knr)P;" (cos ) exp{imep}. (6.44b)
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6. Radial Oscillations of Metal Nanoparticles

The radial dependence is given by the spherical Bessel functions jy(k,r), where k,, are
the radial wave numbers that are determined by the boundary condition. Implement-
ing stress-free boundary conditions, k,, is the n'® solution of the boundary conditions,
Eq. 6.45, that is given in terms of the unitless frequency n [447, 448|,

772

152

Here, § is the ratio of transverse and longitudinal speed of sound cra/cpa. The fre-
quency w is connected to the unitless frequency 7 by the relation w,, = ¢4 1, /R where
R is the radius of the sphere. To discuss purely radial modes as observed in experiment,
we focus on the £ = 0 case. Introducing units similar to Eq. (6.5) in the homogeneous
equation (6.43), we find

ncotn=1-— (6.45)

(S

00 = (537 ) dotbr) (6.462)

2Mw,, ) ky,
Eo\?1
u,(r) = <2Mw > k—éh(jo(knr))e,«. (6.46b)

Since the wave numbers k,, arise from the stress-free boundary conditions imposed by
Eq. (6.45), the spherical Bessel functions are not orthogonal, making a standard mapping
to the fundamental modes infeasible. Thus, to approach the complex system of partial
differential equations, we expand the displacement u(r,t), and the Helmholtz potential
¢(r,t) in terms of the fundamental modes uy(r) and ¢g(r) of the system related to the
first root of the boundary equation, Eq. (6.45),

p(r,t) = p(t) go(r), (6.47a)
u(r,t) = u(t) up(r). (6.47b)

This expansion effectively assumes that only the fundamental mode of the system is
excited. This is in good agreement with experimental observations [4, 448, 449, 451, 473,
474], where the period of the oscillation is well reproduced from the unitless frequency.
In the following, we will use the definitions of the overlap functions,

Ay = /ua(r) -up(r) d3r, By = /gf)f;(r) po(r) d3r. (6.48)

Mapping the oscillator on the fundamental modes, ug(r) and ¢o(r), allows discovering
a dynamical equation for its expansion coefficient u(t),

(07 + 27pn0: + wigpu(t) = Bp(t) + EAT(1), (6.49)
with the definition of the scalar thermal overlap,
1
§=— /uES g d’r. (6.50)
Ao

In doing so, we have simplified the complex dynamics of our system to the dynamics
of its fundamental mode, resulting in a basic system of coupled first-order differential
equations. The dynamics of the density expansion coefficient, along with their electric
field overlaps, will be examined separately in the subsequent subsections.
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6.5. Vibrational Figenmodes - Lamb Modes

6.5.1. Thermal Expansion

Since the contribution of the anharmonic potential to the Hamiltonian, Eq. 6.7, describes
the macroscopic process of thermal expansion, we will approximate the corresponding
prefactor in Eq. (6.50) by the classical linear expansion coefficient c). This allows to
compare our oscillator equation with the classical description [448, 488]. In our notation,
the linear expansion coefficient is given by

ur (R, 1)

R

with the fraction of the radial projection of the lattice displacement u(R,t) = u, (R, t)ey
to the total particle radius |R|, where R is chosen to be on the surface of the nanopar-
ticle. Our calculated quantity u(R,t) is a measure of the absolute radial displacement
at a certain lattice position. Comparison of the thermal driving term in Eq. (6.49) with
the classical equivalent in Eq. (6.51) reveals that by expanding in the fundamental Lamb
mode u(r,t) = ug(r)u(t), we find

u(t) = O‘dRﬁOT“) / & (x), (6.52)

so that the coupling constant, describing the interaction with temperature changes in
Eq. (6.49) can be approximated using the linear expansion coefficient o as

wigpR [ dr ui(r)
Ag ’
This calculation leads to a similar thermal drive term as given in the oscillation equa-

tion in Refs. [448, 451, 473, 474]. Therefore, it is expected that the models agree for
purely thermal drive and lead to a similar oscillation behavior.

£ =aq (6.53)

6.5.2. Electric Field Overlap

After presenting the expansion of the oscillator equation, which resulted in the scalar
equation, Eq. (6.49), we now extend this expansion, Eq. (6.47), to the electronic equa-
tions. This will be done for the intra- and interband cases, cf. Eqs. (6.36) and (6.42)
that will be treated separately in the subsequent sections.

To a good approximation, we will use the local Mie theory, cf. Sec. 2.4.1, to describe
the electric field inside and outside the nanoparticle. The nanoparticle is much smaller
in size compared to the wavelength of the incident light, making a quasistatic approxi-
mation applicable. Moreover, the nanoparticle is large enough that nonlocal effects can
be neglected. We can then use a Heaviside Theta function ©(r) to combine the standard
Mie field terms [1, 201] into a single expression:

E(r) = O(r — R)Eoy + O(R — 1) Eq, (6.54)

where the individual contributions inside and outside the nanoparticle can be expressed
using the individual definitions |1, 201, 270],

3Ef‘out
E,=—"—"E, 6.55a
e(w) + 2e0us 0 ( )
3n(n-p)—
Eou = Eo + 4( P)-P (6.55b)
TENEoutT
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6. Radial Oscillations of Metal Nanoparticles

This is illustrated in Fig. 6.5. The dipole moment p is given by p = «a(w)E, where
a(w) is the polarizability of the MNP that we defined in Eq. (2.55). Here, we will use
in a standard Drude model in first approximation, cf. Sec. 2.4.1. where the frequency-
dependent material permittivity is given by the Drude model.
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Figure 6.5.: Electric Field of a Spherical Metal Nanoparticle. For a z-aligned
incident electric field, the resulting z component is illustrated on the left for the xy-
plane. To the right, we see the x component illustrated for the xz-plane.

Intraband Case

Using the expansion for the intraband electron density from Eq. (6.36), we find

w? . .
ouolt) + DT () = —Bﬁo ui(r) - [(B- V)B| dPr. (6.56)

The overlap integral is taken over the volume of the nanosphere and can be evaluated
using the definition of the electric field in Mie theory, cf. Eq. (6.54),

/ wi(r) [(E(r,t) : V)E(r,t)} &3 (6.57)
4_7r( h ) 112 EZ[arjo(koR) ((1_b2)R2 | da(wop )b +4a2(wopt>i%2)]e_2tz/a2,

— 3 2MmwrLsp 0 R RA

with the definitions k = 1 /Amegeout and b = 3eoo/(e(wopt) + Eout) . This provides the
driving term for the electron gradient in the metal nanoparticle. As Fig. 6.5 indicates,
the main source of the electron density gradients that in turn drive the nanoparticle
oscillation, originates from the boundary, where the electric field gradients are largest.

Interband case

In analogy to the intraband case, using the projection in Eq. (6.42), we derive a first-
order differential equation in time for the second-order electron density in the conduction
band,

2660

lIl I' 1 C
Oeps3(t) = i { X" (wopt) /d3ru0 V‘E — (). (6.58)
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6.6. Numerical Results

This equation can be numerically integrated after the overlap integral has been evalu-
ated. Performing the integration over the volume of the nanosphere, the integral in the
driving term can be calculated to be

[uit) v

h 21 3cout 2 a(wopt) \7] a2 242

= —) —0,(jo(koR 14— 2 —=2P Ee 2t/
<8mesp> ko Go(ko F2)) [( + & (Wopt) + 250ut> + <47r€0€outR3> ] €

Here, e(w) is the intraband response of the Drude system within the nanoparticle that
is not incorporated in the interband susceptibility x™*" (w).

R 2
E(r,t)‘

d3r (6.59)

6.6. Numerical Results

Now that we have projected our full dynamics on the fundamental mode of the system,
we can numerically evaluate the coupled system of first order differential equations, which
we will do using numerical integration using the Runge-Kutta method. In this section,
we will start investigating the temporal dynamics of the spatial mode coefficient of the
electron density and compare the intraband and interband case. Using these, we analyze
their impact on the nanoparticle oscillation driven by an external electric field, also
comparing the two cases. Lastly, the results will be compared to the experimental results
that were obtained in collaboration with the group of Holger Lange in Hamburg and
published in Ref. [4].

6.6.1. Temporal Density Behavior

Based on the preceding sections, we have identified two competing mechanisms within
the nanostructure that give rise to electron density gradients, which in turn drive the
onset of oscillations. In this section, we analyze their respective temporal behaviors after
mapping them onto the Lamb potential discussed in Sec. 6.5. The results are presented
in Fig. 6.6.

LOE (a) A ' ' ] 1.0 ‘
_ (a) = Electron Density o (b) = Electron Density
E0.8 = Optical Field Eo.8 = Optical Field
£ ]
3}0.6 2006
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8" e
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0 1 2 3 0 1 2 3 4
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Figure 6.6.: Temporal Behavior of the Electron Density. The figure illustrates the
temporal evolution of the expansion coefficient of the electron density (blue), as given
by Egs. (6.56) and (6.58), following optical excitation (blue). Panel (a) corresponds to
the intraband case, while panel (b) represents the interband case.
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6. Radial Oscillations of Metal Nanoparticles

Observing the figures, we note that the temporal behaviors are qualitatively distinct.
In the case of intraband processes, cf. Fig. 6.6(a), the optical density follows the optical
excitation and replicates the same shape as the optical pump profile. This is primarily due
to the fast relaxation time associated with intraband processes in metals, characterized by
a typical damping coefficient v ~ 100 meV, corresponding to a lifetime of approximately
10fs. As a result, this relaxation process is significantly shorter than the pulse width,
leading to a reproduction of the shape of the electrical field envelope.

In contrast, occupations in other bands naturally possess much longer lifetimes com-
pared to scattering processes within the same band. For metals, these processes have
lifetimes on the order of a few picoseconds [399, 400, 491], which is considerably longer
than the pulse width. Consequently, we observe a longer lifetime in Fig. 6.6(b).

Given that the temporal behavior of these electron density mechanisms directly in-
fluences the driving terms in the oscillator equation, it is evident that they will lead to
different onset behaviors of the oscillations. In a simplified model, the intraband process
can be envisioned as a Delta-like source, while the interband process resembles a step
function. According to Landau’s theory, this should result in an oscillation onset char-
acterized by sin(wt) and (1 — cos(wt)), respectively. The numerical results are presented
in the subsequent section.

6.6.2. Oscillation Onset

We now turn to an investigation of the nanoparticle oscillation onset driven by the two
different contributions in the electron density upon optical excitation. In Fig. 6.8, we
provide the individual oscillation behaviors of the radial projection of the relative lattice
displacement, u" (R, t)/R. Here, u" is the projection of the oscillation vector on the radial
unit vector, v = e - u, which sufficiently characterizes the oscillation amplitude as a
radial oscillation.

Looking at the onset of the oscillation in Fig. 6.7, we note that both driving terms
indeed yield qualitatively quite distinct results. Here, we study the oscillation onset
under the action of the electron density contribution term alone to understand their
qualitative differences. We observe an immediate increase in the lattice displacement
within the first 5 ps, the resulting oscillation behaves sinusoidal and can be described as
a damped sin(wpspt) that starts right with the optical pulse. The immediate onset is
mainly caused by the pulse being short compared to the period of the oscillation onset
and accordingly, onsets the oscillation like a delta pulse, as we have seen the electron
density behaves similarly in time, we obtain an effective delta source to the oscillation.

In contrast, the oscillation induced by interband transitions exhibits a qualitatively
distinct temporal behavior compared to the intraband case. In this scenario, the os-
cillation onset is smoother and occurs later in time. This behavior can be attributed
to the qualitative difference in the driving term, as depicted in Figure 6.6. The driving
term associated with interband transitions persists for a longer duration compared to the
optical pulse width. As a result, it can more likely be viewed as a step function driving
the temporal behavior, in contrast to the instantaneous Delta-like term present in the
intraband case.
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Figure 6.7.: Electron Density Gradient Contributions to Onset of Radial
Breathing Oscillations. The figure presents the first picoseconds of the numerically
determined relative lattice displacement at the surface of the nanoparticle, representing
the relative change in nanoparticle size. Both figures study the isolated effect of the
electron density gradients, disregarding thermal contributions. Panel (a) illustrates the
onset of the intraband electron density contribution to the oscillation, while panel (b)
displays the values for the dominant interband contributions to the oscillation.

6.6.3. Comparison to Current Theory

Until now, our analysis has focused solely on the pure contributions of the additional
driving terms to study their respective temporal behavior. Now, we turn to the solution
of the full oscillator equation and include both the electron density gradients and the
classical thermal expansion source in the evaluation. The thermal expansion term is
essential for accounting for the shift in the equilibrium position resulting from heating.
However, we have not yet included this term, as evident from the fact that the oscillation
is centered around zero once the electron density gradient contribution has dissipated.

By including the thermal terms, we can properly capture the combined effects of the
driving forces and thermal expansion, allowing us to accurately describe the complete
temporal behavior of the system.

In Fig. 6.8, we present a comparison of the oscillation onset resulting from the intra- and
interband contributions, including the thermal driving term. Each figure also examines
the individual contributions from purely thermal and direct interaction.

We observe in Fig. 6.8(a) the oscillation onset for resonant driving of the intraband
plasmon resonance. We observe that the oscillation starts right with the optical pulse.
For this case, the electronic source term leads to an immediate increase in the lattice
displacement within the first 5ps. Over the same period, the thermally driven part
hardly changes its magnitude and needs more time to start the oscillation, so that with
purely thermal interaction the first oscillation maximum is reached only after about 7 ps.
The combined effect of both driving terms leads to an ultrafast oscillation onset directly
with the optical excitation and a shift of the equilibrium position of the oscillation with
increasing lattice temperature. We observe that the electron density contribution by
far exceeds the thermal contribution in magnitude so that it dominates the oscillation
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Figure 6.8.: Onset of Radial Breathing Mode Oscillations. The figure illustrates
the first picoseconds of the numerically determined relative lattice displacement at the
surface of the nanoparticle, which corresponds to the relative change in nanoparticle
size. Panel (a) illustrates the onset for the intraband electron density, while panel (b)
shows the values for dominant interband contributions to the oscillation.

onset in the combined onset. This causes the oscillation to also become negative, as the
amplitude is larger than the change in equilibrium position.

Qualitatively, similar conclusions can be drawn from the interband case, illustrated in
Fig. 6.8. However, its onset is not as immediate as for the intraband case, which leads
to a phase shift of approximately 7/2 in between the two. In addition, the absolute
magnitude of the oscillation is smaller compared to the purely thermal case. As there is
no band-specific electron-phonon coupling constant in the literature, we had to approxi-
mate the difference of valence and conduction band coupling constant in Eq. (6.38). We
used this as a fitting parameter to the experimental data that we will present later in
Sec. 6.6.4 and estimate as 8 % of the individual valence band electron-phonon coupling
elements. This is on the same order of magnitude as the estimations in [373] which are
based on DOS averaged ab initio calculations. From this, we find electron density and
thermal contribution to be similar in magnitude so that the effective oscillation onset
begins on timescales between the two contributions. Having distinguished the individual
contributions to the oscillation, we still have to compare to the current classical model
[448, 451, 473, 474]. As discussed previously, these models are reproduced from our ap-
proach when only including the thermal source in the oscillator equation. Accordingly,
the classical model coincides with the golden curves in Fig. 6.8. Accordingly, our model
for the thermal source reproduces the temporal behavior observed in the classical model
when the hot electron pressure contribution is not included.

In order to discuss the onset behavior of the individual models, we show the full oscil-
lation onset from the full intraband, the full interband and the purely thermal/classical
model in Fig. 6.9. We observe that the respective curves are shifted by approximately
/2, where the onset from the thermal contribution slightly depends on the excitation
power and shifts to earlier times, and smaller magnitudes for lower excitation powers.
The values used for the numerical implementation can be found in Tab. A.3. Apart from
the phase, a qualitative difference is that the ratio of electron density gradient to ther-
mal contribution is much more on the electron density side for the intraband case, which
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6.6. Numerical Results
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Figure 6.9.: Phase Shift: Oscillation Onset Depending on the Coupling Model.
The onset behavior of the three models at hand is compared. Following the optical
pulse (gray), the oscillation starts with different phases, depending on the interaction
model. The most direct onset is caused by the intraband source (blue), followed by the
interband source (red), and the purely thermal source (gold).

results in its value also becoming negative. At this stage, it would also be interesting to
not only compare the oscillation onset for interband transitions with experimental data
but also the one where the intraband plasmon is driven in resonance to see how strong
this effect actually is.

6.6.4. Comparison to Experimental Results

In the following, we compare the results of our theory to experimental data that was
recorded by our collaborators in Hamburg, which we also jointly published in Ref. [4].
In Sec. 6.1, we presented details of the experimental advance described in Ref. [4].

In Fig. 6.10, the experimental results from tSAXS-SPI and TA measurements are plot-
ted and compared with the theoretical predictions we obtained previously, in particular,
we show the relative lattice displacement u"(R,t)/R for the individual influence of both,
the electronic density gradient and the thermal contribution and for the combined effect
of both, where u" is the projection of the oscillation vector on the radial unit vector
u” = ey - u which we have given in percent.

This comparison impressively demonstrates the advancements and capabilities of the
tSAXS-SPI technique in capturing the complete oscillation dynamics, including the initial
picosecond regime, which was previously inaccessible with TA experiments which can in
this case only detect the second oscillation hump. In the experiment, an immediate
increase in the lattice displacement by up to 0.5 % within the first 5 ps after the optical
excitation pulse is observed and thus earlier than the excitation described using a purely
thermal model (golden curve) which hardly changes its magnitude during the same time.
A purely thermal source term needs more time to start the oscillation, so that with
purely thermal interaction, the first oscillation maximum is reached only after about 7 ps.
Hence, the oscillation onset occurs in the kinetic limit of the electron gas excitation, as
we illustrated earlier in Fig. 6.1.
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6. Radial Oscillations of Metal Nanoparticles
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Figure 6.10.: Experiment-Theory Comparison for Oscillation Onset. Compari-
son of the temporal dynamics of the oscillation detected in the tSAXS-SPI and the TA
measurement compared with the theoretical results for an oscillation onset caused by
the thermal source, the interband electron density gradients and the combined action
of the two previous. The TA data was scaled to match the data.

This oscillation onset is well captured by the additional driving term originating from
spatial gradients in the electron density, which we have introduced in this chapter of
the thesis. The combined effect of both driving terms leads to an ultrafast oscillation
onset directly with the optical excitation and a shift of the equilibrium position of the
oscillation with increasing lattice temperature. Accordingly, spatial electron gradients
are identified as the dominating origin of the optically induced nanoparticle oscillations,
since it can explain the onset of the oscillation. The thermal source acts via the lattice
temperature change and causes an additional thermal expansion of the lattice, whose
mayor impact is the shift of the equilibrium particle radius after the electron density has
relaxed to its equilibrium position.

At this stage, we concluded that the effect observed in the experiment is caused by the
interband coupling term as, firstly, it matches the phase of the onset of the oscillation
and, secondly, coincides with the excitation wave length in the experiment which was
A =400nm and thus in the interband regime of gold.

6.7. Conclusions and Perspectives

In conclusion, our study has revealed important insights into the microscopic description
of electron-phonon coupling in metal nanoparticles (MNPs) and its role in initiating
radial oscillations. We have demonstrated that a direct interaction between optically
induced spatial electron gradients and coherent phonons plays a crucial role in driving the
oscillatory behavior of MNPs. This interaction term, beyond the thermal contributions,
is incorporated into the oscillator equation for the lattice displacement and leads to an
immediate onset of nanoparticle oscillation when subjected to optical excitation with
sufficiently short pulse widths.
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6.7. Conclusions and Perspectives

Our numerical evaluations have shown that the direct coupling between electrons and
coherent phonons is the dominant source for the onset of radial oscillations on short time
scales. In contrast, the thermal contribution primarily shifts the equilibrium position
of the oscillation and cannot explain the immediate onset observed for short pulses.
Additionally, we find that the indirect interaction via incoherent phonons does not play
a dominant role in the early stages of the oscillation.

Furthermore, our experimental data obtained through time-resolved structural imaging
of the breathing mode onset in gold nanoparticles (AuNPs) using single-particle imaging
has provided strong confirmation of the requirement for two excitation sources for the
breathing oscillations. This direct experimental evidence supports our theoretical frame-
work and resolves previous uncertainties that were indicated indirectly through phase
discrepancies. The combined analysis of time-resolved structural and optical data neces-
sitated the inclusion of direct interactions between the electronic system and coherent
phonons, which emerged as the dominant source term on short time scales, in addition
to the thermal driving terms.

Our comprehensive theoretical model not only quantitatively explains all the experi-
mental findings but also provides valuable insights into the plasmon-lattice interaction
phenomenon. Moreover, the simultaneous coupling of the initial electron and lattice dy-
namics, arising from the immediate coupling of optically induced electron-density gradi-
ents and the breathing oscillation, has the potential for significant implications in energy
transformations involving plasmonic hot carriers.

Overall, our study highlights the importance of considering direct electron-phonon
interactions in understanding the initiation of radial oscillations in metal nanoparticles,
paving the way for further exploration of plasmon-lattice interactions and their broader
applications.
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7. Conclusions and Perspectives

In summary, this work has led to the development of a comprehensive microscopic frame-
work that describes spatio-temporal, momentum-resolved electron dynamics in Wigner
phase space that is applicable to metal nanostructures. Various situations have been suc-
cessfully investigated on a microscopic level, reproducing relevant macroscopic material
models. Additionally, the current description of TMDC excitons has been extended to
include hybrid metal-semiconductor nanostructures.

First, we derived momentum-resolved equations for exciton motion under the inter-
action with a single metal nanoparticle. This allowed us to identify a novel eigenvalue
equation describing the center-of-mass motion of excitons in a plasmon-induced poten-
tial characterized by hybridized exciton-plasmon states. Our studies have shown that the
existence of these hybridized states indicates strong coupling between plasmons and exci-
tons, with excitons being spatially localized in the monolayer near the metal nanoparticle.
The strong coupling occurred between the localized surface plasmon in the nanoparticle
and momentum-dark excitons in the TMDC layer, observable in the electric near-field.
Our findings suggest that metal nanoparticles can effectively localize excitons in two-
dimensional TMDC layers, opening up potential applications in single-photon sources
and making a microscopic description of surface plasmon polariton propagation possible.

The key achievement of this work is the successful development of a comprehensive
microscopic approach for studying spatio-temporal, momentum-resolved electron and
phonon dynamics in metals. This approach not only reproduces macroscopic equations
in both local and nonlocal formulations, but also accurately incorporates geometrical
effects and multi-band processes, allowing for a description of interband transitions based
on microscopic parameters. Consequently, this framework lays a solid foundation for
exploring complex interactions in metal systems and offers the potential for physically
more meaningful insights compared to macroscopic fit models. By integrating ab initio
calculations for dipole matrix elements, a substantial reduction in the number of fitting
parameters is expected, significantly enhancing the model’s accuracy and applicability.

The developed microscopic approach was used to investigate the potential of actively
tuning the optical response of metal nanoparticles using strong THz fields. For this pur-
pose, a fully numerical method combining the three-dimensional momentum-resolved mi-
croscopic Boltzmann scattering equations for the electronic Wigner function with a three-
dimensional finite-difference time-domain solver was developed. This approach allows for
a spatio-temporal treatment of microscopic dynamics, encompassing non-equilibrium,
non-perturbative, and nonlocal phenomena, including interband transitions.

To study the influence of a strong THz field on the plasmon resonance of a spheri-
cal nanoparticle in more detail, we additionally derived an analytically model, treating
the THz field non-perturbatively. This approach reveals that the additional THz pulse
effectively renormalizes the electronic ground state of the system through pressure renor-
malization of the electron gas within the nanoparticle, leading to a blue shift of the
plasmon resonance.
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7. Conclusions and Perspectives

Finally, the framework was applied to study the onset of radial oscillations in spheri-
cal nanoparticles. The study highlighted the importance of considering direct electron-
phonon interactions in understanding the onset of radial oscillations in metal nanopar-
ticles. Spatial electron density gradients were identified as the dominant driving source
for the onset of radial oscillations on short time scales beyond thermal contributions,
explaining recent experimental results from our experimental collaborators.

Overall, the developed theory enables a microscopic treatment of electron dynamics
in metals, allowing for the incorporation of interband transitions and intricate band
structures in the theoretical description. This approach promises to capture ultrafast
nonlinear, non-equilibrium, non-isotropic electron dynamics in metals and offers the ex-
citing possibility of shedding light on fundamental processes in metal nanostructures from
a microscopic perspective.
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A. Parameters

The individual permittivity models are the Drude model ep(w), the Drude-Lorentz model

epL(w) , and the critical point model ecp(w),

2

(@) - (A1a)
ep(w) = €00 — ————, Jda
b w(w + 1)
w? AeQ?
= €00 — L L A.1b
eoLw) =< w(w + i) * 02 —w? —iyw’ ( )
ecp(w) =€ w(w + 1) + 121:2 @ [wi —w—1y  wtw+iy (A-le)
Table A.1.: Material parameters for gold permittivity

Parameter Value Unit Reference
Drude Model from Ref. [274]
€0 9.0685 [274]
hwp, 8.91236 eV [274]
hyp 0.07593 eV [274]
Drude-Lorentz Model from Ref. [274]
€50 5.9673 [274]
hew,, 8.74115 eV [274]
hyp 0.06584 eV [274]
hQy 2.68847 eV [274]
Ay, 0.43367 eV [274]
hAe 1.09 eV [274]
Critical Point Model from Ref. [277]
€50 1.53 [277]
hwp, 8.55063 eV [277]
hyp 0.072932 eV [277]
Aq 0.94 [277]
®1 —m/4 [277]
Fuoq 2.64923 eV [277]
hiry1 0.53906 eV [277]
Ao 1.36 [277]
V9 —m/4 [277]
fuws 3.74575 eV [277]
hiryo 1.31898 eV [277]
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Appendix A. Parameters

Table A.2.: Material parameters for TMDC and geometry used in the numerical imple-
mentation for the hybrid structure

Parameter Value  Unit Reference
d 0.27 eC nm [11]
MsoSe, 6.2535 fs? eV nm > [13]
hy (300 K) 0.0269 eV b
©0 0.51 nm~! a
Ty 8 nm

Tz 4 nm

Zex —1 nm

Zpl 5 nm

€1 4.5

€2 1

* Calculated from Rytova approach for 4 layer system similar to Ref. [22]

P Calculated by exploiting the method from Ref. [176]

Table A.3.: Material parameters for gold, used in the numerical implementation of

radial oscillations

Parameter Value Unit Reference
m 5.6856800 fs?eV /nm?

M 196.966569 x 10439.60413 fs?eV /nm? [503]
cra 3.24 x 1073 nm fs~! [504, 505]
crA 1.2 x 1073 nm fs! [504, 505]
Vel 0.14099 fs—1 [111, 273]
Yoh 4 %107 fs—1 a
A 10.938 [497]
el 14.2 x 1076 K-t [504]
G 3.1 x 101 W K~ mol~! [472]
C 25.4 J K~ mol™! [504]

¢ 6.74 x 1074 JK=2 mol! [389]
Ts 4 x 10° fs a

*Obtained from fits to data done in Ref. [448]

Table A.4.: Universal constants in semiconductor units.

o

£0 5.526308 x1072 eC2 eV~ nm~!
po | 2.013384742 x107% eV fs?2eC~2 nm~!
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1eC

299.792458 nm fs—!

0.658212196 eVfs

mo | 5.6856800fs? eV /nm?
mp | 10439.60413 fs> eV nm—2
kg | 8.61745 x107%eV K1

m 3.14159265359



B. Fourier Transformation

The spatial Fourier transformations used in this work are

1
(2m)?

A(q,t) = /dgre_iq'rA(r,t).

Ar,1) = / BacaTA(q, 1),

The Fourier transform in time and frequency is given by

1

A(t) = o /dw e WA (w),

Aw) = /dt et A (w).

(B.1a)

(B.1b)

(B.2a)

(B.2b)
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C. Light-Matter Interaction Hamiltonian
in r-E coupling

In nano-optics, we are interested in the interaction of electromagnetic radiation with
different materials on the nanoscale. The dimensions of the considered materials are
small and require is a quantum description. The radiation could be described using a
quantum theory too. Often, it turns out that the use of the wave picture is sufficient
to describe the observed effects. This allows to describe optical radiation using classical
field theory based on Maxwell’s equation. Throughout this thesis, we will work in this
framework of semi-classical theory that employs a classical picture for the radiation fields
and a quantum theory of matter [332].

Generally, there are two equivalent formalisms that are used to describe the semi-
classical light-matter interaction [333|. The options of pA and rE coupling differ in the
fact which field quantity couples to which matter quantity. We decide to use the rFE
Hamiltonian that couples the position r to the electric field E. The Hamiltonian in rFE
coupling can be derived using various methods. The interested reader may be referred
to the great derivation in Ref. [333].

Both approaches yield a similar definition of the second quantization Hamiltonian,
only differing in the matrix element. In first quantization, the r£ Hamiltonian reads

HY = —gr E(r, 1), (C.1)

which quantifies the classical dipole energy in an external field. Applying the quanti-
zation formalism for one particle quantities presented in Sec. 2.1, we obtain

7% =% / ey Gy (1) - E(r) g (1) MM, (C.2)

AN
kk’

where we once again made use of the abbreviated notation for annihilation and creation
operators. Expanding the wave function in lattice periodic Bloch functions

Bron(r) = \%eik'ruxk(r), (C.3)

with V' being the volume used to ensure normalization, yields

r(2) q —i(k—k')r  *
0=y 2 / dry e O (1) 1B we () AN (C4)

AN
kk’

We can express the electric field in terms of its Fourier transform for the in-plane
component

rr(2) q —i(k—=k')r  x iQ-r

H™ == / ey e 0Ty ()Y QT Equane(r) MM, (C5)
AN Q
kk’
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Appendix C. Light-Matter Interaction Hamiltonian in r-E coupling

and replace r — Ry, 4 r and the overall integral by a sum over individual integrals in
the unit cells, which allows us to make use of the periodicity of the Bloch functions

7r(2) _ % Z Z —i(k—k'-Q)-R™

AN R
kk’
Q

' /UC d?ry e K=y (1) (1 + RP) - Eq uae (1) AN (C.6)

C.1. Interband Light-Matter Interaction

If we restrict our calculations to interband transitions A’ = A\, with A being the opposite
of \, we can evaluate the \' sum and neglect the R‘T contribution to the integral due to
the orthogonality of the Bloch functions. In addition, we will approximate the electric

field to be constant throughout the unit cell in z direction.

Néy_w_qo
7r(2) q —i(k—k'—Q)-R"®
LY bR @RT (C.7)
kk/ Rl’)
AQ
X /UC d2rH e kK =Qr . (r)r - B(Q, 29) Uz (1) /\Lj\k/ (C.8)

We chose to restrict to the first Brillouin zone such that the Kronecker delta equates
the momentum to zero. Evaluating it yields

7@ _ _V 7 Z/ d? r| uy(r)r - E(Q, 20) uy,_q(r ))\ Ak-Q- (C.9)
——kQ

SZ

Here, €2 is the volume of the first Brillouin zone. As our final definition of the carrier-
light Hamiltonian in rE coupling, we find

= Vzdkk q E(Q,20) Al 1Ak—Q; (C.10)

where we defined a dipole element in analogy to the classical case as

1 *
ha= g /UC d2r) 1wy (r) g uz_q (). (C.11)

C.2. Intraband Light-Matter Interaction

Restricting to the same band from Eq. (C.6), we find

~ 2 ,
i = QZZ/ A e K -QEHRY 1 (1) (r + RP) - Eq uie (1) A
kkl Rn

(C.12)
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C.2. Intraband Light-Matter Interaction

Here, now use the identity

rei(k—K)r _ _ivkei(k—k/)'r7 (C.13)
and obtain
~ (2 * . —i(k—k'— r "
B =S ) (i ) Bt Aok
V uc
kk/ Rn
QA
(C.14)

From this, we obtain from integration by parts, where the surface contributions are
assumed to vanish an expression that reads

A(2) Zq —i(k—K')-R"™
H :—WZZE(Rn)e (k=k)}R™) o
k)l\{/ Rn

X /Cd21‘ u}‘\k(r) ((Vk/uAk/(r)) /\L/\k/ + u,\k/(r) ALVk’)\k’) (C.15)
8]
The first term can be identified with a pure interband term and such vanishes for this

description, an insightful discussion can be found in Ref. [506]. Hence, after using the
orthonormality of the Bloch factors, we find for the intraband Hamiltonian

~ (2 1
H( ) = —Vq Z EQU)\k(r) )\LVk)\k+Q. (016)
kQX
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D. Exciton-Plasmon Hybridization

D.1. Complex Contour Integration

In the following, we provide our solution of the wave equation:

z 2 2
<v2 - ?th)E(r,t) = a)lczthP(r,t) - E(Zl)%V(V -P(r,7)), (D)

which we will solve using the Green’s method. Considering the right-hand side of
Eq. (D.1) as inhomogeneity, the wave equation can be written as

<v2 - 6282>E(r,t) = S(r,1), (D.2)
c2 Ot?
The equation that defines the Green’s function is given by
<v2 - EaQ)G(r—r' t—t) =8 —1)o(t—t). (D.3)
2 Ot2 ’

To find the Green’s function, we consider Eq. (D.2) and use Fourier transform to find
an expression for the wave equation in momentum and frequency space as

1
Eq(w) = TQQSQ(M)' (D.4)
cz
From this equation, it is straightforward to identify the Green’s function in Fourier
space because the convolution of Green’s function and inhomogeneity in real space turns
into a product in Fourier space. We find for the Green’s function

Go(w) = (EwQ - QQ) 71- (D.5)

From this, it is easy to provide a solution for the electric field solely depending on
momentum and frequency

Eq(w) = (“’ - ) h (—;;;Pmm +La@ Pq<w>>). (D.6)

However, we want to employ the inherent cylindrical symmetry of our system to find
the electric field and its dependencies on Q) which governs the in-plane dynamics of the
excitons while being located at the spatial position of the TMDC. Thus, we need the
electric field

Eq,(2) = /dz’ Gq (2 — 2 w)Sq, (). (D.7)
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Appendix D. Exciton-Plasmon Hybridization

which is given by a one dimensional convolution of Green’s function and inhomogeneity.
Transforming the inhomogeneity can be done by a straightforward convolution, and thus
we are left with finding the Green’s function with these dependencies. This can be done
by an inverse Fourier transform of the Green’s function in Eq. (D.5)

/ _ 1 1Qz(2—2") 1
Abbreviating kq, =1/ 50%2 — ﬁ, this equation can be simplified to
Gq,(z — 2 w) = _1 /szein(ZZl) ! . (D.9)
! 27 (QZ + kQ” )(QZ - kQ”)

The exponential factor vanishes for either (), — 4ico. This allows to add a semicircle
at either +ico to the integration path, as it does not contribute. Hence, the integral
along the real axis can be replaced by a complex integral along a closed contour . This
contour integral can then be solved by using the residue theorem

]{f(z) =2mi Y Res|f, arl, (D.10)
il ar

that equates the contour integral to the sum of all residues. For didactic reasons, we
assume z —2z’ > 0 in the following. However, the case for z— 2" < 0 works analogously. As
illustrated in Fig. D.1, there are several distinct options for the choice of contour. Along
the real axis we need to move the contour either above or below the singularities as the
integrand diverges right at the singularity. For the general case, we could also assume to
skip both singularities, either below or above. This is mostly done for temporal integrals
that need to obey causality and lead to retarded or advanced Green’s functions. However,
as we perform a spatial integral, we are interested in symmetric solutions. Thus, we need
to make sure to include at least one singularity in the contour, irrespective of the half
plane that is chosen for the closure of the contour. This leaves us with the three options
given in Fig. D.1, each of which only includes one singularity.

\ Im Am
* k
-k k
Re Re
% -k
(a) e% > Q% = kq, € R (b) e > Q@ = kq, € R (c) €% < Q% — kq, € iR

Figure D.1.: Contour Integral: Different Contour Closures. The figure illus-
trates the contour integral, showcasing various options for closing the contour based on
different starting conditions.

The contours from Fig. D.1a/D.1b only differ in the singularity that is included. The
Green’s functions obtained from the individual calculations differ by an overall sign and
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D.2. Numerical Solution of the Plexcitonic Equation

the sign of the exponent. Thus, the respective solutions either correspond to exponential
damping or amplification (or ingoing or outgoing waves). We choose the physical solution
that is damped for large @ and find the Green’s function

Gq(z— 7 w) = _ b eyl (D.11)
QkQ“

This will be used in the main text to find a solution for our specific geometry. For the
geometry in Ch. 2, one can find

1 _Q o 1 _Q —+ /
—e ilz=2l _ o Sse 42 2 2 >0
G (=) = —grage A . sen(e) £sen(2) (D12
1 —Qylz—2' 1 £3—e1 ,—Q)lz+2’ !
_Te Q) lz—2'| _@%e Q)l=+='| , z,72 <0,

D.2. Numerical Solution of the Plexcitonic Equation

In Ch. 3, we solve the Wannier equation as well as the plexcitonic eigenvalue equation by
numerical eigendecomposition. A great instruction on the numerical implementation of
the Wannier equation can be found in Ref. [507]. Here, we employ the same formalism
and apply it to the plexcitonic eigenvalue equation, Eq. (3.42),

Q| L+ Xq, (2ex) | URA — e Vo (Zexs 2p1; W) TR = E’\\IIRA (D.13)
2M Q” ex QH (271')2 I QHQH ex; <~pls Q‘ ) .

To solve this using numerical eigendecomposition, we discretize the integral to express
it as a matrix product. With this, the first two terms provide contributions to the
diagonal elements only, while the integral gives diagonal and off-diagonal contributions.
The sum is performed over all momenta, including the two degrees of freedom () and
¢©'. Hence, the plexcitonic eigenvalue equation is approximated as

R,A R\
dj V0,0
A
Bagro Ligaa, =E : (D.14)
. . . ”(de“ deQH
with
0,0 0,de
W"j” 9 a9
= | W5Po, Wooor .
EQHQI‘ QH Q) Q.Q ) (D.15)
and

"2 Q?
Wwee | )
QH’QH =00 | gpp T X (ex) | = dQ)Q)de' Vg .01 o (zexs zp1; W) (D-16)

The prefactors of the second term originate from careful consideration of the Jacobian
determinant in polar coordinates.
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E. Screened Coulomb Potential in
Multilayer Systems

In multiple projects throughout my PhD thesis, we needed to calculate the Coulomb
potential as a solution for of Poisson’s equation for layered systems of arbitrary number
of layers and varying thicknesses. In particular, for hybrid systems, consisting either of
TMDC heterostructures or hybrid inorganic-organic system, the computation of 5 layers
was crucial. For the AuNP on TMDC project, we presented in Chap. 3, a four layer
system was employed. Here, we will start describing a 5 layer system and later show how
we can generalize this to a system containing N layers of thickness d;.

E.1. Coulomb Potential for 5-Layer System

Assuming a system as illustrated in Fig. E.1, we have to solve the Poisson equation [22]
which read in the individual layers,

O*Vi(z,7)

5,2 —k*Vl(z,2) =0, (E.1a)
W — KV2(2,7) =0, (E.1b)
82‘/5;“/) — KV (2,2) =0, (E.1c)
W — K2VMz,2) = 750%5(2 — 2, (E.1d)
82‘/’55;”2/) — KV (2,2) =0, (E.le)

and match the boundary conditions specified at the respective z position,

z=—-R—1L;: Vi=v2? and qag = 6288‘23, (E.2a)
z2=—-R: VE=V3 and € aaVZkQ = 63622“3, (E.2Db)
z2=0: V=V and 388‘/5) = 486‘/5, (E.2¢)
z=1Lo: Vi=V5  and 64%‘;’3 = 6588‘;’5. (E.2d)
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Appendix E. Screened Coulomb Potential in Multilayer Systems

III

'dII

ITI

Figure E.1.: Geometry Illustration of the 5-Layer System. The figure depicts the
dimensional geometry of the 5-layer system, where each section has a width d;. Our
particular interest lies in the Coulomb potential within the fourth layer.

The Poisson equations in Egs. (E.1) are solved using the Ansatz

V6= aet==%), (E.3a)

V2 = b2 4 pye k===, (E.3b)

VE = 177 4 gpe ka2 (E.3¢)

4 _ q —k|z—72| k(z—2") —k(z—2") E

V=g <e tde + dae ) (E.3d)

V= fpeke=), (F.3¢)
From this, we find for the 5 layer case

Vk;4 _ q e—k‘|z—z'| 4 ; (E4)
2e0e4k e2kd — 045041

where we define,

€4 — €3\ e2kds _ 5
L ey b=y, B
ez — €29 ez 5o
by = B 20 Agy =& —0n E.5b
T et eaAg 2T ekdy 15y, ( )
9 — €1 E4 — &5
001 = , O45 = . E.5c
2 €1+ €2 15 Es+ €5 ( )

E.2. Extension to N-layer System

Closer inspection of Egs. (E.4) and (E.5) reveals that there exists a straightforward
approach to generalize Eq. (E.4) for a system consisting of N layers of thickness d; as
depicted in Fig. E.2.
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E.2. Extension to N-layer System

Figure E.2.: Sketch of N-Layer System. The figure illustrates the generalization to

an N-layer system, where each section has a width d;. Our specific focus centers on the
Coulomb potential within the ith layer.

Assuming the charge to be in the ith layer, we can derive an expression for the potential
in the ith layer that reads

i q —k|z—2/| 1
Vi=—"— - E.6
BT 2epeik {e TR g6 (E6)

X [2&15111 coshk(z — 2') + ki <5inek(z+zlfdi) + 5¢16k(z+zldi))] }

where we find a recursive formula to express the appearing §-relations,

2kd;

& — 8i—1Ai—1,1 € — 041

0l = ——————, Ay = ST (E.7a)
g +ei—1Ai—n erdi 4 61
€ — €11, N e2kdi _ 5,

Oin = A = T R (E.7b)
gi +eir1divin e*Rdi + i
€9 — €1 EN—-1 —EN

091 = , INCIN = —. (E.7¢)
€1+ ¢€2 EN-1+EN

The terms in Eq. (E.7¢) end the recursive description. In the limit of N — 3 with

€1 =1 =¢€3, 90 = ¢, and d; = d, the formula for the potential reproduces the typical
Rytova potential given in Ref. [22],

/ 2
Vi = 250% e~ k=2l 4 ﬁ{é coshk(z — 2') 4+ e cosh k(z + 2/ — d)}] (E.8)
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F. Microscopic Spatio-Temporal
Electron Description

Here, we provide details on the derivation of dynamical equations in the spatio-temporal
framework. We start with the equations for the single bands before we continue using
the definition for multiple bands.

F.1. Microscopic Dynamics in Single-Band Description

In the following subsection, we provide some detail on how we calculate the the micro-
scopic scattering equations for the electronic Wigner function,

filest) = - e (al, g ) (), (F.1)
q

We include the free electron contribution, electron-light, electron-phonon and Coulomb-
mediated electron-electron interaction.

F.1.1. Free Electronic Motion

For the undisturbed contribution, it becomes straightforward to derive the equations of
motion. As we know from most semiconductor equations, we find for

Oufi(x) = 3" €70, (af_gariq) (F2)
q

7 .
= Z olar < [algalﬁg, Z eka;r{ak] > (F.3)
q -

=52 (g ~arg) (ol _gaeg) i
q

At this stage, we can now use two methods to approach this problem. One can either
use the parabolic approximation for the dispersion and effectively find

Dufic(r,t) = —i > vic- qeldT <QL qak+%> (F.5)
q

= — Z Vkvreiq-r <CLTk7%(Zk+ > (F6)
q

= —Vk- Vrfk(r> t) (F7)

o

where we use vig = Viex/h = hik/m for the electron group velocity. The other one is the
use of the convolution theorem, followed by a gradient expansion. The latter will not be
discussed in detail here.
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Appendix F. Microscopic Spatio-Temporal Electron Description

F.1.2. Electron-Light Interaction

For a single-band model, we only consider intraband transitions in the Hamiltonian in
Eq. (4.1d)

7 . e
8tfk(r, t) = _ﬁ Z et < aI{i%ak_’_%, V Z E,K . VK(AIT(AkJrK) > (Fg)
q kK A\ -
e
== “TE_k - Vk <fk7%,k+%+K - fkfng,k+%) (F.9)
qK
e
= — e'd I‘EiK Vk (f _%71(_,_%_;'_1( + fk—%—K,k-i—%) (FlO)
qK
1e iqr —iK.
el V qK elq l‘e ) I'E_I( . Vk (fk—g+l2<,k+g+l2( + fk_g_l2(7k_l2(+(2]> (Fll)

In the last line, the underlines refer to the component of the Wigner function that
the derivative acts upon. At this stage, it is usually assumed that the momentum of
the light is much smaller compared to the electron momentum, k <« K, which is a good
assumption due to the comparatively steep light dispersion. Thus, we find:

1 —iK-r iqr
8tfk(r,t) = zeVZE,Ke K 'Ze q kak—%,k—i—% (F.12)
K q
=E(r)
= ieE(rv t) ’ kak(rv t)' (F13)

This will be the general formula that we employ to describe intraband transitions.

F.1.3. Electron-Phonon Interaction

As electron-phonon interaction provides the dominant dephasing mechanism in met-
als [399, 400], we will derive microscopic electron-phonon scattering equations. In the
semiconductor community, these equations have allowed to numerically calculate the
linewidth of radiative and non-radiative processes [19, 176, 180, 243|. To derive the
electron-phonon scattering contributions, we follow a similar derivation as previously for
the electron-electron scattering processes.

From the electron-phonon Hamiltonian in Eq. (4.1c¢), we find

O fi(r)

i i T Tt
= Z 9T g {<b_q,akq/2ak_q/+q/2> — <b_q,ak+q,7q/2ak+q/2>
el-ph a.q’

+ <bq/a;r(_q/2ak_q/+q/2> - <bq/ai+q,_q/2ak+q/2>] .
(F.14)

Here, the Wigner function is coupled to three operator quantities, namely <qulaL1aq1 >,

which represent phonon-assisted intraband transitions. Since we neglect coherent phonons
at this stage, i.e. <b((]1T )>, the singlet factorization vanishes and the expectation values
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F.1. Microscopic Dynamics in Single-Band Description

become correlations. These correlations are treated similarly to the electron-electron
correlations. By considering the contributions to the dynamics from the free particle
Hamiltonian and the electron-phonon Hamiltonian to be dominant, we derive equations
of motion for the phonon assisted intraband transitions,

O <bJr aklak2> - %(61@ — €k — h“’ql) <b:rllalT<1ak2>

_% <<be bqay, ax,— q> <bT batl, 4q0ic >)
q

i i
+ 79 <aL+qlak2> % qul <aL1aL+qlakak> . (F.15)
k
Now, we transform to the rotating frame,
by = bge ™t ax = e ", (F.16)

where the transformation for the creation operators is obtained via complex conju-
gation. From this, we can use the formal integration technique, including the Markov
approximation from Sec. 2.1.2 and obtain

(bl ol ) () = qu[< baal 01— ) 66, — ey — i)

- <b bqak1+qak2> 5(€k1+q — €k T MQ)]
s

fgm <a;r<1+q1ak2> 5(€k1+q1 €k T hwa)

i

+ qul Z <QL1QL+q1 akak2> (5(6k+q1 — €k — hwa). (F.17)
k

We immediately rediscover the typical Hierarchy problem. To truncate the hierarchy,
we make use of the cluster expansion [171] and truncate at the two-operator (one-particle)
level, while neglecting coherent phonons. Following the usual second-order Born-Markov
approximation, we find

(bl alyon ) (1) = %Z ga (bl ba) {<a£lak2_q> St — lgq — hwg)  (F.18)
q

B <aL1+qak2> 5(6k1+q — €k — hw(])]

i
- %gql <a;r<1+q1ak2> d(€xy+ar — €y — hwg,)

s
3 (e o) ~ (o) ()]
k

X 5(€1<—i-ql — €&k — hwa).

The equations of motion of the other three-operator expectation values in Eq. (F.14)
yields similar equations. After a Fourier transform and a gradient expansion, we find for
the influence of the phonons of on the dynamics of the electronic Wigner function

Oy fic(r, 1) =D [MRiqu(® O = file, 1) = TRY g (v, 0) fic(x, 1)) (F.19)

el-ph q
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Appendix F. Microscopic Spatio-Temporal Electron Description

The electron-phonon scattering terms also depend on the occupation of the initial
state of the scattering event, i.e., in the case of in-scattering, on the electron occupation
terms fi, and in the case of out-scattering, on the hole occupation terms (1 — fx). The
electron—phonon scattering rates are given by [19, 376, 398, 401]

in 2m
k+q,k(r7t) =2 Z |9q’2fk+q(rat)>< (F.20a)
+
1 1
X <2 + 5 + nq(r,t)> 0 (€x — €xyq + hwg) ,
ou 27T
MRkiq(t:t) = 55 D l9al* (1 = ficrq(r,1)) ¥ (F.20b)
+

1 1
X <2 + 5 + nq(r,t)> 0 (€x — €xtiq F hwg) -

In the limit g = 0, this spatio-temporal Boltzmann equation reproduces the well-known
Boltzmann equations for electronic densities.
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G. Hartree Mean-Field on Microscopic
Level

The calculations, we present in the following, were performed by Jonas Grumm as part

of our joint research. I only reproduce them here to enable an understanding of Sec. 4.6

as these calculations can not yet be found elsewhere.

As we have shown in Sec. 4.6, the linearized equation of motion of the current density
can be brought in the form

. o - H
(0F +~00)j" (r,1) = 3eouscowy Bext (r,t) — gqwiVied (r,t) (G.1)

with the definition of the Hartree potential

o (r,t) = — eV dr’' V(r — 1/ ka/r t) (G.2)

As required in Eq. (G.1), the time derivative of the spatial gradient of the Hartree
potential can be given by

Voo (1) = —ﬁvr / ' Vir—1) S Felr) (G.3)
k/

To find a solution of this equation, we substitute the free equation of motion for the
first derivative of the electronic Wigner function. With this, we obtain

- H

Ve (r,t):—v /dr V(r—r') ka Vo fir (v, 1)

= V®/dr VeVi(r—r') kafk/r t)
1V dr’ (V. V M’ t
2 ® I'( r’ (I‘—I‘))J(I’,)
! Ve dr’ (Vo V ! it G4
(Voo [ (Vv —v)) i) (G-4)
The 0th order of j vanishes for reasons of symmetry.

G.1. Hartree Mean-Field with Spherical Boundary
Conditions

To evaluate the impact of Hartree potential on the equation of motion, we explicitly eval-
uate the term in parentheses in Eq. (G.4). Therefore, we employ the Coulomb potential
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Appendix G. Hartree Mean-Field on Microscopic Level

in a sphere [351],

2 oo l V4 AV
e dr 11 7 20+ 1 1y (rr)
V N = _— < _
(r,r) 4dmeg ;mgf 20+ 1 [500 7~4>+1 + (leoo + (0 + Deous z-:oo> a%“}
Vi (YE, (@), (G:5)

where

0

,
WP (r,r') = =5, (G.6)
s

with 7« = min(r,7’) and r~ = max(r,7’) and the radius of the sphere a. We begin to

evaluate the monopole order with ¢ = 0. In this order, the spherical harmonic Yyg = 4/ ﬁ

is constant and the potential is given by

2

V(r,r') ‘ [ii—i—( ! —i)l} . (G.7)

dreg lego s Eout Eoo’/ @

From this, one can find that the monopole contribution to the integro-differential expres-
sion vanishes,

v, @ / dr’ (Ve V (6, 1')) o = 0, (G.8)

for both cases r~ = r and r~ = 7’. In dipole order ¢ = 1, the expression can be written a

e? I 3 1 N7
AV dr’ (V, 7[7; (*-*)—}Y QY7 () .
4reg r®/ v (Ve m:z—l 3 leo 2 + 2e0ut + €0 Eoo’/ @3 1m (YY1 (7))

(G.9)

For the subsequent calculation, we need to distinguish between two cases: (i) 7 < r
and (i) 7" > r. We set the integral limits for the radial contribution accordingly, i.e.,
r’ € [0, r] for case (i) and 7’ € [r,a] for case (ii). We use the abbreviation

3 1 2 € —¢ 2
- = S - tout g (G.10)
2501.1t + ) S €00 €0 + 250u‘c €0

=1, m=0

In this case, the spherical harmonics can be evaluated to be

Yio(6,¢) = \/Ecos(é?) . (G.11)

(i): ' <r
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G.1. Hartree Mean-Field with Spherical Boundary Conditions

We start by calculating the gradient in spherical coordinates,

62 r! ry!
¢ rne (7 + 2205 ) con(B) cos (#)
2 / ,
: ! 1 n(T T
= 4TEnE o COS(H) (er/&»/ + ;69/89/ + mew(}p,) COS(9 ) (T—Z + 25?)
€2 . .
o s 025)
2
e 1 r
) I+ %) 12
ATE0E o0 cos(0) 2 + € 5)es (@12)

The next step is the calculation of the integral over the sphere,

e? 1 .
/dr’ pr— cos(6) (7 + 28—3>ez
= ¢’ cos(ﬁ)( + 28 / dr'r’ /Tr d¢’sin(¢') /27r dy’
ATepE o 0

2
e r 43
_ 6 (7 2~—) =
ATENE o cos(0) r2 + “3)% 73
o2 pd
= 3o0rs cos(0) <r+255)ez . (G.13)

Finally, the gradient over r as a dyadic product reads

6’2 4

T cos(6) (r + 25$>ez

e? 1

— o~ (ex0r + ;eg% —|— Sin(0 ) e,0,) ® e, cos(f <r+25—)
o2 (sin(6) cos(@)( + 8¢ 7"—3) — sin(0) cos(0)(1 + 2& %3,)) cos(p)

= r0r (sin(f) cos(#)(1 + 8¢ %) - sin(f) cos(6 )(1+25(T)) in(p) | ®e,

cos?(0)(1 + 82L3) + sin?(F) (1 + 28~ )

o2 0 0 65 @ sm( ) cos(0) cos(p)

= oo 0 0 6¢ 38111( )cos( )sin(¢p) (G.14)

00 1+263+6€%C 2(0)

(ii): v >7r
In this case, the same steps have to be taken as before, we start by differentiating,

2 /

€ T _rr
vr 4menEcs <772 * 25?) cos(¢) cos(6')
¢? 1 1 R |
" 4meoen (exdrr e dn me@@w) (772 + 255) cos(f) cos(0')
62 r r , I
T et cos(6) [(2€$ + 773>ez —37 cos (6 )erz}, (G.15)
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Appendix G. Hartree Mean-Field on Microscopic Level

which is again followed by an integration,

/ w cos(6) [(25% n %)e - 37% cos(e’)er/}

ATEenE o
e? T . 2 T r r
Rl r— cos(6 / dr'r ’2/ de’sin(6') /0 dy’ [(25—3 + Tjg)ez - 3T‘T3 cos (Gl)er/}

e? 8 _r(a® —13)
= Treor cos(6) {(53 + 4777"/ dr’ —)
27
— 3r/ dr’ / d¢’ sin(0") cos(6) / dgo'er/} (G.16)
0

Here, we use

/a dr’l = log(a) — log(r) = 1log a—g . (G.17)
” r! 3 73

Further with the full integral:

4TEnE o
2¢? - r
e cos(0)e(r — 3 ez (G.18)

Gradient over r as dyadic product:

2 7“4
Ve ® T cos(0)e(r — g)eZ
_ 2¢? 9 1 o 1 P 0z rd
R (exdr + €00 + 7”5171“(9)% ) ® e, cos(6)E(r — 5)
92 (sin(f) cos(6)(1 — 42—%) — sin(#) cos(0)(1 — a—%)) cos(p)
= 3605005 (sin(f) cos(6)(1 — %) — sin(0) cos(6)(1 - 3))sin(p) | @ e,
cos?(0)(1 — ) + sin?(0)(1 — )
02 00 6r3 sin(#) cos(0 )cos(go)
3608005 00 —67”3 s1n(9) cos(0) sin(yp) (G.19)

00 2-25 65 cos?(6)

Finally, we can add our result from (i) and (ii) and obtain

V. @ / dr’ (Vo V (e, ') etmeo = (1) + (i)

22 00 6% sin(6) cos(#) cos(p) — 6"}, sin(f) cos(0) cos(p) 0 00
= 3eoe €10 0 6 )8111(9) cos(@) sin(gp) 6’"3 sin(0) cos(&) sin(p) | + (0 0 0O
> 00 2425 —27" +67"3 0082(9)—6r3 cos?(0) 001
2 000\ o 00 0
- e+nlooo)l=-—"" 100 0] . (G.20)
£0€00 00 1 €0 2€out + €oo 00 1

To no surprise, we find that the factor m agrees with the one in the macroscopic
approach. In the following, we will investigate the other dipole contributions m = +1
and discover the remaining diagonal components.
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G.1. Hartree Mean-Field with Spherical Boundary Conditions

=1 m=+1

The spherical harmonics is given by

3. .
Yi,41(0,¢) = :F\/;sm(mei . (G.21)

We again distinguish the individual cases:
(i): ' <r
We start by calculating the gradient in spherical coordinates,

2 / /

r’87r€€m (::2 + 26*) sin(0) Sin(&’)eiwe:ﬁw'

62 . +ip ]. 1 . , :F'L'SD’ ,r/ NTT,
- 8TE0E 00 Sm(&)e (er’ar’ + Pe(;/&g/ + mew&@/) SID(Q )e (7«72 + 25$)

62 . , , 1 , N
= Sreoee sin(f)e™"? [sin(ﬁ Jer + cos(0) ey F ie@’} <ﬁ + Qgg)e:!:l%@

e2 1 , cos(¢') £ isin(¢’) '
= 8TE0E00 Sin(e)eilw(ﬁ + 255) bln(gpl) ZFOiCOS(SO,) et

1
2

_ € . +i 1 or )

0

The next step is the calculation of the integral over the sphere,

, e . +ip( 1 T 1,
dr' ——ssin(f)e (72 + 25$> Fi

8TEnEno

0
e? +i 1 1,02 " / / o /
= r— sin(f)e w(rQ + 28* / dr'r / do sm(@ )/0 dep
e? . +i ,.7‘4 1.
= G sin(f)e “’(r + 25$> :(F]z . (G.23)
Finally, the gradient over r as dyadic product
2 ‘ 4
Ve ® — sin(f)eri (r + 253) Fi
€000 a3
0
o2 4 (sin?(0)(1 + 8855 )+cos )(1+2¢ ; )) cos go):Fzs1n(cp)(1+2s 3)
= e ot (sin?(6)(1 + 8 3)—i—cos 1+2€ 5 ) sin(p) £ i cos(p 3)(1+2€ 3) ®
> cos(#) sin(0)(1 + 85 y) — 5111(0) cos(0)(1 + 2&75)
2 3 B ' 2 3 I F¢ 0
= 6Oé_oogﬁsm(e)e Y (er TFier 0)+ 650500(1 + 255) +i 1 0 (G.24)

0 0 0
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(ii): v >r
Now we have to do the same calculation for case (ii).

2 / ) -,
(5 + 2250 ) sin(0) sin(9) e e

T 8TE0Ese \ 172 a3
62 . +ip 1 1 r NTTJ ) . :Fisp,
= - Sln(e)e (er/ar/ + Peelﬁel + mewaw/) (7'72 + 2&'?) S]n(@ )e
i 1
2 /

€ . ; rsin(0 o r r ‘

- " sm(e)eiw [ -3 Té )eﬂFw ey + (773 + 26@) Ti ] (G.25)
oo
0

Integrate:

TEOE oo r/3 0
62 a 1 ™ 2
= sin(f)e™"? [ —3r [ d'= [ df'sin?(@) / dyp'eT? ey
87780800 r ! 0 0
1
@ 1 8
+ (47TT/7~ dr/p + ;5%@3 — r3)) :Ez ]
o2 3\ m - o3 1
= sm(H)ei“"[ rlog| — / d¢’'sin®(0') | Fir | + —rlog( — Fi
8TENE o 3 3 r3
0 0
_4
3
+ 87rg ( 4 ) }
—E&(r— —= i
3 a3 :E
o2 y A 1
B .. i ™ .
= 35060058111(9)6 (7“ - a3) q(:)z (G.26)
Gradient over r as dyadic product:
2 4
Ve ® ‘ Zsin(f)e™? (r — r—) Fi
3€0€00 a3 0
1
e 1 1 N\ e
= 3805006(&37« + ;ee@e + rsiin(ﬁ)e@a@) ® q:Oz sin(6)e™"?(r — ﬁ)
1 1
2 ' 3 3
= & zetiv [(1 “yeFie [ 4 | -3 sin(e)er} o | Fi
36000 a’ a’
0 0
2 3 , 2 B (1 Fi0
= E—sin(0)e™™ (e, TFier 0) + El-—=) |+ 1 0 (G.27)
€0€oc0 @ 3€0€00 a 0 0 0
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Finally we can add our result from (i) and (ii) and get

V. @ / dr' (VorV (e, ) ittt = (i) + (i)

2 3

. e _r . ;

= (e Fiey 0) 5050065 sin(f)eT¥ (1 — 1)

I F 0 2 3 3

1

v+ o1 - ‘ (5(1—%)+5(1+2é%))

0 0 0 E0€00 a a

1 Fi 0 1 Fi 0
1 €2 1e? 1

=33 C @1+2) |z 1 o] = 5327 i 1 0| . (G28)

€0€0 0 0 0 €0 4Eout +€OO 0 0 0

Now we can add all contributions of dipole and monopole order and obtain

Vr ® /dI‘l (vr/V(r,I‘/))’gzo;gzl

€2 ! ¢ 4 1
_ —~ V, d / o [7W0 /
4meg ezgmz;ezulv ®/ v Ve | W)

20+ 1 1y (rr')*
- — Y, ()Y (Y
(Esoo+(€+ 1)eout 5()0)@2”1} om()Y (8)
02 1 0 0 1e2 1 1 42 0
= ——— 0 0 0)+=———[|—- 1 O
€0 2€0ut + €00 00 1 2 €0 Eco + 2€0ut 0 0 0
162 1 1 —1 0
50800+ €out 0 0 0
1 00
2 1 2 1
= - (o1 0]=%—" 1. (G.29)
€0 €00 1 2€0ut 00 1 €0 €00 1 2€0ut

G.2. Implication on Equations of Motion
From the previous calculation, we identified
(O + 301+ 33 (Vew [’ (TuV(e =) 1540 6) = B Benn(r,) . (G.30)

Using the result from the evaluation of the integro-differential expression, we obtain

2

w . .
(02 + ~0; + mﬂ)f(h t) = 3eoutcows Beat (1, 1), (G.31)
(82 +~70; + wd)ji(r,t) = 3eoutcowiBent (r, 1) . (G.32)

This equation is the same that one would obtain from a description using our self-
consistent method from Sec. 2.4.4 or for example, the Frohlich condition for the plasmon
resonance. To obtain this, we evaluated the Hartree potential, originating from Coulomb
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interaction within the sphere in dipole approximation. Accordingly, we presented a way
how the geometrical resonance, usually obtained from macroscopic calculations, can be
introduced in the microscopic calculations.
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H. Finite-Difference Time-Domain
(FDTD) Method

H.1. Freely Propagating Maxwell's equation

For free propagation, the Maxwell equations in components read

oD,  (OH. OH, OH, (0E, OE.
at _C<8y_82) 8t_<8z ay>’
8Dy_c<8Hx _8HZ> 8Hy_c<8EZ (‘)Ex)
ot 0z ox )’ ot Ox 0z )’
oD. _ (0H, 0H, OH, (9B, OB,
at <8x dy ) at _C< By 830)

Mapping onto the Yee cells, these can be written as

5 9:H)
+0.5[H§<i+;,j+;,k> H(z—i—;,j ;k)
H;<¢+§,j,k+;>+flg<z’+;],k;ﬂ

D2, 5 + %,k:) =Dp 20,5 + %,k)
+O5[H”<zg+;,k+ ) <13+ )

(i L by (i

1 1
DQ+1/2(i,j, k+ 5) — DZ_1/2(i,j, k+ 5)

ol 11 11
+O5|:Hy<’b+2,],k+2>—Hy<l—2,j,k+2>

1 1 1 1
—H" l (- = -
<z]—|—2k+2)+ x(z,g 2,k+2>]

1
77]‘7 k) = Dgil/Q(i +

D10+ o

(H.4)

(H.6)
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and

1 1 1 1

1
+0.5 [E;*VQ <z] + 5.k 1) Byt

(H.7)
<2 i)
1
1 1 1 1
Hy it 5.0kt 5) = Hy(i+ 5,0k + 5) H.8)
1 1
+O5[E”“/2<z+l j,k+2> EQ+1/2<i,j,k+2)
1
>+E§+1/Q<i+2,j,k>}
n+1 1 n(; L.
H (Z+ a]+ k):Hz(Z+§’]+§ak) H9)

1
+0.5 [EQ“/Q <z + 5.0 1,k> — E;L“/?( ,m)

1 1
—E;+1/2<i+1,j+2,k)+E;+1/2 i+ gk }

En+1/2<z+ ,],k+1

which reads for the simple 3D case as

dx[i,j,k] += 0.5 % ( hz[i,j,k] - hzl[i,j-1,k] - hy[i,j,k] + hyli,j.,k
_dly][i),j,k] += 0.5 * ( hx[i,j,k] - hx[i,j,k-1] - hz[i,j,k] + hz[i-1,j,k
]dz)[i,j,k] += 0.5 * ( hyl[i,j,k] - hyl[i-1,j,k] - hx[i,j,k] + hx[i,j-1,k
]hx)[i,j,k] += 0.5 * ( eyli,j,k+1] - eyl[i,j,k] - ez[i,j+1,k] + ez[i,j,k
]hy)[i,j,k] += 0.5 x ( ez[i+1,j,k] - ez[i,j,k] - ex[i,j,k+1] + ex[i,j,k
]hz)[i,j,k] += 0.5 * ( ex[i,j+1,k] - ex[i,j,k] - ey[i+1,j,k] + eyli,j.k
19

H.2. Perfectly Matched Layers

Including the PML description, we have to update the curl equation. These updated
equations are provided here

H.2.1. Analytical Expressions

The equations for the perfectly matched layers can be given as
curl H" = H] Z+§,j—|—§,k — H Z+§,j—§,k (H.10)

.1 1 1 1
—Hg(Z+2,j,k+2>+H;<Z+2,],k‘—2>
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H.2. Perfectly Matched Layers

n o1 n— .1
ID;1/2 (z + oA k> =curl_H" + IDIU2 <Z + 5 k) (H.11)
1 1
D"t/ (z + 50 k:) = 973(j)gk3(k) Da"~/? (z + 57 k) (H.12)

1. » 1
+ gj2(j)gk2(k) [o Seurl _H" +gil(i + )1}, “/2( + 2,j,k:>]

curl H" = H”<Z ]—|— Jk+ > H"(Z Jj+ = k—;) (H.13)
—Hg<i+;,j+;,k> +H§<i—;,j+;,k>

Iy (i,j+ ;k> = curl_H" + I}, /2 (z j +; k> (H.14)

Dy"t1/2 <u + % k:) = ¢i3(i)gk3(k)Dy" /2 (zy + % k> (H.15)
+ gi2(i)gk2(k) {0 Scurl H" 4 ¢jl(j + ;)I”Jrl/2 (z,j + %, k)]

Curl_Hn:Hg(i—l-;,j,k-i-;) —H;L(’i—l,j,k—i-;) (H.16)
—H”(z J+ = k+;> +H£<i,j—;,k+;>

Igj1/2< gk + ;) —curl_H" + I}, '/ <zyk + ;) (H.17)

Dz"H1/2 (i,j,k—l— ;) = ¢i3(i)gj3(j)Dz""1/? (z gk + ;) (H.18)

1 n . 1
+ 912(i)g72(5) [O.5curl_H" + gkl(k + §)ID—:1/2 <z,], k+ 2)}

1 1
curl_E"Y/2 = prtl/2 (2j + 5k + 1) — Enti/2 <zj + 5 k) (H.19)

1 1
— B2 <u +1,k+ 2) + EpT/? (uk - 2)

2

HQ+1<i,j+;,k+2):fj3<j+1>fk:3<k+ >H”<zj+ k+;>
+f32<]+ >fk2<k+2>

1 1
[0 Scurl _E™TV2 4 i1 (i) It! <zj + 5kt 2)] (H.21)

1 1 1
I”+1<z j+ =, k+ >—curl E"+1/2+IHI<2 j+ = k+2> (H.20)
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1 1
curl EntY/2 = prtl/2 (z + 1,45,k + 2) — Ent1/2 (u k+ 2) (H.22)

1

2

1 1 1 1
It (2 + gkt 2> = curl_E"2 4 17 (Z + g di kAt 2) (H.23)
1 1 1 1 1 1
n+l( : : Y ; ) ]
1
+fz2<z+ )fk2<k+2>

[0 5eurl E"M/2 4 fi1(5) It ,],k+ )} (H.24)

1
curl EMHY/2 = pral/? <z’—i— ,j+1,k) Ent1/2 (z—i— Js ) (H.25)
k

2
1 1
+1/2( ; +1/2(; -
~E? /<z+1g o >+Eg /<2,j+2,k>

11 11
It <z + 50+ 2,k> = curl_E"V/2 417 (z +500+ 2,k> (H.26)

0 (i g+ gok) = fi3(ie g )1 (i g )z (i 5.+ 5o)
+fi2<i+ 2>fj2<j+ 2)

1 1
X [0.5 curl _E"TY2 4 fl1(k) It <z it k)] (H.27)

with the respective definition of the factors,

fil(i) = xn(i), £31(5) = xn(j), fE1(k) = xn(k), (H.28a)
gil(i) = xn(d), 971(j) = xu(j), gk1(k) = xn(k), (H.28b)
o 1 o 1 1
20 =g PV =rrag MWy B2
912(1) = 5 —i—in(i)’ 972(7) = 1 +>1m(j)’ gk2(k) = 1 —i—in(k)’ (H.284)
Jis(i) = 14;38 1330) = 1+i28 Th3(k) = 1+§EEZ; (H.28¢)
S S P
where
;13
xn(i) = 0'33<npml> (H.29)
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H.3. Update Equations for Perfectly Matched Layers

H.3. Update Equations for Perfectly Matched Layers

H.3.1. D-Fields

@numba. jit (nopython=True)
def calculate_dx_field(dims,dx,h,idx,pml):
for i in range(0,dims.x):

for j in range (1,dims.y):

il*idx[i,j,k])

for k

in range (1,dims.z):

curlH = h.z[i,j,k] - h.z[i,j-1,k] - \

h.yli,j,k] + h.y[i,j,k-1]

idx[i,j,k] = curlH + idx[i,j,k]
dx[i,j,k] = pml.gj3[jl*pml.gk3[k]l*dx[i,j,k] +\

return dx,idx

pml.gj2[jl*pml.gk2[k]*(0.5 * curlH + pml.gill

@numba.jit (nopython=True)

def calculate_dy_field(dims,dy,h,idy,pml):
for i in range(l,dims.x):

j in range (0,dims.y):

for

jl*idy[i,j,k]1)

for k

in range (1,dims.z):

curlH = h.x[i,j,k] - h.x[i,j,k-1] - \

h.z[i,j,k] + h.z[i-1,7,k]

idy[i,j,k] = curlH + idyl[i,j,kl]
dy[i,j,k] = pml.gi3[il*pml.gk3[kl*dyl[i,j,k] +\

return dy, idy

pml.gi2[i]*pml.gk2[k]*(0.5 * curlH + pml.gjil

@numba. jit (nopython=True)
def calculate_dz_field(dims,dz,h,idz,pml):
for i in range(1l,dims.x):
for j in range (1,dims.y):

kl*idz[i,j,k])

for k

in range (0,dims.z):

curlH = h.y[i,j,k] - h.y[i-1,j,k] - \

h.x[i,j,k] + h.x[i,j-1,k]

idz[i,j,k] = curlH + idz[i,j, k]
dz[i,j,k] = pml.gi3[il*pml.gj3[jl*dz[i,j,k] +\

return dz,idz

H.3.2. E-Fields

pml.gi2[i]l*pml.gj2[jl1*(0.5 * curlH + pml.gkl[

@numba. jit (nopython=True)
def calculate_e_fields(dims,e,d,ga,p):
for i in range(0,dims.x):
for j in range (0,dims.y):

return e

for k
e

e .
.z[i,j,kl=ga.z[i,j,kl*(d.z[i,j,k]l-p.z[i,]j,k])

e

in range (0,dims.z):

.x[i,j,k]l=ga.x[i,j,kI*(d.x[i,j,k]l-p.x[i,],k])

yli,j,kl=ga.yli,j,kl*(d.y[i,j,k]-p.y[i,],k])
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H.3.3. H-Fields

| @numba. jit (nopython=True)

2
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def

calculate_hx_field(dims,hx,e,ihx ,pml):
for i in range(0,dims.x):
for j in range (0,dims.y-1):
for k in range (0,dims.z-1):
curlE = (e.yl[i,j,k+1] - e.y[i,j,k] -\
e.z[i,j+1,k] + e.z[1,j,k])
ihx[i,j,k] = curlE + ihx[i,j, k]
hx[i,j,k] = pml.£j3[jl*pml.£fk3[kl*hx[i,j,k] +\
pml.fj2[jl*pml.fk2[k]*(0.5 * curlE + pml.fill[

il* ihx[i,j,k]1)
return hx,ihx

@numba. jit (nopython=True)

def

calculate_hy_field(dims,hy,e,ihy,pml):
for i in range(0,dims.x-1):
for j in range (0,dims.y):
for k in range (0,dims.z-1):
curlE = (e.z[i+1,j,k] - e.z[i,j,k] -\
e.x[i,j,k+1] + e.x[1,j,k])
ihy[i,j,k] = curlE + ihyl[i,j,k]
hy[i,j,k] = pml.fi3[il*pml.fk3[k]l*hy[i,j,k] +\
pml.fi2[i]*pml.fk2[k]*(0.5 * curlE + pml.fj1[

jl* ihyli,j,k1)
return hy,ihy

@numba. jit (nopython=True)

def

calculate_hz_field(dims,hz,e,ihz,pml):
for i in range(0,dims.x-1):
for j in range (0,dims.y-1):
for k in range (0,dims.z):
curlE = (e.x[i,j+1,k] - e.x[i,j,k] -\
e.yli+1,j,k] + e.yl[i,j,k1)
ihz[i,j,k] = curlE + ihz[i,j,k]
hz[i,j,k] = pml.£fi3[il*pml.£3j3[jl*hz[i,j,k] +\
pml.fi2[i]*pml.£fj2[jI*(0.5 * curlE + pml.fki[

kl* ihz[i,j,k])
return hz,ihz

H.4. Update Equations for Periodic Boundary conditions

H.4.1. D-Fields

def

194

calculate_dx_field_PBC(dims,dx,h,idx,pml):
for i in range(0,dims.x):
for j in range (1,dims.y):
curlH = h.z[i,j,0] - h.z[i,j-1,0] - \
h.y[i,j,0] + h.yl[i,j,-1]
idx[i,j,0] = curlH + idx[i,j,0]
dx[i,j,0] = pml.gj3[jl*pml.gk3[0]*dx[i,j,0] +\
pml.gj2[jl*pml.gk2[0]*(0.5 * curlH + pml.gill[i]=*

idx[i,j,01)
return dx,idx
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H.4. Update Equations for Periodic Boundary conditions

@numba. jit (nopython=True)
def calculate_dy_field_PBC(dims,dy,h,idy,pml):
for j in range (0,dims.y):
for i in range(1l,dims.x):

curld = h.x[i,j,0] - h.x[i,j,-11 - \
h.z[i,j,0] + h.z[i-1,j,0]
idy[i,j,0] = curlH + idyl[i,j,0]
dy[i,j,0] = pml.gi3[il*pml.gk3[0]l*dy[i,j,0] +\
pml.gi2[i]*pml.gk2[0]*(0.5 * curlH + pml.gjil

jl*idy[i,j,01)
for k in range (1,dims.z):

curlH = h.x[0,j,k] - h.x[0,],k-1] - \
h.z[0,j,k] + h.z[-1,5,k]
idy[0,j,k] = curlH + idyl[0,j, k]
dy[0,j,k] = pml.gi3 [0]*pml.gk3[k]l*dy[0,j,k] +\
pml.gi2 [0]*pml.gk2[k]*(0.5 * curlH + pml.gjl[jl=*

idy [0,],k])
return dy,idy

@numba. jit (nopython=True)
def calculate_dz_field_PBC(dims,dz,h,idz,pml):
for j in range (1,dims.y):
for k in range (0,dims.z):

curlH = h.y[0,j,k] - h.y[-1,j,k] - \
h.x[0,j,k] + h.x[0,j-1,k]
idz[0,j,k] = curlH + idz[0,j,k]
dz[0,j,k] = pml.gi3[0]*pml.gj3[jl*dz[0,j,k] +\
pml.gi2 [0]*pml.gj2[jl1*(0.5 * curlH + pml.gkl[k]x*

idz[0,],k])
return dz,idz

H.4.2. H-Fields

@numba. jit (nopython=True)
def calculate_hx_field_PBC(dims,hx,e,ihx,pml):
for i in range(0,dims.x):
for j in range (0,dims.y-1):

curlE = (e.y[i,j,0] - e.y[i,j,dims.z-1] -\
e.z[i,j+1,dims.z-1] + e.z[i,j,dims.z-1])

ihx[i,j,dims.z-1] = curlE + ihx[i,j,dims.z-1]

hx([i,j,dims.z-1] = pml.fj3[jl*pml.fk3[dims.z-1]*hx[i,],

dims.z-1] +\

pml.fj2[jl*pml.fk2[dims.z-11*x(0.5 * curlE

+ pml.fi1[i]* ihx[i,j,dims.z-1])
return hx,ihx
@numba. jit (nopython=True)
def calculate_hy_field_PBC(dims,hy,e,ihy,pml):

for j

in range (0,dims.y):

for i in range(0,dims.x-1):

-11 +\

curlE = (e.z[i+1,j,dims.z-1] - e.z[i,j,dims.z-1] -\
e.x[i,j,0] + e.x[i,j,dims.z-1])

ihy[i,j,dims.z-1] = curlE + ihy[i,j,dims.z-1]

hy[i,j,dims.z-1] = pml.fi3[i]*pml.fk3[dims.z-1]*hy[i,j,dims.z

pml.fi2[i]*pml.fk2[dims.z-1]*(0.5 * curlE + pml.

£j1[j1* ihy([i,j,dims.z-11)
for k in range (0,dims.z-1):

195



Appendix H. Finite-Difference Time-Domain (FDTD) Method

21 curlE = (e.z[0,j,k] - e.z[dims.x-1,j,k] -\

22 e.x[dims.x-1,j,k+1] + e.x[dims.x-1,j,k])

23 ihy [dims.x-1,j,k] = curlE + ihy[dims.x-1,j,k]

24 hy[dims.x-1,j,k] = pml.fi3[dims.x-1]*pml.fk3[k]*hy[dims.x-1,]
k1 +\

25 pml.fi2[dims.x-1]1*pml.fk2[k]*(0.5 * curlE + pml.
£fj1[jl* ihy[dims.x-1,j,k])

26 return hy,ihy

27 @numba. jit (nopython=True)

28 def calculate_hz_field_PBC(dims,hz,e,ihz,pml):

29 for j in range (0,dims.y-1):

30 for k in range (0,dims.z):

31 curlE = (e.x[dims.x-1,j+1,k] - e.x[dims.x-1,j,k] -\

32 e.y[0,j,k] + e.yl[dims.x-1,j,k])

33 ihz[dims.x-1,j,k] = curlE + ihz[dims.x-1,j,k]

34 hz[dims.x-1,j,k] = pml.fi3[dims.x-1]*pml.£j3[jl*hz[dims.x-1,]
;K1 +\

35 pml.fi2[dims.x-1]*pml.£j2[j]*(0.5 * curlE + pml.
fk1[k]* ihz[dims.x-1,j,k])

36 return hz,ihz

H.5. Total Field-Scattered Field (TFSF)

The collected update equations for a plane wave travelling in y direction with F, and
H, components are given by:

I @numba. jit (nopython=True)

2 def calculate_dy_inc_TFSF(tfsf,dy,hx_inc):

3 ’?7Corrects the Dy field for TFSF BC’’?

1 for i in range(tfsf.x_min,tfsf.x_max+1):

5 for j in range(tfsf.y_min,tfsf.y_max):

6 dy[i,j,tfsf.z_min]l= dy[i,j,tfsf.z_min]-0.5xhx_inc[j]

7 dy[i,j,tfsf.z_max+1]= dyl[i,j,tfsf.z_max+1]+0.5%xhx_inc[j]
8 return dy

11 @numba. jit (nopython=True)

12 def calculate_dz_inc_TFSF(tfsf,dz,hx_inc):

13 ’?’Corrects the Dz field for TFSF BC’’?

14 for i in range(tfsf.x_min,tfsf.x_max+1):

15 for k in range(tfsf.z_min,tfsf.z_max+1):

16 dz[i,tfsf.y_min,k]= dz[i,tfsf.y_min,k]+0.5xhx_inc[tfsf.y_min
=]

17 dz[i,tfsf.y_max,k]= dz[i,tfsf.y_max,k]-0.5*xhx_inc[tfsf.y_max]

18 return dz

20 @numba. jit(nopython=True)
21 def calculate_hx_inc_TFSF(tfsf,hx,ez_inc):

22 ’?Corrects the Hx field for TFSF BC?’’?

23 for i in range(tfsf.x_min,tfsf.x_max+1):

24 for k in range(tfsf.z_min,tfsf.z_max+1):

25 hx[i,tfsf.y_min-1,k]= hx[i,tfsf.y_min-1,k]+0.5%ez_inc[tfsf.
y_min]

26 hx[i,tfsf.y_max,k]= hx[i,tfsf.y_max,k]-0.5*%ez_inc[tfsf.y_max]

27 return hx

20 @numba. jit (nopython=True)
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def

calculate_hy_inc_TFSF (tfsf ,hy,ez_inc):

>?7Corrects the Hy field for TFSF BC’’?

for j in range(tfsf.y_min,tfsf.y_max+1):
for k in range(tfsf.z_min,tfsf.z_max+1):
hy[tfsf.x_min-1,j,k]= hy[tfsf.x_min-1,j,k]-0.5%ez_inc[j]

hy[tfsf.x_max,j,k]l= hy[tfsf.x_max,j,k]+0.5*%ez_inc[j]

return hy

This changes of course for different directions of propagations. The TFSF region was
chosen such that the magnetic fields are just outside the region, while the electric fields
are just inside. The same thing will apply to polarization as an electric contribution.

H.6. Monitors

Here, we exemplarily provide the absorption monitor

@numba. jit (nopython=True)

def DFT_abs_update(e_abs_x_min,e_abs_x_max,h_abs_x_min,h_abs_x_max,

e_abs_y_min,e_abs_y_max,h_abs_y_min
e_abs_z_min,e_abs_z_max ,h_abs_z_min

e,h,abs,iwmax ,omegaDFT ,t):

exponent =
#xnormal

e_abs_x_min.y[om,:
e_abs_x_min.z[om,:
h_abs_x_min.y[om,:
h_abs_x_min.z[om,:

e_abs_x_max.y[om,:
e_abs_x_max.z[om,:
h_abs_x_max.y[om,:
h_abs_x_max.z[om,:

#ynormal

e_abs_y_min.x[om,:
e_abs_y_min.z[om,:
h_abs_y_min.x[om,:
h_abs_y_min.z[om,:

e_abs_y_max.x[om,:
e_abs_y_max.z[om,:
h_abs_y_max.x[om,:
h_abs_y_max.z[om,:

#znormal

e_abs_z_min.x[om,:
e_abs_z_min.y[om,:
h_abs_z_min.x[om,:
h_abs_z_min.y[om,:

e_abs_z_max.x[om,:
e_abs_z_max.y[om,:
h_abs_z_max.x[om,:
h_abs_z_max.y[om,:

— — — —_

— g

—_

for om in range (0, iwmax+1):
np.exp(-1j*omegaDFT [om]*t)

exponent*e.y[abs
exponent*e.z[abs
exponent*h.y[abs
exponent*h.z[abs

exponent*e.y[abs
exponent*e.z[abs
exponentx*h.y[abs
exponent*h.z[abs

exponent*e.x[:
exponent*e.z[:
exponent*h.x[:
exponent*h.z[:

exponent*e.x[:
exponent*e.z[:
exponent*h.x[:
exponent*h.z[:

exponent*e.x[:,:
exponent*e.y[:,:
exponent*h.x[:,:
exponent*h.y[:,:

exponent*e.x[:,:
exponent*e.y[:,:
exponent*h.x[:,:
exponent*h.y[:,:

,abs
,abs
,abs
,abs

,abs
,abs
,abs
,abs

.X_min,:,:
.X_min,:,:
.X_min,:,:

—_ e

.X_min,:,:

.X_max,:,:
.X_max ,:,:
.X_max ,:,:
.X_max ,:,:

— e

.y_min, :
.y_min, :
.y_min, :
.y_min, :

— e

.y_max,:
.y_max,:
.y_max,:
.y_max,:

—_ e

,abs.z_min]
,abs.z_min]
,abs.z_min]
,abs.z_min]

,abs.z_max]
,abs.z_max]
,abs.z_max]
,abs.z_max]

,h_abs_y_max,
,h_abs_z_max,
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return e_abs_x_min,e_abs_x_max,h_abs_x_min,h_abs_x_max,\
e_abs_y_min,e_abs_y_max,h_abs_y_min,h_abs_y_max,\
e_abs_z_min,e_abs_z_max ,h_abs_z_min,h_abs_z_max
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. Radial Oscillations

In this chapter of the appendix, we provide some additional detail regarding the calcu-
lation performed in the main part.

I.1. Phenomenological Models

Over the past two decades, numerous experiments have observed nanoparticle oscillation,
primarily in transient absorption [448-451, 458, 472, 474, 482, 488-490]. Some of these
studies have proposed theoretical models to describe the onset of oscillation, particularly
in Refs. [448, 451, 473, 474]. These descriptions share qualitative similarities, differing
only in whether the initial temperature rise of the electron system is simulated or assumed
to start from a specific initial electron temperature. However, as the rise in electron
temperature resulting from excitation with femtosecond pulses is quasi-instantaneous
on the timescale of the oscillation (picoseconds), all models can be considered quasi-
equivalent. Here, we present a brief overview of common models

Hartland Approach

In Ref. [448], the standard oscillator equation is provided as follows:

az t T4 dt

d?2R 2 @ (271' Ryo
3

2
Q) [R—{Ro+(Tl—298)}] =0 (I.1)
However, this only includes the action of the lattice and disregards hot electron effects.

To fix this, they include a hot electron pressure by writing,

o= ;( G+ gce(:re)> (1.2)

with the bulk modules B, the (lattice) Griineisen parameter v and the electron heat
capacity. According to their finding, this shifts the oscillation onset to earlier times.

Perner Approach

In Ref. [473], the oscillator equation is formulated as

d’>Az dAz Ao
2 Ay = — 1.3
dtQ + P dt + Wo AT m ) ( )
where the driving terms o are defined as
TL,e
OLe = _’YL,e/ CL,edTL,e‘ (14)
Tr
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Here, 1, . are the Griineisen parameters and the Cp, .’s are the heat capacities of the
lattice and the electrons, respectively. Assuming that the Cj is constant and C, = £T,
scales linearly, the expressions can be expressed as

o, = —v.C(Tr — Tr), (L5)
Te Vel
Oe = —7e €T, dT, = — "2 (T2 — T3). (1.6)
Tr 2

With this assumption, the full oscillator equation reads

d2Az ) dA
a2 P

X A e
+ wiAx = - (’YLCL(TL —Tgr) + ’Y; (T2 - Té)) (I.7)
where A is the surface area of the particle and m its mass.

Crut Approach

Compared to the previous approaches, the oscillator equation in Ref. [451] is given by

24,
de?

dA,

(T + ’Wq‘QAq = Fy(). (1.8)

+ 2y

The driving term F,(t) consists of an electronic and a lattice contribution,

F(t) = w2 AL exp{—t /71, (19)
FqL(t) = ngCI;O(l —exp{—t/Te—_L}). (I.10)

Compared to the previous approaches, this definition assumed an instantaneous onset
of one of the driving terms and does not simulate the respective oscillation onset. As such,
it is only applicable for situations where the pulse is short compared to the oscillation
period.

Voisin Approach

In Ref. [474], the oscillator equation is modeled very similar to the previous approach,

d?z 2 dz

where they label the direct (D) and indirect (I) driving terms which they provide to be:

Fp = wial exp{—t/7e_pn}, (I.12)

Fr = wizd(1 — exp{—t/7e_pn}). (L.13)

Hence, this description is mathematically equivalent to the one in Ref. [451]. However,

a conceptual distinction is that they do not explicitly comment on the lattice or elec-

tron processes but mention that the direct process is happening on the timescale of the
electron-lattice interaction while the other one is a more indirect process.
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I.2. Microscopic Dynamics of Coherent Phonon Modes

In order to describe the dynamics of the radial oscillation process, we once again employ
the framework of Heisenberg equations of motion. This process yields the first order

equation for the phonon annihilation (creation) operators bg),

iidhbg = hesabq + > 9-atl gk +3 haaa—a (ba +b ) (baa + 0 1)
k q’

(I.14)
ihath_q = —hw_qu_q - Z g—qaL_qak -3 Z Bq,qﬁq—q’ (bq’ + bT—q’) (bq—q’ + bT—q+q’>
k q’
(I.15)

As the first order equations do not close, we derive dynamical equations in second-
order for the phonon annihilation (creation) operators bg). This is done by substituting
the first order equation into itself. These equations can then be combined to derive an

equation for the coherent phonon mode operator sq,

_ ~ 3 ~ e
(07 +w?)sq=— %};q S Frla) - % > haqra-ar (27 (@) + 0q,0] (L.16)
k q’
3w ~ c c
— Tq Z hq,q’,q—q’ [4Sq’sq—q’ + <bq’bq—q’> + <bT_q,bT_q+q,> ]

q

where fy(q) is the Fourier transformation of the Wigner function fy(r). In the deriva-
tion, we made the assumption of a symmetric phonon dispersion wq = w_gq, which is valid
for the three acoustic phonon branches found in gold and should also hold for optical
phonons.

1.2.1. Coherent Phonon Damping

To evaluate the effect of the coherences in the last line in Eq. (I.16), we again follow the
approach presented in Sec. 2.1.1 and derive an equation of motion for them, performing
a formal integration and a Markov approximation to obtain a closed equation. In order
to do so, we use the phonon-phonon Hamiltonian in Eq. (6.7) in normal ordering,

Hynph = » _h3as (5354175 + bi3bi4bi5>
345

+f~L345 bT_3b4b5 + f~L345 bT_5bT_4b3 + 5345 <b3 + bT_3) 04,—5 (L.17)

which is necessary to use the cluster expansion technique from Ref. [171]. For the
ease of reading, we changed the notation so that momenta are expressed in terms of
their indices. In Eq. (I.17), we used the definition hias = hias + hois + has1, and will
use in the following, that phonon-phonon scattering is momentum conserving, ;Lq’q/,q// =
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hq,q',q"9q+q'+q",0- Computing the commutators explicitly, we find

[bJ{ b;, H phph} =

- Z{ﬁizmbj bsbs + (’3324 + ﬁazﬁ) bj’ bigb4 + hiay b;‘r bTabT4}
i—1,2 3,4
3

- { (ﬁ312 + 73321) big + @132 + ﬁ123>bs + ﬁ23—3bi + ﬁ13—3b£}, (L.18)

and

[bl b27 thph] =

-y Z{ﬁmngbUbi + (fzg,m + iLgH) bl bibs + h_33, bib3b4}

i=1,2 3.4
— Z{ (il37172 + 537271) bz + (572713 + 7372371>b13 + 5723731)1 + ﬁ133b$}-
3
(1.19)

For the ease of notation, we incorporated the ¢ sum, and used a similar definition as
in Ch. 3 that i is always the complement to i. From these terms, which are already in

normal order, we can perform a cluster expansion, as given in Sec. 2.1.1 and in Ref. [171,
Eq. (15.43)],

o <b{b§> - (1.20)

% <b1> hiz_g + Z [(E:&M + 534;) <bT—3b4> + Bi34<<b3b4> + <bT_3bT_4>>}]
i=1,2 3 4

+Z % <bi3> @312 + ﬁ:m) + Z Z [(ﬁgm + ﬁ34g> <b;-rb4> + (ﬁ;34 + ﬁz43) <b§bi4>}
3 i=1,2 4

+% Z (b3) <5132 + ’5123) + Z [(ﬁgm + iLg43> <bzb4> + (54;3 + 543;) <bjbi4>}
3 4

i=1,2
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and
O (b1ba) pon = (121)
—% (bi) [Z h g3 3+ Z [(ﬁ3—24 + B34-E> <bT_4b3> + E—%34<<b3b4> + <bT—35T—4>>]]
i=1,2 3 4
—% 3 (b3) [(53—1—2 + 53—2—1)

n Z Z [(;}3_;1 + 5344) <bT_4bi> R <f~b_%34 + 5_543,) (bib4>H

i=1,2 4

_% g <be_3> [(fz_g_m + fNL—23—1>
30 3 (P + Bcias) (BLabi) + (s + s <b¢b4>H

i=1,2 4

To derive an equation of motion for the purely correlated quantities, one has to derive
an equation for the quantities

(vjod)" = (blod) — (o) (41). (1.22)
) <b{b;>c =9, <b§b§> - [at <b{>] <b;> - <b{> [at <bg>}. (1.23)

From this definition, we find,

) <b§b;>; - (1.24)

Z % <bT—3> (B312 + ﬁ321) + g |:<}NL3E4 + EBZH) <bjb4> + <ﬁ534 + ﬁg43> <bij—4>:|

3 i=1,2

2 )| (s uza) o+ 37 57 [+ ) (600 + (s + ) (1181 |

1,2

B (152) Sy = (1.25)

—= > (b3) [(53—1—2 + ﬁ3_2_1>

3
30 3 [(Pacia + Baas) (Lai) + (hoisa + i) <bib4>H
i=1,2 4

_% 23: <b13> [(5_2_13 + 5_23—1>
30 3 (s ) (0140 + (s ) ]

=12 4
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Formal Integration

This equation will be solved using via formal integration and Markov approximation,
cf. Sec. 2.1.1. Here, we assume that the scattering processes only occur with occupations,
which allows introducing an additional Delta function. Furthermore, we abbreviated
Hio3 = h123 + h132, using that the scattering process is momentum conservmg so that
His3 = H123(53 _1—2 and defined H; 2 which is the sum of all permutations of Hl 2,—1-2-
From this, we find

(vleh)" = (35 |1 (tlon) + (odoa)or 4+ = ) (1.26)

<b1b2>c — —%T'H,L,Q <b1+2> [1 + <b1b1> + <b£b2>:| 5(0.21 —+ wo — OJ1+2) (1.27)

Using this identity in the equation of motion for the the coherent phonons, one finds
the equations

O (ba) = — iiq (bq) — a (b zg"Z<akq )

_ % zk: hqrqk (2 (o', +kbk> +dq0); (1.28)
0 (b q) =iw—q (blq) = 7-a (blq) + iggq (af,_qne)
k
+ % Zk: hearatc(2 (b qudic) +0q0)- (1.29)

At this stage, we introduce the microscopic damping rate of the coherent phonon ampli-
tude given by

=

g+ ]

",a—q

X §(Wg — Wq—q' — Wq); (1.30)

which results from phonon-phonon interaction. Here, we again want to point out that the
phonon terms are actual occupations, off-diagonal terms are neglected as higher-order
contributions. As the last term cancels once both terms are added (which is our case of
interest), we will not consider them from now on. In order to close this equation for the
coherent phonon operator, we take the second derivative of our oscillator equation and
find

(07 + a0 + WZ] (bq) = + iwqYq (bq) — % Z <a;r(_qak>
k
() ) 0o
[8? +7-q0 + wzq] <biq> =~ iW-qY—q <beQ> - % Z <aL7qak>
_ w;—iqzk: hqran(2 (b1 q+kbk> +dq0).  (132)
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Hence, we obtain a damped harmonic oscillator equation for the respective phonon
operator. The only issue arising at this stage is that we get an additional imaginary
contribution to our equation, which is the inherent result of the second derivative frame-
work. By combining the two equations, and neglection the arising difference term, we
find

(02 + 29q0 + w2) Zg Jia
3
quhqq,q o [270 (@) + dg.0)- (1.33)

which we will be the main oscillator equation, we use in the main part.

I.3. Momentum Closure of the Microscopic Equations

To promote the microscopic coherent phonon amplitude to a macroscopic level, we use
the standard textbook definition of the lattice displacement. For the single band case,
this reads

R" Rn
Z 2MN aegelq (biqa + bqa) Z MNw a lq Sqa (I~34)

[ mN
Ja0 = "N 5 wa(q) S (139)

To find a closed solution, we will need to assume a vanishing k dependence of the
Fourier transformed Coulomb potential, which can be achieved by a Strong Screening
assumption. In doing so, the momentum dependence of the Coulomb potential is replaced
with the (Thomas-Fermi) screening length A. Hence, the the strongly screened Coulomb
potential is given by

62

Qé‘()/\2 '

From this, we update the definition of the electron-phonon matrix element

gq = —ir/ AN /2Muwq[eq - q)Vo. (1.37)

From this, we can use the microscopic oscillator equation in Eq. (6.11),

Wqf— ~ 3w = e
(0F + 27q0r + wd) sq = _% 3 Fila) - Tq > haqa—q [205(Q) + dq0]. (1.38)
k q’

Vo= (1.36)

and under neglection the momentum dependencies of the phonon-phonon matrix ele-
ment, g q q-q ~ H, find

w

. N 7
(07 + 2740, + wg)sq =—1 2]?/[71 leq - a]Vo Z fi(q)
k

_ 3“’;H S 20 (a) + dq0)- (1.39)

q/
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Now, using the identity in Eq. (1.34),

2h
MNwq

ea(0f + 2900k +43)5a = — 5 Leqleq - a X Fi

2 ~C
—3H Cj\?heq Z [an/(Q) + 6q70} ) (1.40)

(07 + 27q0r + wi)uq = — aleq - a Z

2
- Cj\(;lheq > [27g(a) +dq0].  (141)

According to Ref. [205], the definition of H contains three unit vectors. As we change
the definition of the oscillation vector, we have to add the factor of —i in order to get a

real-valued quantity. Hence, we replace H = —iH:,
(07 + 27q0: + wé)uq = qleq - d] Z fi(q) + 32H\/ eol Z 278, (q) + 0q,0]-
(I.42)
9 ’LV() qu q _
(07 + 29401 + ) qz fx(a NATq] Z 2718 () + 0qo).  (1.43)

Using a Fourier transformation, and absorbing the constant on the right-hand side into
the equilibrium position of the oscillator equation, we find

Vo - [ 2w

2 2 c

(07 + 27400 + wg)u(r) = 7Mvr § Jx(r) —6H i ]\(;her § ng (r). (I.44)
9 9 Vo2 2wq

(07 + 27q0; + wg)u(r) = —vrp —6H per § ng, (I1.45)

Thus, our final microscopic equations at this stage are

(07 + 27q0; + wi)u(r) = VLvrp 6H,/ g ean (1.46)

In summary, we find a second order differential equation in time and momentum space
that we employ in the main part of this thesis, with the only correction that we need
to incorporate the nature of thermal expansion as an extensive quantity. Details are
provided in the main part.

I.4. Microscopic Temperature Equation

This is to be seen as an approach to obtain an equation for the temperature, which
follows from energy conservation in hydrodynamics. We start with a simplified version
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of our Wigner equation (no phonons, only electric fields), it reads

atfk(r, t) —+ Vi - Vrfk(r, t) = E(I‘, t) . kak(r, t). (1.47)

We will assume that the velocity can be written as vy = v + dvi. We multiply the
equation with dvy ® dvi and sum over the momentum. One obtains

0t§ Z Ovk ® Ovic fi + Z vk ® 5Vk(Vk \V4 ) Z ovk ® oviE - quk
q
(1.48)
Employing integration by parts and that vy is not spatially dependent, one finds

€ e
8tv Zq:&vk ®5kak =—-V; V Zq:(SVk ® vk ® (V+ 5Vk)fk

- % Z Vaq(vk ® vk) @ Efy, (1.49)
q

From this, we are able to identify

2h
P =-V:[Pev+Q]-— Epv@E, (1.50)
where we defined the pressure tensor P and the heat flux Q

e
= v Z ovk ® 0V fi, (L.51)
q

= % Z (5Vk & 5Vk & (Skak. (1.52)
q

Using the replacement P = %ﬁkBT, one finds
p 2h
fat—k:BT— Ve |52k ®v+Q| - v E. (153)

Combining this with the continuity equation, and assuming isotropy to reduce the
complexity of the tensor product, one finds

3
ip[at +v-Vy|kgT = —mV,Q —2h pv - E (I.54)
This equation effectively couples the temperature in the system with the heat flux,

based on a microscopic calculation. However, the future has to judge if this additional
equation yields reasonable results.

I.6. Lamb modes - Eigenmodes of a Traction-Free Sphere

In order to characterize in the eigenmodes of the oscillation and solve the spatial part of
the partial differential equation, we will assume that our analysis lacks the treatment of
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the bulk and shear modulo and hence needs to be extended to include those. Thus, we
assume that the spatial contribution to the oscillation satisfies the equation

A+ @)V(V -u) + uV*u = pdfu. (1.55)

An overview of the analytical solution of this equation can be found in Refs. [447, 475,
501]. In summary, solutions of this equation can be given as

u=L+M+N (1.56)
with
L=V¢ (L.57a)
M =V x (wipes) (I.57Db)
N =¢V x V x (wyes) (I.57¢)

The Helmholtz potentials can in our geometry, assuming a full sphere be written as

¢ = Ji(ar)P™(cos ) exp{i(mp — wt)} (I.58a)
& = Gi(Br) " (cos ) expli(myp — wt)} (1.58b)
X = Ji(Br) B (cos6) exp{i(me — wi)} (L58¢)

where jj(z) are the spherical Bessel functions and the wave numbers o and 3 differ
depending on the longitudinal /transverse speed of sound

a=w/e, B=w/ea, (I.59)

The resulting modes are named Lamb modes, due to the first works by Horace Lamb
[447]. Due to symmetry considerations, we decided to focus on the first Helmholtz
potential and also reduced to the ¢ = 0 case, as we are interested in radial oscillations.
These will be rescaled in order to match our prescription and allowing to connect them
to the eigenmodes of our system. Using this simplification, the eigenmodes of our system
can be given as

6n) = (3375 ) Ltk (1.60)

wn(r) = <2]\Zd)2kln6r(jo(knr))er. (L.61)
(1.62)

The prefactor was chosen to match the units of length for the lattice displacement
u(r). We will use these quantities to expand our vector and scalar-valued quantities in

Po(r,t) =D du(®)pu(t),  ulrt) =) un(r)ua(t). (1.63)

From this, we also define the overlap integrals

A —/d?' “(r) <r>—’””/R (9, (jo(knr)))?d (164)
n — ’l“llnr uy, —2Mw k% ) T 7’]0 nT T', .
h Am

R
= o /0 12 (Jo(knr))*dr (1.65)

B, = / Ar () pn(r)
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1.5.1. Boundary Conditions

The remaining quantum number is related to the boundary condition that quantizes the
« and B. In the literature, they are usually related to the unitless frequencies

2
E = oxa = % = aﬂ—V7 (I66a)
C1 C1

2
7’] = /8(1 = % = Clﬂ'l/' (I66b)

C2 2

Here, c; is the longitudinal speed of sound in the medium and co the transverse one.
For radial modes ¢ = 0, the stress-free boundary conditions are given by [449]

0
ncotn=1-— 152 (L.67)
The original work on this can be found in Ref. [447] but more recent works have greatly

contributed to a more profound understanding of these eigenmodes [449, 450, 501, 502].

1.5.2. Overlap Integrals

Here, we present our calculation of the overlap integrals. In Mie theory, the electric field
is given by

3cout 3n(n-p)—p

Ein = Eexta Eout = Eext +

— 1.68
€0 +5out ( )

From this, we use a Heaviside Theta function to place them in a single expression,
E(I‘) = Q(T - R)Eout + @(R - T)Ein- (1.69)

This allows us to compute the integral expression by integration by parts. Under the
physical assumption that the material wave functions only exist within the sphere, the
integrals on the outside of the sphere should vanish and one only integrates over the
volume of the sphere.

When computing the overlap, we make use of the fact that the Lamb mode is the
gradient of the first Helmholtz potential, as we restricted ourselves to the purely radial
case,

Vo = un(r) ~ (s ) 0l e, (1.70)

2mw ) ky,

From this, we discuss the individual cases of interband and intraband excitation in the
following.

Intraband case

The equation for the densities reads

Wn _ K wi(r) - [(E-V)E| d®r
(1) + D% oult) = / 1) - (B V)E] @*r (L.71)
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where we defined
2
p=282s g @(g) (1.72)

Performing the integral, we find
K
= .- (E-V)E
5 [Von (&9

4 1/2 g iy (e dok 402k
-5 (a2) BE(%{W<“_I’2)R2+M+M J )

where we defined for simplicity

~ ~ 1
k=k/r k=——. 1.74
/7, pr— (L.74)
Interband case
The equation that we obtain for the electric field overlap is given by
2 N 2 .
Dupf () = =2 | Bo(r, )| Tm{ X" wop) }. (1.75)

We now decided to take the gradient of the density equation to expand it in the same
Lamb mode as before,

2ee ~ 2 -
OV | B, t)‘ T { ™ (wopt) - (L.76)

atvﬁ'g(ra t) =

as we used u = V¢, this can be expanded in terms of the vector valued Lamb modes,

_ 2egg

~ 2 .
Ops(t) = A d3ruj(r) - V‘Eo(r,t)‘ Im { X" (wopt) } - (L.77)

Making use of the field definition via the Theta functions, we can evaluate the integral
explicitly and find

8meey 3€out ? @ i
O:05(t) = ——— u*(R 14+ —7F7—— P
15 (1) hA ug(R) |:< * €4+ 25out> * <47T505outR3>

x B3 Im{ x"™*" (wopt ) } exp{ —2t%/0?}, (1.78)

where we assumed vacuum for the background and in the Drude permittivity, 4, we
use the parameters from the critical point model [277] so that all interband contributions
are contained in the susceptibility in the back while all Drude terms are used in these
parameters.

1.6. Pump Fluence

Our electric field is defined to be

E(t) = Ege 2P cog(wt) (1.79)
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with the optical frequency, wg which is large compared to the pulse length. The pulse
length is defined as the full width at half maximum (FWHM) which means that it is
the time difference of the two points where the exponential function reaches 1/2 for the
intensity as we will check later on.
The intensity is defined as the time averaged electric field over one period

1 t+T0/2 2
I(t) = ceon / [Eoe_Qh“%Q/T2 cos(wot’)} dt’ (1.80)
t—Tp/2

assuming that the envelope varies slowly compared to the optical oscillation, one finds
t+T0/2

1
I(t) = C5on|Eo|2€_4ln2t2/72/ cos? (wot')dt’ =
To t—Tp/2 2

cEQN

|E0‘2€—41n2t2/7'2 (181)

At this stage, it is easy to see that the intensity falls off to 1/2 as ¢ reaches 7/2.
Evaluating the time integral, results in the absolute energy contained in one pulse (pump
fluence)

cgon o2 [0 _smaz)/r2 ceon | ™ T, 2
W=—E dt = ——|E 1.82
SB[ o S IRl (182)

which allows transforming the electric field strength and the intensity into each other
according to

4 [In2
kel 17 (1.83)

cegnTt V' w

Ey =

At this stage, it feels important to check the units,

m As V?  As J
Wl=—-——g—— ="V =—, 1.84
W] s Vm m2  m? m2 (1.84)
In addition, this allows to define an expression for the field intensity, depending on the
pump fluence

KeftQ/o'2

I(t) = , (1.85)

g

where we defined o = 7 / v41In2 as can be found Ref. [448].
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