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Zusammenfassung

In dieser Arbeit wird die nichtlineare Wechselwirkung von Licht und Materie in Halbleitern
und Halbleiter-Nanostrukturen anhand der Halbleiter-Bloch Gleichungen beschrieben. Im
Rahmen eines Zwei-Band-Modells wird gezeigt, dass Intrabandstrome beim Vier-Wellen-
Mischen mit nicht-resonanten Lichtpulsen mafigeblich zum nichtlinearen Signal beitragen.
Diese Strome werden durch eine feld-induzierte Beschleunigung von Elektronen und
Lochern in den jeweiligen Béandern erzeugt. Am Beispiel von MgO wird die Bewegung
der Ladungstrager und deren Einfluss auf die Erzeugung hoher Harmonischen untersucht.
Die Kollisionsdynamik im Material beeinflusst den Rekombinationsprozess zwischen Elek-
tronen und Lochern und ist fiir die Anisotropie, d.h. die Abhéngigkeit der Erzeugung
hoher Harmonischer von der Polarisationsrichtung verantwortlich. Des Weiteren wird der
Einfluss von exzitonischen Effekten auf die Erzeugung hoher Harmonischer demonstriert.
Sofern ein ungerades Vielfaches der Pulsfrequenz mit der Energie des 1s-Exzitons iibere-
instimmt, tritt eine verstarkte Erzeugung von hohen Harmonischen auf. Zum Abschluss
wird der Einfluss von Vielteilchen Coulomb-Korrelationen bei optischen Anregungen
in der Nihe der Bandliicke in raumlich-direkten Typ-I und indirekten Typ-II Halbleiter-
Nanostrukturen untersucht. Die rdumliche Inhomogenitat in Typ-II Systemen auflert sich
insbesondere in einer unterschiedlich starken Coulomb-Wechselwirkung. Dies fithrt in der
zeitabhiangigen Hartree-Fock Naherung zu zuséatzlichen Beitragen zur optischen Antwort.
Unsere Ergebnisse unter Beriicksichtigung von biexzitonischen Vielteilchen-Korrelationen
ermoglichen eine physikalische Interpretation der Messdaten von Anrege-Abfrage Experi-
menten, in denen Typ-II Halbleiter-Nanostrukturen untersucht wurden.






Summary

In this work we describe the nonlinear interaction between light and matter in semi-
conductors and semiconductor nanostructures using the semiconductor Bloch equations.
Within a two-band model it is shown that intraband currents contribute significantly to
the nonlinear four-wave-mixing signal excited by nonresonant light pulses. These currents
are generated by the field-induced acceleration of electrons and holes in their respective
bands. The motion of charge carriers and their influence on the generation of higher har-
monics in solids is investigated for the case of MgO. The collision dynamics in the material
influences the recombination process between electrons and holes and is responsible for
the anisotropy, i.e., the polarization-direction dependence of high harmonic generation in
solids. Additionally, the influence of excitonic effects on the generation of higher harmonics
is analyzed. When an odd multiple of the pulse frequency coincides with the energy of the
1s exciton, an enhanced generation of higher harmonics is obtained. Finally, the influence
of many-body Coulomb correlations for optical excitations near the band gap is investi-
gated in spatially-direct type-I and spatially-indirect type-II semiconductor nanostructures.
The spatial inhomogeneity of type-II systems manifests itself, in particular, in a modified
strength of the Coulomb interaction. This leads to additional contributions to the optical
response in the time-dependent Hartree-Fock approximation. Our findings which include
biexcitonic many-body correlations allow a physical interpretation of measured data from
pump-probe experiments performed on type-II semiconductor quantum wells.
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Introduction

In the past decades, advancements in the understanding of the electronic properties of
semiconductors have enabled the production of increasingly powerful semiconductor chips.
Today, the focus remains on the development of downsizing electronic devices, driving
current research towards developing microscopic models for the study of these materials
and systems [1]]. Semiconductors exhibit a remarkable sensitivity to the addition of carriers.
These carriers can be introduced into the semiconductor crystal through various methods,
such as doping, electronic injection, or optical excitation. The electronic properties of
semiconductors primarily arise from excitation within a single energy band, known as
intraband acceleration. These excitations describe the motion of carriers in real space, i.e.
their transport characteristics [2]]. The quantum mechanical description of electrons in a
periodic lattice under the influence of an electric field was already introduced by Bloch and
Zener in 1929 and 1934, respectively [3}/4]]. In contrast, the optical properties of semiconduc-
tors are associated with transitions between the valence bands and the conduction bands,
which are known as interband transitions. These transitions occur when an electron is
excited from the valence band, which represents the energy levels that in the ground state
are occupied by electrons, to the conduction band. Interband transitions are responsible
for phenomena such as absorption, emission, and scattering of light in semiconductors [2].
Although a clear distinction is often made between intraband and interband transitions
due to their distinct roles, it is important to note that a strict separation between these
two types of transitions is not always possible. The electronic and optical properties of
semiconductors arise from a complex interplay between these transitions, making the
study and understanding of their behavior a fascinating and multifaceted field of research.

In 1961, with the development of intense lasers, Franken et al. were able to measure
the emission of a second harmonic which represents a nonlinear optical process [5}|6]]. The
use of laser pulses has enabled the study of ultrafast processes, occurring within the pico-
(10712 5) and femtosecond (10~% s) range [7, 8]]. To investigate the electron dynamics in
solids, ultrafast spectroscopy has become a powerful method, utilizing, e.g., pump-probe
(PP) experiments or four-wave-mixing (FWM) spectroscopy [9-12]]. Both setups are still
popular methods to study the ultrafast quantum mechanical processes in photoexcited
semiconductors including both intraband and interband transitions [13-30]. In FWM
spectroscopy the so-called self-diffraction geometry is a widely used approach. Here, two
pulses which are delayed temporally excite the sample and lead to a nonlinear signal of at
least third order. This nonlinear signal is emitted into a background-free direction [31]].
It is possible to study dephasing times in semiconductor nanostructures even if they are
inhomogeneously broadened [[14}21} 22,24} 32]]. In PP measurements an optical pump pulse
firstly excites or perturbs the system, while a temporally delayed probe pulse measures the
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resulting changes in the material. Thereby, the dynamics of charge carriers, i.e., electron
and occupations, in semiconductors can be investigated [33[]. For instance, by varying the
time delay between the pump and probe pulse, it is possible to study relaxation dynamics
(population lifetime of excited states) [8]]. Overall, these ultrafast spectroscopy techniques
are able to reveal the dynamical processes in semiconductors with a very high temporal
resolution.

When investigations into even shorter time scales, on the order of attoseconds (10~ s), be-
come necessary, the demand for alternative approaches becomes apparent. High harmonic
generation (HHG) can be used to generate intense attosecond pulses of electromagnetic
radiation. These can, in turn, be used to measure ultrafast electronic processes [34} 35].
The emitted radiation from a system excited by very intense radiation may exhibit many
integer multiples of the excitation frequencies. Higher harmonics with a large number
of orders can be generated in atomic systems [36-46]]. The observation of HHG in solids
started only in the last decade [47-51]]. Along with this, the properties of solid-state sys-
tems and the control, especially the enhancement of the higher harmonics, have been
investigated in more detail [[52| 53]. Only recently the influence of excitonic effects on
HHG was investigated [54, 55].

Typically, the interaction of electrons in photoexcited semiconductors significantly modi-
fier the nonlinear response [56]. For instance, in the case of low-dimensional semiconductor
structures, such as quantum wells (QW) or quantum dots (QD), due to the confinement of
electrons many-body interactions are enhanced. Consequently, it is necessary to include
such interactions within a microscopic description. The influence of the Coulomb inter-
action has been studied by microscopic theories [57-63]] and was observed by ultrafast
spectroscopy [[64H75].

In this thesis, we investigate various aspects of extreme nonlinear processes appearing in
wave-mixing experiments and HHG. Chapter 2 covers the fundamental concepts required
to describe the interaction between classical light and semiconductor nanostructures. We
introduce the multi-band semiconductor Bloch equations (SBE) in the length gauge, which
includes both inter- and intraband excitations and the many-body Coulomb interaction
within the time-dependent Hartree-Fock approximation (TDHF). The first part of our work
focuses on high-field effects associated with strong, often Terahertz (THz), laser pulses.
In addition to interband transitions, we investigate intraband excitations that arise from
the acceleration of charge carriers. In Chapter[3| we investigate a strongly nonresonant
FWM experiment using the SBE within a two-band model, highlighting the importance of
the intraband motion. In Chapter [4| we analyze the anisotropic behavior of the interband
HHG in MgO using the SBE, along with a semiclassical trajectory theory that directly
links the electron/hole motion to harmonic emission in both real and momentum space.
We clarify that certain scattering processes are responsible for the anisotropic interband
HHG observed in MgO.

The second part of the thesis extends our theoretical treatment by considering the many-
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body Coulomb interaction. In chapter [5|a theoretical analysis of the influence of excitonic
effects on HHG is shown. Here, the Coulomb interaction is treated in the TDHF approxi-
mation. By a proper choice of laser frequencies depending on the excitonic resonances
it is possible that selective harmonics can be enhanced significantly. In Chapter [6| we go
beyond the TDHF approximation by considering high-order correlation effects, including
the excitation of biexcitons. Within the coherent y*)-limit a decoupling scheme can be
applied to truncate the many-body hierarchy, which results in a closed set of equations
describing both single- and two-exciton coherences. We compare the nonlinear response
of spatially-direct type-I QW structures and the spatially-indirect type-Il QW structures.
In properly designed type-II QW structures so-called charge transfer excitons represent
the energetically-lowest interband transitions. The theoretical treatment of such material
systems reveals that additional contributions to the nonlinear optical response appear
due to the spatial inhomogeneity, which is confirmed by comparing with optical-pump
optical-probe (OPOP) experiments. In the end we give a summary of the results obtained
in this thesis.






Fundamentals

In this chapter, we present the fundamental concepts to understand the background
underlying the numerical simulations discussed in chapters [3}{5|of this thesis. We introduce
a microscopic description of the light-matter interaction in semiconductors. The described
methodologies and models are based on the concepts of Refs. [2, 76} 77]]. Here, we restrict
the treatment of the Coulomb interaction to the TDHF approximation. Overall, we follow a
semiclassical approach, where electronic excitations are treated quantum mechanically and
the light field is a classical electromagnetic wave. We start by introducing the Hamiltonian
of the system. Subsequently, we derive the dynamical equations of motion and introduce
physical quantities that describe the response to the light-matter interaction. In the end
of this chapter we introduce the concept of investigating nonlinear optical experiments
considering FWM and PP setups theoretically. In the second part of this thesis, i.e., chapter
[6l we introduce a theoretical model to analyze the nonlinear response including additionally
higher-order biexcitonic Coulomb correlation effects.

2.1 Semiclassical description of the light-matter interaction
in semiconductors

The microscopic treatment of the material system is provided in second quantization by the
Hamiltonian in the Bloch basis [2,76]. Therefore, we introduce creation and annihilation
operators &L{ and d; i for the electronic system, respectively. They create or destroy
an electron in the corresponding band A with crystal momentum 7k. The multi-band

Hamiltonian describing optical and intraband excitations reads

I:I=I:I0 +I‘AIL_M+I:Ic. ] (2.1)

The first term Hy = Y eﬁd:{’kd 2k of the Hamiltonian in eq. 1i describes the energy

of electrons within the material system. The light-matter interaction H _; includes two
different processes in length gauge (x-E picture [78,|79]]). Neglecting the so called non-
Abelian Berry connections [80] it is given by:

Fy_m = —E(2) - Z pt @) g + ieE(t) - Z i}, Vi (2.2)
Ak ALk
A£MN
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The transition dipole matrix element yﬁ” = e (4 k|t |X, k) defines the strength of an
interband excitation of an electron from band A to A’ due to an electric field. The Vi term
in eq. leads to intraband currents [[79} [81]] which are induced by the acceleration
of electrons in their respective bands A according to the classical acceleration theorem
[82]]. So, within the length gauge it is possible to distinguish between inter- and intraband
currents [|83,|84]]. We can associate them with the corresponding intraband acceleration and
the interband transition processes. Here, we neglect any kind of scattering mechanisms
on the carrier motion. The intraband currents play an important role when exciting
semiconductors far below the bandgap energy, e.g., in THz spectroscopy or HHG (78,79,
83| 185-92]]. The Coulomb interaction ﬁc describes the interaction between the electrons
in bands A and 1’ exchanging the momentum 7%q, and is given by

a 1 ,
_1 AN At At A s
He = > Z Z ) reaqy j —q a1 K Ak (2.3)
AN
kk’q#0

The Coulomb matrix element V(;w depends on the considered material system. Further
many-body interactions as electron-phonon interactions which may lead to the formation
of quasi-particles and dephasing and relaxation are not considered here. These kind of
interactions are only treated on a phenomenological approach by introducing effective
parameters.

2.2 The SBE in TDHF approximation

By considering the system Hamiltonian from the previous chapter and the Heisenberg
equation it is possible to describe the dynamics of any arbitrary physical observable O [2,
93]

~ 1 A
(70 = +([0. H]). (2.4)

Here, we indicate that the relevant physical quantities to describe a photoexcited semicon-
ductor are the microscopic polarizations pl’l’v = <d;,kd v k) (A # A’) and the populations
nﬁ = <dj1,kd 1k)- By inserting these quantities into the Heisenberg equation 1i it is possi-
ble to obtain their time evolution. However, the commutation with the specified Coulomb
Hamiltonian 1i leads to an hierarchy problem. The relevant quantities pﬁ’v and ni couple
to higher order products of the electronic operators &LA and &ﬁ including two creation and
two annihilation operators. Subsequently, it is necessary to derive the equation of motion
governing these quantities, which exhibit coupling with six operators. This coupling gives
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rise to an infinite set of equations, which can be represented symbolically as follows: [56]]

%u\r) =T [(N)] +V [(N +1)] (2.5)

Here, the product of N creation and N annihilation operators is defined by (N). The free
particle evolution is given by the functional T and the interacting many-body part by
V, respectively. To determine the dynamics of the considered system it is necessary to
truncate the infinite hierarchy to obtain a closed set of equations of motion. A widely used
approach to truncate the hierarchy problem is the cluster expansion [76,(94-96]]. It provides
a closed set of equations for analyzing many-body Coulomb correlation effects [[97-103]].
The singlet level of the cluster expansion is equal to the case of the TDHF approximation.
Latter treats the Coulomb interaction in first order and neglects many-body correlations.
In principle, every N-particle quantity (N) includes both single-particle contributions as
well as many-body correlations. Applying the so-called Hartree-Fock (HF) factorization
according to [2]], a two-particle cluster is factorized into products of singlets

HF

<deTdA> ~ <ATA At a N At At s 26
14,0344) = 01114)(‘1203) (a1a3)(a2a4). (2.6)

Within the TDHF approximation the dynamics of the expectation value of a four-point
operator is determined by the dynamics of two-point operator expectation values. After
utilizing the HF factorization the difference between the full and the HF terms describes
the scattering part (truly correlated pairs of charge carriers) which can be written as

9:(0) = 3:{O¥rr + 3 (Ol scart- ] (2.7)

Due to the typically relatively small number of electrons excited from the valence band v
to the conduction band ¢ compared to the total number of electrons occupying the filled
valence band, it is advantageous to transform to the electron-hole picture. This approach
involves focusing only on the few missing electrons in the valence band, known as holes
h. Here, we introduce the creation operators for electrons c;r( and holes dli, respectively by

defining:

[ élT( = dlk and dAT_k = dyk ] (2.8)

For simplicity, we consider one valence band and one conduction band. It should be
noted, that in the following we take only Coulomb interaction processes into account
that conserve the particle number within each band. Specifically, we do not consider
interband Coulomb processes that involve the annihilation of one electron and one hole,
resulting in the creation of two electrons or holes, respectively. We neglect terms that
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characterize interband Auger transitions because they are not important for the material
systems and excitation conditions considered here. This approximation can be justified
by the substantial energy gap, that exists between the two bands which exceeds typical
Coulomb energy scales, e.g., the exciton binding energy. Furthermore, by inserting the
definitions into the Hamiltonian and restoring normal ordering, one obtains
constant terms which we omit because they do not affect the dynamics of the system [2]].
The Hamiltonian in the electron-hole picture in two-band approximation reads

H= Z (ef( ]ick+ede d k)
k
= Z E(t) c (pf(hé;idAik I h.C) + ie Z E(t) . (6£chk = dAjka(i_k)
k k

1 . 3
G At Ao 5 X
o 2 Vo (gl giicti+ dlgdh_ diodi =200, dl_diet). | @9)
k.k’,q#0

The Hamiltonian (2.9) contains the single particle energies

& = & (2.10)
and
h=—ep+ > Vg (2.11)
q#0

where the kinetic energy of the holes includes the Coulomb exchange energy of — 3\ V.
Inserting the microscopic polarization pﬁe (dh ¢ 1 Cr» and the carrier density of electrons
(holes) n¢ = <é;((ék> (n" = (dAjka?_k» into the Heisenberg eq. (2.4) with the electron-hole
Hamiltonian their dynamics can be determined. Within the TDHF approximation
(singlet-level), a closed set of equations of motion including only two-point quantities can
be derived. The SBE for a two-band model read [2]]

zh—pk = (Ek + sk +ieE(t) - Vk) - the (1 —-ny — nk) I“he
a *
nnlh = —21m 10} (pl) | +eE(1) - Vien + T with A€ e.h. (2.12)

The scattering processes are approximated using effective dephasing constants denoted as

l"li’e =-ig phe for the polarizations. The relaxation of occupations is given by 1")L T1 nf( !

1Usually, we use infinite lifetimes for the populations.
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The Coulomb interaction leads to a renormalization of the band energies according to

B=eh— ) Viqn) with 1€ eh. (2.13)
q7Fk

The generalized Rabi energy which contain the product between the electric field E(¢) and
the dipole matrix element ,ule(h is included via

noe = () B+ Y Vi ple (2.14)
qFk

By considering several valence bands A = h; and/or conduction bands A’ = e; provides a
more realistic representation of the electronic structure and enables a more precise descrip-
tion of absorption, emission, and other optical processes of photoexcited semiconductors.
The coherences between these bands also contribute to the optical response [104]]. Here,

L. hie;j . . iy
the polarization p, “/ describes the interband transition between a valence band h; and a
. h;h; iej .
conduction band e;. Furthermore, coherences p, "’ and p]e( “/ between two different valence

bands h; # h; and conduction bands e; # e; appear. On the singlet level which treats the
Coulomb interaction in the TDHF approximation the equations of motion provided for a
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multi-band system read [, [104]

k
> [hgﬁf‘fﬁpf(”f —th‘fe"p”ej]

k
er#e;
hih) h/le_) h/lej hih)
+ }: [th P T R
hy#h;

eje;j

k

5 ot o
hathih;

+Z[ ( eﬂ”) R ToX (p]e("h) ] with h; # h;.

_pll'iEJ — (E]‘ij+g +ieE(f) -V ) hie; th e]( _ _nﬁi)+

lh—pk = (”]e(f — &' +ieE(t) -V ) e hQ:ej (ne' )+Fe’e’

v [y - na gy ]
ep#e;.ej
I hm) el (o) | with % e,
—pk = (~£ "+ieE(t) -V ) /- hQﬁihj (nﬁj - nﬁi) +I‘1fihj

J

(2.15)

Here, additional couplings between all microscopic polarizations due to the generalized

Rabi energy exist and is given by [2,[104]].

QY = ( il ) E()+ Y VY

qFk

10

(2.16)
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The occupation dynamics in the valence (h;) and the conduction (e;) bands in a multi-band
system read [2,/104]]

7

9 _ exe;i [ ere; hyei [ hei € e; e;
ank = —2Im Z Q) ( ) Z Q) ( ) ﬁE(t) -Vgn + 17,

ey+e;

h; hihy [ hiex)” hi hiea\"| | € hi | +h
ny = —2Im Z QM (pk ”) + Z Q. (pk ‘“) + %E(t) - Vien' + LY
ex

h)#vi

S
=

(2.17)

The closed set of equations in (2.15) and (2.17) is known as the multi band SBE [22}[104].
The interband polarization P(t) is fully determmed by the egs. (2.15) and (2.17). Only the
microscopic polarizations pk " between dipole-coupled bands /1 and A’ contribute to the
total interband polarization P(t) which is given by

P(t)= > m (2.18)

ANk

The intraband current is given by

J() —kank Z% efnl. (2.19)
Ak

The derivative of band dispersion defines the current matrix element v]’l = %ngﬁ. When
considering symmetric band structures in k-space, the intraband current only exists for
non-symmetric carrier distributions.

11
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2.3 Nonlinear optical signals

four-wave mixing

k q 2k2'k1

k;

pump-probe

| j"\dﬂk j‘\bf\”"z

Figure 2.1: Schematical illustration of a PP setup and a FWM experiment in the self-diffraction
geometry induced by two laser pulses which are delayed by 7.

In the following we describe nonlinear optical experiments considering FWM and PP
setups for near-gap excitations, i.e., near resonant excitations. Here, the nonlinear response
is determined by the macroscopic polarization P. In chapter 3| we additionally show how
to include intraband contributions to the nonlinear optical response. The nonlinear optical
experiments like PP and FWM considered in this thesis are always performed with two
excitation pulses that propagate into the directions k; and k;, respectively. The total
electric field within the rotating wave approximation (RWA) is given by [105}|106]

E(l’) = elEl(t)ei(k1~r—a)1t) + ezEz(t)ei(kz‘r_C"Zt)

+T 2 t 2
with E;(t) o e_(rfl) and E;(t) o e_(rtZ) (2.20)

The electric field polarization vectors are given by e; and e;, whereas the pulse frequencies
are given by w; and wy, respectively. The temporal envelopes E;,(t) are described by
Gaussian functions. The delay between them is given by the time 7, see Fig.[2.1] The second
pulse E;(t) is centered at the time t = 0 and the first pulse E;(#) excites the system either
before pulse E;(t) corresponding to a positive delay time or afterwards with a negative
delay time. In the scope of this work the theoretical analysis of the nonlinear signals
concerning FWM or PP is restricted up to the third-order of the considered electric fields.
In addition, a Fourier decomposition with respect to the propagation directions k; and k;

12



2 Fundamentals

of the relevant physical quantities is necessary [31]]. For instance, the first order consists
of two linear interband coherences p" (%) and pM () induced by the corresponding
laser pulses. The superscript (I)(n|m) indicates the order [ in the electric field and the
kinematic direction e!("K1#mk2) T [56] At this point, it should be noted that the relevant
quantities in second order are either carrier densities or, as we will discuss later in this
work, two-exciton coherences (see.[A.1.1). The time-resolved FWM (TR-FWM) signal from
the self-diffraction geometry, (see Fig. [2.1), is radiated in the direction 2k, — k; and is
theoretically described by [56]

’ ’ (3)(_1|2)
Pru(t7) = 3 1 (pi) (t,0). (2.21)
ALAk

The absolute value squared of the TR-FWM signal polarization provides its intensity which
is proportional to what is measured in TR-FWM experiments from optically thin samples
and is given by [56]

[ Sewm (t, 7) = [Ppwm(t, 7)|° (2.22)

and the time-integrated signal is given by [56]

o (?) = / " Pevn(t, 0 dt (2.29)

(o9

In PP experiments one usually excites the material system with an optical pump pulse
which corresponds in our theoretical treatment to pulse E(t). Afterwards one is often
interested in the pump-induced absorption changes from the radiated field into the probe
pulse (pulse E;(¢)) direction (0|1), compare with Fig. The pump-induced absorption
change da is determined by the differential polarization §P. Here, the optical pump pulse
(E1(t)) enters twice and the probe pulse (E;(t)) linearly to the differential polarization 6P.
In case of an spectral broad probe spectrum the pump induced absorption spectrum is
given by the Fourier transform of the time-dependent differential polarization [56]]

da(w, ) oc Im [/ (ey)" - SP(t,7)e' dt] . (2.24)
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Strongly nonresonant
four-wave mixing in

semiconductors

In this chapter, we investigate a FWM experiment that utilizes strongly nonresonant laser
pulses in self-diffraction geometry. Previous studies of FWM spectroscopy using excitations
near the bandgap energy have successfully analyzed dephasing times [2, 14, 21} [22} 24,
31,32, |56] as the interplay between different electronic states [[18} 20} 107, |108]], including
excitonic [[2/16}17,[24,|56,|109] and higher-order correlation effects such as biexcitons [2,[23,
29,32 |56, 161} 162} |110H119]]. Additionally, two-dimensional Fourier-transform spectroscopy
has been employed in such studies [[120,|121]]. However, only a few FWM experiments have
been conducted using nonresonant laser pulses [[122H125]]. In these cases, the FWM signals
exhibit spectral broadening and shifts that have not been thoroughly analyzed using a
microscopic theory.

Our approach is based on solving the SBE, which take into account inter- and intra-
band excitations within a two-band model. Previous studies have demonstrated that the
generation of high harmonics with nonresonant excitations in the THz regime arises
from both the inter- and intraband current [47, 49, |50} 81, [104]]. To illustrate the impact
of intraband excitations on the FWM signal, we compare our results with a simplified
two-level model and a spectrally resolved FWM experiment on a bulk CdTe sample. The
following results can be found in [[126]].
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3 Strongly nonresonant four-wave mixing in semiconductors

3.1 Two-level model

intraband
hwy t acceleration

(@) (0) \ ; /
A

interband
excitation p k

hw,, =

g

intraband
acceleration

Figure 3.1: In (a) a schematic of a simple two-level system is shown providing only an interband
excitation between a ground state g and an excited state n. The transition frequency is
given by fiw.,. In (b) the k-dependent dispersion fiwy, is schematically shown. The total
polarization is determined by the sum of all microscopic polarizations py. The electrons
and holes move within their respective bands due to the field-induced acceleration.

For atomic systems described by a simple two-level system, see. Fig.[3.1[a), the well known
optical Bloch equations (OBE) [2,[56] read

=i L _omy - P
gp = —iwepp + K E(t) (1-2n) T
7} i n
n=-u-E o p)— — 1
o= zH EQ) ("= p) T (3.1)

where p is the microscopic polarization and n the carrier density of the upper level. The
occupation of the ground level is given by (1 — n). The transition frequency between the
two states is given by w.,. The electric fields have the same pulse duration and central
frequencies w; . Their temporal envelope corresponds to Gaussian pulses, see eq. (2.20). As
mentioned in chapter [2.3[the third order interband polarization Prfégﬁ,[_ 112) determines the
radiated signal into the direction 2k, — k;. Within an expansion in powers of the electric
fields, the interaction between the linear polarizations p(l) due to E; and E, leads to the
formation of a density grating n(®) in second order. At the same time the laser pulse E,
interacts twice and is diffracted and leads to a third-order coherence p® . Considering the
Maxwell-Bloch equations to describe a region in space with multiple two-level systems,
it is observed that in the self-diffraction geometry, two laser pulses generate a density
grating. The second pulse is diffracted in the 2k, — k; direction, see Fig. The latter
originates from Pauli blocking which is the only nonlinearity considering the OBE (3.1):
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3 Strongly nonresonant four-wave mixing in semiconductors
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Figure 3.2: In (a) the density grating in second order An(®) excited by two-pulse configuration
with k; 2 is shown at t = 10 fs. The medium in space is described by many two-level
system considering the OBE with |d| = 0.624 e nm. The bandgap energy is about
ey = 1.6 €V and the laser frequencies correspond to wy = 0.6w., with a pulse duration
of about 55 fs. Their maximum magnitude at t = 0 occurs at x = 0.385 ym. In (b) the
radiated FWM signal (red arrow) which originates from the third-order polarization at
t = 200 fs is shown. The propagation distance is about 60 pm at this time point. Taken

from .

In principle, these steps still remain applicable for far off-resonant excitation with a de-
tuning corresponding to A = w¢, — wr. In contrast to a resonant excitation the dynamics
depends on the temporal envelope (adiabatic regime) of the considered laser pulses
127]. Consequently, the coherence induced by the pulses vanished immediately if the
electric fields are gone. Therefore, we only analyze the setup in which both laser pulses
simultaneously impinge on the sample. The perturbative treatment to analyze the FWM
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3 Strongly nonresonant four-wave mixing in semiconductors

signal suggests that the amplitude scales as A~ and the dynamics proceed faster because

three excitations are leading to P}S&),M.

| @

0.8 4
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0.4

IPRAADI (scaled)

100

w? P, (@) (arb. units)

0.6 0.65 0.7 0.75 0.8 0.85 0.9

Figure 3.3: In (a) TR-FWM signal based on numerical solutions of the OBE is shown for
wr, = 0.8 eV (A, = 1550 nm). The black solid and dashed lines show the square of
the pulse envelope, i.e., [E(t)]% and its third power [E(t)]°, respectively. In (b) the
FWM signal spectra depending on 7wy, (thick colored lines) are shown. Like in (a) the
black solid and dashed lines display the squared Fourier transforms of E(t) and [E(t)]?,
respectively. The pulse duration corresponds to 50 fs and fiw., = 1.5 €V (close to the
band gap of bulk GaAs) in both (a) and (b). Taken from [[126]].

Our theoretical results based on numerical solutions of the OBE (3.1) up to third-order show

clearly in Fig.|3.3|that our predictions are valid. The TR-FWM intensity Ipywm (t) o |PF(\3,&M|2
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3 Strongly nonresonant four-wave mixing in semiconductors

mostly overlaps with [E(t)]® within the coherent limit (T; = 2T). Usually, in solid-state
systems, the relaxation times T; are much longer than the corresponding dephasing times
T,. Assuming an infinite lifetime of the carrier densities the FWM signal exhibit a small
temporal retardation when the dephasing time is shorter than the pulse duration. Here, the
FWM intensity spectra IIE&}M(CL)) o |w2P(3M(w) |? are spectrally already broader than the
widths of laser pulses |E(w)|?, see Fig. b). As predicted for an off-resonant excitation the
theoretical results provide an overall scaling of the FWM intensity that is nearly w7 A~°.

3.2 Two-band model

Besides the interband excitation (ec g - E), the acceleration of electron and holes (« E - Vi)
induced by the electric fields is crucial to describe adequately solid-state systems when
considering strong nonresonant pulses. We consider the SBE without Coulomb interactions,
however including a k-dependent energy dispersion 7wy, see Fig.[3.1(b),

0 . i e Pk

Epk = —iwkpk + h;l E(t) (1—2ny) + hE(t) VkPk T’

d i e Nk

— N =—U- s — - Vi — —. .
o= 71 E() (pi = pio) + 7E(1) - Vi = (3.2)

Now the nonlinear signal depends on the time derivative of the total current J(¢) =

Jp(8) +J,():

3 (0) = 220 with P(0) = [ dicu (p+py).

Ja(t) = —e/ dkny Vyoy. (3.3)

As mentioned in chapter [2.2] the intraband current J, () is only finite for a symmetric
band dispersion (derivative is an antisymmetric function in respect to k) when the carrier
density ny contains contributions that are asymmetric in momentum space. Besides a
small dependence on the different transition energies Ziwy the linear optical response
corresponds to the case for a two-level model considering an unexcited solid-state system

l((o) = nl((o) = 0). But due to the acceleration of carriers additional contributions which are
absent within the two-level model can arise. For instance, in second order the coherence
pl((z) is provide by intraband excitations [[128-130]. Even more pathways are needed to

be considered in third order. The microscopic polarization p](f) can be generated by an

interband excitation of nl((z) like in the two-level model and additionally by an intraband

IThe band dispersion wy is a symmetric function which leads to an antisymmetric function of p]((z) with

respect to k. Then a macroscopic polarization in second order vanished due to the summation over k.
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3 Strongly nonresonant four-wave mixing in semiconductors

excitation from pl(f) . Similarly, a carrier density ”l(<3) arise due an interband (intraband)
excitation from pl((z) (nl((z)). Consequently, the total nonlinear response also depend on

these new excitation pathways [[128].

1 -
] (@) total signal
2
0.8 - oD === =
|Jn(D)l

oed4 S r L r \  interf. e

0.4 -+

ey (scaled)

0.2 4

Re(J,) (scaled)

-100 -50 0 50 100
t (fs)

Figure 3.4: In (a) the total TR-FWM intensity signal | J, (¢)+J,(t) |2 with its separate contributions is
shown. In (b) the real part of the intraband current J, which depends on two excitation
pathways J,, , and J, e is presented. The currents J, , and J, e are also shown.
In (b) the black solid and dashed lines correspond to E(t) and [E(t)]?, respectively. In
(a) their squared envelopes are shown with the same line types. The laser frequency is
wr, = 0.8 eV (A = 1550 nm) and the pulse duration corresponds to 55 fs. The dephasing
time is T; = 150 fs and T; = co. The material parameters are close to bulk GaAs with
hwy=o = 1.58 eV, m = 0.1mo, m, = 0.5m, and |p| = 0.3e nm. Taken from .

The theoretical results in Fig.[3.4/based on numerical solutions of the SBE (3.2) consider-

20



3 Strongly nonresonant four-wave mixing in semiconductors

ing an infinite lifetime T; and a dephasing time is 150 fs. The total FWM signal strongly
depends on the contribution arising from intraband excitations. Within the present model
the interband current |J,(¢)|* shows a very similar behavior with its Gaussian lineshape
around ¢t ~ 0 such as in the two-level model. Its notable that its magnitude is even smaller
than from the density current | J,(t)|? highlighting the importance of the intraband current.
Since the total signal | ], + J,(¢)|* depends on the summation of both currents an interfer-
ence term (J,(2)J, (¢) + J,(£)Jn (1)) arises. A close look to Fig. [3.4{show some sign changes
appearing around 20 fs due to the interference term. The global minimum of the total
current is provided in this case near the maximum destructive interference between J,(t)
and J,(t). The reason for these sign changes can be physically understood by considering
the intraband current in more detail. The intraband current originates from two excitation
pathways p](f) and nl((z) providing a phase change in time domain. The dynamics of the
interband excitation follows the temporal behavior of the electric fields whereas a temporal
shift is observed from the contribution provided by the source term nl((z). This temporal
shift vanishes by considering the coherent limit which is an unrealistic treatment for
semiconductors. Both source terms leading to contributions that differ by the phase 7.

Our theoretical findings can be confirmed by additional analytical considerations of J,(t).
The source term p](f) leads to Jn,p<2> oc [i (a)k_ng) + (1/TZ)] - Consequently two-photon

absorption in p]((z) would appear when twice of the laser frequency (2fiwr) surpasses the
transition frequency. In the present model, the sign of J,(¢) originating from the excitation
pathway pl((z) strongly depends on the chosen laser frequency and whether it is smaller or
larger than the band gap energy at certain k points. The transition frequencies wy consid-
ered in Fig. [3.4/are all almost larger than 2hiw;, providing an opposite sign of ], , and
Jun which is shown in Fig. b). Considering slightly higher laser frequencies reduce
this effect, resulting in a phase shift that does not exactly correspond to 7. Consequently,
the minimum of the intraband current |J,(¢)|*> and the TR-FWM intensity signal does
not reach zero. Overall, the double-peak structure originates from the different temporal
behavior of the source terms pl((z) and nl((z). Firstly ], , (t) dominates and at later times
Jun (t) is exceeding. This leads to to the two peaks in J,,(¢) and explains the occurrence
of destructive and constructive interference.
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3 Strongly nonresonant four-wave mixing in semiconductors

Iy (scaled)

ey (scaled)

Figure 3.5: FWM intensity spectrum |0 ], (©) + 0y (®) |2. The solid and dashed black lines show
the squared intensity spectra of the electric fields |E(w)|? and |E(w)|°, respectively.
In (a) the FWM signal with A; = 1550 nm and its individual contributions are shown.
Other parameters are chosen as in Fig.[3.4 On the right side in (b) the same spectrum as
in (a) is presented but we use an excitation wavelength A;, = 1400 nm. Latter provides
the excitation conditions from the experiment shown in Fig. Taken from [[126].

In Fig.[3.4|the phase shift in time domain corresponds to 7 which leads to the minimum of
the FWM intensity spectrum close to the laser frequency wr. The double-peak structure
appearing in frequency domain also arise due the TR-FWM signal which provides two
peaks. Furthermore, the FWM intensity spectrum exhibits a more broadened spectrum
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3 Strongly nonresonant four-wave mixing in semiconductors

than of the incident pulses |E(w)|® since specific spectral components are diminished.
Additionally in Fig. [3.5(b) theoretical results are shown considering excitation conditions
(AL = 1400 nm) close to the FWM experiment, see. Fig. Since the laser frequency is
larger the destructive interference is reduced leading to a spectrum providing only one
certain peak. Nevertheless, it is still possible to obtain some red shifted and blue shifted
components. At this point, it is noteworthy that the agreement between our theoretical
findings and the measurements can be further improved by considering shorter dephasing
times T,. However, in this work our goal is mainly to show the importance and influence
of several excitation pathways arise from the intraband acceleration especially for strongly
nonresonant excitation conditions.

1.04 — — optical pulse
! FWM spectrum CdTe
4 = = optical pulse
—FWM spectrum CdTe
089 ——FWM spectrum GaAs
E 06+
a
£
=
B 0,4 <
=
:
E
0,2 5
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0,0 -

T T
1200 1300 1400
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Figure 3.6: Measurements of self-diffracted FWM on CdTe and GaAs samples at a temperature
of 10 K. The dotted lines show the transmitted pulses and represent the spectrum of
the respective excitation pulses, whereas the FWM signals (solid lines) show a distinct
spectral broadening. Taken from [[126]].

3.3 Conclusions

In this section, we identify intraband excitations as the primary source for the appearance of
new signatures in the FWM signal for off-resonant excitation conditions. These excitations
occur due to the acceleration of electrons induced by an electric field. We demonstrate
that these new signatures appear when strongly nonresonant pulses with below half the
interband transition frequency are applied.

A straightforward approach using a two-level model has already demonstrated the spectral
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3 Strongly nonresonant four-wave mixing in semiconductors

broadening of FWM signals under nonresonant excitation conditions. However, when
considering the existence of different excitation pathways including an energy dispersion,
constructive or destructive interference can occur. This leads to the emergence of complex
signatures in the time and frequency domain of the FWM signal.

Our theoretical findings, based on numerical solutions of the SBE, are in good qualitative
agreement with experimental results. This approach can be easily extended, for example,
by considering a realistic band structure obtained from density functional theory or by
including excitonic effects.

Overall, this approach offers many possibilities to investigate the dynamics of optical
nonlinearities, even in higher orders than the present model. We can explore electronic
couplings and many-body effects using strongly nonresonant excitations.
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Collision dynamics in
solid-state high harmonic

generation

Over the past few decades, the most common method for generating attosecond lasers has
been atomic HHG [35|[131], as well as in molecules, e.g., O,, N; [132]], and CO, [133]. The
relevant microscopic processes in such systems are well understood within a three-step
collision model [134]]. This model involves a field induced tunneling process, which leads
to the liberation of an electron into the continuum. During the recombination process with
its parent ion, high-order harmonics are emitted, which generate photons in the attosecond
regime. These harmonics provide the possibility to investigate the ultrafast dynamics in
such systems [[135H140].

Since the first observation in ZnO in 2011 [47]], HHG has been heavily investigated in
many different solid-state systems [[48, [81}|104, 141-H149]. The theoretical treatment of
the recombination process has also been applied to solid-state systems, indicating it as
the main origin for interband HHG [47, |49} [51H53} [150153]]. In this case, the periodic
arrangement of atoms gives rise to collision and scattering processes with neighboring
atoms, leading to a much more complex behavior for the movement of the electron and its

left-behind hole.

Therefore, the aim of this chapter is to establish a unified real and momentum space
collision picture of HHG in solids, providing a direct mapping with the band structure of
the considered material. Our theoretical findings suggest that the anisotropy in solid-state
systems originates from backward/forward scattering processes between the particles with
neighboring atoms and can be found in [154]. We will start by introducing and deriving the
corresponding equations to describe the trajectories of electrons in solids using classical
methods.
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4 Collision dynamics in solid-state high harmonic generation

4.1 Semiclassical three-step recollision model in solids
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Figure 4.1: Schematic of three-step recollision model for solids.

It is possible to derive the three-step recollision model, which is illustrated in Fig.[4.1] from
the general multi-band SBE. For our derivation we only consider one valence and one
conduction band. The intraband acceleration of electrons and holes within their respective
bands is described by the Vi term. The Vi term can be taken into account by defining a
time-dependent crystal momentum which fulfills Bloch’s acceleration theorem (3} 56]]

Mn:m—%/tmmmh (4.1)

N’
A(t)

Consequently the SBE within a two-band model read

k
%P(k(t)) ;Evc(k(t))p(k(t)) + = (u(k(t))) CE(t) (1-2n(k(t))) - p(k(t)) (t))

2 n(1e(1)) =~ (u(k()" - E(Op((D) +cc.

(4.2)

Considering strongly nonresonant excitations within the low excitation regime no sig-
nificant occupation in the conduction band occurs n. (n, = 1 and n, = 0) justifying to
use the Keldysh-Lewenstein approximation [[155} 156] to decouple the eqgs. (4.2). A formal
integration of the polarization provide an insight of the HHG processes in solid-state
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4 Collision dynamics in solid-state high harmonic generation

systems:

t 9
dt’ !
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Using x; = k+ A(t) — A(7) we get
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Introducing the classical action

S(k,t',t)=—%[ ez,c(x,)d’[+%'/_

the polarization can be rewritten as

t t’

t/
Evc(’cr)d'[ = / Evc(’cf)dT:
t

(9] o0

t .

1
kt) = =
ok ?) /_m‘“h

Similarly one can also derive an analytical relation for the occupation n within the Keldysh

i

’ (t=t")
() - E(E)el 07

approximation:

!
T

1 g v i "y _
n(k 1) =~ / dt' u*(xy) - E(t') / dt’ p* (k) - E(t)er S +ec.c.

The emitted signal in frequency domain during the recombination process from a pho-
toexcited semiconductor depends on the macroscopic interband J, and the intraband J,
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4 Collision dynamics in solid-state high harmonic generation

currents [157] and read within the present model

Jp(w) = w/mdte—iwt/ dgk[.l*(k)
= BZ

(o8]

t . . ’
1 i r oy (2=t")
X / dt’£y*(xt»)-E(t’)ehs(k’t’t) T +c.c.,
(o)

). (w) = Z —% /: dte ! '/BZ d’kev, (K) /; dt'u(xy) - E(t')

m=v,c

(' —t")

v .
X / dt//”*('ct”) . E(t//)eﬁs(k,t ,t )_ T + c.c, (43)

whereas the group velocity is defined by v,,. Two oscillatory terms are occurring in eq.
(4.3) which depend on the electric field E(¢) and on the band structure. Considering THz
excitation conditions the laser frequencies w; < w¢, oscillate much slower. Using the so
called saddle point method it is possible to derive equations approximating the integrals
in 1) where the phase i® = %S(k, t',t) — it — % is stationary [|151, 157, |158]:

do 1 i
— = -, k-A()+ A - — =0,
T = pese(k= W) + A) = - =0

t/
Vi ® = / Vietoe (K — A(7) + A(t))dz = 0,
t

do 1 i
— = —epe(k) —w+— =0, 4.4
g = e otz =0 (4.4)

\. J

The derivative Ve, (k) = v — v, defines the difference of the group velocities of the
particles within their respective bands. A physical picture of electron-hole recollision can

be established based on saddle-point equations (4.4).

The first condition ¢,.(k — A(t") + A(t)) = 0 describes the interband excitation due to a
strong electric field creating an electron-hole pair [[158]. Within a two-band model the
following relation is provided:

Eoe 2 Egap + h(K) With h(K) > 0

Since £yc > €gap > 0 the first condition can only be fulfilled for a ionization time ¢" which is
complex. Recently, analogous to the atomic case [[4}/159}(160], the influence of the dynamics
of the tunneling process in solid-state HHG was revealed by considering an imaginary of
ionization time [[161]]. It is demonstrated that the properties of electrons at the tunneling
exit as a result of the motion in the classically forbidden region are crucial for predicting
the subsequent dynamics, especially the emission time [161]]. However, here the dynamics
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4 Collision dynamics in solid-state high harmonic generation

of the tunneling process has been ignored by zeroing the band gap energy in the first
equation of because we use the electron-hole recollision model proposed in [[154]
which provides intuitive insights into the dynamics of solid-state HHG. While the saddle-
point approach given in Ref. [[157]] is less accurate in predicting subcycle dynamics, it
remains suitable for interpreting the anisotropy of high-harmonic generation (HHG) in
MgO [147]). Therefore, in the following analysis, we examine the orientation dependence
of HHG without resorting to complex solutions of equation (4.4), utilizing the saddle-point
approach as presented in Ref. [157]).

The second condition Vi ® = Ax. — Ax, = 0 in (4.4) describes the re-encounter process of
an electron with its respective hole. The classical trajectory is obtained by the propagation
distance Ax, = ft,t vadt = x,(t) — x,(t’) after creating an electron-hole pair.

The third condition in eq. determines the photon energy during the recombination
between the electron with its corresponding hole. It depends on the bandgap energy at the
associated k position in momentum space. The maximum difference between conduction
and valence band energies determines the so called cutoff energy (highest harmonic energy).
In the following work we assume a creation of an electron-hole pair at the T point (k = 0)
to calculate the classical trajectories because they contribute strongly to the interband
emission.

The nonlinear HHG spectra in the presence of a strong optical attosecond pulse that are
presented and analyzed here for solid MgO are obtained by numerical solutions of the SBE
including interband transitions and intraband acceleration within a two-band model in
the time domain and by subsequent Fourier/wavelet transforms [81} 83} |151]]. The classical
trajectories of electrons and holes are calculated by solving the saddle point equations in
the classical approximations [[151,(152].

4.2 Orientation-dependent high harmonic generation

Our theoretical investigation starts with the crystal-orientation-dependent HHG observed
in MgO to unravel the sub-cycle collision dynamics. The considered solid-state system is
driven by an intense linearly-polarized optical attosecond pulse with a wavelength of 1.3
um and a peak field amplitude of 12 V/nm. The temporal envelope of the electric field are
described by a Gaussian function with a full-width at half-maximum (FWHM) equal to
half the optical cycle Ty. Consequently, we restrict our analysis of all excitations within one
laser cycle (see blue dashed line in Fig. [4.3). To control electrons in solids and monitor the
nonlinear response of bound electrons, similar laser pulses have been successfully employed
in a range of spectral regions including THz, mid-infrared, visible, and nearby wavelengths
[162—164]8 Consequently, it becomes possible to track the complete dynamics of electron-
hole collisions, thereby providing a means to test the existing collision models.

LA complete confinement of the energy to a half wave cycle is a property of an optical attosecond pulse
[163].
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4 Collision dynamics in solid-state high harmonic generation

In our theoretical treatment the angle ® between the polarization direction of the incident
pulses and the bonding of Mg and O atoms of the material is defined as in [147]. Using the
density functional theory (DFT) software package from ELK the energy dispersion of
the highest valence band and the first conduction band is obtained. Applying the twisted
parallel transport gauge on the calculated eigenfunctions smooth transition dipole matrix
elements in momentum space are obtained [166-168]. In the case of bulk MgO the dipole
matrix elements are purely imaginary quantities (the real parts are almost zero) which
imply the non-broken symmetry of lattice structure of MgO. The relative phases are either
zero or 7 leading to a non existing Berry phase which is also demonstrated in [[168].

90°
135° 45°
180° 0°
225° 315°
270°
Experiment Theory
—— 13th (x146) —— 13th (x5.7)
—— 15th (x8) —— 15th (x4.5)
—— 17th —— 17th
—— 19th —— 19th (x0.8)

Figure 4.2: The experimental data (left half of the circle) are obtained from [147]). The calculated
HHG based on the numerical solutions of the SBE are also shown for MgO (right half
of the circle). Taken from [[154].
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4 Collision dynamics in solid-state high harmonic generation

In Fig. a comparison between an experiment [[147]] and our theoretical findings of
the HHG emission for MgO is shown. In this case the calculated interband polarization
based on full quantum simulations solving the SBE, see eq. (4.2). The results show clearly
a four-fold symmetry of the obtained HHG with both enhanced as well as diminished
emission depending on the polarization direction of the incident pulses. This kind of
anisotropy confirms the fact that the dynamics is probably connected within the subcycle
time scale.

In the following, we explicitly investigate the origin of high-harmonic generation (HHG)
observed in the plateau region. Firstly, we analyze the time-dependent interband current,
which constitutes the dominant contribution within the spectral region of interest for
HHG in MgO. We accomplish this by applying a wavelet transformation [[169]. The time-
frequency analysis for © = 0°, © = 27°, and © = 45° is shown in Fig. [4.3(a)-(c), respectively.
Along the nearest-neighbor direction (100) (Mg-O) corresponding to © = 0° two emission
bursts occur. One of them is located at the high energy part around the maximum energy
gap (denoted by “1”) and the other one is located at lower energy part (denoted by “2”).
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Figure 4.3: In (a)-(c) the time-frequency analysis of interband HHG based on the numerical solu-
tions of SBE is shown. In (d)-(f) we show the corresponding results based on the
semiclassical recollision model considering only electron trajectories excited around
the I'-point. Moreover the solid lines denote the recombination of emitted harmonic
energy depending when the ionization occurs (dashed lines). The magnitudes are
shown on a logarithmic scale. In (b) and (e) the temporal envelope of the electric field
is shown displayed by the blue dashed lines. Taken from .

For © = 27°, see Fig.[4.3|b), the emission burst “1”completely disappears. Along the nearest
neighbor direction (110) between two Mg atoms © = 45° (see Fig. c)), the emission
burst “1” still remains visible but is much weaker than for ® = 0°. In contrast, the strength
of emission “2” does not change at all for these cases. These theoretical findings show
the dependence on the polarization angle and exhibit a good qualitative agreement with
the experimental data presented in Fig.|4.2|and discussed in 170]. The experimental
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4 Collision dynamics in solid-state high harmonic generation

observations reveal that the high-energy portions of the harmonics are strongest along
© = 0°, slightly weaker along ©® = 45°, and significantly weaker around © = 27°. In
contrast, the lower energy harmonics exhibit comparable intensities for ® = 0° and
© = 45°. In [[147] the anisotropy of the interband HHG has been related to whether the
electron trajectory connects or avoid neighboring atomic sites. However, we demonstrate
that the re-encounter between the electron with its left-behind hole is crucial for an
enhanced or diminished HHG emission.

Using the same excitation conditions as in the full quantum simulations we analyze the
trajectories of electrons and holes obtained from the semiclassical re-collision model. In
Figs. [4.3(d)-(f) the emitted photon energy (solid lines) which correspond to the energy
difference of the electron-hole pair at the momentum where they re-encounter with each
other is shown. The re-encounter depends when the ionization (dashed lines) has happened.
Similarly, there are two possible electron-hole recombination trajectories obtained for
© = 0°, see Fig. [4.3(d). The emission “1” is originated when the ionization starts before the
maximum field crest. The other emission burst corresponds to the case when the electron-
hole pair is created after the maximum peak of the electric field. The short trajectory
branch reproduces well the emission “2” from the full quantum calculation, see Fig. [4.3(a).
Due to T, = Ty/4 longer trajectories at larger times are not possible [152]]. This agreement
between the quantum and classical simulations justifies the validity of the recombination
model of an electron with its associated hole and not with another one which is not related
(147, [171].

The Figs. depict the propagation of the electron in real and momentum space at
three different time points after the creation of an electron-hole pair.
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Figure 4.4: The electron-hole pair is created at the I'-point. The electron and its parent hole are
accelerated within a small region of the Brillouin zone. Due to a sign change of the
electric field the direction of carrier motion in momentum space is reversed. Taken

from .

(b)
©=0°, trajectory starts at 0.13T0
. 0O @ Mg ®  Electron ® Hole
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Figure 4.5: When the electron and the hole passes the I'-point their direction in real space is
immediately reversed. Taken from [[154].
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Figure 4.6: The re-encounter between the electron and its corresponding hole occurs when they
meet each other in real space. Taken from [[154].

Although several atomic sites appear no scattering processes occur for emission “1”. Both
the electron and its associated hole are driven back when the laser field changes its sign, see
Fig. Due to this fact the electron and the hole passes the critical point at I' providing a
reversal of the propagation direction in real space, see Fig.[4.5] Consequently, a re-encounter
between the two particles appears before the electric field changes its sign again (see. Fig.
[4.6). This entire process describes exactly the case in atomic HHG. For the considered
excitation conditions one can indicate that the electron-hole pair is only propagating within
a small region around the I'-point. This provides a small wave number of the electron
which is the main reason that scattering processes with neighboring atoms are absent [172].
The above described process is predominately responsible for the atomic-like behavior
of HHG in ZnO [49]]. Here, we find that it also exists in solid MgO and explains the very
weak orientation dependence of the low energy part of HHG, see Figs. [4.3(a)-(c).

4.3 Collision-assisted electron-hole recombination

When the electron-hole pair is generated before the field maximum and the electric field
is strong enough such that the electron can be driven far away from the I'-point, the
wave number of the electron may get large enough that scattering with other atomic sites
becomes relevant [[172]. The possible scattering mechanisms are schematically shown in

Fig.
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y

9 0 0 o |

Figure 4.7: In (a) the usual recombination process known from atomic HHG is shown. It describes
a reversal of the propagation direction due to a sign change of the laser pulse. In
(b) backward scattering processes with other atoms due to a larger wave number is
shown. In (c) forward scattering processes for oblique angle are shown. The atoms
are displayed as blue spheres for oxygen and magenta spheres for magnesium atoms,
respectively. The different wave numbers are indicated with different colors increasing
from red to blue. Taken from [54].

The propagation of electrons and holes depends on the band structure which includes
the periodic potential and thus contains the information of electron/hole collisions with
neighboring atoms. For the considered energy dispersion some critical points where
Viéco(K) = 0 (indicated by the black dots) and critical lines (indicated by grey/yellow
solid lines) where the gradient along only one direction vanishes, i.e, Vi _éc,(k) = 0 or
Vi, éco(k) = 0, exist, as shown in Fig. a) for the lowest conduction band. We observe
that the collision and scattering information of electrons with other atomic sites can be
directly extracted from the dynamics in momentum space, particularly when the electrons
or holes traverse these critical points and lines.
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Figure 4.8: Mapping between the real space trajectories and the movement of the electrons/holes
in momentum space. In (a) and (b) the considered valence band and conduction band
of MgO are shown, respectively. Here, the critical points are indicated as black dots
and the critical lines as yellow/grey solid lines. In (c)-(e) we consider the case when
ionization appears before the field crest at t = —0, 13T, for © = 0°, ® = 27° and © = 45°.
The related propagation distances are shown as deep pink (© = 0°), green (0 = 27°),
and blue (© = 45°) dashed arrow lines in (a) and (b). Taken from .

In Fig.[4.8|c) the time-dependent position of an electron-hole pair born at t, = —0, 13T; for
© = 0° is shown. Here, the direction reversal of the electron-hole pair occurs at t = 0, 08T
whereas the sign change of the electric field occurs at t = 0, 25Tj. The direction reversal
takes place when in momentum space the electron reaches the critical point “P1” at the
boundary of the Brillouin zone. Then it jumps to the point “P1” on the opposite side, see Fig.
[4.3(a). Therefore, the Bragg scattering is responsible for the recombination of the electron
and its associated hole (indicated by the arrow denoted with “R” in Fig. c)). We denote
this HHG emission mechanism as “collision-assisted electron-hole recombination”.

Unlike for ® = 0° orientation, there are two critical points in the conduction band along the
© = 45° orientation which are denoted as “P2"” and “P3"” in Fig. |4.8(a). The electron-hole
pair is created before the maximum field crest of the electric field. Therefor, the electron
would experience several head-on collisions with the nearest (located at —0, 5ay along
x direction) and second-nearest O atoms (located at —a along x direction) before it re-
encounters with its associated hole, see Fig. [4.8{e). Each head-on collision in real space
corresponds to the passage of the electron through one of the critical points in momentum
space. This can be observed by referring to the blue dashed line in Fig. [4.8(a) and the
instances indicated by the blue arrows in Fig. [4.8(e). Due to multiple scatterings, the time
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delay between the ionization and recombination is larger than that for ® = 0° orientation.
Moreover, the emission mainly occurs at the high energy part located between these two
critical points (describing the ionization and emission curves from “1” in Fig. [4.3{f)). Within
the classical simulation dephasing is not included, whereas rapid dephasing is present in
quantum simulation. Hence, very long returning trajectories of the classical calculations
do not contribute to HHG since the electron would be attenuated before re-encounter,
which explains the weaker HHG signal along © = 45° orientation than that along ® = 0°
in the quantum calculation, see Figs. [4.3(a) and [4.3]c). In the valence band, there are also
two critical points, as shown in Fig. [4.8{b). Therefore, multiple scattering events also occur
for the hole. The electron and its associated hole meet near the atomic site where they
were initially created, as depicted by the point “R” in Fig. [4.8e).

4.4 Control of high harmonic generation by two-color
excitation

The connection of different ionization times with different recombination mechanisms
contributing to HHG greatly facilitates the all-optical control of the collision dynamics. In
Fig.[4.9)the time-frequency analysis of HHG driven by two-color electric fields with different
relative phases is shown. The two-color laser field consists of two parallel-polarized fields,
namely the fundamental field and its second harmonic field. The duration of the second
harmonic field is also equal to half the optical cycle Ty of the harmonic field. The relative
phase between these two components is defined as the carrier-envelope phase of the
second harmonic field. The two-color field used in the calculations presented in Fig.
can be expressed as follows:

[ E(t) = [E; cos(wit) + E; cos(wzt + @)] f(¢) ] (4.5)

Here, E; and E, are the electric field amplitudes and ¢ is the relative phase of the two-color
fields. The single-color field corresponds to the case when E, = 0 and was applied in Fig.
[4.3[a). The envelope f(t) is describe by a Gaussian function with a FWHM equal to
half the optical cycle. For the two-color field we use a rather weak amplitude E; = 0, 25E;.
By choosing particular relative phases we can control the waveform of the electric field and
selectively enhance the field amplitude before or after the peak of single color field, see Figs.
[4.9(c) and (d). Consequently, the two emission channels can be selectively enhanced, see
Figs.[4.9(a) and (b). Thus, one can clearly control whether or not the electron collides with
other atomic sites in the periodic potential within sub-cycle timescales which provides a
novel path for designing extreme ultrafast photoelectric devices.
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Figure 4.9: The time-energy distribution of HHG (a)-(b) and the corresponding driving electric
field (c)-(d) for two-color fields with ¢ = 0, 5 and with ¢ = —0, 57 that are polarized
in the © = 45° direction (dashed line). The waveform of the single-color field is also
shown by the solid line in (c) and (d) for comparison. Taken from [/54]].

4.5 Conclusions

In this chapter, we present a comprehensive approach to understand the interband HHG
in solid-state systems. The approach establishes a connection between the scattering
processes occurring in real space and the band structure of the system. Specifically, when
an electric field induces the creation of liberated electrons and they move within a small
fraction of the Brillouin zone near the I'-point, no scattering with neighboring atoms occur.
In such cases, the behavior is similar to atomic HHG, where the direction of particles
changes when the electric field changes its sign, resulting in a weak anisotropy of the
interband HHG.

However, when the electron and its associated hole can reach larger k-points in momentum
space, their wavelengths correspond to the order of the lattice constant. This provides the
possibility of collisions with neighboring atoms of the considered crystal in real space.
The proposed approach establishes how these collision processes can be indicated in the
corresponding band structures. Head-on collisions occur on van-Hove singularities in
momentum space Vi (¢&.,(k)) = 0, which are responsible for possible backward scattering
mechanisms that reverse the direction of the particles during their propagation. Conse-
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quently, the recombination between an electron with its associated hole is provided without
a sign change from the laser field. This mechanism is a new physical interpretation that
explains the difference between solid HHG and atomic HHG. Besides critical points, side
collisions occur when the particles move through critical lines where only the derivative
along one direction Vj, e(k) = 0 or Vi, e(k) = 0 is zero.

Overall, the presented theoretical model and the resulting findings provide a new insight
into HHG in solid-state systems, which have been previously investigated in experiments
and by other theoretical approaches [[49} (147, (170} |173].
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High harmonic generation

with excitons

So far, we have focused on nonlinear processes without considering many-body interac-
tions. In this chapter, we solve the SBE within a one-dimensional (1D) two-band tight-
binding model. However, we extend the SBE by considering purely excitonic effects [[54].
The Coulomb interaction will be treated in the TDHF approximation, as derived in chapter
By doing so, we demonstrate that the intensity of the higher harmonics originating
from the interband current can be significantly enhanced by a specific choice of excitation
pulses. Our theoretical results, presented in this chapter, were published in [[54]. These the-
oretical findings highlights the importance of excitonic effects of HHG and their potential
for enhancing the efficiency of nonlinear optical processes in semiconductors.

5.1 Enhancement of HHG by excitonic resonances

The many-body Coulomb interaction including excitonic effects is treated in the TDHF
approximation. Considering eq. (2.12) the SBE in one dimension read [2} 85} [174]

d I e . e Pk
—pr=—=&"+i(1-2n;) Qr+ —E(t)Vipr — =,
Pk = ~3 & +1(1=2m) Qr + E(1) Vepk I
d €
—ng = —2Im [QRpk] + —E(t)Ving, (5.1)
dt h
with the generalized Rabi frequency
1
Qi =+ |EDpic+ ) Vimqpy (5.2)
q#k
and the renormalized transition energy &
B = =2 ) Vigng, (5.3)
q#k
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whereas the transition energy ¢;” considering a tight-binding model reads

A
gi” = Fiogap + 5 (1—cos(ka)), (5.4)

with 7iwg,p as the band gap energy. The total bandwidth of the energy dispersion is given
by A. In first-order k - p theory the dipole matrix elements in momentum space read [[85]

Wga
co
€k

Hk = Ho (5.5)

Here, our 1D model is applied to a quantum wire configuration with length scale R which
defines the strength of the parabolic confinement. Thus, the Coulomb matrix elements V

1
V=2 |=—=eldI3R (5.6)
L\ 2|q|R

For the numerical solutions of (5.1) we consider Gaussian shaped electric fields
_2n(2)#?
E(t) =Eye 2 cos(wrt) with r = 102}—’2 as the pulse duration including 10 laser cycles

and wy, as the laser frequency. We use material parameters which are close to GaAs [83,
85, i.e., hwgap = 1.43 €V, A = 1€V, a = 0.565 nm, pip = 0.3 nm, and the dephasing time
T2 =50 fs.

are given by [175]

In Fig.[5.1{a) we show the comparison of the linear absorption spectrum considering the
cases without Coulomb interaction and including excitons. Without the consideration
of excitonic effects an absorption peak firstly arises as expected around the band gap
energy at 1.43 eV. Due to the dephasing this van Hove peak is broadened. The linear
absorption ends (not shown here) with a second van Hove peak around 2.43 eV. In contrast
to free carriers, a strong 1s exciton absorption peak appears at approximately 1.15 eV when
including the Coulomb interaction. Moreover, more exciton transition peaks are obtained
below the band gap whereas the absorption above it is much reduced. The strength of
the Coulomb interaction is chosen in such a way that the resulting binding energy of the
1s exciton corresponds to 280 meV. Such a large binding energy energy exceeds clearly
what can be observed in GaAs-based bulk semiconductors. However, such energies are
realized in two-dimensional materials like transition metal dichalcogenides (TMDC). Only
recently the theoretical analysis of the Coulomb enhancement of HHG in such materials
has been provided [55]. The Coulomb enhancement of the HHG is shown in Fig.[5.1{b) and
(c). Firstly, we choose a central laser frequency of about 385 meV which corresponds to a
third of the 1s exciton resonance. In this case the third order harmonic is mainly enhanced
by several orders. Similarly, for w; = 165 meV a strong enhancement is determined for the
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Figure 5.1: In (a) the linear absorption spectrum without (dotted black) and with excitonic transi-
tion peaks (solid blue) is shown. The obtained binding energy from the 1s exciton is
about 280 meV. In (b)-(c) we show the Coulomb enhancement of HHG considering laser
frequencies corresponding to w; = 385 meV (b) and w; = 165 meV (c), respectively.
The maximal electric field strength is 1 MV/cm. Taken from [54].

seventh harmonic as can be seen in Fig. [5.1[c). In principle, we can summarize that the
enhancement of certain harmonics can be controlled by choosing the laser frequency of the
incident fields to an odd multi-photon energy corresponding to the 1s exciton resonance.
This kind of enhancement can be physically understood by taking into account that the
excitonic transition peaks provide more interband excitation pathways for HHG. These
kind of polarization couplings have been also investigated in [176] whereas additional
transitions between valence bands also lead to enhancements of HHG.

5.2 Conclusions

Over the past decade, there have been significant theoretical investigations into the in-
fluence of many-body Coulomb interactions. In these investigations, researchers have
primarily applied optical fields with high intensities, which provide Rabi frequencies that
exceed the binding energy of typical III-V semiconductors [[78]]. However, such semicon-
ductor nanostructures have only binding energies around a few meV, i.e., due to screening.
Furthermore, complete ionization of the exciton induced by such strong pulses has no
significant influence on the nonlinear response originating from Coulomb interactions.
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In contrast, TDMCs exhibit strong excitonic resonances with binding energies correspond-
ing to several hundreds of meV [55} (177, |178]. In this chapter, we have demonstrated
the importance of excitonic effects when the Rabi frequency is in the order or below the
binding energy of excitons by considering weak nonresonant laser pulses.

Within our 1D tight-binding model, we were able to provide a direct connection between
the excitonic resonances and the applied laser pulses. By selecting suitable laser frequencies
depending on the binding energy of the considered material system, precisely selected
harmonics can be enhanced.

These theoretical findings, presented in the reference [54]], were likely the reason for further
theoretical investigations in this research area [55]]. It is important to continue studying
the influence of many-body Coulomb interaction on the nonlinear response of various
material systems under different excitation conditions to advance our understanding of
this phenomenon.
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Analysis of many-body
Coulomb correlations in the
excitonic nonlinear optical

response

The optical response of near-bandgap semiconductors is influenced by the interaction be-
tween light and the resonant or near-resonant material polarization. This interaction leads
to the excitation of carriers, such as electron-hole pairs, and the emergence of transient
coherent nonlinearities. To understand these effects at a microscopic level, it is necessary
to analyze the relevant quasiparticles and their interactions. In this chapter, we specifically
focus on the interactions between carriers, namely the many-body Coulomb correlations,
and how they influence the optical nonlinearities of semiconductor nanostructures. Many
experimental observations and comparisons with theoretical investigations on the nonlin-
ear response of excitons (X) in spatially-homogeneous type-I QW nanostructures have
been performed in the past [57} 58, |60H63| 73, [179H184]. As mentioned in chapter a
hierarchy problem appears when deriving the equations of motion for the microscopic
polarization p when the many-body Coulomb interaction is taken into account. Here, p
indicates the single-exciton amplitude as shown schematically in Fig.

microscopic
polarization

Figure 6.1: Schematic of the interband coherence between holes and electrons induced by a laser
field.
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6 Analysis of many-body Coulomb correlations...

An exact theoretical treatment of this many-body problem is only achievable for very small
systems with only a few sites [[185-187]). In our case it is necessary to derive an approximate
closed set of equations. One possibility is the TDHF approximation. Here, a factorization as
described in chapter [2.2] of all a four-point operators into products of two-point operators
is performed [2,|109] which provides a theoretical description of the interband coherences
and the populations. The TDHF approximation is already able to describe some many-body
features, i.e., finite FWM signals for negative delay times [[16}|17, |73, (182,183} |188] which
are absent if Pauli-Blocking is the only considered nonlinearity. Over time, due to better
experimental techniques the sample quality of semiconductor nanostructures has been
improved. At the same time, theoretical descriptions of many-body Coulomb correlation
effects on a microscopic level have also evolved. In ultrafast spectroscopy experiments
performed with certain polarization directions and for low intensities it was demonstrated
that higher-order correlations such as excitation-induced dephasing [|58,/113}(189-191]] and
the existence of bound biexciton resonances [33} 57, 63} /116H118}[192-203]] have a major
impact on the nonlinear optical response.

In our theoretical approach we restrict the appearing higher-order correlation functions
up to a certain order in the optical field. Regarding FWM and PP experiments it is at
least necessary to analyze the nonlinear optical response up to the third order in the
electric field (y®). In the coherent y® -limit it is possible to derive dynamic equations
for the single-exciton amplitude p and the two-exciton amplitude B which fully describe
the interactions of the photoexcited electron-hole pairs [61}62,/179]]. Due to the fact that
numerical evaluations of considering many-body correlations are quite demanding we
use an one-dimensional (1D) model which in many cases provides qualitatively similar
results in the vicinity of the exciton resonance as two-dimensional models systems, e.g.,
QWs [57,[186]]. As mentioned before our theoretical approach was widely used in the past
to describe spatially-direct type-I QW structures as shown in Fig. |6.2| (left). We extend
our theoretical treatment in order describe so-called charge transfer excitons (CTX). The
CTX may appear in spatially-indirect type-II QW structures which have been investigated
recently, see. Fig.[6.2] (right), experimentally [[204-206]].
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Figure 6.2: Comparison between a spatially-direct type-I QW and a spatially-indirect type-II QW
structure. The reference sample (left) consists of 50 individual (Ga,In)As quantum wells
surrounded by GaAs barriers. It provides a spatially direct transition (solid arrow)
within the (Ga,In)As quantum wells. The type-II heterostructure (right) consists of
50 consecutive quantum well units. These are composed from two different quantum
wells, which are spatially separated from each other by thin GaAs layers from each
other. Due to this fact and the attraction between spatially separated electrons and
holes a so-called CTX exist describing the lowest interband transition in such type-II
heterostructures. Taken from

6.1 Experimental setup to study the excitonic nonlinear
response of type-l/ll quantum wells

In the following the experimental setup of a PP experiment performed on spatially-direct
type-I and especially on spatially-indirect type-II QW structures is introduced. The exci-
tonic nonlinear response is measured for co-circularly and for counter-circularly polarized
excitation conditions.

The type-I QW structure which is shown in Fig. 6.2 (left) consists of multiple QWs with 50
separate Gag 942Ing 955 As layers. Every single 7.7 nm thick quantum layer is surrounded by
GaAs barrier layers. During the epitaxial waxing and because of different lattice constants
of the individual materials epitaxial strain occurs. Consequently, energy shifts of the
valence and conduction bands induced by lattice mismatches exist. This influence on the
band structure of electrons and holes is directly reflected in effective masses and
also affect the exciton binding energy [208]. The degeneracy of light holes (Ih) and heavy
holes (hh) at the I'-point is absent providing two separate 1s lh- and hh-exciton
resonances, i.e., in the linear absorption spectrum. For our theoretical investigations we
only consider hh-excitons since the laser pulses are tuned to the hh-excitons or slightly
below in the experiments and the absorption at the lh-exciton resonance is reduced due to

47



6 Analysis of many-body Coulomb correlations...

smaller oscillator strength. Furthermore, oppositely strained Ga(As,P)-barriers between the
quantum layers are used in order to reduce strain-induced defects in the QW structure.

The spatially-indirect type-II QW sample illustrated in Fig. [6.2] (right) is also based of 50
multiple thin QWs of 7.7 nm thick Gag g42Ing 053As and 7.5 nm GaAsg 93Sbg o7 layers. Be-
tween them a 1 nm wide GaAs interlayer is located providing spatial separation. Similarly
as for the type-I sample the multiple QWs are surrounded by GaAs and Ga(As,P) layers
in order to provide strain compensation [210]]. The consequence of such a QW structure
is, that the maximum of the valence band and the minimum of the conduction band are
located on spatially separated QWs. Due to the attraction between the spatially separated
electrons and holes a CTX exists. So, the energetically lowest transition is spatially indirect.
A minimal overlap of the corresponding wave functions of the electrons corresponding
to (Galn)As and the spatially separated holes from Ga(As,Sb) is still provided [[211]]. The
reason for this is, that the CTX is characterized by a spatially extended wave function that
spans both QWs. The comparison of the nonlinear response between the spatially-direct
type-I and spatially-indirect type-II excitons is the main subject of this chapter.

Pulse Shaper \
D
SN

sCMOS

2SS
W

Shutter
Sample Sapphire

Figure 6.3: Experimental setup to study the pump-induced differential absorption change consid-
ering a PP setup. Taken from [212]]

A regenerative amplifier system operating at a repetition rate of 5 kHz generates ultrashort
pulses with a duration of 50 fs centered around 800 nm. These pulses have a pulse energy of
1.6 mJ. Roughly 30 percent of the amplifier output is utilized to generate a broad spectrum
of light known as a white-light supercontinuum. This process occurs in a 6 mm thick
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sapphire crystal. The remaining 70 percent of the amplifier output is directed towards an
optical parametric amplifier (OPA).

The primary output of the OPA produces short pulses with a tunable central wavelength.
These pulses are then shaped by a pulse shaper, see. Fig.[6.3] resulting in a spectral FWHM
of approximately 2.71 meV and a duration of 2 ps. The excitation beam is focused onto the
sample, forming a spot size of 300 pm. The sample is cooled to liquid helium temperatures
using a cryostat with a cold-finger mechanism.

Within the white-light beam path, a wedge beamsplitter is employed to split the light into
two separate beams. One beam, focused to 200 pm, interacts with the sample to probe
any absorption changes induced by the excitation. The other beam serves as a reference
pulse. After passing through the sample, both the white-light supercontinuum and the
reference pulse undergo spectral analysis. This analysis is performed using an imaging
spectrometer equipped with a 600 lines/mm grating and a scientific complementary metal-
oxide semiconductor (sCMOS) camera.

The sCMOS camera consists of 2160 individual lines that can be read out independently or
combined into a region of interest (ROI). By directing the white-light pulse transmitted
through the sample and the reference pulse onto different regions of the camera, their
spectra can be simultaneously and independently captured. This enables a comparison
between the two pulses, leading to the calculation of a transfer function Ty. The transfer
function converts the spectrum of the reference pulse T, r into the spectrum of the pulse
transmitted through the unexcited sample.

Through this setup, we can obtain both the transmission through the excited sample Tp
and the transmission through the unexcited sample T simultaneously. In order to calculate
the differential absorption at each time step, we first measure the photoluminescence
background T,; and the scattered light background Ty, in both paths at the beginning of
the measurement. Then, using the following equation, one experimentally obtains the
differential absorption AaL:

[ AaL = ~In ((Tp — To1) / (T (Tret — Tig))) ] (6.1)

Moreover, we use this approach to obtain the linear absorption of the sample. To achieve
this, we exclude the sample from the beam path and compute the transfer function that
converts the reference signal into the spectrum of the pulse transmitted through the
sample holder. Subsequently, we reintroduce the sample into the beam path, enabling
us to measure the transmission through the unexcited sample and determine its linear
absorption properties.

The OPOP experiment show clearly new signatures in the vicinity of the 1s exciton reso-
nance of spatially-indirect type-II QW structure in contrast to the well-investigated type-I
excitons. In Fig. [6.4 we see the differential absorption spectrum for an OPOP performed
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with co- and counter-circularly polarized laser fields on the type-II QW structure from Fig.
6.2
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Figure 6.4: Differential absorption signal (AaL) for a series of pump pulse intensities in co-circular
polarization geometry (left) and counter-circular polarization geometry (right). The
black line represents the linear absorption of the sample, and the orange shaded area
indicates the pump pulse, which is tuned energetically below the CTX resonance.
At the CTX resonance at 1.452 eV, both polarization configurations exhibit a blue
shift. Conversely, for the regular exciton of the (Ga,In)As QWs (1.467 eV), co-circular
polarization demonstrates a blue shift, while counter-circular polarization displays
a red shift. These measurements were performed in the group of Sangam Chatterjee
(University of Giessen).

For co- and counter-circular excitation conditions and pumping below the CTX resonance,
the characteristic optical Stark effects are observed. Specifically, a blue shift (on the left
in Fig. and red shift (on the right in Fig. in the differential absorption near the X
resonance at 1.467 €V is observed [57]]. A closer look at the CTX resonance at about 1.452
eV of the type-II heterostructure yields a somewhat different picture. In contrast to the
type-I 1s exciton appearing at 1.467 €V the CTX shows mainly a blue shift signature for
co-circular polarization and a much weaker signature for counter-circular polarization
corresponding to an unexpected blue shift instead of a red shift such as at the X resonance.
In order to understand the origin of the blue shift at the CTX for counter-circular excitation
condition, we introduce in the following our theoretical approach to describe the excitonic
nonlinear response including many-body Coulomb correlations.

6.2 Theoretical model and approach

In the following we introduce the coherent y®)-limit to derive a closed set of equations
describing the appearing electron-hole pair coherences and biexciton many-body corre-
lations. Thereupon, we present the 1D tight-binding model. In our numerical evaluation
we firstly start by showing a comparison between type-I QW excitons and type-II QW
excitons. The major differences in their nonlinear response by analyzing the differential
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absorption spectrum within a pump probe configuration is demonstrated. Moreover, we
also compare our theoretical findings with the measurements presented in Fig. [6.4] which
have been performed on the type-Il QW structure, see Fig.[6.2|(right).

6.2.1 The SBE in the coherent y®-limit

Similarly as in chapter[2.1we start with the following Hamiltonian describing the nonlinear
dynamics in photoexcited semiconductors [2,[56]:

I:I = I:IO + gL—M + I:IC (6.2)

Here, the single-particle energies are included via Hy. In second quantization working in
the electron-hole picture the single particle Hamiltonian in real space reads [56]

Ho= ) Teec+ > Todtde. (6.3)

ijc ijc

The creation of an electron (hole) at site i in band ¢ (v) is given by éfT ((fl” T). And ¢f (cfl”)
destroys an electron (hole) at site i in band ¢ (v). The electronic coupling is used in the
nearest-neighbor approximation which is included in the matrices TCJU The diagonal terms
of the matrices T contain the electronic site energies and the couplings between the sites
are given by the off-diagonal matrix elements. The Hamiltonian describing the light-matter
interaction is described by [56]

Hy-m = —E(t) - P,

with B= )" (uiedyes + (uss) efds"). (6.4)

ijoc

The polarization direction plays a crucial role when analyzing PP or FWM signals. There-
fore, it is necessary to consider the vector character of the dipole matrix element u, the
electric field E, and the total optical polarization P which is defined by the summation of
all microscopic polarization p“cd ?¢¢. The Hamiltonian describing the many-body Coulomb
interaction reads [56]]

ZZ(AVTAV dVTd)VW (Aywv ddev) (6.5)

ij vv
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Here, the superscripts v and v’ label the relevant valence and conduction bands. The
many-body Coulomb interactions are approximated by a monopole-monopole interaction
[213]). He includes the repulsion between electrons and between holes, respectively, as
well as the attraction between electrons and holes, which gives rise to the formation of
bound electron-hole complexes, for instance excitons and biexcitons.

The equation of motion for the single exciton amplitude containing all contributions of
H = Hy + Hj,, + He is described by dtpvch = H([H, dflégz]and reads [56, 60, |62]

ucy _ uc ocy 012 , U1C2
_lhdtplz —_Z 2jP1) _Z P’ + Vi P

P | (5) = 3 ) = D ()
jc iv
+ Z y e <nga6§f1 dga?égz> _ Z yEeve <c§1010iga & jgﬂ)
avg avg
+ Y Ve et ety = 3 vseadiece e, (6.6)
acg acg

cc_ ACT ac’ v’ _
i (c c)andn =

(oilv TdAi”,’). Moreover, the first step of the hierarchy problem due to four-point operators
appearing in eq. arises. Since we consider only weak excitation a perturbative analysis
with respect to electric fields can be performed. Furthermore, no interactions with other
quasiparticles are included. Under these considerations the coherent y(®-limit can be con-
sidered. In this sense, the intraband coherences can be described only via the polarization
p [60-62]

In eq. we introduced the electron and hole coherences as n¢

ngt = ) pra® (pc)” and nfy = )" (pe)” piice. (6.7)

avg acg

The factorization in eq. results from the dynamics-controlled truncation (DCT). This
approach can also be applied to the four-point operators appearing in eq. which leads
to [60-62]

(ot drdecs:y = ) (dperdiecs (e tdety (6.8)

bey,

Only two physical quantities, p = (dc) and B = (dcdc), remain to describe the optical
response in the coherent y(®-limit. They are schematically illustrated in Fig.

Here, the site indices are denoted by 1and 2, while v; and ¢ describe the respective bands.
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Figure 6.5: Schematical drawing of the main quantities p = (dc) and B = (dcdc) appearing in the
coherent y®)-limit.

The single-exciton amplitude p;,“* describes one electron-hole pair coherences, whereas

the two-exciton coherence is expressed by B};,“ = (cff légoigéiz). Furthermore, we define
the following:

Rlcvc: Buicee: viCy

v1C , 0Cy
B13Z4 1324 +p14

ng _p13 2N (6-9)

Using the definition (6.9), it becomes possible to analyze pure correlation effects that go
beyond the scope of the TDHF approximation [[214]]. Overall, we obtain a closed set of
equations describing the dynamics of the coherence between the ground and the single-
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. . —v'c’ve
exciton state pi; or a two-exciton state By, [56} (60, 62]:

7

. d
il bl == 2 T - D Tiplh + Vol

LB () = () (pe) oo+ () (pi) i)
abv'c’
+ 3 (Ve -var-vge+ v
abv’'c’

—v’c’vc]

x| 05 pispi — (i) piLe bl = (B3 ) B (6.10)

The time derivative of the single-exciton amplitude contains the on site energies,
electronic couplings, and the electron-hole attraction V% within the first line. Furthermore,
three nonlinearities including the linear absorption are provided. The PB term (E(¢) - up*p)
is also known from the OBE [2/127,[215]. The linear source term is given by E(t) - u. Due to
the Coulomb interaction two inhomogeneities known as the first order Coulomb interaction
Cls; o« p*pp and the correlation term Cl,,,, & Vp*B [63}181] exist. The latter describes
the contribution originating from two-exciton coherences. So, it is possible to analyze the
contributions that arise from the three nonlinear inhomogeneities separately. Without the
correlation term, these equations are equivalent considering the TDHF approximation.

The equation of motion for the two-exciton coherence Ezacl;c reads [56, 60, |62]

d =v'c’vc r—v'c’ve r—u'c’ ve r—v'c’ve r—v'c’ve
. _ c v c v
— ih—Bpg, = - Z (TZi Bpati +Tit Bpaiz + Tai Boiz + T Biarz )

dt - J
i
+ Vv'c’ + Vv'c + ch’ + Ve VU’U _ Vc’c Ev’c/vc
ba b2 la 12 b1 a2 bal2
o'c’ uc v c’c\ ,oc’ ,v'c
- (Vba Vo =V —Va )pla Ppa
oc’ vc v c'c\ ,,0'c ,oc
+ (Vla Ve ~ Vi —Va )Pba Pz - (6.11)

J

Again, the first line of eq. (6.11) contains the electronic energies and couplings. Furthermore,
four attraction and two repulsion interaction terms between the two electrons and holes

exist. The two-exciton amplitude Bzaclzv “ includes exciton to bound biexciton as well as

'’ ve

to unbound continuum states transitions. The nonlinearities that are contained in Ezalz
are contributions which depend on the many-body interaction (Vpp). Similarly as in
momentum space (see eq. (2.18)) the nonlinear response is fully described by eqs. (6.10)-
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(6.11) and is given by the total polarization P:

P=> plp (6.12)

ijoc

6.2.2 One-dimensional tight-binding model

Due to the fact that the numerical evaluation considering higher-order Coulomb correlation
terms is quite demanding, the theoretical findings in the following are obtained by an
1D model. Such a model is still able to provide results which are in good agreement with
several experimental observations in QW systems[57-59, 63]. The electronic coupling is
used in the tight-binding approximation and is included via the matrices T:J’C The site on
energies of electrons and holes are given by the diagonal terms in the matrices T;;¢ = ¢}
The electron couplings in the nearest neighbor approximation lej’c = Joc With [i-j|=1 are
described by the off-diagonal matrix elements of T. Furthermore, we consider periodic
boundary conditions in such a way that site N+i is equivalent to i. This provides a coupling
Joc between the now nearest neighbors N and 1 because site N + 1 is identical to site 1.
Neglecting any kind of disorder effects, the energy of a band does not depend on the sites.
Thus, we can shift them in such a way that the 1s hh-exciton resonance appears at zero
energy. The Coulomb matrix elements are given by following equation

, d
VY =

I 6.13
“dli— jl+a (613

where the strength of interaction is given by Uj. For VI‘J"’ o« —|i — j|7! the attractive
electron-hole Coulomb interaction leads in one dimension to a diverging ground-state
energy. We add a regularization parameter a; V" in the denominator which is on the order
of the effective site distance constant d [56]. Here, we have slightly extended the 1D
model to describe spatially-indirect QW systems. The Coulomb matrix elements Vl.}f", that
describe the attraction between an electron and a hole located in the same QW (both in
(Ga,In)As) are larger than when the hole is located in the spatially separated QW (electron
in (Ga,In)As and hole in Ga(As,Sb)). This is schematically shown in Fig. To describe

this accordingly, we can adjust the spatial variation % of the electron-hole attraction.
0

For homogeneous spatially-direct QW structures, it is not necessary to consider that the

regularization parameter a; V" depends on the band indices because the attraction and

repulsion between the particles are similar. The differential absorption spectrum da(w) is

determined by the differential polarization §P and can be calculated by using eq. (2.24).
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Figure 6.6: Here, we present an overview of our description of the type-II heterostructure. Above
the type-Il QW structure is shown (taken from [206])). Additionally, we provide an
illustration of the 1D tight-binding model that describes this system. The model focuses
on the hh valence bands of two QWs, specifically (Galn)As and Ga(As,Sb). In the 1D
model, the single-exciton amplitude is given by p;;, the Coulomb interaction between
particles at sites i and j within the same QW is denoted by a solid blue line. The
Coulomb interaction between QWs that are spatially separated is depicted in red. The
direction of the sites within the 1D model reflects the in-plane orientation (y) of the
QWs.

The dipole matrix elements are given by pf7 with the band indices v and c. For type-I QW
systems we consider two valence (vy2) (heavy-hole) and conduction bands (c¢;2) which
are described by the degenerate states |+3/2hh) and |+1/2e), respectively. The optical
transitions are described by the well-known selection rules for zinc blende materials and
describe circularly-polarized transitions. For the case of type-II QW structures we include
two additional valence bands (v3 4) which represent the spatially-separated states in the
other QW of the type-II system with the same dipole selection rules as shown in Fig.
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Figure 6.7: Illustration of the optical interband transitions considering a type-II QW system. The
selection rules correpond to zinc blende materials, i.e., GaAs based semiconductor
nanostructures.

The dipole matrix elements within the one-dimensional model read

HType-1 (1 HType-1 [ 1
pij = i) \y/pg (1) ,u?,-2=5ij%(_i) i =pt=0 (6.14)

UType-11 (1 HType-1 [ 1
pij = 5ijy—j§ (l) My = 51-]-% (_i) i =y =0 (6.15)

Here, prype-1Type-1 denotes the strength of the interband transition. We always consider
the case prype-1 = piType-11- Due to the tight-binding description optical excitations are
only possible at same sites of electron-hole complexes. In this thesis, we always consider
as many sites as it requires to obtain converged results for the signatures of the excitonic
optical response. We use phenomenological dephasing times i and yg = 2y,.

Since we only take hh excitations into account, the linear response is fully described
by p!! and p?? for spatially-direct type-I QWs. Additionally, the coherences p3! and p*?
contribute if a spatially-indirect QW structure is considered. Two-exciton coherences only
appear in second order in respect to the electric fields. Here, either bound or unbound
two-exciton states can be induced by a proper choice of the polarization direction of the
incident laser fields. For co-circular excitation conditions (¢*¢*) only unbound continuum
states are excited. Bound biexcitons will contribute for instance in the case of counter-
circularly polarized laser fields (6* 0 ™) within a PP setup. Due to the antisymmmetry of

. —=u'coc |, . —1122 .
the two-exciton amplitude Bzaclzvc it is sufficient to calculate only By, since we can use
—2211 —122 . . . . . I
Bpa1z = —Biapg- Similarly, it is possible to excite a so called charge transfer biexciton (CTB)

if a type-II QW structure is described. Because of the selection rules, the total nonlinear
response in third order within the coherent y®-limit only depends on p" (X), p?* (X),
p*Y(CTX) and p**(CTX).
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6.2.3 Numerical results for type-l and type-II excitons
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Figure 6.8: The model parameters are presented in Table A.1 (HH-I). The spatially-direct exciton
(X) is excited resonantly considering a time delay 7 = 2 ps. In (a) and (c) we show the
total pump-induced differential absorption da(w) for co-circular (6*c*) as well as for
counter-circular (6% o~) excitation conditions, respectively. The different nonlinearities
dapg, dacr,,, and dacy,,,, which contribute to the signals in (a) and (c) are demonstrated
in (b) and (d), respectively. Taken from [216]

Firstly, we show the excitonic nonlinear response for a spatially-homogeneous type-I QW
structure. In Fig.[6.8|a) the pump-induced differential absorption da(w) for co-circularly
polarized pump and probe pulses is shown. The optical-pump pulse is tuned to the X
resonance. The response in the vicinity of the direct X mainly corresponds to pump-
induced bleaching. Fig.[6.8(b) displays the individual contributions originating from Pauli
blocking (PB), first-order Coulomb interaction (Clis), and higher-order correlation effects
(CIcorr)'

Comparing to the Coulomb-induced contributions, PB is relatively weak and exhibits pure
bleaching at the exciton resonance. The CIj; contribution is larger and shows a dispersive
lineshape, corresponding to a blue shift, which is the dominant feature within the TDHF
approximation. On the other hand, the CI.,,, contribution provides a red shift. As a result,
there are strong cancellations between the two Coulomb contributions. Additionally,
the Cl.o term exhibits weak induced absorption peaks above the exciton that describe
transitions from the exciton to unbound two-exciton resonances.

When counter-circularly polarized excitation conditions are applied to type-I QW systems,
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the only contribution to the differential absorption spectrum originates from Cl oy. The
reason for this is that PB does not couple the two spin subspaces due to the selection rules.
In contrast, the CIi contribution can play a role under specific conditions that depend on
the system itself. Upon closer examination of the CIji; contribution reveals that the term
o pz';'*pzlac’ pi; leads to a coupling between the coherences of the spin subspaces. But this
contribution is only finite for spatially-inhomogeneous systems. This is not the case for a
spatially-direct type-I QW structure. When we only consider the individual coherences for
oo~ excitation conditions, the corresponding microscopic polarization that determines
the excitonic nonlinear response reads

apis oy, (Ve =V = Ve + Vi) (o) (i v (6.16)

abv’'c’

For homogeneous systems the entire term in eq. (6.16)) vanishes. This can be easily un-
derstood by the fact that the relation p,° = p” is fulfilled in a homogeneous system. The
product between the coherences in eq. (6.16) is a symmetric function g(a,b) = g(b,a) =
(pZ;C')*pz'acl Ly = (p:'bcl)* pZ,bCI pry with respect to interchanging a and b. However, the pref-
actor f(a,b) = (Vacz,c - Va"'l, v— Vbz’z’c + Vb”;v) changes its sign when a and b are interchanged.
Consequently, the sum over the sites a and b appearing in eq. (6.16) vanishes and a Clj
contribution does not exist in a homogeneous system. This is demonstrated in Fig.[6.8{(d).

Besides the induced absorption peaks above the exciton resonance the higher-order
Coulomb interaction term Clo,, also shows induced absorption due to a bound biex-
citon (BX) below the X which is clearly seen in Fig. [6.8|c). The corresponding binding
energy corresponds to an energy of about 2.6 meV.

59



6 Analysis of many-body Coulomb correlations...

0.5 () ‘ ‘ ‘ : : : 4
e a /\A
5 . G
c
35 -05 o
a 1 + + \ Y7/ dorpg
8 lole] 2 + +
515 g o dag) 16t
T -4 Sac,cor
< CTX

-25 -6

-6 2 4 6 6 4 2 0 2 4 6

0.5

- -2 0
1O SN A L@ p o

~—~
a
% aCI,corr
: 0
e .05 + - '
S [ 1 + -
— oo
3 4
3 -2
- CTX
15— : : ! . : . 3Ll— . - - - . -
-6 -4 -2 0 2 4 6 -6 -4 -2 0 2 4 6
energy (meV) energy (meV)

Figure 6.9: The model parameters are presented in Table A.1 (HH-II). The spatially-indirect CTX
is excited resonantly considering a time delay 7 = 2 ps. In (a) and (c) we show the
total pump-induced differential absorption §a(w) for co-circular (6*c™*) as well as for
counter-circular (6% o™) excitation conditions, respectively. The different nonlinearities
dapp, dacr,, and dacy,,,, which contribute to the signals in (a) and (c) are demonstrated
in (b) and (d), respectively. Taken from [216]

For a direct comparison with a spatially-indirect QW structure we show in Fig. [6.9|the
nonlinear response when a CTX is excited under same conditions. The CTX has a lower
binding energy due to a weaker attraction between electrons and holes located at spatially
separated QWs. This results in a reduced binding energy which is about 2 meV smaller than
that of the direct exciton in the homogeneous system. When comparing the Figs. [6.9(a)
and a) for co-circular polarized excitation conditions with each other, the signatures
appearing in the vicinity of the direct X and the CTX originating from the nonlinearities
are mainly the same leading in both cases to a similar behavior of the total differential
absorption spectrum da(w).

However, the pump-induced differential absorption shows some differences when we look
more closely to the case of counter-circularly polarized laser pulses. In contrast to the
spatially-direct type-I QW structure the appearance of the induced absorption due to a
bound charge transfer biexciton (CTB) below the CTX is much closer to the CTX resonance.
This significant reduction of the binding energy to about 1.9 meV depends sensitively on
the Coulomb interactions occurring between the particles in the same QW (we denote
them as interwell Coulomb interaction) or located in spatially separated QWs (we denote
them as intrawell Coulomb interaction) as is the case for spatially-indirect type-II QW
structures. Regarding the two-exciton coherences, see. eq. (6.11), two intrawell Coulomb
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interactions (repulsion between two holes and two electrons, respectively) arise which are
stronger than the four interwell interactions between electrons and holes (attraction) at
spatially separated QWs and are the main reason for the reduced binding energy.

Regarding the nonlinearities which contribute to the total differential absorption spectrum
we see in Fig.[6.9(d) a strong contribution arises from the Cl term which is absent in
homogeneous systems and is provided in inhomogeneous systems (for instance disordered
systems [32,[217])). In disordered systems, the interband coherence does not only depend
on the relative spatial coordinate anymore because the band gap energy at different sites is
not equal. In type-II QW structures, however, the interband coherence still only depend on
the relative spatial coordinate. Instead, the inhomogeneity arises due to different Coulomb
interactions. We have to distinguish between interwell and intrawell Coulomb interactions.
Similarly as in the case of the type-I QW structure we can indicate the origin of C5; by
considering the main contribution of the corresponding coherence by looking closely to
the CI 5, term. Here, the corresponding hole and electron correspond to spatially separated
QWs with v = 4 and ¢ = 2, respectively. Due to the fact that the repulsion and attraction
between the considered particles is not the same, the prefactor f(a, b) does not change its
sign anymore by swapping its arguments a and b leading to a finite CI;s contribution. In
total, we still obtain a pump-induced bleaching signature in the vicinity of the CTX due to
the cancellation with the Cl ., term, see Fig. c).

Concerning the OPOP experiment introduced in chapter we can also analyze the
general behavior of the excitonic nonlinear response when we excite below the CTX
resonance considering different optical detunings A. Since there is a finite first order
Coulomb interaction for counter-circularly polarized laser pulses, we can also analyze the
pump induced absorption change in dependence on the spatial inhomogeneity at the same
time.
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Figure 6.10: The model parameters are presented in Table A.1 (HH-III and HH-IV providing the
two different binding energies of CTXp;, = 6.7 meV and CTXp;;,, = 6.1 meV, respec-
tively). The spatially-indirect charge transfer exciton (CTX) is excited off-resonantly
considering zero time delay and different optical detunings A. In (a) and (c) we show
the total pump-induced differential absorption §a(w) for counter-circular (c*o™)
excitation conditions considering two different binding energies of the CTX corre-
sponding to CTXp;, = 6.7 meV and CTXp;, = 6.1 meV, respectively. In both cases the
binding energy of the X remains the same Xp;, = 7 meV (intrawell interaction remains
the same). The different nonlinearities dapg, dacy,,, and dacy,,,, which contribute to
the signals from (a) and (c) for an optical detuning A = —8 meV are displayed in (b)
and (d), respectively.

Firstly, we see in all the cases in Fig.[6.10[a) that a red shift is originating from the Cleor
term which is dominating, see Fig.[6.10[b). The spatial inhomogeneity is weak in this case.
If the attraction between electron and holes (interwell Coulomb interaction) located at
different sites is further decreased, we can obtain unexpected signatures at the CTX. An
optical detuning A = —8 meV leads to a blue shift originating from CI;. Applying an
optical detuning of A = —4 meV, we mostly obtain a bleaching signature, although we
still excite below the CTX resonance. This arise due to cancellation of the CIj5; and the
Coulomb correlation Cl.,, contribution. This is an unexpected result which so far not
have been investigated and observed. For even smaller detuning resonant contributions as
the excitation of a bound CTB is provided and is slightly visible. If the intrawell interaction
is much stronger than the interwell interaction a blue shift is mostly provided because
the CI5; term is dominating. This kind of behavior for nonresonant excitations becomes
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important if we investigate the optical Stark shifts which are measured and shown in

chapter

6.3 Comparison with optical-pump optical-probe experiment

Here, we theoretically investigate OPOP experiments considering our theoretical model
presented in section|[6.2.2] Likewise to an ensemble of quantum dots a QW structure exhibit
inhomogeneous broadening due to variations in their thickness and alloy composition
across the well structure. These variations result in a distribution of energy levels within
the ensemble of quantum wells that is related to a distribution function g(E) that indicate
the respective weight of the corresponding transition frequency E. The inhomogeneous
broadening typically dominates over the homogeneous linewidth. This is also the case for
the considered QW structures illustrated in Fig.[6.2] In the case of spatially-indirect type-II
QW structures, the direct X and the CTX are broadened to different extents. In order to
consider this, we apply correlated inhomogeneous broadening of the two valence bands
for the type-II QW system in our 1D tight-binding model. Therefore, we solve the single

. . . ey . LR
exciton amplitude pyy and the two-exciton coherence B) ©* for many different transition

frequencies E This is shown schematically below by considering only the tight-binding

part of egs. (6.10) and (6.11).

uc TY e
_Pl (2= Z 2Py t+ Z i1Piz (6.17)
OCE_ED+EOffet+EC
d =v'c’vc —o'c’ve —u'c’ve r—0'c’ve r—u'c’ v
c c B
_lhd Bbalz (E) Z TZszall T Bbazz + T Bb112 + T la12 (6'18)
i
o« E=¢v+ EO‘stet +& + Eoffset +£° 4 &

In our theoretical model we consider overall four valence bands where v = 1, 2 indicate
the QW (Ga,In)As and v = 3,4 correspond to Ga(As, Sb), see Fig.[6.2] The energy shift
E . depends on the considered valence band providing the possibility to apply different
inhomogeneous broadenings for the direct X and the CTX, i.e., EOPf o = aEgif o+ A positive
value a>0 describes the case of correlated inhomogeneous broadening and provide a larger
broadened linewidth for the CTX resonance which is the case in the considered type-II

QW structure. The inhomogeneous macroscopic polarization is defined by the following
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relation considering the distribution function g(E) of different transition frequencies.

P:Z / dEp pis (E)g(E) with g(E) = (&) (6.19)

e
ijoc oV2r

The width of the inhomogeneous broadening is determined by o. From the experimental
measurements it is known that the inhomogeneous broadening of the direct X is about
1.5 meV whereas for the type-II exciton resonance it is of about 3 meV. Therefore, we use
a = 1.6 which provides a qualitative good agreement between experiment and theory
especially for pump-induced differential absorption spectra shown in Fig. and Fig.
The chosen parameters to reproduce the experimental results can be found in the
appendix[A.2] Firstly, we compare the linear absorption spectrum between experiment and
theory which is shown in Fig. Therefore, it is only necessary to solve eq. in first
order. We always consider a probe pulse with a pulse duration of 10 fs. For the comparison,
we shift the 1s type-I exciton resonance to zero on the energy scale. The site energies of
the valence bands v = 3, 4 are adjusted in such way that the energetic position corresponds
to the one measured in the experiment. The Coulomb interaction between particles from
the same QW is stronger than between spatially separated particles leading to a larger
exciton binding energy for the X (Xp;, = 7meV) than for the CTX (CT Xp;, = 4.6 meV). Such
binding energies were also observed in measurements for these kind of QW structures.
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Figure 6.11: Linear absorption spectrum measured for the spatially-indirect type-II QW structure

shown in Fig. [6.2|and theoretically calculated by solving the eq. in first order.
The model parameters are presented in Table A.1 (HH-V).
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Besides the absence of the CTX resonance the linear absorption spectrum for the spatially-
direct type-I1 QW structure (not shown here) would look in principle similar to the case
of the type-II heterostructure. The behavior of the nonlinear response of spatially-direct
excitons can thus be investigated directly by considering type-II QW systems only. The
main difference between spatially-direct excitons for type-II QW structure is the much
more rapid dephasing [[218]]. In Figs. and[6.13]a comparison between experimental
and theoretical results of the pump-induced differential absorption change is shown. The
measurements were performed with co-circularly and counter-circularly polarized laser
fields, while pumping 5 meV (18 meV) below the CTX (X) in a type-II heterostructure.
Using the approach mentioned above to include inhomogeneous broadening (¢ = 1.6 and
the FWHM of the g(E) corresponds to 1.5 meV) the theoretical spectra qualitatively fit
well the measurements.

1 T T T T T

Experiment (oo™

Theory (c7o*

CTX

da(w) (Normalized)

1.45 1.455 1.46 1.465 1.47
energy (meV)

Figure 6.12: Measured and numerically calculated pump-induced differential absorption change
da for off-resonant excitation 5 meV below the spatially-indirect 1s heavy-hole CTX
for co-circular excitation conditions. The model parameters are presented in Table
A.1 (HH-V). The measurements were performed in the group of Sangam Chatterjee
(University of Giessen).

The comparison between the measurement and theoretical result shows a good agreement.
The obtained pump induced absorption change shows the expected optical Stark shifts on
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the X resonance corresponding to a blue shift. Even the signatures appearing at the CTX
shows a good agreement and thus can describe the new signatures observed at the CTX.
For co-circularly polarized pulses the measured differential absorption appearing at the
CTX show a slightly asymmetric blue shift. It corresponds a little more to pump-induced
bleaching. Besides this fact the excitonic nonlinear response at the CTX is quite similar to
the that of X. More significant differences occur for the case of counter-circular polarization
conditions.

T T T T T

Experiment (¢ ¢") X ]
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Figure 6.13: Measured and numerically calculated pump-induced differential absorption change da
for off-resonant excitation 5 meV below the spatially-indirect 1s heavy-hole CTX for
counter-circular excitation conditions. The model parameters are presented in Table
A.1 (HH-V). The measurements were performed in the group of Sangam Chatterjee
(University of Giessen).

For counter-circularly excitation conditions, a red shift due to the presence of bound
biexcitons occurs at the X. However, due to the first order Coulomb interaction, which
is absent in type-I heterostructures, as mentioned and demonstrated in chapter 6.1.3, a
blue shift is obtained at the CTX originating from CI;5; describing qualitatively well the
unexpected signature at the CTX from the OPOP experiment.

In addition, our theoretical framework goes beyond the analysis of spectral characteristics
and encompasses dynamic predictions within the coherent y®-limit. Fig. compares
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the temporal behavior of observed optical Stark shifts between experiment and theory.
Interestingly, our theory not only precisely captures the spectral properties when the
pump and probe pulses perfectly overlap in time but also accurately describes the temporal
evolution of the optical Stark shifts. Specifically, for pulses with co-circular polarization, see.
Figs. a) and (b), there is a good agreement between the experimental and theoretical
dynamics of the optical Stark shift for both charge transfer excitons and direct excitons.
Similarly, for pulses with counter-circular polarization, see. Fig. [6.14(c) and (d), we obtain
a good agreement, especially in the dynamics of the CTX. However, in the case of direct
excitons, this polarization configuration exhibits a delayed appearance of the red shift in
the experimental results compared to the blue shift observed in the CTX resonance. It
is important to note that this delayed occurrence of the red shift is not reflected in our
theoretical predictions. When operating within the coherent y)-limit in a PP setup, the
excitonic nonlinear response at large delay times (r) between the pump and probe pulses
can not accordingly described. In particular, when investigating pump-induced differential
absorption changes, positive delay times correspond to the probe pulse arriving after the
pump pulse has already excited the system. At these positive delay times, the optical
response is primarily governed by the excited states and population dynamics induced
by the pump pulse. However, in the coherent y*)-limit, the description of pump-induced
differential absorption changes becomes inadequate because the nonlinear response relies
on the phase relationship between the pump and probe pulses. As the delay between the
pulses increases, the coherence between the pump-induced excited states and the probe
pulse diminishes. Consequently, the interaction between the pump-induced population
changes and the probe pulse becomes intricate and incoherent. This loss of coherence
hinders the accurate description of pump-induced differential absorption changes for
positive delay times within the framework of the coherent y* -limit model.
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Figure 6.14: The differential absorption Aa spectrum in dependence of the time delay 7 is shown.
In (a) and (c) the measurement for co- and counter-circularly polarized laser pulses
is displayed, respectively. The corresponding theoretical findings are shown in (b)
and (d), respectively. The energy areas of the CTX (lower energies) and X (higher
energies) are divided into two areas, indicated by a black line at 1.4581 eV for clarity.
The model parameters are presented in Table A.1 (HH-V). Taken from [212].

6.4 Conclusions

In this chapter, we theoretically treat the Coulomb interaction beyond the TDHF approxi-
mation. We take into account many-body correlation effects, including the consideration
of two-exciton coherences, to gain a more comprehensive understanding of the excitonic
nonlinear optical response of spatially-direct type-I and spatially-indirect type-II excitons.
In contrast to the previous chapters, we consider laser pulses that are either resonant or
only slightly detuned from the excitonic resonances. Consequently, contributions originat-
ing from intraband excitations are negligible and are not taken into account, in contrast to
the dominant high-order correlation effects.

We provide a theoretical analysis to reveal the new characteristic signatures appearing
in an OPOP experiment for excitations below the CTX resonance, which only exists in
type-II QW structures. We demonstrate the significant differences that occurs in the
computed differential absorption spectrum depending on the polarization of the incident
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laser pulses. Our results show that the nonlinear optical response for counter-circular
excitation conditions exhibits additional contributions already on the Hartree-Fock level
which can be well understood by our theoretical approach. The CI;5; interaction term,
which introduces a coupling between the two spin subspaces, and only exists for spatially-
inhomogeneous systems, is responsible for this feature. This finite contribution can be
easily identified analytically by considering the corresponding equation of motion.
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Summary

In this thesis, we provide and establish microscopic descriptions to theoretically investigate
the light-matter interaction in photoexcited semiconductors. In the first part of this work
we focus on the nonlinear response when strong nonresonant laser pulses are used to
excite the system. The second part of this thesis is dedicated to the influence of excitonic
and many-body Coulomb correlation effects to the optical response of semiconductor
nanostructures.

In our first theoretical investigation when we consider a four-wave mixing experiment
performed with strongly nonresonant laser pulses. The interband current dominates the
nonlinear response when solid-state systems are optically excited nearly resonant to the
band gap energy of the material system. By comparing our theoretical findings between a
simple two-level model and a two-band model, we clearly show that the interplay between
interband and intraband excitations plays a crucial role in transient four-wave mixing
when semiconductors are optically excited nonresonantly by electric fields with low
frequencies. Our microscopic approach to include nonresonant excitations is based on the
semiconductor Bloch equations. The intraband excitation is responsible for an acceleration
of electrons and holes within their respective bands. The consideration of the latter creates
additional excitation pathways leading to both destructive and constructive interferences
between different contributions to the nonlinear response. Depending sensitively on the
laser frequencies the four-wave mixing intensity spectrum exhibits a spectral broadening
and additional complex signatures. Overall, our theoretical findings agree qualitatively
well with the significant broadening observed in measured four-wave-mixing spectra of
bulk semiconductors.

In our next topic, we focus on the collision dynamics between electrons and holes and their
influence to the anisotropy of interband high-harmonic generation which for instance
appears in many recently investigated solid-state systems like MgO. We are able to provide
an unified real- and momentum-space picture which reveals the microscopic processes
behind the scattering processes of electrons and holes with other atoms in solids. We
demonstrate how the sub-cycle real space collision dynamics can be read out from the
dynamics in momentum space and the band structure of the considered material system.
Within our developed collision model, we provide a relation between the various scattering
processes to van Hove singularities appearing at critical lines in the energy dispersion.
Depending crucially on the polarization direction of the incident pulses forward or back-
ward scattering processes give rise to an enhancing or a diminishing of the high harmonic
emission. In addition, we demonstrate how the dynamics in solid high harmonic generation
can be adjusted by accurately designed two-color pulses. Overall, our approach explains
and provides theoretical predictions for several experiments like the anisotropic high
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harmonic generation in MgO and the atomic-like recombination process in solid-state
systems within a transparent picture.

In the context of high harmonic generation, we extend the semiconductor Bloch equation by
including excitonic effects within a two-band model. In this case, the Coulomb interaction
is treated in the time-dependent Hartree-Fock approximation. From previous theoretical
investigations it is known that excitonic effects play only a minor role when extremely
intense optical pulses are applied in the range of the band gap energy. As in the chapters
before we again consider here laser pulses which are nonresonant with respect to the band
gap energy. We explicitly apply incident electric fields in such way that an odd multiple of
the laser frequencies correspond to the 1s exciton resonance energy. Consequently, we
demonstrate that for such excitation conditions the high harmonic emission intensity is
strongly enhanced in comparison to the case of non-interacting particles.

In the end of this thesis we treat the Coulomb interaction beyond the time-dependent
Hartree-Fock approximation. In other words, we include many-body correlation effects,
i.e., we consider two-exciton coherences. In contrast to the previous chapters, we apply
laser pulses which are resonant or only slightly detuned with respect to the excitonic
resonances. In this case, contributions originating from intraband excitations are negligible
and do not need to be considered. We explicitly investigate the nonlinear optical response
of spatially-direct type-I and spatially-indirect type-II quantum well excitons. We provide
a theoretical study for an optical-pump optical-probe setup and demonstrate major differ-
ences occurring in the computed pump-induced differential absorption spectrum between
such semiconductor nanostructures in dependence on the polarization directions of the
incident laser fields. The numerical simulations clearly show that in type-II structures the
nonlinear optical response for counter-circular excitation conditions is finite already on
the Hartree-Fock level. The reason for this is the first-order Coulomb interaction term,
which introduces a coupling between the two spin subspaces exits only for spatially-
inhomogeneous systems. This finite contribution can be easily understood analytically
considering the respective equations of motion. Measurements of optical-pump optical-
probe spectra show characteristic signatures for excitations below the charge transfer
exciton resonance in a type-II quantum well structure which are in agreement with our
theory. In summary, our study demonstrates the crucial influence of many-body Coulomb
correlations in the excitonic nonlinear response of semiconductor nanostructures and we
highlight crucial differences between type-I and type-II systems.

The present work demonstrates promising results and provides impetus for further physical
investigations in the aforementioned areas. The theoretical findings provided in this thesis
shine light on various aspects of the light-matter interaction in photoexcited solid-state
systems. Building upon the results described here, future studies in the following areas
hold great potential for expanding our knowledge further. The insights gained from these
future researches have the potential to pave the way for practical applications. For example,
the development of compact solid-state light sources, based on the principles investigated
here may be possible. Additionally, a deeper understanding of band structure imaging can
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open new avenues for material characterization techniques, enabling advancements in
areas such as materials science, device engineering, and nanotechnology.
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Appendix

A.1 Perturbative expansion with directional information

In this section, we present the process of extracting directional information for the relevant
quantities for the PP setup. To illustrate this, we utilize the SBE. In the case of weak
excitation intensities, the observables denoted as O can be expanded with respect to the
power [ in the electric field. When j pulses are applied, the decomposition takes the
following structure:

) Jj J
0=>0", with 0V =[]E and > 1 =1 (A.1)
=0 i=1 i=1

An optical pulse propagating into the direction k; can be described by
Ei = ENie_iki.r + E?eiki.r. (AZ)

In this thesis we consider up to two laser pulses. Inserting eq. (A.2) into eq. (A.1) we get
the following expansion:

0= Z Z oD Im)  where OD(Im) o pilnkatmlo) x (A3)

=0 |n|+|m|<l

In principle, we can decompose the quantities in terms of their k-vectors and solve them
in separate equations. When applying this expansion, one can select the desired order
and direction of interest, and then formulate all the necessary equations to compute the
dynamics.

A.1.1 Analysis of PP in third order

In chapter EI for the case of PP experiments the nonlinear signal up to third order y*
depends sensitively on the polarization directions of the applied laser pulses. The pump-
induced absorption is measured into the direction of the probe pulse k,. We consider two
incident pulses (k; and k;) and use the rotating-wave approximation. Each pulse induces
an interband coherence in the first order due to the linear source term E; () - u*. The linear
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equations of motion are

0c(1)(1]0) _ oc(1) (1]0) ve(1)(1]0) oc(1) (1]0) *
in gl - 2Tl = S v B - ()

L d .
gl = = D Tpy O = D v Y Bt )
i

(A.4)

The only relevant quantity in second order is the two-exciton coherence B. Due to the fact

that the PP signal within a third-order treatment is obtained into the direction (0|1) it is
2)(11
only necessary to calculate the biexciton amplitude B 3,

. d —u’c’vc(z)(lll) r—v'c’ve(2) (1]1) r—o'c’ve(2) (1]1)
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The differential single exciton amplitude (o |E;|2E;) in third-order into the direction k is
provided by considering all lower-order source contributions.

d
— = 5p06(3)(0|1) ZTC ve(3)(011) ZTU5PUC(3)(0|1) Vlgc5pf;(3)(0|1)

dt
i
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The closed set of equations (A.1)-(A.3) are numerically solved in order to calculate the
pump-induced absorption which is determined by the differential polarization 6p;, AR
The latter contains three nonlinearities including Pauli blocking (PB), the first (Cl5;) and
higher-order (CI.,,r) Coulomb interaction terms. They can separately be analyzed by the

equations:

L d 0c(3)(0]1) c ¢,0c(3)(0[1) v5,0¢(3)(011) v ve(3)(0]1)
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j i
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A.2 Model parameters for the numerical solutions of the SBE
in the coherent y® —limit

’Parameter HH-I HH-IIT HH-II HH-IV HH—V‘

Nsites 10 10 16 16 16
,UType—I 1 1 1 1 1
[ ypeTI - 0.5 0.5 0.5 0.4
J¢ 15meV  15meV  14meV 14meV 14 meV
]hh 1.5meV 15meV 0.7meV 0.7meV 0.7 meV
Uy 15meV  15meV 83meV 83meV 8.3 meV
ay/d 0.5 0.5 0.5 0.5 0.5
a§T™/d - 0.56 0.52 0.56 0.72
Tf 3 ps 3 ps 3 ps 3 ps 0.8 ps
TPCTX - 3 ps 3 ps 3 ps 4 ps

Table A.1: The parameters of the one-dimensional tight binding model are shown which are used
to calculate the differential polarization §p©®) 1V in chapter@ The electronic couplings
are given by J¥ and J¢ for the heavy-holes and the electrons, respectively. The relative
strength of the optical dipole matrix element is described by pi1ype—1/Type—1. The number
of sites is given by Ngites. The strength of the Coulomb interaction is indicated by U,
where the spatial regularization is given by af°/d. The dephasing times of the excitons

X and CTX is given by ij( and TPCTX , respectively. Here, the dephasing of the biexciton
T,

Tp is given by T = 2.
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