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Zusammenfassung

Die Dynamik von Vielteilchensystemen in starken, zeitabhangigen Feldern erfordert eine
nicht-perturbative Behandlung aller Konstituenten und ihrer Korrelationen. Eine direkte
numerische Losung der zeitabhéngigen Schrodinger-Gleichung ist jedoch lediglich fiir sehr
einfache Systeme zielfiihrend. Daher benotigt man zur Beschreibung von Mehrelektronen-
systemen in intensiven Laserfeldern praktikable Methoden, um das quantenmechanische
Vielteilchen-Problem naherungsweise zu losen. Eine prinzipiell exakte Herangehensweise
stellt die zeitabhangige Dichtefunktionaltheorie dar. In dieser Arbeit wird eine mathe-
matisch rigorose Formulierung der Grundlagen dieser Theorie prasentiert. Desweiteren
wird die zeitliche Nichtlokalitat der Austausch-Korrelations-Funktionale untersucht und
eine formale Definition des Begriffes “quantum memory” gegeben. Der fundamentale
Prozess der Rabi-Oszillation wird aus Sicht der zeitabhangigen Dichtefunktionaltheorie
betrachtet, und die Inkompatibilitadt mit Naherungen basierend auf endlich vielen Niveaus
wird gezeigt. SchluBendlich wird diese Theorie verwendet, um die Elektronendynamik
von Cgp in einem intensiven Laserpuls zu berechnen. Obwohl der Laser die kollektiven
Moden des Cgy nicht direkt anregen kann, wird das Harmonischenspektrum stark von der
Vielteilchendynamik beeinflufit. Die Effizienz dieses Vielteilchen-Rekollisionsprozesses im
Vergleich zur iiblichen Einteilchennaherung fiir die Erzeugung hoher Harmonischer wird
zusatzlich durch zwei analytische Modelle abgeschatzt.

Abstract

In order to properly describe the dynamics of a many-particle system in strong, time-
dependent fields, a nonperturbative treatment of all constituents and of their correlation
is needed. An ab initio solution of the time-dependent many-body Schrodinger equation
is only feasible for simple systems. Hence, for many-electron systems in intense laser
fields practicable methods for solving the quantum-mechanical many-body problem are
required. An formally exact approach is the time-dependent density functional theory. In
this work a mathematically rigorous formulation of the foundations of this theory is given.
Further the non-locality in time of the exchange-correlation functionals is examined, and
we formally define the notion of “quantum memory”. We investigate the fundamental
process of Rabi oscillations from a density-functional point of view and find the few-level
approximation to be in conflict with the basis of time-dependent density functional theory.
Finally, we apply the theory to calculate the electron dynamics of Cgy in intense laser
pulses. Although the laser light is far off-resonant with respect to the collective modes
of the Cgp the multi-electron dynamics strongly influences the harmonic spectra. The
efficiency of this multi-particle recollision process with respect to the usual single active
electron approximation of high-order harmonic generation is estimated by two analytical
models.
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Introduction

Assume we are asked to calculate the dynamics of a microscopic system, such as an atom
or a molecule, subject to some time-dependent perturbation. Of course we know that
quantum theory provides all necessary instruments. Usually, by assuming relativistic ef-
fects to be negligible, one would start from the Schrodinger equation. It is straightforward
to write down this fundmental equation for a specific system. However, the solution to
the many-body Schrodinger equation, even for time-independent systems, is, in general,
not known. The calculation of the eigenstates is a very demanding task. An ab initio
numerical calculation within a reasonable amount of time is only possible for quite simple
systems [1]. Nevertheless, we ignore this first severe problem and assume the initial state
to be given.

Now let us turn our attention to the dynamics of this quantum system. Even more
than in the time-independent case an ab initio solution of the time-dependent many-body
Schrodinger equation is extremely involved. One is therefore in need of efficient methods
or approximate theories to handle this problem. For very constrictive assumptions the
actual evolution of the system can be approximated by, e.g., the ubiquitous two-level ap-
proximation of quantum optics [2], which describes the dynamics of a resonantly driven
system. Note, however, that one does need further information about the system to set up
such a few-level scheme. For very weak time-dependent fields, perturbation theories may
describe the dynamics of the system quite well [3]. For stronger driving fields, however,
perturbation theory is not applicable anymore. This strong field domain has become more
and more important since the advances in laser technology have led to the possibility of
monitoring real-time dynamics of electrons, and unexpected strong field phenomena were
observed [3]. For this high intensity regime other feasible approaches to quantum dynam-
ics different from perturbation theory in the driving fields have to be used.

A very successful description of atoms or molecules in intense laser fields is the so-called
strong field approximation [4-7]. In this approximation only one electron is assumed to
interact with the field, while the rest of the system is an inert background for the actual
dynamics. An extension of this strong field approximation to multi-particle systems can
be formulated. However, this intense-field many-body S-matrix theory [8] becomes very
involved if more than only a few particles are considered and knowledge of the electronic
structure of the target is required as an input.

On the computational side we know that the challenges posed by many-body systems
arise due to the interaction of all their constituents: Every particle “feels” all other parti-
cles. A noninteracting system, on the other hand, can be treated computationally much
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faster [1,3]. Hence, an accurate mean-field approach, where each particle feels an effec-
tive field, could describe many-body quantum dynamics very efficiently. Any mean-field
theory will, however, a only lead to an approximate description and may not be able to
reproduce important physical properties of the system. At least, this is the case if we
consider the deduced wavefunction of the noninteracting system to be the fundamental
variable. However, if we reformulate quantum mechanics in terms of another variable,
this fundamental problem may be overcome. This is exactly the idea behind density func-
tional theory [9] and its time-dependent formulation [10]. Under certain restrictions the
one-body probability density is uniquely determined by the external field applied to the
many-body system, and every observable is, in principle, determined by the density alone.
The Schrodinger equation and the corresponding wavefunction in this approach may be
seen as a tool to generate the fundamental variable, i.e., the exact density of the system.
One may introduce an auxiliary system of noninteracting particles, which does not neces-
sarily have physical significance, but which leads to the exact one-particle density of the
physical system. In consequence this noninteracting many-body Schrodinger-like equation
decouples into a set of single-particle equations, the so-called Kohn-Sham equations [11].
The solution of the nonlinear Kohn-Sham equations is computationally inexpensive in
comparison to the corresponding solution of the interacting Schrodinger equation [1, 3]
unless the calculation of the mean-field potential is too involved. The applicability of the
Kohn-Sham approach, if certain mathematical restrictions are respected, is not limited
to a specific intensity regime or system. From a physical point of view one may term the
time-dependent density functional theory and the Kohn-Sham scheme to be a universal
reformulation of quantum mechanics.

Unfortunately, the problem is not yet solved. Even if we know that there is an effective po-
tential, which will generate the physical (interacting) density in a noninteracting system,
its exact form is usually not known. Again we have to make approximations to actually
predict the dynamics of the microscopic system. Nevertheless, a detailed inspection of the
foundations of time-dependent density functional theory and of exactly solvable examples
provide routes to successively improve this approach to many-body quantum dynamics.

The formal foundations of time-dependent density functional theory were established in
the famous Runge-Gross paper [10] back in 1984. From that time on the interest in and the
application of time-dependent density functional theory have constantly grown through-
out physics and chemistry [11]. Many people have contributed, but beside review articles
see, e.g., reference [12]] and a recent collection of work [11], an ab initio approach to the
foundations of the theory is, to the best of our knowledge, missing. Also a mathemati-
cally rigorous formulation [26,30], which exists for ground-state density functional theory,
has, to the best of our knowledge, never been pursued. Although initially the main focus
of applied time-dependent density functional theory was on the linear response of com-
plex quantum systems, nonperturbative quantum dynamics now enjoys more and more
attraction. While in linear response calculations only the functional derivatives of the
effective potentials in the vicinity of the ground-state are of importance, in the nonper-
turbative regime one requires the full time-dependent effective potential. Already in the
early years of time-dependent density functional theory major differences to the ground-
state density functional theory were recognized. For instance, the effective potential at
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time ¢ depends on the initial state and also on previous densities at times ¢’ < ¢, i.e., it
has “memory” [13]. Simple approximations for the effective potential as, e.g., the local
density approximation, are adequate for some problems, but may lead to wrong predic-
tions for others [11]. More elaborate approximations, of course, improve the reliability of
the Kohn-Sham approach to quantum dynamics. The study of simple nonperturbative
problems from a time-dependent density functional theory point of view [14,15] as well as
fundamental considerations [13] led to further insight into the structure of effective poten-
tials [11]. Still, essential problems remain, such as resonant dynamics in time-dependent
density functional theory.

This work presents an unified ab initio approach to time-dependent density functional
theory. The formal theory is redefined to the extent that we can state a mathematically
rigorous formulation. For certain restrictions on the spatial behavior of the initial con-
figurations as well as for the Hamiltonians the existence of the effective potential can
be proven. This gives new insight into the foundations and highlights open problems of
time-dependent density functional theory. A formal definition of “quantum memory” is
given. The question of functional differentiability of the effective potentials is shown to
be linked to the properties of the set of possible density variations. The possibility of an
ab initio time-local approximation for the effective potentials is discussed. Further the
connection of “quantum memory” and wavefunction-dependence of effective potentials is
presented. We find that whenever the wavefunction is expressible by the instantaneous
density, “quantum memory” and initial state-dependence vanish. Resonant dynamics are
analyzed from a density functional perspective using a one-dimensional helium model
system. It is shown that a simple adiabatic approximation exhibits resonant behavior
without population transfer. This feature is found to be essentially of classical origin.
The incompatibility of few-level approximations with time-dependent density functional
theory is discussed. Finally we consider the radiation of a Cgy fullerene subject to an
intense laser pulse. Here we identify the novel strong field phenomenon of recollision-
induced plasmon excitation and develop two analytical models for this process in the
spirit of the strong field approximation.

This thesis is divided into three main parts: In chapter one general many-body the-
ory for nonrelativistic systems in second quantization is reviewed. The basic theorem
of time-dependent density functional theory is deduced, and a proper mathematical for-
mulation of the theory is given. The nonlocality in time of the effective potential is
investigated. Finally, approximations for the effective potential are presented and re-
cently published criticism on the foundations of the theory is addressed. In chapter
two the Hamiltonian of an arbitrary system in a general multiphoton field is introduced
and the usual approximations leading to a semi-classical description are surveyed. The
strong field approximation and its extension to multi-particle phenomena are deduced.
In chapter three resonant interactions in time-dependent density functional theory are
investigated. Further, the radiation of a Cgy fullerene subject to an intense laser pulse is
considered, with the emphasis on the role of radiation owing to collective effects. Finally,
a conclusion and an outlook on future work is given.
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Chapter 1

Many-Body Quantum Theory

Quantum theory has been established about a century ago and led to deep insights into
nature. Starting with a nonrelativistic theory of matter, i.e., the Schrodinger equation,
the next step was to incorporate special relativity into quantum theory via the Klein-
Gordon and Dirac equation. Further development led to quantum field theories such as
quantum electrodynamics, which describes the interaction of electrically charged particles
via photons, or quantum chromodynamics, the theory of the strong force (colour force).
From a fundamental point of view one could be tempted to believe that in order to un-
derstand nature we only have to find the most fundamental laws governing its smallest
constituents and that complex systems are nothing but the sum of their parts. This re-
ductionist’s point of view naturally leads to the conclusion that after we have extensively
studied the quantum mechanics of simple systems no new phenomena will emerge when
studying large systems. So why bother about an old theory which has been replaced by
more accurate theories on the smallest scales?

Many-particle physics tells us that a complex system may be more than the sum of the
properties of the system’s parts. The interplay of the constituents of a system leads to new
and unexpected phenomena such as superconductivity, superfluidity or the quantum hall
effect [16]. Also in the dynamics of quite simple atomic or molecular systems new phenom-
ena emerge due to correlation and collectivity of the electrons. Most famous in the field
of strong laser-matter interaction is the nonsequentiel double ionization [17] which could
only be explained by including correlation between the electrons involved. Hopefully,
the development of methods to compute the dynamics of complex many-particle systems
yields novel physical insights. One such approach is time-dependent density functional
theory.

We will review briefly the second quantized description of a general many-body quan-
tum system and then reformulate the problem to be solved in terms of quantum fluid
dynamics. Though this is not the usual way to consider the many-body problem in quan-
tum mechanics, this approach will naturally lead to the Runge-Gross theorem which forms
the basis of time-dependent density functional theory and will further give some guidance
how to systematically improve the approximations in this theory. Also nonequilibrium
Green’s functions and the Keldysh formalism are closely interlinked with time-dependent
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density functional theory. We will introduce a proper action functional defined on the
Keldysh time contour. Further some approximations of the effective potentials are dis-
cussed and we will also consider recent criticism on the fundaments of time-dependent
density functional theory.

Of special interest are the formal theory and the foundations of time-dependent density
functional theory as well as a consistent derivation of the theory. Time-independent den-
sity functional theory will only be shortly reviewed with the focus on the fundamental
ideas and problems to become aware of the similarities as well as the differences be-
tween density functional theory and its time-dependent formulation. The mathematically
rigorous formulation of density functional theory will be used as a guiding line for our
formulation of time-dependent density functional theory. We give strict conditions under
which the formally exact theory becomes mathematically rigorous. Further we give a
formal definition of the term “quantum memory” via functional derivatives. We point
out that functional differentiability is connected to the properties of the set of possi-
ble density variations. The possibility of an ab initio time-local approximation to the
exchange-correlation potential is discussed. Furthermore, the wavefunction-dependence
of the potentials is explored and we evidence that “quantum memory” and initial state
dependence disappear whenever the wavefunction is locally representable by the density.

1.1 Second Quantization

In order to describe a general many-body quantum system it is convenient to reformulate
the problem field-theoretically. The Schrodinger equation then is rewritten with creation
and annihilation operators, which simplifies the notation and encodes the fundamental
statistics (fermionic or bosonic) in the (anti)commutation-relations of these operators. In
what follows we adopt the derivation in reference [18].

We have a division of the N-particle Hilbertspace Hy := ®£\i1 H! into a totally symmetric

HE\J{) = ®N,H} and antisymmetric subspace Hgv_) = /\f\il h
Hy =HY e H). (1.1)

Either the possible states of a system are in the symmetric subspace HEJ), i.e., the system

is bosonic, or all possible states are in the antisymmetric subspace HEV_), i.e., the system is
fermionic. Due to the spin-statistic theorem bosons have integer spin and fermions have
spin 1/2,3/2,... . Thus the corresponding wavefunctions have to be (anti)symmetrized.
The eigenstates |¢,) of a single-particle observable @, with o being a complete set of
quantum numbers, are assumed to form a complete and orthonormalized basis for H;.
Hence, one can construct a basis for Hg\j,[) with these single-particle eigenstates. We will
distinguish between the spectrum of @ to be continuous or discrete.

6



1.1. Second Quantization

1.1.1 Observable with Continuous Spectrum
For a continuous spectrum of ¢ we have:
Plea) = Palva), (1.2)
(balps) = 0(pa —wp) = d(a = f),
[daleadieal = 1 (1.4
Note here that we have an orthonormalization condition (1.3) in terms of a Dirac delta

function §(a — ). This is the cause for the main difference between the continuous and
the discrete case. The (anti)symmetrized N-particle state reads

. 1
[Pay - Pan) = ﬁzeppl¢a1"'90aN>a (1.5)
P

with P the permutation operator, € = & indicating bosonic (4) or fermionic (—) systems,
and p the number of transpositions of P. The generalized orthonormalization condition
is

1
(pp1-- 0o Par-Pon) = 571 D Pa {05 |00,) - (0hylear) } (1.6)
’ 7)&
1
= M > e Po [5( — on)..0(By — an)].
2

The subindex « for P, indicates that the operator only acts on the single particle wave-
functions with the same subindex. The corresponding completeness relation for the N-
particle case is then found by

/.../dﬁl...d/@N|(pﬁl...g05N>EE<g051...(pﬁN| = ]li\f (17)

with 1% the identity operator in HY.

Now we will circumvent the cumbersome task of (anti)symmetrizing the wavefunctions
by introducing creation and annihilation operators and the vacuum state. The creation
operator af, = a, is defined as

al tHy — Hiy (1.8)

a

[0pi-0ay)¢ = allos - 0py) = VN + 1|@app, ... 0py)",

connecting the different many-particle Hilbertspaces. The order of the creation operators
is of importance as we find

[otT al }_6 =al al —eal al =0. (1.9)

a1 o a1 o2 a2 aq

The creation operators commute in the bosonic and anticommute in the fermionic case.
Thus, strictly speaking, we have two different creation operators. However, we will treat

7
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them here in a general manner. What kind of creation operator is chosen depends on the
particle described.

The adjoint operator (GL)T = a, is defined via

aq: Hy — Hy_, (1.10)
€ € 1 €
|30513052"‘90ﬁ1\r> = aa|9051§052"’90ﬁ1\r> = \/—N {5(0& - 61)‘90ﬁ2“'9051v>

+ed(a — Ba)|ps ps---pon) +
—+...+
+ EN_l(S(O‘ - BN)|S051S053"'S05N—1>6} .

The annihilation operator a, destroys an orbital |¢,) and generates a multi-particle
state with IV — 1 particles. This behavior can already be seen by the definition (1.8)

(s Pax|aa = VN + 1 (0as, - Pay]- (1.11)

The annihilation operators obey
[aa,, aa,]_ = 0. (1.12)
We now introduce the vacuum state via the relation
a,|0) := 0. (1.13)

With this a general multi-particle state is generated as

. 1
|(pa1"'§0a1\r> = ﬁal1“‘alz\r|0> (114)
and the adjoint thereof is
. 1
<g0a1...QOQN‘ = W<O‘CLQN...CLQ1. (115)

The (anti)commutation relations for the creation and annihilation operators are

[aa,, al,] . =0(a1 — ). (1.16)

A general N-particle observable A usually consists of one- and two-particle contributions

~ om0, LS 2
A=) A +52A2’J. (1.17)
i=1 i,

We may express the operator A in terms of the operators a, and af. By using the
completeness relation (1.7) one finds for the one-particle contribution

N N
Y AY = /.../dal...daNdﬁl...dﬁNwm...)5E(gpal...|ZA§Z)|¢51...)“<Q051...|
i=1 =1

- //dadﬁ@a@llw)allﬁv—laﬁ
/ / dadB(pa) A ls)atas, (1.18)

8
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with 1%_; the identity of H%_;. In an analogous manner one finds

L3 ) 1 @3 @

32 A9 = 5 [ [ dadsards (el e Al el alal i yaas
'7j

1 .
= 5/.../dadﬂdvd5<¢g1)¢(ﬁz)‘Az‘ﬁpglhpgz))a&a%%%. (1.19)

The matrix element may also be calculated with (anti)symmetrized two-particle states
without any change, in contrast to the discrete case later on.
Two important operators of special interest are the occupation density operator

Mo = al ag, (1.20)

with 7, |, ... 08,)¢ = {Zf\il d(a — 61)} |0, ---©s,), leading to the microscopic occupa-
tion density and

N = /da Mo (1.21)
the particle number operator.

A very important one-particle observable with continuous spectrum from which to con-
struct creation and annihilation operators is the position space operator

r. (1.22)
The corresponding operators are called the field operators
p(r), ¥i(r), (1.23)
obeying the previously calculated (anti)commutation relations
o)) = e ] = (1.24)

o~

D))= =),

The associated eigenstates are created again by successive application of the creation
operator

1 ~ ~
ﬁwT(rl)...wT(rN)\O>. (1.25)

Via the completeness relation one may rewrite the field operators in terms of general
construction operators aL, Qg

r) = w<r>\0>=/dam><mr> =/doz<p2<r>lsoa>
~ [ dairial o)
= Yi(r) = / do o (r)al, O(r) = / do 0o () aa. (1.26)

|r1r2...'rN)(€) =
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1.1.2 Observable with Discrete Spectrum

For a discrete spectrum of ¢ we have:

Plpa) = walpa), (1.27)
(Palps) = bagp, (1.28)

> lad(pal = 1i. (1.29)

Analogously to the continuous case the (anti)symmetrized N-particle state is found by

o -Pan) = Ce D @ Pla,..Pay ), (1.30)
P

which is formally different to equation (1.5) due to the normalization constant C.. Be-
cause in the discrete case we have the orthonormalization condition (1.28) we find the
normalization constant by

! € €
1= <90a1'~90a1v|90a1'~90a1v> . (1.31)

With the definition of the occupation number n;, which tells us how often a one-particle
state |@q,) is found in the N-particle state |@q,...¢ay ), We find

~1/2
C.=C= (N! H”') : (1.32)
Note that the occupation numbers n; for the different statistics fulfill:

Zni = N,

n;, = 0,1 fermions (1.33)
n; = 0,1,2,... bosons.
We call
| oy - Pan ) = |N;ning..n;...)° (1.34)

the occupation number representation and its states the Fock states. With these states
we find the generalized orthonormalization condition

AN i [N 5.0 = Oy [ [ Onim, (1.35)

and the completeness relation

S D AN ) (N | = 1 (1.36)
ni n;

10



1.1. Second Quantization

Again we define the creation operator af, = af by

al t Hy — Hiyi (1.37)
IN; .. )S = al NG ) = Vg + 1 a, Pay Pay oo oo RN
ni Ny
= NV, 4 1] Qa, Pay - - Coir Pogeee vee) -
—— H,l_/
ni Ny+

Here we have

r—1

No=>"m (1.38)

i=1

the number of occupied states before the created state «,. Accordingly the creation
operators act in the bosonic case as

al|N; .. YD =g F 1IN + 15 .n, + 1)), (1.39)

and in the fermionic case as
al|N; ... ) = (=1)N6, o|N 4+ 1;..n, + 1)) (1.40)

A general N-particle Fock state can be created by

IN;ny..m;.. H Np|o (1.41)

Accordingly we define the annihilation operator a, = (a})" as

a, : Hy — Hy_, (1.42)
IN;..n,) = Ny ) = yng N — 15, — 1.0)°

a,|N; ... )P = ng N —1;..n, — 1)) bosonic (1.43)
a,|N; ... ) = (=1)N§, 1IN —1;..n, — 1..)07)  fermionic.

The associated (anti)commutation relations are

lar,as) . = [ai,aﬂ_gzo, (1.44)
[ar,aﬂ_e = Ops. (1.45)

A general N-particle operator A (1.17) can be rewritten in terms of the discrete construc-
tion operators as

A= Z ‘Pp‘Al“Pr a ar"‘ Z Sop Sor |A |90t s > Laiasat- (1.46)

p,rst

11



CHAPTER 1: Many-Body Quantum Theory

The only difference to the continuous case is that one has to use the unsymmetrized two-
particle states. This occurs due to the different normalizations. We define the occupation
number operator by

n, = ala,, (1.47)

leading to n,|N;...n,...)¢ = n,|N;..n,....)¢, and the particle number operator

N=> 7, (1.48)

We can rewrite the previously introduced field operators via the completeness relation of
the creation and annihilation operators in accordance with the continuous case. Therefore
any general multi-particle wavefunction |W) in terms of the basis induced by {|¢.)} can
be constructed as [19]

) = Y Carranh, -0l |0) (1.49)
Q.. ,UN
= /dgrl"'d3TN< Z Cal,-..,ozNQOOA(rl)"'(paN(rN)> ,Q/D\T(rl)"'{b\T(rN)|O>

= /dsrl...d?’rN U(ry, ..., TN) JT(T1)---1ZT("°N)‘O>-

Here ¢(ry,...,7xn) is the wavefunction in position space. This construction immediately
takes care of the right symmetrization as only the (anti)symmetrized part of the wave-
function survives. This can be seen directly if one interchanges two coordinates, say 7,
and 5. Due to the (anti)commutation relations of the field operators one gains a factor
¢ in the integral. For the wavefunction not to be zero, i.e., |¥) # —|¥), the change of the
coordinates in the position space-wavefunction have to generate a further e.

1.1.3 Hamiltonian in Second Quantized Notation

In order to formulate the Schrodinger equation in second quantized description we intro-
duce the spin-valued field operators in the Schrédinger picture [18]

Vo(r), 0l (r), (1.50)

which annihilate or create a particle with spin ¢ and which are subject to the associated
(anti)commutation relations

Dolr), 00 ()| = 6(r =)0 (151)

—€

The Hamiltonian in the Schrodinger picture reads
H(t) =T + Vi + V(1). (1.52)

12



1.1. Second Quantization

Here the operator T = ZZN:1 %kf is the kinetic energy operator, ‘Znt = %ijj: 1 Uit (|7 —
r;|) the particle-particle interaction and V(t) = Ef\il v(r;, t) the external potential op-
erator. We use atomic units throughout this chapter, i.e., m = |e] = A = 1. The

kinetic energy operator and the external potential are one-particle operators, while the
interaction operator Vi is a two-particle operator. From equation (1.18) we know how
to express 1" in terms of the spin-valued field operators,

= Z/ / drd®r (ro| Ty [r'a’ Yl (r) o (')

- / / Prdr (z{; / d3k<ra|ka—><ka—\ﬁ\rfaf>> O ()b ()
= 3 [ [ (e - ) G
= 5 [t (598 o) (153

Note that via the relation (1.26) the kinetic energy operator may be reexpressed in terms
of the continuous k-representation which is induced by the wave-vector operator k. One
then finds in terms of the construction operators ay, and aL -

. k2
T = Z/d?’k?agoakﬂ. (1.54)

For the other operators the reformulation in Fourier-space works analogously.
The particle-particle interaction operator is expressed via the spin-valued field operators
following equation (1.19) as

V=532 [ [t =D Wy @m0

Here we have used the fact that the interaction between the particles is spin-independent.
For the external potential this does not hold in general. But we will assume throughout
this work, that the external potential operator is spin-independent. We then find

UOESY / Pro(r,t) Ol (e, (r). (1.56)
Thus, with the definition of the density operator

Ar) =Y b r)ds(r) (1.57)

and the two-particle density operator

o~

o(r,r') =Y DL )L (1) o (7)o (7). (1.58)

13



CHAPTER 1: Many-Body Quantum Theory

the Hamiltonian in second quantized notation reads

A = 3 [ il (59 ) detr + [ ot e

1
+ 5//d3rd3r’ v (|7 — 7']) 2(r, 7). (1.59)

The first quantized-notation for a general many-body Hamiltonian can be restored if
we apply the second-quantized Hamiltonian (1.59) to the general expression for a wave-
function (1.49), where ¥ (ry0y,...,7yon) is the associated wavefunction in configuration
space [19].

1.2 Quantum Fluid Dynamics

For a strongly perturbed complex system common many-body techniques based on dia-
grammatic approaches [18] are demanding and not very useful [11,20,21]. Even in the
linear response regime such calculations are very cumbersome.

Another way to look at many-body dynamics would be to reformulate the problem in
terms of collective variables, such as the density or current-density of the system. This
leads to quantum fluid dynamics, i.e., we study the time-evolution of the density and
the current. To reformulate the problem at hand in such a manner we will need a deep
understanding of how the density and the current-density are determined by the system
and vice versa. Such considerations naturally lead to an extended Runge-Gross theo-
rem [23] and the formulation of time-dependent density functional theory [10]. It will be
shown that the continuity equation (1.71) and the local force balance equation (1.83) are
a formally closed set of equations uniquely defining the time-dependent density. An exact
quantum fluid dynamical reformulation is possible [20,21].

First we will derive the equation of motion for the field operators in the Heisenberg picture.
Further the continuity and the local force-balance equation are derived for the general case
of a mixed state. Then we present the extended Runge-Gross proof and show the formal
exactness of the quantum fluid dynamical reformulation of quantum mechanics.

1.2.1 Conservation Laws in the Laboratory Reference Frame

We begin by deducing the Heisenberg equation of motion for the spin-valued field oper-
ators. Let fAl(t) be a general operator in the Schrodinger picture. Then this operator in
the Heisenberg picture reads Ay (t) := U~1(t, to)A(t) U(t, t), with U(t,t,) the unitary
time-evolution operator of the system starting at ¢ = t,. For the Hamiltonian ]?IH(t) in
the Heisenberg picture we have [18]

dA(t)
ot

id‘%;(t) [EH(t), fIH(t)] i

(1.60)
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independent of the spin-statistics. Here we define

= ﬁ—l(t,to)@ﬁ(t,m). (1.61)

dAR(t)
ot

If we now look at the Heisenberg representation of the field operators we have

idme(r’ t) = QZU,H(Ta t)> ﬁH(t) + 1 8¢0’H(r’ t) .

dt - ot
=0

(1.62)

One may now calculate the above commutator (for fermions as well as bosons) of the
Hamiltonian in the Heisenberg picture either in terms of the Heisenberg field operators
Yo nu(r,t) or with the field operators ¢, (r), which are the Schrodinger picture field oper-

ators [18]. For the kinetic energy operator Ty(t) we find in accordance with (1.53)
~ A ~ ~ 1 ~
[Gonlr. ). Tu(t)] = lwa,Hm 0. / 7'y (r', 1) (—§V3l) Y (1, t)]

— (—EV,?) Von(r,1). (1.63)

The above result may also be derived by

~

[qzo,H(r,t),ifH(t)] — U Y(t, o) [qzo(r),ﬂ U(t, t). (1.64)

Accordingly we can calculate the other parts of the commutator (1.62) and end up with
[20,22]

%@H(’“vt) = (—%Vi) Yout (7, 1) + v(r, ) (T, 1) (1.65)

+ ) / Er'v (|7 — 7O (7 )t 1 (7, O (7, 1).

For the Heisenberg density operator nig(r,t) we define the time-dependent density by
averaging with the usual density matrix pp = Y Pm|Um)(Vs| as

n(r,t) = (An(r, ), = tr (5o au(r,t)). (1.66)

The angle brackets denote averaging over the density matrix. Note that we can change
from the Heisenberg to the Schrodinger picture by taking the operators time-independent
and the density matrix time-dependent. This can be done because the trace is invariant
under cyclic permutations of operators. Note further that the density matrix obeys the von
Neumann equation for its time evolution and is a constant of motion for the Heisenberg
equation. Hence,

n(r,t) = (n(r)), = tr (p(t) n(r)) . (1.67)
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The current-density operator (in the Schrédinger picture) is defined via
- 1 -~ -~ -~ -~
30) = 5 S {0Vl (r) = [Vbl(r)] o)} (1.68)

and the expectation value thereof reads
ity = (3m) . (1.69)
We find with
UL <8t2w r ) 0n(r >> = =i ([utr o), Fu(0)] ),
- —i<[n(r),ﬁf(t)]_> : (1.70)

t

the continuity equation [11,18]

%n(r, t)+ V,jg(r,t)=0. (1.71)

This is the local balance equation for the number of particles. By Gauss’ law the
continuity equation expresses the change of the number of particles in a certain volume
by the flux of the current through the surface of the volume.

In order to calculate the time derivative of j(7,t) we will calculate the commutator of the
operator j(r) with H(t) averaged over the time-dependent density matrix.
In a first step we calculate the commutator with the external potential operator V (),

~

G0 = [ e [§e.a6)

= —i(V,o(r,t)n(r). (1.72)

The other commutators are

G0T] = 5 [arare -7 [F.a00]
= —i/d?’r' (Vv (|7 — 7)) o(r, r'), (1.73)

and

ORI “Z/d3 ), B V)| (1.74)

- i fn (@win)- () ()

- (w) (5 @Eam) + (g v2ibn) dun |
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1.2. Quantum Fluid Dynamics

With the help of the momentum-stress-tensor

= 32 { (5ahe) gt + (55

s (%) | (1.75)

3r)) s e(r)

which is a symmetric second rank tensor, we may rewrite the last commutator:
[V } :_lza T (1) = =10, T (7). (1.76)

Here we have introduced the abbreviation a_u = 0, and the Einstein-convention, i.e., we

sum over multiple indices. The interaction expression is accordingly

[A',,(r),f/int] - / B’ (8o (|7 — 7)) 31, ) =: Vit o (7). (1.77)

One may rewrite the above expression as the divergence of a symmetric second rank tensor.
This form has the advantage to immediately reveal the quantum version of Newton’s third
law, as will be shown below. The derivation of the divergence form makes use of the
symmetry of o(r,r’):

Gu0r). Vo] = / &' (8,07 — 1)) A7) (1.78)
= =5 [ @ @ullr ) r ~ 1) + Gl 1)

i ~

= 5 [ @unlir ) e +r) — Gl — 7).

In deriving the third line, we employed a change of integration-variable »’ — —r’ for
o(r — 7', 7). With the translation operator,

e up(r, e — ') = o(r +1',7), (1.79)
and the operator identity
!/ 1 !/
e 1 = / d\r't0,,eM" Or (1.80)
0

we may rewrite

|:’.\y(7')a‘7int:|_ = é/di” ! ( O, 1) (O v (|7']) 0(r, 7 — ')

1 1
= %/d%ﬂhﬂ/“&u (81//Uint(‘fr/‘))/ d\ E(,r + )\T’/,'r‘ _ (1 B )\>r/)
0
= () (1.81)
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CHAPTER 1: Many-Body Quantum Theory

with the interaction-stress-tensor [20]

P e . / 1
W (1) 1= —% / d3r’r|7f:| %gt'g,”" ) /0 dAQ(r + A/, r — (1= N)r').  (1.82)
The parameter \ is the natural parameter of the geodesic that connects two interacting
particles [20]. In the laboratory (Eulerian) reference frame, i.e.; the frame is fixed while
the system is moving, the geodesics are simply straight lines. Later on we will change to
a moving reference frame in which the geodesics will not be straight lines anymore.

The expectation value taken with the density matrix p(t) then leads to [11,18]

0 - =
Su(r,8) = =n(r.00,0(r,8) = 0, (T (1)) =0, (W) . (1.83)
S—— ———
=Ty (r,t) =Wy (r,t)

This is a local force balance equation, a local quantum version of Newton’s third
law. The internal integral forces, the kinetic force 9,7}, (r,t) and the interaction force
0, W, (r,t), due to their form as divergences obey

/d?’r O (T (r,) + W (1, 1)) = 0. (1.84)

=11, (r,t)

Thus the integral kinetic and integral interaction forces become zero. The symmetric
second rank tensor I, (7, t) represents the local internal stress in the quantum fluid.

The local balance equation for the number of particles (1.71), i.e., the continuity equa-
tion and the local force balance equation (1.83) form the basis of the fluid dynamical
description of the quantum many-body problem [10]. We will show, by fixing the
initial state, the boundary condition of the external potentials and by assuming a density
Taylor-expandable at t = t,, equations (1.71) and (1.83) determine the current and the
density uniquely. The tensor of internal stress II,,(r,t) is shown to be an operator of
the density as well as the current. Thus equations (1.71) and (1.83) can be seen as a
formally closed system of equations fixing the dynamics of the collective variables n(r,t)
and j(r,t). The velocity v(r,t) := j(r,t)/n(r,t) may be used as collective variable too.

Before we turn to the derivation of the extendend Runge-Gross proof, which will also
form the basis of our time-dependent density functional theory formulation, we rewrite
the fundamental equations of the fluid dynamical description [20,21]. We separate the
contribution of the convective motion of the particles to the tensor I1,,(r,?), i.e.,

Co(r,t) == n(r,t)v,(r, t)v,(r, t). (1.85)

This is the macroscopic momentum-flow tensor, where v, (r,t) = j,(r,t)/n(r,t). If
we further define the convective derivative

0
Dt = E + ’U('l“,t) . V:,- (186)
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1.2. Quantum Fluid Dynamics

we can rewrite the continuity equation,

Dyn +nd,v, =0, (1.87)

and the local force balance equation,

nDy, + 0, P, + n0,vex, = 0|. (1.88)

Note that we introduced the subindex 'ext’ to the external potential to distinguish between

the velocity vector field v and the external potential. The exact stress tensor is defined
by

P (r,t) = T (7, 1) + W, (7, 1) (1.89)
with the kinetic part as
/ 1 D\t d g g 1 am
ij(’l", t) = 5 Z (C.I/ﬂvba) QV¢J + (QVQ/)O') q!ﬂ?bff - 58M8V(¢0¢0) (190)
o t
and ¢, = —id, — v,, which accounts for the separation of the macroscopic convective

motion. Since the convective motion has been split from II,, (r,t) = P, (r,t) + Cp (7, t)
only the relative motion of the particles contribute to P, (r,t). This form will later on
be used to rewrite the problem in a Lagrangian noninertial reference frame from which
one can deduce approximations of interest.

1.2.2 Extendend Runge-Gross Theorem

After having formulated the continuity equation (1.71) and the local force balance equa-
tion (1.83) we turn to the famous Runge-Gross (Runge-Gross) theorem [10]. How-
ever, we will adopt an extendend version thereof introduced by van Leeuwen in [23].
Extensive use will be made of the second quantization, introduced in section 1.1. Note
that in the original Runge-Gross proof no restriction to analytic densities in time was
made. We will examine the question how the density and the current-density of a gen-
eral many-body system are connected to the interaction potential vy, (|7 — 7’|) and the
external potential v(r,t). In particular one may ask if there is only one external potential
generating a given time-dependent density for a chosen interaction potential and initial
state. Is it possible to generate a physical (interacting) time-dependent density via some
special external potential acting on an auxiliary (noninteracting) system?

Proof. In a first step we will take the divergence of (1.83) and use the continuity equation
to find

82

ﬁn(r,t) =V, [n(r,t)Vo(r,t)] + 0,011, (r t). (1.91)
t —_———

=:q(r,t)
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CHAPTER 1: Many-Body Quantum Theory

This will be our basic equation. We will only consider finite systems with external po-
tentials bounded at infinity. ¢(7,t) decays exponentially at infinity if the density does.
Assume now we have solved the many-body problem for the Hamiltonian

H(t) =T + Vi + V(1) (1.92)

and the initial density matrix py at time t = t5. We have found the time-dependent
density matrix p(t) and the density n(r,t). For a second system with the Hamiltonian

A~

H@t) =T+ V., +V'(t), (1.93)

having a different external potential and interaction operator, we assume the solution for
is chosen

an initial density matrix pj at t = ¢y being p'(¢). The interaction operator V;,
such that its expectation value and its derivatives are finite. For both systems equation
(1.91) is fulfilled. For the second system we thus find

82

wn’(r,t) =V, - [0 (r,t)V,2 (r,t)] + 0,0,IT,,(r, 1), (1.94)

::ql(rvt)

with the local internal stress tensor ﬁjw(r) redefined accordingly.

Now we will ask the question:

Can we find an external potential v'(7, t) for a given interac-
tion potential v, (|r — 7'|) which will lead to the same time-

dependent density n(r,t) as the initial system Hamiltonian
H(t)?

We require

n(r,to) = tr (po Ar)) = tr (7) Alr)) = n'(r, o). (1.95)

Both initial configurations should lead to the same initial density. We use equation (1.94)
to relate the different systems. This equation is a second order partial differential equation
in time. Therefore a second initial condition has to be posed:

0 ~ | ~ 9
St =t (5 Ve 3)) Lt (3 Ve 50) = Sn(r,t) (1.96)
ot t=to ( ) ( ’ ) ot t=to
Furthermore we will use the abbreviation
8k
Wy = 2 fp 1.97
PO = Grt) (1.97

for the k-th time derivative of some function f(r,t) at time t = ¢3. As an important
restriction we assume the reference density n(r,t) to be analytic at ¢ = tg, i.e.,
within a nonzero radius of convergence the density is exactly defined via its Taylor series

n(mt) =S L n® ()t — to)". (1.98)
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1.2. Quantum Fluid Dynamics

We will now choose an external potential v'(7,t) such that
n'® (1) = n®(r) (1.99)

holds for all £ > 1. This can be done using equation (1.94). In a first step we have for
the local force balance equation at t = tg

W@ (r) =V, [0V, Or)] + ¢ O(r). (1.100)

Here we have the initial condition n'® (r) = n(®(r) and

¢ O(r) = tx (7 (9,0,11,,(r))) (1.101)
with the initial density matrix pj. If we demand
n'@(r) = n®(r) (1.102)
the above equation defines vV (r) via
V. [nOr) V0O )] = n®(r) — ¢O(r). (1.103)

This equation is of Sturm-Liouville type. For a given boundary condition it has a unique
solution if a solution exists. We will choose v"(”) (1) — 0 for |r| — co. Thus also the gauge
is fixed. Otherwise we have a solution modulo a constant c. With this choice of the initial
potential we have guaranteed by construction that n/®? () = n®(r), which we will also
need later on. To construct v’V (r) we differentiate equation (1.94) at t = t, leading to

V. [WOr)V V()] = 2Or)—¢D(r) (1.104)
~V,. - [ (r) V0O (r)],
with

0
/(1) — 2
(V(r) = 24 (1)

= —itr (ﬁo [Ouﬁuﬁiw(r),f[{)} ) (1.105)

t=to -

and Hj := T+ V., + V(1) in accordance with equation (1.59). With the initial
t=to

conditions (1.95) and (1.96) and the requirement

n/® (r) = n® (r), (1.106)
the right hand side of equation (1.104) is known, and by imposing the same boundary
condition as before we fix v/ (r) uniquely. In the next step we differentiate equation
(1.94) two times. Here we will find a term of the form V.- [n'® (r)V,v/® (r)]. However,
via the first step of our construction we guarantee that n’'®(r) = n(®(r) holds, leading
again to the same kind of differential equation and to a uniquely defined v (7). For the
k-th derivative of equation (1.94) we thus find

k

W (r) = ¢®(r) + ( lzc ) V.- [0 () V0 O] (1.107)

=0
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By imposing the condition

/4D (1) L t2) (r) (1.108)

we end up with

V. [0V ()] = 2D () - ¢®(r) (1.109)
k—1
() e b ).

The right hand side of equation (1.109) is fixed. The terms v'(") (r) for | < k were previously
defined and ¢'*)(r) can be computed by multiple commutators of 8,,8uﬁjw(r) with the
time derivatives of the Hamiltonian H (t) at time ¢t = 5 up to order k — 1, i.e., successive
application of the Heisenberg equation. With the chosen boundary conditions v'*)(r) is
uniquely determined. Finally we have generated the formal Taylor expansion of the exact
external potential

i/% )(t — to)" (1.110)

which determines the potential within its radius of convergence. As we have assumed a
reference density n(r,t) analytic at t = ¢, and hence we can disregard a possible zero
convergence radius. For a finite convergence radius we may propagate pj, until some time
t; within the region of convergence, ending up with p'(¢1). This density matrix may now
be used as a new initial configuration and the above procedure can be repeated. This
amounts to an analytic continuation along the real time-axis. [

Theorem 1.2.1 (Extended Runge-Gross Uniqueness Theorem)  Letn(r,t), the
density of a general many-body system with Hamiltonian }Al(t) =T+ ‘Znt—i-r/( t) and initial
configuration py, be analytic at t =ty . For a system with interaction th and the initial
configuration p, subject to the constraints

n(r,ty) = n'(r,to),
(7 Ve 3r) = (7 Ve-Gi).

the external potentialv' (v, t) and Hamiltonian H'(t) leading to the same density is uniquely
defined.

What are the consequences? If we have two systems with different particle-particle inter-
actions and we find an initial configuration for each of those systems fulfilling the above
requirements we know that there are uniquely defined external potentials leading to the
same density in both systems at later times. Especially if we assume the second system to
be noninteracting, i.e. VH’qt = 0, we are formally able to exactly reproduce the density of

an interacting system prov1ded we find an appropriate initial configuration for the nonin-
teracting system. Now suppose we have two different initial configurations, both leading
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1.2. Quantum Fluid Dynamics

to the same initial density and the first time derivative thereof. Further, both are subject
to the same interaction, i.e., Vi, = Vil,. Then we realize, if we propagate the two different
initial configurations with the same (analytic) external potential, that both systems will
have the same (analytic) density, although their time-dependent density matrices will not

be the same.

Now we can proof the possibility of a formally closed quantum fluid dynamical de-
scription:

Proof. From the continuity (1.71) and the local force balance equation (1.83) we deduced
the fundamental relation (1.91) used to proof the Runge-Gross theorem. An analytic den-
sity determines uniquely the corresponding external potential and vice versa if the initial
configuration is fixed, leading to an invertible mapping [10]

vs,  n(r,t) — o(r,t). (1.111)

One could reformulate this statement in terms of the current-density as well. Thus both
collective variables are equivalent as well as combinations thereof like the velocity. From
the solution of the von Neumann equation we have a mapping

B 0(r, ) > Blt) (1.112)

(in the original Runge-Gross paper the mappings were denoted as vz = G™! and p = F)).
If no special gauge was chosen we would have a mapping onto a class of density matrices

[p()] :== {p'(t) = exp[—i a(t)]p(t)| a(t) purely time-dependent function}
corresponding to the definition of a class of external potentials
[v] :== {v" = v+ ¢(t)|e(t) purely time-dependent function},
with dya(t) = ¢(t). A composition of both mappings then leads to
Pao © Uz = (1, t) — Doy (). (1.113)

Therefore the density (with the initial configuration and the choice of gauge) determines
the associated density matrix. We may consider the density matrix p5 ([n];t) to be an
operator of the density or another collective variable. Hence every expectation value of an
observable may also be considered an operator of the density, especially, the local internal
stress

My ([0 7, £) = tr (7, (0] )L (7)) (1.114)

is defined by the density n(r,t). Therefore we have a formally closed set of quantum
fluid dynamical equations, i.e., the continuity equation (1.71) and the local force balance
equation (1.83), as long as we consider densities which are analytic at ¢t = ¢, and fix the
initial condition as well as the gauge. [J

The deduced Runge-Gross theorem forms the basis of time-dependent density functional
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CHAPTER 1: Many-Body Quantum Theory

theory. It is obvious that the density functional description is intimately related to a fluid
dynamical description. This was already noted in the second Runge-Gross theorem [10].
In fact, the quantum fluid dynamical reformulation is part of the density functional for-
malism of time-dependent problems. The time-independent density functional theory may
be interpreted as exact quantum hydrostatics [20, 21].

1.3 Time-Dependent Density Functional Theory

Time-dependent density functional theory is a formally exact way to treat the quantum
many-body problem. Instead of the wavefunction on the configuration space R*" one
deals with the one-particle density on R?, independent of the number of particles (N)
involved. This offers a computationally more favorable way to handle strongly perturbed
complex systems as the effort for a wavefunction-based ab initio solution of the multi-
particle problem grows exponentially [1] with the number of particles. The usual way to do
time-dependent density functional theory calculations is by adopting the time-dependent
Kohn-Sham scheme. The Runge-Gross theorem does prove that under certain conditions
there is a one-to-one correspondence between the density and the external potential, and
that one is in principle able to model a physical (interacting) many-body system by a non-
interacting system. This noninteracting problem describing a physical system then can be
solved via a set of nonlinear, selfconsistent differential equations, called the Kohn-Sham
equations. The effort for the solution of the Kohn-Sham equations only scales linearly
with the number of particles [1]. However, the main problem of time-dependent density
functional theory in practice lies in the formulation of the Kohn-Sham equations and the
approximations, which ultimately have to be made.

We will begin by introducing the derivatives of nonlinear mappings and their mathemat-
ical implications. Then a short introduction into ground-state density functional theory
will be given with emphasis on fundamental issues. The problem of v-representability and
related questions will be posed, which are of interest for time-dependent density functional
theory. The mathematically sound derivation of ground-state density functional theory
will be used as a guiding line for a proper formulation of time-dependent density func-
tional theory. The problems associated with an action functional are considered and some
approximations for the exchange-correlation potential are discussed. Further we consider
the nonlocality in time of the potentials expressed via the density, which is usually termed
“quantum memory”. Finally also recently published criticism of the fundaments on the
theory is addressed.

1.3.1 Differentiation of Nonlinear Mappings
We will now introduce the derivatives of (nonlinear) mappings between real Banach

spaces. They are of fundamental importance in density functional theory as well as
time-dependent density functional theory.
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1.3. Time-Dependent Density Functional Theory

Let B, and By, be two real Banach spaces with norm ||.||, and |||, respectively. Note that
most of the following theorems and lemmas are true also for normed vector spaces with-
out completeness [24]. Let further denote with £(B,, By) the space of all linear mappings
between B, and By, which itself is a real Banach space.

Definition 1.3.1 Let U C B, be nonempty and open, f : U — By.

1. f is called Gateaux differentiable at xq € U if there exists a continuous linear
operator T € L(B,, By) which satisfies

lim flzo + €h] — flzo]

e—0 €

= T[n] (1.115)

for all h € B,. The operator T is called the Gateaux derivative of the operator
f at xy. We denote

df[zo; ] == T (1.116)

2. [ is called Fréchet differentiable at xo € U if the convergence in (1.115) is
uniform with respect to h € {h € Bg|||h|la < 1}. The operator T is then called the
Fréchet derivative of the operator f at xo. We denote

Dflxo; . =TI (1.117)

Some definitions of the Gateaux derivative do not pose the condition of linearity. However,
there are sufficient conditions for the linearity of this derivative known [25]. Note that
the derivative of f at some position is a linear operator, mapping the initial Banach space
onto a second one. The Gateaux (Fréchet) derivative d(D)f : U — L(B,, By), however,
is an operator-valued mapping. df is the functional analogon to the partial derivative of
ordinary analysis. df[zo; h] is the Gateaux differential at z( in direction h. The Fréchet
derivative Df is the generalization of the total derivative. It reflects the idea of linear
approximation of an operator. The Fréchet derivative is continuous in xy whereas for
a Gateaux derivative this is not guaranteed. Further it is obvious that if the Fréchet
derivative exists the Gateaux derivative exists as well and D f = df. The converse is not
true in general.

The functional derivatives are linear operators between spaces of functions. Under certain
conditions these linear operators can be represented in terms of an integral operator

s ) = [ ) “EE0

where we have assumed " € ' of B, = B,(Y), r € Q of B, = B,(2) and an associated
integral measure dy’. In physics the kernel of the integral operator

0f (s )

—— 1.119

dx(r') ( )

is often referred to as the derivative of the operator f. In general it is assumed that if a
mapping is differentiable it can be represented by the kernel of an integral operator.
The following lemma is also frequently found to be used as definition for the Fréchet
derivative [25,26].

h(r') (1.118)

T=x0

T=x0
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Lemma 1.3.1 Let U C B, be nonempty, open and f : U — By, a mapping. Then [ is
Fréchet differentiable at xy € U if and only if there exists a continuous linear operator
T € L(B,, By) which satisfies

Flao+ h) = loo] + T[] + Rlao; 1], (1.120)
with
lim o S = 0. (1.121)
(Ve > 036> 0:[|hlla <6 = [|R[zo; h]|ly < €l|h]]a)
The operator R|xy;.] is called the remainder of the derivative at xy and T[.] = D f[x;.].

The proof for this lemma is on page 113 of [24].
A simple example for a Fréchet differentiable mapping is the following. Let B, be some
real Hilbert space with inner product (.|.) and B, = R. For a linear continuous operator

O : B, — B, we define the (bilinear) functional
f:B. — R (1.122)

We find flz + h] = f[z] + (O*z + Ox|h) + f[h]. The mapping h — (O*z + Ox|h) is a
linear and continuous functional, and f[h] is of second order in h. With the help of lemma
(1.3.1) we find f to be Fréchet differentiable with

D flxo; h] = (O + Oxo|h) (1.123)
for all h € B,.

Theorem 1.3.1 Let B,, By, B. be real Banach spaces and U C B, as well as V C By be
open.

1. If we have f,g : U — V Gdteauz differentiable at xo € U then also f + g and \f
(A € R) are differentiable with derivatives

d(f +9g)lxo;-] = dflwo; ] + dglzo; ], (1.124)
d(Af)[zo;.] = Adf[zo;.].

2. (Mean value theorem) Let f : U — V be Gateaux differentiable and let the "interval”
I={xo+ Ah:0< <1} be part of U. Then we find

[flzo + hl = flwollle < sup 1f1€; M7 ]la, (1.125)

with ||df [€; || = supjjz. <1 1df[§; 2]|ls the associated operator norm.

3. If f: U — V is Gateaux differentiable and df : U — L(Bg, By) is continuous, then
f is Fréchet differentiable and df = Df. We say f is continuously differentiable,
fectu,v).
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1.3. Time-Dependent Density Functional Theory

4. (Chain rule) Let f : U —V and g : V — B, with flU] CV be Gateauz differentiable
at o € U and flxg] € V. Then go f is Gateauz differentiable at xo € U with
derivative

d(g o f)[xo;.] = dg[flzo];.] o df[xo;.] = dg|f|xol]; df [zo; .]]. (1.126)

The proofs for the theorem are on page 121 of [24] and on page 398 of [26]. Of course the
same properties also hold for Fréchet derivatives.

If we now introduce the concept of higher derivatives we will find a functional analogon
to the theorem of Taylor.

If the Fréchet derivative Df : U — L(B,, B,) itself is Fréchet differentiable, we say f is
twice Fréchet differentiable, i.e., f € C*(U, By),

D*f U — L(By, L(Ba, By)). (1.127)
It can be shown [24,26] that there exists an isomorphism
L(B,, L(Ba, By)) = LP(B,, By). (1.128)

L (B,, By) is the space of continuous mappings B, x B, onto B,. Thus we can associate
the second Fréchet derivative with

D2f U — LPD(B,, By, (1.129)
and D?f|x : .,.] a continuous bilinear map. Higher derivatives are further defined as
D'f U — LBy, By) = L(By, L7V (B,, By)), (1.130)
with D™ f[x; ., ..., .] a continuous n-times multilinear mapping.

Theorem 1.3.2 (Theorem of Taylor) Let f:U — R be (n+ 1)-times Fréchet differ-
entiable and {xg+ Ah : 0 < X <1} CU. Then there exists a ¥ € |0, 1] with

flao+H] = Flao] + Dfleg; Bl + 5 D* Floos o h] + . (1.131)
1 n 1 n .
+ aD flzo; R, ..., h] + (n+1)!D 1 flzo 4+ Dhsh, ..., h, B

The proof is to be found on page 122 in [24].

As can be seen from the above theorems, many of the properties of ordinary analysis
can be extended to the functional case. (Local) Extrema can be associated with zeros of
the first functional derivative df[zo] = 0 [24-26] and a fundamental theorem of calculus
connecting functional derivatives and integration of functions with values in a Banach
space can be found [26].

If a functional attains a local extremum on the boundary of the region of definition one
can no longer use the afore defined functional derivatives. There the concept of variation
is of interest.
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Definition 1.3.2 Let M C B, be a nonempty subset, to € M and f : M — R. For
h € B, suppose that there is an r > 0 such that xo+ Ah € M for all0 < X\ < r. Then the
n-th variation of f in the direction h is defined as

n

A" flaoi h) = =

To + >\h]|)\:0 (1132)
if these derivatives exist.

It can then be shown [26] that if xy € M is an interior point of M the Gateaux derivative
df exists if and only if the first variation A f[zq; h] exists for all h € M and

Aflzo;.] = dffxo; ]. (1.133)

For Fréchet differentiable functionals f : 4 — R one may formulate a constrained varia-
tional problem. If one has a constraint g[x] = yo with g : U/ — B, and yy € B, one may
look for extremal points of the functional f|r : M — R where M = {z € U|g[z] = yo} is
the level surface of g through the point yo. This leads to tangent spaces of level surfaces
and Lagrangian multipliers [26]. The example of interest will be the quantum mechanical
energy functional E,[n], assumed to be differentiable under the constraint [ n(z)dz = N,
i.e., conservation of the particle number.

1.3.2 Density Functional Theory

Ground-state density functional theory is a well established theory for calculating densities
of atomic, molecular and solid state systems. The success of this theory, for which Walter
Kohn was awarded the Nobel price in chemistry [1], is due to its rigorous foundation as well
its applicability to all sorts of different physical problems. Even quantum electrodynamics
may be reformulated in terms of a four-current density functional theory [9].

Hohenberg-Kohn Theory

The main idea of density functional theory is to find the (exact) ground-state density by
minimization of the energy of the system. This idea is indeed much older than actual
density functional theory and goes back to Thomas [27] and Fermi [28]. However, while
those first attempts were of semi-empirical nature, Hohenberg and Kohn [29] were able to
formulate a rigorous density functional approach to the many-body problem in quantum
mechanics.

In this subsection, we will concentrate on time-independent Hamiltonians of the form
(1.52), ie., V = Zﬁvv(ri), with Coulombic interaction for a N-particle system. We
will suppress the spin-degrees of freedom in what follows in order to keep the notation
as simple as possible. Following reference [26] we assume the real-valued one-particle
operator v(r) € X = L*(R?) + L>(R?). This is a Banach space with norm

llv]| = inf{||v1]|2 + |[va]lec]vr € LA(R?), vy € L®(R?), v = v + vy} (1.134)
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1.3. Time-Dependent Density Functional Theory

and assures that H is self-adjoint on the domain of the kinetic energy operator dom(f) =
{¥ e L2(IR3N)|T\I/ < oo} in accordance to the Kato-Rellich theorem [26]. A Kato-
perturbation B is a densely defined linear operator B with dom(T ) C dom(B) obeying
|Bz|| < a||Tz|| + b||z| with 0 < a < 1 and some b for all z € dom(T). The Kato-Rellich
theorem then proves that the sum of B with the kinetic energy operator, i.e., T + §
is self—adJomt The Coulomb-interaction th, for instance, is a Kato- perturbatlon [26].
Hence, HO T+ Vlnt is self-adjoint, and Kato-perturbations thereof, i.e. H0+V are again
hermitian. Note that in [30] the space under consideration is the dual of LY(R3) N L3(R3),
i.e., L32(R®) + L>(R®). Via the solution of the N-particle Schrodinger equation we have
a mapping F' : v — W (due to consistency we denote the mappings in accordance to
reference [10]). With D : ¥ — n(r) = (¥|n(r)|¥) we thus can define a mapping between
the external one-particle potentials and the one-particle densities

G:XNY — {neLl'(R0<n}=LL(R (1.135)

v(r) = n(l],7)

where Y is the set of all potentials for which the Hamiltonian H has a (unique) ground-
state ¥ € dom(f ). Now we want to know if this mapping has an inverse, i.e., if G
is one-to-one for its range. To determine this property we need to know under which
conditions imposed upon n there is a potential v € X N'Y such that the Hamiltonian
H = H[v] has a ground-state ¥ which defines n = n[¥]. It can be shown [26] that the
range of the mapping G obeys

ran G C {n € L'(R*) N L3(R*)|0 < n,n'? € H'(R®)} = D(R?) (1.136)

with HY(R?) = {n|n € L*(R?), Vn € L*(R®)}. And for all n € D(R®) there is a state
¥ € dom(T) such that n = n[¥]. However, this does only give an estimation of the
range of GG. Especially as we need to have a ¥ being the ground-state of the associated
Hamiltonian.

If we turn away from the problem of not knowing either the exact domain X NY and the
exact range ran G of the mapping G, we may consider our initial idea of minimization of
the ground-state energy of some system. If we define the ground-state energy functional

- e (AR

f (1.137)
vedom(T)/{0}  (¥|¥)

we find the following theorem.
Theorem 1.3.3 The ground-state energy functional E[v] has the following properties

1. Ev] is concave for all v € X, i.e., for all vi,vo € X and all 0 < t < 1 one has
Eftv; + (1 — t)vg] > tE[v1] + (1 — t)Ewvg].

2. E[v] is monotonously increasing, i.e., if vi,vo € X and vi(x) < vo(x) for all z € R3,
then Efv,] < Elvs).

3. E[v] is continuous with respect to the norm of X and is locally Lipschitz.
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The proof is to be found in [26] on page 435.

The main result of density functional theory is the Hohenberg-Kohn theorem which proves
the injectivity of the mapping G : X N'Y — ran GG. Therefore one is able to construct
a bijective mapping G from some unknown set of potentials to the corresponding set of
densities, which is invertible.

Theorem 1.3.4 (Hohenberg-Kohn Theorem) Suppose vy,v2 € X are potentials for
which the Hamiltonian H|vi] and H|[vs], respectively, have different ground-states Wy, Ws.
Then the densities n[V1] # n[Ws] for all points v in a set of positive Lebesque measure.

Proof. The proof is given in accordance to [26] and holds only for nondegenerate ground-
states. A generalization of the proof is given in [9].

Let H = Hy+ [ d® v(r)A(r). Then we know E[v;] = (U;|H[v]|¥;) for ¥; € dom(T) and
|W;|| = 1. Further it holds that E[v;] < (V|H[v;]|¥) for all ¥ € dom(T) and ||¥| = 1.
Especially if we impose the restriction ¥; # ¥ we find with the afore mentioned conditions
Elv;] < (¥|H[v;]| V). Therefore we find, if we assume n[¥;] = n[V,],

Eln] = (W|H|Wy) +/d3r va(7) n([\Ifl];r)—l—/dsr o1 (r) — va(r)] n([W4];7)
> Elvg] + / Er o (r) — va(r)] n([W); 7).
Similarly we find
Elvs] > Elv] + / &Pr Joa(r) — vi(r)] n([Wa: 7).
Adding both inequalities leads to

E[v1] + E[vs] > Elv1] + Elvg],

which is a contradiction. [J R R

Note here that the assumption H[v;] and H|[vs] have different ground-states exclude the
possibility that vy = vs + ¢, with ¢ a constant.

The Hohenberg-Kohn theorem establishes an invertible mapping between an unknown set
of densities and the corresponding external potentials (up to some constant). Originally
Hohenberg and Kohn [29] assumed that every well-behaved density n would be defined
in terms of some (possibly degenerate [9]) ground-state ¥ associated with some potential
v, i.e., that the densities are pure-state-v-representable. Accordingly they introduced
the set of pure-state-v-representable densities

A= {neLl'nL*R%|0< n,vne H (R, (1.138)
Jground-state W : ¥ +— n, ||Vl =1}

on which they defined the Hohenberg-Kohn functional

Fuk[n] = E[v —/d?’r v(r) n(r) (1.139)

= (U[n)|T + Viue| ¥[n]) (1.140)
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1.3. Time-Dependent Density Functional Theory

which is well defined because of the Hohenberg-Kohn theorem. The mapping G = Do F
is invertible (up to a constant). Therefore, also F' and D are invertible, provided we
have the mapping D! : n +— ¥[n] [9]. Note that Fyk[n] is universal in the sense that
it does not depend on the chosen potential v. With this functional the Hohenberg-Kohn
variational principle reads:

Theorem 1.3.5 (Hohenberg-Kohn variational Principle) For everyv € X NY the
ground-state enerqy is

Ev] = rnrlelg E,[n] = rnrlelg [FHK[n] + /d3r v(r) n(r)] . (1.141)
The proof is to be found in [26] on page 436.

As the variational principle (so far nothing was said about functional differentiability) is
only defined for pure-state-v-representable densities we meet three major drawbacks: We
do not know the sets Y and A as well as the form of Fyx. The Hohenberg-Kohn theorem
only provides us the existence of a mapping G. If we want to formulate the variational
principle in terms of a functional derivative

—0 (1.142)

we need to show norm convergence in the domain of definition, or at least in the vicinity of
the supposed minimal point. To do this we need to know which densities are pure-state-v-
representable. Although Hohenberg and Kohn [29] hoped that all reasonably well-behaved
nonnegative functions would be pure-state-v-representable, this is not true. Two different
types of extensions of the pure-state-v-representable functions have been found:
Ensemble-v-representable functions which can be easily incorporated into the
Hohenberg-Kohn theory by extending the domain of the Hohenberg-Kohn functional to
density matrices p[n] [9],

Fenk[n] = tr (p[n] (T + Vim)) . (1.143)

Note that also the pure-state-v-representable functions are covered by the ensemble-v-
representable ones.

However, there are still non-ensemble-v-representable functions. And again an exten-
sion of the Hohenberg-Kohn functional to the domain of the so called N-representable
functions can be constructed. One such extension is the Lieb functional [9]

Fi[n] := 3natr (p(f+ ‘Zm)) ; (1.144)
where the search is over all density matrices of N-particle wavefunctions constituting an
orthonormal basis in the Hilbert space considered. Clearly all integrable nonnegative
functions are N-representable. Those extensions come under the heading of constraint
search [9]. Note that Fy,[n] is the Legendre transform of E[v] [30]. It has been proven [31]
that [F1[n| is differentiable for ensemble-v-representable densities but nowhere else. This
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enables us to formulate the variational principle in terms of a functional derivative.

A further problem is the extension of the Hohenberg-Kohn theory to arbitrary values of
N = [n(r)d®r (not necessarily integer) [9] leading to Fiae from which one can formulate
the search for a stationary point of

5n(zr) <Eu[n] —H (/ d’r n(r) — N)) = 0. (1.145)

This leads to the Euler-Lagrange equation

dE,[n] _ 0 Frracn]
on(r) on(r)

+o(r)=p (1.146)

with g the Lagrangian multiplier, which physically is the chemical potential.

Associated with the extension of the Hohenberg-Kohn functional to fractional particle
number is the derivative discontinuity [9] at integer particle numbers. This behavior
of the ground-state energy is the key to understand the minimization of energy of two
separated neutral atoms with regard to the numbers of particles at each atom [9].

The Kohn-Sham Equations

The HK theorem states that all ground-state properties of the many-body system are
determined by its ground-state density. However, beside solving the many-particle
Schrodinger equation, we do not know how to calculate this density in general. An-
other possible route offers the so called Kohn-Sham scheme. One self-consistently solves
nonlinear single-particle equations, the so-called Kohn-Sham equations, instead of the
full Schrodinger equation, such that both ground-state densities are equal. Computation-
ally the Kohn-Sham scheme is much more favorable as its calculation time scales almost
linearly with the number of particles involved, whereas the Schrodinger equation scales
exponentially [1].

Although we have specified the interaction of the particles to be Coulombic we could
state the Hohenberg-Kohn theorem also for other interactions or no interaction at all.
This leads for a general noninteracting Hamiltonian

Hys =T + Vis (1.147)
to the energy functional
EKs[n] = TKs[n] + /d37” UKs(T') n(r), (1148)

which yields the exact ground-state density via minimization of Fkg[n|. The solutions of
the multi-particle Kohn-Sham equation will be determinants, where every single orbital is
a solution of the corresponding single-particle Kohn-Sham equation. With the assumption
that for every interacting-v-representable density there exists a local effective potential
generating the same density in a noninteracting system, we can use this noninteracting
auxiliary system to compute the density. Again we meet the problem of extending the
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1.3. Time-Dependent Density Functional Theory

domain of the noninteracting Hohenberg-Kohn functional, i.e., the Kohn-Sham functional,
to all possible densities. This can indeed be done, and functional differentiability as well
as the existence of the assumed local effective potentials can be proven [9]:

Theorem 1.3.6 (Kohn-Sham Theorem) The ezact ground-state density n of an ar-
bitrary interacting system can be obtained by a self-consistent solution of the following set
of equations:

(=392 o)+ [ vullr =) ) + wallin) ) ur) = exntr)

with e < €3 < ..., n(r) = o0 lor(r)|* and occupation numbers i, satisfying

w=1 1 g <np
0<m<1 : e=u (1.149)
=0 : &>pu

as well as y_p- ve = N. The exchange-correlation potential is defined as

ve([nl;r) = 55;{? (1.150)
0 1 3,..73,./ ; r —’l“, n 'I“/ . n
= o (Bl =5 [ [ @rnnaie = vine) - 1ifnl).
with
Tiln) = int tr <p f) , (1.151)

p="> 0 Pm|Um) (Y| and {|V,,)} a complete set of antisymmetric orthonormal N -particle
wavefunctions.

Here one introduced the exchange-correlation energy functional FE,.[n]. This func-
tional and its derived exchange-correlation potential are the crucial definitions for a non-
interacting description of the interacting system. The exchange-correlation energy func-
tional relates the auxiliary system of noninteracting particles to the physical one. Again
we merely have a proof of existence. We do not know the exact form of Fy.[n], from which
it would be very simple to construct everything else. Therefore we need reasonable ap-
proximations for the exchange-correlation energy and the exchange-correlation potential.
Another problem is known under the heading of noninteracting-v-representability.
Though the above theorem proves that for every interacting-v-representable density there
exists some corresponding single-particle potential generating the density, it is not known
if all interacting v-representable densities are noninteracting-v-representable by a single
determinant. In the above theorem there is no restriction to single determinantal states.
To proof noninteracting-v-representability by a single determinant we would need a proof
of the functional differentiability of [9]

Tau[n) = jnf (®|T| ) (1.152)
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where ¢ = ﬁdet{m(m)}.

We have seen that one can find the ground-state properties of a many-body sys-
tem by considering the density alone. An energy-minimizing density is unique and it
can even be found within a noninteracting theory. The whole theory can be extended
to spin-polarized systems, finite temperature ensembles, excited states and many more
applications [9]. Though density functional theory is rigorous with respect to its
foundations there are various problems unresolved, i.e., v-representability, construction of
the different exact functionals, knowledge of the sets Y and A and so forth [9]. However,
the successes of density functional theory are manifold, and the theory is widely used
throughout physics and chemistry.

1.3.3 Time-Dependent Density Functional Theory

Now we turn to density functional theory for time-dependent systems of the form (1.52)
governed by the von Neumann equation

i@ - [ﬁ(t),ﬁ(t)}_ (1.153)

and a given initial condition py = p(to) at time ty. The initial states will in general not
be restricted to ground-states. With the time-evolution operator

Ut to) = Tp {exp (—i /t: dt’ﬁ(t/)) } : (1.154)

where 7p is the Dyson time-ordering operator, one finds that for every ¢ and p(t) =
U(t, to)poUT(t, to)

n(r,t) = tr (p(t) n(r)) € LL(R?). (1.155)

As for the time-independent density functional theory we examine the spaces in which
we are operating.

In order to define the domain and the image of the Runge-Gross mapping we will
turn to equation (1.107), i.e.,

k
) =+ 3 () Ve o).

=0

This is the fundamental defining equation between the set of external potentials v(r,t),
the initial configuration py, the interaction ‘Zm and densities n(r,t). In order to associate
a density uniquely with the external potential all orders of equation (1.107) have to exist.
It seems clear that equation (1.107) is well-defined as long as we assume pg such that all
its wavefunctions are C*(R3") and v®) (r) € C®(R?) for all k, where C*(R?) is the space of
i-times continuously differentiable functions on R®. We further have to assume that the
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interaction ‘Zm does not introduce problems with respect to the multiple commutators in
the definition of ¢®*). However, even if those rigorous conditions are not met, all orders
of equation (1.107), i.e., the Taylor expansion of the density, may exist if the external
potential is itself analytic at t = .

The other fundamental equation can be constructed if the local force balance equations
of two systems leading to the same density defined in section 1.2.2 are set equal [35]

v, [n© (r)VTvI({k)ZC(r)] - (1.156)

k—1

= . l
)= @) =3 (§) 9o [ Vil )]

1=0

This equation links two different system and will lead to the Kohn-Sham scheme.
Equation (1.156) is a Sturm-Liouville equation. Also the afore-mentioned equation
(1.107) amounts to a Sturm-Liouville problem if we want the potentials being defined via
the densities.

Let us consider a general differential equation of the form
O (p(r)0uu(r)) + (Ak(r) — q(r)) u(r) = 0 (1.157)

with the conditions

L. p(r),q(r),k(r) € R

2. p(r) € C*(Q); q(r), k(r) € C'(Q)
3. p(r) > 0,k(r) >0in Q

4. AeC

where €2 is an open, simply connected and bounded set of R™ for which the divergence
theorem is applicable, 99 is its boundary with Q = Q U 99, and C*(Q) is the space of

i-times continuously differentiable functions on Q. We define the Hilbert space for the
operator

Au(r) = 25 (=0, P()0,] + a(r)} u(r) (1.158)

to be linear as [32]

My, = {W)

JAECICIE oo} . (1.159)

The domain of the operator is

~

dom(A) = {u(r) ‘u € CHQ), ueC*N), Au € Hy; u=0on OQ} : (1.160)
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The reciprocal of 21\, ie., E_l, exists if and only if A = 0 is not an eigenvalue of the
boundary value problem. As shown in section 2.3 of [32] this is true for ¢(r) > 0. What
is the range of the operator A on its domain , i.e., how does

ran(A) = {f ‘ﬁu = fVue dom(fl)} (1.161)
look like? If we specialize on ¢ = 0 we find that for
feB(Q) = {f|feC(Q)or f Hoelder continuous in ) } , (1.162)

e, |f(r)— f(r)] < H|r —2'|* for all », ¥ € Q with H and 0 < o < 1 independent of
r, r', there exists a Green’s function g(r,r’) leading to

u(r) = / g(r, ") f(r")k(r")d"r. (1.163)
Q
Thus we know that
B(Q) C ran(A). (1.164)
Note here that if we consider one-dimensional problems one has less restrictions [32].

We turn again to the problem of the Runge-Gross mapping, however, restricted to
an appropriate (finite) region @ C R3. Because of Holder’s inequality [24] we have

L1Q) C LP(Q) for 1 < p < q < oo. (1.165)

-~

Further we assume every v¥)(r) € dom(A) and find
v(r,t) € dom(A) C LA(Q) 4+ L™(Q) (1.166)

for every t € [to, 1], where t; > t; in accordance to Kato-perturbations of the free Hamil-
tonian [26]. We define the set of potentials at consideration as

V(Do Viut) := {v|v analytic at ¢ = to, v(t) € dom(A), (1.167)
v € R, n[v] analytic at t = t,} .

For the space of time-dependent densities we first note that via equation (1.107), i.e.,
n®+2[y], it is obvious that an external potential v € V(po, Vi) will define n® (r) for
k > 1 and hence will not influence the initial conditions. Thus for a chosen initial
condition we have

o0

n(r,t) = ng(r) + tr (ﬁovr -3(r)> (t—to)+ ) %n(k)(r)(t —to)". (1.168)
~ ~ k=2

=) (r,t)
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We will introduce the set of densities as an affine set of variations dn via

SN (Po, Vi) = {6n on = i % n®([w];r) (¢ —to)", (1.169)

Accordingly, as n(r,t) = ng(r) + nW (r,t) + on(r,t) we define

N (P, ‘/}int) = { ’n = ng +nV 4 on, with én € SN (po, XA/int)}
no(r) +n(r, 1) + ON (B0, Viar)- (1.170)

In the following we may use the set N (po, \A/int) synonymously with 6N (po, ‘Zm)- However,
it is usually more intuitive if we use N (po, Vine). With the triangle inequality on L'(Q)
we have for dny, ony € N (Po, Vins)

Hence, all combinations of variations on € SN (py, ‘Znt) will again lead to some variation
with respect to [.|[;. However, it is not clear that all combinations of variations dn €
ON (ﬁo,‘zm) will again be part of the set dN (ﬁo,‘zm). Further, the set of potentials
as well as the set of densities may be the empty set if the initial configuration or the
interaction is not well chosen.

Lemma 1.3.2 Let py be some density matriz and ‘A/int some specified interaction, then
the initial state dependent mapping

Vi N (Bo. Vi) = V(po, Viae) (1.172)
n(r,t) = va(n]ir.t)

is bijective (invertible).

Proof. The extended Runge-Gross proof (1.2.1) shows that there is a uniquely defined
(with chosen boundary conditions) external potential v(r,t) € V(po, Vins), Taylor-
expandable about ¢ = 3, which is associated with the density n(r,t) € N (po, Vint). U

The initial state dependence has a severe consequence. If we constructed the
exact mapping v;, it would be different for every initial state. However, we can
circumvent this problem by a restriction that is almost always made. If we assume
the initial density being a ground-state density then, by virtue of the Hohenberg-Kohn
theorem, the initial state is uniquely defined by its density and thus we do not have any
initial state dependence. A different way to handle initial state dependence is to use
prehistories [13,34]. This scheme makes use of the fact that initial state dependence and
history dependence can be reexpressed in terms of one another.
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The inverse mapping Ui)l will be denoted by njz and amounts to solve the von

Neumann equation and calculate the time-dependent density. With the mapping [see the
definition (1.112)]

Do : V(o Vi) —  R(Po, Vi) C L [LA(RY), LA(R*N)] (1.173)
v(r,t) = pa([v];t)

which is defined via the solution of the von Neumann equation, we can formulate

Lemma 1.3.3 For a chosen initial configuration py and interaction ‘Znt the time-
dependent density matriz associated with the Hamiltonian H(t) = H([v];t) with v €

V(po, th) 1s uniquely defined by the density, i.e.,
B0 N (Bo. Vi) = R(Bo. Vi) (1.174)

is invertible. Therefore also the expectation value of some operator 6(15), i.e., O([n];t) =
tr(ps, ([n]; ) O(t)), is defined by the density alone.

Proof. With the mapping vz, : N(po, 17int) — V(po, \A/int) we have
p/P\O = ﬁ/P\O © ,U/P\O : N(ﬁoa ‘/}int) - R(b\oa ‘/}int)' (1175)
The inverse mapping from R(po, ‘Znt) to N (po, ‘A/int) is defined by

B(t) — tr (B(t) A(r)) = nlr,1). (1.176)

O

This conclusion is the same as in section 1.2.2 where we showed the formal exactness of
the quantum fluid dynamical reformulation of the many-body problem. All observables
are defined by the density alone. This is an important building block of time-dependend
density functional theory as we only need the time-dependend density to find all physical
entities, at least in principle.

Until now we have merely shown that one may switch from density matrices to densi-
ties or currents. So far, the only route to determine the dynamical properties of the
system is by solving the initial problem, i.e., the many-body Schrodinger equation. The
extended Runge-Gross proof states that the density of an interacting system can for-
mally be calculated by solving a corresponding equation of noninteracting particles in
an effective potential. Such an approach would be computationally favorable. The cor-
responding effective potential was found to be uniquely defined by the density and the
initial state. Strictly speaking, however, the proof in section 1.2.2 did only state that the
Sturm-Liouville equations (1.109) have unique solutions. When do we know that such a
solution exists? First we restate the extended Runge-Gross uniqueness theorem.
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1.3. Time-Dependent Density Functional Theory

Theorem 1.3.7 (Extended Runge-Gross Uniqueness Theorem) Let n(r,t) €

~

N (po; Vint) and vs,([n];7,t) = v(r,t) the associated external potential. For a system

with interaction Vi, and the initial configuration pj, subject to the constraints

n('r, to) = n/(r, to),

tr (ﬁo VT-E(T)) - (ﬁo V,..E(r)),

~

the external potential v'(r,t) € V(p, Viiy) leading to the same density is uniquely defined.

However, it is not clear that

n € N (po, Vi) and n € N (7, V.., (1.177)

int

or reformulated, that all equations (1.109), which are Sturm-Liouville boundary value
problems, have existing solutions. Now let us come back to the general considerations
at the beginning of this section. In our case we have

1. ¢(r)=0
2. k(r)=1.

The condition n(r,ty) > 0 could be removed. If the initial density has points equal
to zero we could use a later density as new initial density n(r,t)) and find via forward
and backward propagation and the associated local force balance equations the external
potential on the whole time interval [to,?]. Only if there were no ¢ € [to,?;] for which
n(r,t) > 0 the above considerations would not work. Thus we find the following corollary

Corollary 1.3.1 For ng(r) > 0 and no(r) € C*(Q) the k-th term VP (r) of the Taylor
expansion of v'(r,t) exists if f*) is Hélder continuous on Q or element of C1(Q) for

V- [no(r)V,0'® ()] = 8 (r). (1.178)

For usual physical situations where the system under study is confined to some small
region in space, the condition of Holder continuity seems perfectly valid. The right hand
side f®)(r) comes from the divergence of the local forces and can be assumed finite.
Therefore we may assume the existence for a large class of physical problems. This is in
correspondence to [12] where similar arguments with respect to f*)(r) are pursued.

In a next step we will now look for a way to describe the dynamics of the system
without solving the Schodinger equation. In analogy to the time-independent theory we
will establish an auxiliary noninteracting system which gives the same density as the
physical one. This is the well known Kohn-Sham scheme. Note, however, that in the
above derivation we constructed the external potential via knowledge of the density. The
interacting density as input would not lead to some predictive theory. Therefore, like in
time-independent density functional theory, one introduces the exchange-correlation
potential, linking the interacting (physical) system to the auxiliary system. The
exchange-correlation potential accounts for all internal forces.
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Theorem 1.3.8 (Time-Dependent Kohn-Sham Uniqueness Theorem) Let
n(r,t) € N(po, Vint) and v(r,t) = vz ([n];r,t) the associated external potential. If we
have an initial noninteracting configuration py subject to the constraints

n('r, to) = n/(r, to),

tr <,50 V., 3(7“)) = ftr (ﬁo \S 3(7“)> ;

then we have an uniquely defined one-particle potential vgs([n];r,t) = v’%([n];r,t) €
V(py) leading to the Kohn-Sham Hamiltonian
Hys(t) =T + Vis(t) (1.179)

generating the physical density. The (orbital) Kohn-Sham equations then read as

1
i8t¢k(r7 t) = (_§V2 + U('I”, t) + UH([”]? r, t) + ch([n]; r, t)) (r/)k(rv t)
The exchange-correlation potential is defined via

vellnls v ) = 0 5 () m,1) 2= oy () v, 1) — vy (I 7, 0) — wn([n)s ) (1.180)

with va([n];r,t) = [ &r'vi(Jr — r'|)n(r,t) the Hartree potential.

Proof. One can use the extended Runge-Gross uniqueness theorem with the specializa-
tion on the noninteracting case. Analogously we can set both local force balance equations
defined in section 1.2.2 equal and find equation (1.156)

Vo [nO ) Vol ()i 7)] =
)= @) =3 (§ ) 9o [Tl i)

where vy ([n];r,t) = vg’%([n];r,t) = v;%([n];r,t) — v5([n};r,t). This is again a

Sturm-Liouville problem, and the solution, if existing, is unique if the boundary values

~

are chosen. Note that V(py) = V(po, Vine = 0). O

Again the existence is guaranteed if the right hand side of equation (1.156) is
Holder continuous due to corollary 1.3.1. Note that we may now construct everything of
interest if we calculate vl(f)zc([n]; r) in the above proposed way. Further we can calculate
the next term of the density Taylor expansion via equation (1.107), which then can
be used to calculate the next order of the Hartree-exchange-correlation potential and
so forth. Beside the obvious implication of being able to reproduce an interacting
time-dependent density via some noninteracting system, the time-dependent Kohn-Sham
theorem also includes information about the noninteracting-v-representability
question for time-dependent systems. If we have found some initial configuration

subject to the above restrictions, the density is noninteracting-v-representable. The form
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1.3. Time-Dependent Density Functional Theory

of the initial state defines whether a density is noninteracting-pure-state-v-representable
or noninteracting-ensemble-v-representable. For switch-on processes where the system
is time independent up to some time ¢t = t; and afterwards an external perturbation
is switched on, one can always find an appropriate noninteracting initial state via the
so-called Harriman construction [33]. The question if we can find a noninteracting initial
state being the ground-state of some noninteracting system leads to the noninteracting-
v-representability for stationary systems as considered in section 1.3.2.

An important feature of time-dependent density functional theory is the nonlocality of
the mappings in space as well as in time. The nonlocality in space is already met in
the static density functional theory. However, in the time-dependent formulation one
in general finds that the Kohn-Sham potential vz ([n];7,t) does not only depend on
the density at the time of consideration but also on previous times, i.e., it depends on
the entire history of the density [11]. The nonlocality in time will be extensively
considered later on.

Rigorous Formulation

Until now we tried to give quite general conclusions at the expense of not knowing the
exact set of densities and potentials, and at the expense of not having a general proof of
existence of the uniquely defined external potential for the extended Runge-Gross theorem.
We will now leave this route and will give a combined existence and uniqueness theorem
for restrictive conditions. However, the set of densities and external potentials will again
be unknown. Nevertheless we proof that the set of all densities is the same for any smooth
interaction as long as one finds smooth initial configurations subject to the same initial
conditions. Obviously, the Kohn-Sham construction is guaranteed as v,y = 0 is trivially
infinitely differentiable. Though this seems quite academic, a mathematically rigorous
formulation can be seen as a proof of principle for the physically more attractive cases,
which in general will not obey the assumed restrictions. Further, the main assumption,
i.e., smooth functions, leaves us with the possibility to approximate any none-smooth
function arbitrarily well.

Let ©Q and 02 be defined as before. Then the following lemma holds.

Lemma 1.3.4 Let py be such that all its wavefunctions are in C>®(QY), v analytic in t =
to, v*) € C=(Q) YV k, and vin (|7 — 7'|) infinitely differentiable. Then

n#+ 2 (r) = ¢O(r) + 3 ( ¢ ) V. [0 () V,00(r)] (1.181)

is well-defined and n*+2(r) € C>(Q) exists for all k.

Proof. Obviously we have ng(r) and n™ (r) in (). Thus n®(r) is in () if ¢ (r)
is infinitely differentiable, where

¢ (r) = tr [ﬁo (@%ﬁw(r))] : (1.182)
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ﬁuv (r) consists of partial derivatives with respect to r and of derivatives of vy (|r — 7’|).
We have assumed vy (|r — 7'|) infinitely differentiable. Hence we have q( (r) € C=(Q).
For n®(r) we need to know ¢V (7). This is the commutator of 9,0 HW( r) with H(t)
at t = tg. All functions in H(t (t) are infinitely differentiable. Again the above reasoning
applies, and we find ¢(V(r) € C>(Q). All higher terms are to be found via successive
application of the Heisenberg equation for 0,,8uﬁw,('r) with H(t) at t = to. The only
difference to the above reasoning is the appearance of v (r)-terms, which are again
infinitely differentiable. Therefore one can successively construct all n®)(r) € C>(Q). O

Note that a restriction on wvy(|r — 7'|) being infinitely differentiable in = for al-
most all ' with respect to the Lebesgue measure on 2, i.e., the set of exceptional points
r’ has zero measure, may also be possible. The Lebesgue integral in turn does not depend
on a set of finite measure. Therefore any function defined via a Lebesgue integral with
respect to 7’ over vy (|7 —7'|) and some other infinitely differentiable function is infinitely
differentiable with respect to 7. Hence we have ¢ (r) € C=(f2). For higher orders of
¢ this reasoning may also work. However, as one also introduces delta-distributions
and derivatives thereof due to the the (anti)commutation relations, it is not clear if
the evaluation of the distributions at nondifferentiable points of vy, (|r—7’|) is well-defined.
Now, let Vi and V;lt be chosen such that they have finite expectation values and
Vit (|7 —7'|) and v{_ (|7 —7’|) are infinitely differentiable. Further we assume py consisting
of C* wavefunctions. We then define

V*(po, \A/int) = {v ‘v analytic in ¢t = o, v € C>®(Q) Y k, (1.183)
v®™ =00n 00V k, n[v] analytic in t = to}

the set of all smooth external potentials.

In accordance to definition (1.170) we define

N*(ﬁ(]"/}lnt = {

[e.e] 1 R R R
=2 g (=) v e v*<po,wm>,po} (1.184)
k=

the set of all smooth time-dependent densities. We could have also defined the set
of corresponding variations on. Obviously there is a one-to-one correspondence between
v € V*(po, Vi) and n € N*(py, Vir) in accordance to lemma 1.3.2; the Runge-Gross

mapping.
With this we can reformulate the extended Runge-Gross theorem as follows

Theorem 1.3.9 Let n(r,t) € N*(po, Vi) and vpy([n]; 7, t) = v(r,t) € V*(Do, Vint) the
associated external potential. For a system with interaction v, € C®(Q?) and the initial
configuration py, consisting of infinitely differentiable functions subject to the constraint

n(r,to) = n'(r,tg) >0,
tr (o Vo 3(r)) = b (7 V- G(r)).
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there exists a unique effective potential

v ()i, t) :ZH Y (1) (= )",
=0

where (v')*) () is defined via
Vo [0 (r) V(o) B (r)] =

P(r) - S ( ) [0 (1) 9, () ()]

=0

with (v + vz5) € V(5. V) generating the same density. It holds that
N (Po, VInt) = N*(Pb, Vn,nt)

Proof. From the proof of lemma 1.3.4 we know that all ¢} and (¢')®) are infinitely
differentiable. As we have assumed ng(r) > 0 we can apply corollary 1.3.1 from which it
is clear that

Ve [nO(r) V()P ()] =

¢ (r) - 3 X () e V) )

=0

has an existing solution if the right hand side is C'(£2). Obviously (v/)© () exists due to
corollary 1.3.1 and is infinitely differentiable. In the next step we can use (v')®(r) in
the Sturm-Liouville equation defining (v')(!)(r). Again existence is guaranteed and we
have (v')(r) € C>*(Q). One can now successively construct vz, 5. Then (v + vz )
is given via its Taylor series within its radius of convergence. The case of zero conver-
gence radius can be disregarded because then also the density n would be nonanalytic.
This construction holds for every n € N*(po, Viut), and we have n € N* (7}, Vi) as well. O

The special case of a rigorous Kohn-Sham theorem is straightforward as vy, = 0
is of course infinitely differentiable. Only a noninteracting initial configuration is needed.
We point out that we actually find

N*(Po, Vine) = N*(ng, V), (1.185)

the set of all analytic and smooth time-dependent densities does not depend on
the interaction. Only the initial density ny and the first time derivative of the density
n) are important.

Action Functional and Symmetry-Causality Paradox

So far time-dependent density functional theory did not use any minimization principle
like in the time-independent formulation. In density functional theory the exchange-

correlation potential is the functional derivative of F,.[n] (theorem 1.3.6), whereas in time-
dependent density functional theory we have introduced v po([ n|; 7, t) via the differences

43



CHAPTER 1: Many-Body Quantum Theory

of the initial state dependend mappings of the interacting and the noninteracting case. In
time-dependent density functional theory we could use an action principle instead of the
minimization of the energy. It will be shown, however, that there are a lot of problems
connected with this idea.

Let us look at the usual action principle in quantum mechanics which requires the action
functional [12]

t1 R

A= [ de wiofia, - Alww) (1.136)
to

to be stationary under variations |dW(t)) satisfying [6W(¢y)) = [0¥(¢1)) = 0. This and the

fact that the real and imaginary part of |[§W(¢)) can be varied independently leads after

partial integration of the variation

SA[U] = /ldt (5\If(t)\18t—f[(t)|\lf(t))+/1dt (10, — H(t))W(t)|60(t))

to to

+ H{(®)|ow(t) iz =0 (1.187)

to the Schrodinger equation
(@ . Er(t)) T () = 0. (1.188)

However, if one tries to formulate this action principle accordingly within a density func-
tional approach the supposed obvious way to use [10]

Ay, ] = / dt (W] (8)i0, — H (1) In) (1)) (1.189)

to

will fail. A first problem is to fix some gauge. The density only fixes the wavefunction
up to a time-dependent phase. The time-derivative in the definition of the Runge-Gross
action functional now leads to different functionals depending on the gauge chosen. We
could circumvent this problem by using variations of

t R
Ay, [v] = / dt (Ulv](t)|i0, — H(t)|¥[v](t)). (1.190)
to
Here the phase is determined by the external potential chosen to propagate the initial state
|W(ty)). By the virtue of the Runge-Gross theorem we can vary the external potential
instead of the density as both uniquely define each other. Note that we use v as a
parameter to vary the v-representable wavefunctions and let H(t) being fixed. Variations
of v uniquely define the variations of the wavefunction. In fact, as the Schrodinger equation
is first order in time we are no longer allowed to pose a second boundary condition, i.e.,
the boundary condition [0¥(ty)) = 0 defines the later variations |6W(¢)) uniquely for
some chosen external potential variation. Further we are not allowed to consider the real
and imaginary part of [§U) to be independent as both are determined via the potential
variation dv. All these problems induced by the restriction of the variational freedom
to v-representable wavefunctions accumulated [12] in the so called symmetry-causality
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paradox.
We will make a short detour back to density functional theory. We had found at the end
of the Hohenberg-Kohn theory section 1.3.2

Fi[n] = E[v] — /d% n(r) v(r), (1.191)

the Legendre transform of E[v], to be Fréchet differentiable. Further it holds by a gener-
alization of the Hellman-Feynman theorem [12] that

B[] 0fp[n]

sor) " ey — )

(1.192)

For the time-dependent case it would seem natural that such relations should also be
found for our action functional. In the original Runge-Gross paper [10] the functional
(1.190) was assumed to obey

§Ag,[n]
on(r,t)

(1.193)

at the exact density by construction. However, the restriction of the wavefunctions to
v-representable ones poses, as indicated above, severe problems for such a variational
approach. Nevertheless we will assume equation (1.193) to be valid. Then we have via

Ay, [n] = Ag,[n] — /dt d*r n(r,t) v(r,t) (1.194)

with Ay, [n] = tzl dt (U[n](t)]id, — T — Vine|¥[n](¢)) an universal functional of the density,
the equation

614\1/0 [n]

) = vy, ([n];r, t). (1.195)
Accordingly, we have via the Legendre transformation
Ay, [v] = —Ag,[n] + /dt d*r v(r,t) n(r,t) (1.196)
the relation
5 Ay, ]
— = = T, t). 1.1
el = (i) (1.197)

Here we have introduced a relative minus in comparison to (1.192). Accordingly we could
now define the exchange-correlation potential via the kernel of the functional derivative
of the exchange-correlation functional

B

0

]
/dtd?’rdgr’n(fr, Ovime (|7 — r'|)n(r' 1) — Ay, [n]

N~
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where Ag,[n] is the analogous functional for the noninteracting (Kohn-Sham) system with
the initial noninteracting state |®q). However, if we now look at the kernel of the second
functional derivative of Ay, |[v]

PP Agy[v]  ngy([v);7, 1) (1.199)
ov(r, t)dv(r' t') dv(r' t)
which is just the usual linear response kernel
Xuo ([V]; st 7, 1) = ong,([v): 7. ) (1.200)

dv(r' 1)

52;{\110 [U}
ov(r,t)ov(r’,t’)
in its arguments v(r,t) and v(r’,t'), x([v]; 7, t, 7', t') is a causal kernel [11,12]. Therefore
the original Runge-Gross action functional Ag,[n] is wrong under the assumption of the
above variational principle.

This finding can be formally generalized, leading to the following theorem.

we meet a contradiction between causality and symmetry. While is symmetric

Theorem 1.3.10 Let py be any initial configuration and ‘A/int some chosen interac-

~

tion. Then there exist no twice differentiable functionals A%O : V(po, Viy) — R and
Az, N(po, Vine) — R with the kernels
5450

— = np ([l 1)

dv(r,t)

0 A, ]
on(r,t)

= v, ([n]; 7, 1). (1.201)

Proof. Assume we had some differentiable functional A%O [v] fulfilling the above condi-
tion. Then the symmetry and causality requirement (1.199) leads to a contradiction.
If we had a functional Az [n| fulfilling the above requirement then we could by the
Legendre transformation (1.196) construct a differentiable functional Zﬁo [v], leading to a
contradiction. [

Although this theorem seems to be devastating for the attempt to derive the Kohn-Sham
formalism based on an action principle there are ways to do so. The problems obviously
arise through the usual quantum mechanical variational principle and the connected
v-representability problem. One is not free to force the initial and final variation to be
zero within a density functional approach. One possible route around this problem was
introduced by van Leeuwen in [35] where he uses a Keldysh contour for time-dependent
density functional theory, which only needs to take into account the initial boundary
condition. Another way is found by introducing superoperators and Liouville space [11].
Only recently Vignale in [37] redefined the variational principle for time-dependent
density functional theory as

5 Ay, [n] = i [n](1)|6¥[n) (1)), (1.202)

solving the symmetry-causality paradox via a correction term not expressible as a func-
tional derivative. The correction term would be zero if one enforced the final boundary
condition of the usual variational principle.
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Keldysh Formalism

Green’s function methods are a primary tool to treat the quantum many-body prob-
lem [18]. However, the calculation of Green’s functions for interacting systems is a
very demanding task. Usually one uses perturbation theories to find approximations
to the interacting Green’s function. We distinguish three major branches: equilibrium
zero temperature, equilibrium finite temperature and nonequilibrium Green’s func-
tions. All of those rely on the Gell-Mann-Low and on Wick’s theorem [18] to derive
a perturbation theory in terms of noninteracting Green’s functions, which give rise
to Feynman diagrams. In the first case one has a time-independent Hamiltonian and
only looks at the ground-state. In the interaction picture one then singles out the free
(noninteracting) part of the Hamiltonian and looks at the interaction as a perturbation,
which is adiabatically switched on until ¢, and afterwards adiabatically switched off.
The Gell-Mann-Low theorem guarantees that this procedure leads to the interacting
ground-state at ; in the interaction picture. Because we only consider the ground-state
(of a fermionic system), Wick’s theorem is easily applied via normal ordering, finally
leading to a diagrammatic perturbation theory in terms of two-point functions, i.e.,
Green’s functions. However, if we look at an equilibrium finite temperature problem
we do not only have the ground-state but a statistical mixture, the grand canonical
ensemble, to calculate the expectation value. This poses a problem for the application
of Wick’s theorem, as the normal ordering does not lead to vanishing expressions like
in the zero temperature case. Here one makes use of the Matsubara method [11, 18],
which introduces complex times and the so-called Matsubara (Green’s) functions to
derive a generalized Wick’s theorem. For the case of a nonequilibrium finite temper-
ature problem a further generalization has to be done. Beside the particle-particle
interaction one does also have a time-dependent one particle interaction which has to be
considered. For the derivation of a diagrammatic perturbation theory one therefore in-
troduces the so-called Keldysh time contour and nonequilibrium Green’s functions [11,12].

We will use this formalism to introduce an action functional into time-dependent
density functional theory following van Leeuwen [12,35].

Assume we have a system which is isolated until ¢ < ¢, such that we have for the
initial Hamiltonian H, the system in its thermal equilibrium

5 — exp[—B(Hy — uN)]
tr{exp[—3(Ho — uN)]}
with the inverse temperature § = 1/kgT, the chemical potential ; and the number

operator N. If now Ho and N commute we can rewrite the initial density matrix
with the evolution operator using a complex time argument as py = exp[BuN|U(ty —

i3, to) /tr{exp[ﬁu]\? ]17 (to —if,to)}. Thus a general observable may be expressed as

(1.203)

tr {exp(BpN) T (to — 18, 10) U (t, HOT (1, 10) }
oft) = . (1.204)

tr {exp(ﬁu]v)ﬁ(to — 1B, to)}

47



CHAPTER 1: Many-Body Quantum Theory

Reading the numerator from right to left a further reformulation is possible as we can
construct a time contour  from %, to ¢, then back to ¢y and finally along the imaginary
axis from ¢y to tg — i3. Because of the group property one may extend this contour up to
t — oo. This time contour is called the Keldysh contour [11] leading to

o 2 {exp(BuN)Te [exp(—i [, d='H(2))0(2)] }
- {exp(ﬁ“N)TC [exp(—iL/ dz’ff(z’))}}

where z and 2z’ are the corresponding time variables and 7¢ is the contour time ordering
operator rearranging the times later on the contour to the left. The contour time
argument in O(z) indicates the position in the ordering. Points on the real axis (physical
time) can either be on the forward branch (¢_) or on the backward branch (¢ ) leading to
cases where a later point on the contour may be earlier in real time. Keldysh functions
f(z) may be different for the same real-time argument ¢, depending on which branch
they are , i.e., f(t_) # f(ty). Keldysh functions with the property f(t_) = f(t;) will be
called physical.

The complex branch from t; to ty — i is analogous to the Matsubara method, which
is used to rewrite the interacting many-body problem in terms of the noninteracting
one leading to a generalized form of Wick’s theorem [18]. For our purposes, depending
on the initial configuration chosen, we may neglect the complex branch [11,12,35] later on.

(1.205)

We define the Keldysh space consisting of two point functions of the form [11]
k(z,2) = 6(2, 2K (2) + 0(2,2)k™ (2, 7)) + 0(2, 2)k=(z, %) (1.206)

with 0(z,2') is equal to 1 for z later on the contour than z’, 0 otherwise, and (z, ') =
df(z,z')/dz. The Keldysh Green’s functions are part of this space. For k(z, z’) we further
define the greater and lesser functions

B (6 8) = k(t t),  kS(t,t) = k(t_,t,) (1.207)

and the retarded and advanced functions
KR t) = S(t, K () +0(t —t) [ (t,t)) — k<(t,1)], (1.208)
A Y) = St OE(t) — 0t —t) [k (t, 1)) — k<(t, )] (1.209)

on the physical time axis. The retarded function k% (¢,t') is zero for t < t' and analogously
kA(t,t') is zero for ' < t.

With #o_ the earlist time on the contour and U(z, 2/) = Tefexpl[—i [ dzH (2)]} we will
now introduce the action functional

Alv] = ilntr {exp(ﬂ,u]v)ﬁ(to i3, to_)} , (1.210)

which is merely a tool for generating equations of motion. Note that for a physical
potential we have U(ty —if3,to—) = U(ty — i3, to) and that the thermal density matrix py
is itself a functional of the density [36]. From

i0,0(z,2) = H()U(z,7), i0.U(z2) =—-U(z, 2)H(Z') (1.211)
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1.3. Time-Dependent Density Functional Theory

we find for some variation 0V (z)
10.6U(z,7) = 6V(2)U(z,2)+ H(2)5U(z, ) (1.212)
10,00 (2,2) = —0U(z,2)H(Z) — Uz, )V (). (1.213)
With U(z,z) =1 and 6U(z,2) =0

~ ~ ~

6U(z,2) = —i / /Z dzU(z,2)6V (2)U (2, #') (1.214)

along the Keldysh contour going from ¢y to to—i5. Note that the variations on the forward
direction dV (t_) are independent of the variations on the backward branch 6V (¢5.). If we
assume a variation of the form

57(=) = / PBrov(r, 2)i(r) (1.215)
and functional differentiability we end up with
A tr {exp(@uﬁ)’fc [exp(—i Ix d2'H(2'))n(r, z)} }
dv(r, z) tr {exp(ﬁu]v)’]'c [exp(—ify dz’f[(z’))} }
= n([v];r, 2). (1.216)

We are of course interested in physical potentials, i.e., v(r,t_) = v(r,t,) as well as phys-
ical densities, i.e., n(r,t_) = n(r,t;). If we now look at the density-response function,
i.e., the linear response kernel, we find in Keldysh space

(Wl zr, o) = S D2 (1.217)

SA[u]

~ Su(r, 2)eu(r, ) X(nf; ', 257, 2).

In Keldysh space the response function, which is a second functional derivative, is sym-
metric in its space-time arguments. However, if we calculate the actual physical response
for a physical variation ov(r',t,) = dv(r',t')

on([v;dvl;r,t) = dn([v;ov];r ty) (1.218)
= /dz /d?’r’x vt 2)ou(r', )

we find, as noted before, that the complex branch integration does not contribute as
dv(r',t) # 0 only for t > 5. Further, with x = x~ on the forward branch and y = x= on
the backward branch, we end up with a retarded, i.e., causal, kernel

on([v;dv];r,t) = /dt/d?” e ' ) — xS (]t ) du(r )
= / dt’/ A’ xR t, v ) v (e ). (1.219)
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Therefore the second functional derivative, if expressed in physical time, is causal, whereas
it is symmetric on the Keldysh contour.

For general initial configuration py we thus define the action functional in Keldysh
space as

/Tﬁo[ | =ilntr {po exp(ﬁHo) (to — i, to— )} (1.220)

As is usually done one could ignore the complex branch [12,35]. It is straightforward
to redefine the contour 4 going from ¢, to ¢t and back to ¢y and use a properly redefined
functional

Ag o] = ilntr {ﬁ(ﬁ(to,to_)} (1.221)

with U (to,to—) the time-evolution operator on the new contour 4. This solves the
symmetry-causality paradox in time-dependent density functional theory.

Accordingly one can then define via a Legendre transformation, assuming a one-to-one
relation between n(r, z) and v(r, z) on the Keldysh contour,

Az [n] = —As,[v] +/dz/d3r v(r, z) n(r, z) (1.222)
gl
which has the property d A5, [n]/én(r, 2) = vs ([n];r, 2). The functional
As[n] = Az n) — / dz / Pro(r,z) n(r, 2), (1.223)
gl

where v(r, z) is some fixed potential, can be used as a basis for a variational principle in
time-dependent density functional theory, leading to

5 A5 [n)
ﬁ =vg([n;r,2) —v(r,z) =0 (1.224)
whenever v; ([n]; 7, z) = v(r, 2), i.e., the right density is chosen.

The whole procedure can be repeated for a noninteracting system. For an initial nonin-
teracting configuration pf, we then may define the exchange-correlation action functional

A% [n] = Ag [n] — Az [n / dzd®r / PRy U GEILIUSED (1.225)

pOyPo |'l" _ ,r./|

which leads via a functional derivative to

JAX , [n]
POyPo — g )XC _, . ) )
Sty = v (i 2) (1.226)
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Approximations for the Exchange-Correlation Potential

The exchange-correlation potential is the crucial point in the usual way to use density
functional theories, i.e., the Kohn-Sham construction. All of the complex inner forces
are hidden within the Hartree-exchange-correlation potential, and one usually assumes
that the exchange-correlation part is small compared to the Hartree-term. Further, one
employs approximations for the exchange-correlation part coming from known solutions
of particular systems, e.g., the homogeneous electron gas. However, for the case of time-
dependent density functional theory another point comes into play. The exact exchange-
correlation potentials are nonlocal in time, i.e., they have memory. This point will be
thoroughly discussed later on. Until now most approximations adopt an adiabatic point of
view. These adiabatic approximations only depend on the instantaneous density. Further,
there are known exact conditions which should, in principle, be satisfied by the exact
exchange-correlation potential [11]. Though most approximations seem to be very crude,
one often finds good agreement with experiment [11].

The most common approximation is the adiabatic local density approximation [9,11]

E
ALDA . —
ch ([n]7 7’, t) - 571 ) (1227)

n=n(r,t)

where E.[n] is the exchange-correlation energy of the corresponding time-independent
system. One usually assumes the equilibrium system to be nearly homogeneous such
that every small volume element can be considered independent of the other volume
elements. Each element then is regarded to be a homogeneous many-body system of
the local density with the exchange-correlation energy of the homogeneous electron gas
EBe[n]. This energy functional can be decomposed E'8[n| = El¢[n] + E&[n] into an
exchange energy term analytically known

Ebeg[n] = —2 <§)1/3 / dBr n*3(r) (1.228)

T
and a correlation term E!°8[n] for which several approximations exist [9]. A possible
derivation which is closely connected to the time-dependent case is based upon the many-

body equation of motion [21]. The many-body equation of a homogeneous equilibrium
system is

—~ 1 ~ ~ -
iath,H = _§V2¢07H + /dgrlvint(|r - Ir,|)nH(Ira t)wU,H~ (1229)

The associated stress tensor, i.e., equation (1.89), then reads

2 1 8vm r e
Pooli] = by (3E — 5 [l g(\rw) (1.230)

with Fi, the kinetic energy per volume and 0" the two-particle density of the homoge-
neous electron gas. We can separate the Hartree contribution to the stress tensor by using
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o~

the pair correlation function defined in general as Go(r,7') = (3, DA o (1)) —
n(r)n(r') instead of the full two-particle density, i.e.,

: 2 1 Fint (7)) he
P[] = o (gEkin G /d37’ TMTG2 “(Irl) ) - (1.231)

The noninteracting term, i.e., equation (1.90), is
T 2 iF
Tw[n] = 0 §Ekin (1.232)

with EiF the energy per volume of the ideal Fermi gas. The exchange-correlation potential
can thus be found via

1 S
Ouvse([nfi) = ~0, (P,w - TW> : (1.233)

This equation can be brought into the more familiar form of the Poisson equation

V2o ([n];7) = 47pye (1) (1.234)
with
1 aV(P;/w - T;w)
Pxe = Eaﬂ <T (1.235)

the exchange-correlation “charge-density”. Of course, this approximate treatment is to
be expected to fail if the density is far from homogeneous or if the density inserted into
this approximation is rapidly changing. Nevertheless, even for such cases, the adiabatic
local density approximation works surprisingly well for many applications [11].

The exact Hartree-exchange-correlation potential should in principle contain mem-
ory effects, i.e., it should dependend on previous densities. Hence a further important
step in the approximations of the potential is to go beyond adiabatic approaches.
It is expected, that memory is very important to describe, for instance, resonant
dynamics [13]. In order to derive a nonadiabatic local density approximation one
may argue as follows: Assume one considers the time-dependent problem not in the
laboratory reference frame but in a noninertial reference frame which moves with an
infinitesimal fluid element. This amounts to a transformation from an Eulerian to a
Lagrangian reference frame. In a comoving Lagrangian frame (£,t) the density n(r,t)
and the current density j(r,t) become exact integrals of motion [20], i.e.,

(€, t) =no(€), J(&t)=0. (1.236)

In such a reformulation one can in principle deduce nonadiabatic local density approxima-
tions in a similar way as adiabatic local density approximations in the time-independent
case. Assume, the time-independent density of the Lagrangian reference frame to be
nearly homogeneous. Then every small volume element can be considered as an homo-
geneous system of the local density, independent of the other elements. In addition, we
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1.3. Time-Dependent Density Functional Theory

we have to pose the restriction that the deformation of the initial system is homogeneous
too. This idea was pursued by Tokatly in [20,21].

The transformation from an Euclidean coordinate system (x!, ..., ") to a general reference
frame (z',...,2™) at some point P = (z{, ..., z§) with

i  CAN (1.237)

Z'ﬂ
2= (at 2™

and the help of the inverse function theorem [38]

m «a
%g; = gn (1.238)

1

is for a vector r = (r!, ..., r") relative to (z', ..., 2")

02"

- oz

gl/

, (1.239)
P

for a covector r = (71, ...,7,) relative to (x!, ..., 2™)

B ox”
C Ozm

ry (1.240)
P

Su

and a quadratic form (on vectors) g, relative to (z',...,2™)

ox“ OxP
v = —| Gap — 1.241
Iu Ozt Pg B v P ( )
The covariant derivative of a zero rank tensor f can be written as
of

The (covariant) divergence of a vector field (T*) in terms of the Christoffel symbols
(connexion) ' compatible with the pseudo Riemannian metric

oxr® Oz
y = — 1.243
9u Ok Ozv ( )
reads as
”w
divl’ =V, T" = T’,j = —+ FZMTO‘, (1.244)

Oz
with %, = (1/2)9*(0gp, /02" + 99,3/ 92" — 09w /027). This can be further simplified if

we assume g, = Guu

1,509 1 0g 0
po_ ZguBZIME _ —
Fau 29 8,20‘ 2g 8201 8za ln( ‘ |)7 (1245)
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where g = det(g,,,), and we used ddet(A)/0A,, = det(A)(A™1),, to rewrite

99 _ 09w 99 09wy O
0z 02% 0g, 0z«

(1.246)

with g"“ga,, = d;,. The covariant divergence can thus be written as

_ ﬁa;; (VIgI™). (1.247)

Therefore the covariant Laplacian reads as

V,.T"

0 1 0 0
- po 7 1.24
022 = |02 l9lg (1.248)

0z’
With this knowledge we can deduce the quantum equations of motion for the Lagrangian
reference frame. The transformation is defined via

or(§,1) j(r(&1).t)
ot n(r(€,t),t)’

where the propability density and probability current are defined by equation (1.66) and
(1.69). The function r(&,t) corresponds to the trajectory of an infinitesimally small fluid
element. Every fluid element is uniquely labeled by its initial position, i.e., its Lagrangian
coordinate . The corresponding time-dependent metric is g,,, = ¢, (§,t), which is also
denoted the deformation tensor. With the transformation [20] of

A=V, V" =V,g""V, = V,g"

— v(r(€.1),t) = r(€.0) = &, (1.249)

r— | = /0 /90 (O [ON) (D [ON) A = le e (1.250)
where 0z* /0N := (0" /Or*(\))(Or*(X)/OA) and 7(\) = ' + (r — ')\, we have

Ving (|7 — 7']) = vine(legr)- (1.251)

Further one finds for the equal time (anti)commutation relations with g being the square
of the Jacobian and therefore positive
~ ~ 1
Dot(€,), 0 a(€,1)] = —=0%(€ — €050 1.252
Fen(€). €0 = e ) (1.252)

If we renormalize the creation and annihilation operators

=~ =

wa,H(Ev t) = 91/477/5;H (€> t)v ,lvzcr,H (€> t) = 91/4'&)\0,H(£7 t) (1253)

we automatically take the change of unit volume in the deformed reference frame
into account. Therefore also the definition of the density changes to ny(&,t) =

~

~t
> o Von(&, 1), 1(§,t). Hence one finds with the kinetic momentum

~ .0
KH = _18—5“ - U“ (1254)
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1.3. Time-Dependent Density Functional Theory

Uy = §u(0€”/0x*)v™ the quantum equation of motion in the comoving La-
grangian reference frame

~

i&za,H(Eat) o _
ot -7

K, Jak" . AR
%g Zi_I_'Uext(sat)_ H2 )Q/)U,H(gat)

~

n / e v (le Vo (€, 1), (€. ). (1.255)

The quantum equation of motion in the laboratory reference frame is given by equation
(1.65). Here we gave the external potential the subindex ’ext’ to be distinguishable from
the velocity vector field v. Note that the interaction depends on the length of the geodesic
Uint (lg,¢) on the space with the time dependent metric g, (§,t). One can show the validity
of (1.236) using

T i =t =~ = =
Ju = g/“/ _5 Z (Q/)U,HaV,l?bo‘,H - (anU,H)wo,H) — UynH (1256)

g

where 0/0¢" = 0,,. Note that the density in the laboratory reference frame is recovered

via n(r,t) = n(&(r,t),t)/+/g(&(r,t),t). Finally one arrives at the local force balance
equation in the Lagrangian frame

o~ v

U, U

n {@% +8, (vext - )} +/gPY, =0 (1.257)

with IBW = (0x®/0E")(02° |0€”) Pog, Pap defined via equation (1.89), and the covariant
derivative is

v 1 153 189115 Daf
Pl = 0 (vary) -5 e (1.258)
The first term is a linear acceleration force, the second term is proportional to the moving
frame independent of the particle momentum, and the third term describes the forces
of internal stress. Equations (1.255) and (1.257) constitute the full set of equations of
the quantum many-body problem in the Lagrangian frame [21]. Like in the laboratory
reference frame one may now define a system of noninteracting particles in an effective
external potential. The Kohn-Sham equations of motion thus read

o~

iaw%iﬁ’t) = <g‘iwg‘i + Vet (€, 1) + Vi ([0]: €, 1)
- ) bt (1.259)
and
Oyl (5160 = Y2 (Bl - Tl 1) (1.260)
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Here ﬁl’jﬂj[ﬁo, 9] are the internal stress forces of the interacting problem and T D0, V) its
noninteracting counterpart just like in the laboratory reference frame. Note that one may
rewrite the dependence of the internal stress forces on the velocity into a dependence on
the time-dependent metric g, and an effective magnetic field £, [21]. In this geometric
reformulation of time-dependent density functional theory one encounters naturally a
vector field as the fundamental collective variable and no longer just a scalar one. This
reformulation has strong resemblances to current density functional theory [11] and leads
to similar results for a nonadiabatic local density approximation.

For the nonadiabatic local density approximation we follow the same route as in the
static case (1.229). We assume the initial density to be almost homogeneous. However,
we further pose the restriction that the inhomogeneity of the deformation is negligible,
i.e., g = gu(t), leading to [21]

_ Gw(t) o

iat'{/;o,H = 9 5M5VJU,H+/dSS'Uint(ls,s’)ﬁH@"t)%,H- (1-261)

Due to the density being stationary in the Lagrangian reference frame one can then
handle the nearly homogeneous many-body system as in the equilibrium case. With an
elastic approximation for Coulombic systems [21] and the transformation back into the
laboratory reference frame one finds the Hartree-exchange-correlation potential by use of
the Poisson equation where the first term generates the Hartree-term,

V20 P2 ([0, gl 7, 1) = A7 (0 + preln, gu]) (1.262)
1 0 [10
=—5 |55 1.2
pXC 471_ a/ru [n@r” uy[n7 gul/]:| ( 63)

and
n
N/

With the initial condition g, (r,0) = d,, we further have

|+ Lotz | 2] (1.264)

XC 2 kin
P;w = ggMV\/gExc |: \/g

atg/w = _'Uaaoeg;w - (a;ﬂ}a)gou/ - (@Ua)gau, (1265)

L,.u[gap) some purely geometric factor, EX" the kinetic and EP the potential energy of
the homogeneous electron gas. Thus for every time-step one has to solve equation (1.265)
and apply the deduced time-dependent metric to calculate P70 and px. Via solution
of the Poisson equation (1.262) one finds the nonadiabatic local density approximation,
which then can be used to propagate the Kohn-Sham-equation [39].

Another important approximation is the so-called (adiabatic) exact exchange
approximation. There one usually uses the same energy functional as in the Hartree-
Fock approach which cancels all unphysical self-interactions of the Kohn-Sham orbitals.
This is of special importance for our further considerations and can be applied in
general via optimized effective potentials to find the corresponding local potentials [40].
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1.3. Time-Dependent Density Functional Theory

However, even more involved nonadiabatic as well as adiabatic exact exchange methods
are available [11]. We will derive the exact exchange method for a simple but instructive
case, namely a spin singlet system. In Hartree-Fock approximation the many-body
wavefunction is expressed as a Slater determinant of spin-orbitals,

Vi(r)|o); € L*(R?) ® C?, (1.266)

where the subindex ¢ contains all quantum numbers including the spin index. The two-
particle Slater determinant reads

|\11>:i Yay(r)lo)ay  Yay(rs)|o2)a
Yy (r1)|o) @ Ve (r)lo)e

The basis set for the two-particle wavefunctions contains all possible combinations of spin
projections and orthonormal spatial wavefunctions. With the Schrodinger Hamiltonian
H we find the energy for a general N-body Slater determinant to be

). (1.267)
)

=2

El{wilo)}] = Z<wZ|T+vwz> (1.268)

33 [ o [, ) P~ )

i#]
— 7 () () vimg (|7 — 70 (r) 105 (17) b0, ] -

By variation with respect to the orbitals the ground-state energy is found. Via Lagrangian
multipliers the condition that all orbitals should be normalized is incorporated, leading
to the Hartree-Fock equation

T+V+ Z / ' |0; (") [Pogme (7 — r’|)] ®;i(r) (1.269)

Z/d3r’¢ o (Jr — 7 (v )] Vi(T)00,0; = €;35(7).

The third term is called the direct term and the fourth term is the nonlocal exchange
term. The nonlocality is the main difference to density functional theory, where one uses
local potentials to account for exchange and also correlation. The Hartree-Fock approxi-
mation does not account for any correlation. However, the so-called multi-configurational
Hartree-Fock approach, which assumes the wavefunction to consist of a linear combina-
tion of Slater determinants, overcomes this restriction.

It can be shown that also for Hartree-Fock theory one can find an appropriate density
functional reformulation [41] which gives rise to local exact exchange potentials. For the
special case of a spin singlet

[W)s = 7 NN A DL =THIT) (1.270)
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Hartree-Fock and exchange-only density functional theory coincide due to n(r) = 2|¢(r)[?,
and the Kohn-Sham equation reads

e v(r) = Hv? +o(r) + / @[ (r) Pl — 1) | (). (1.271)

We therefore find the (adiabatic) exact Hartree-exchange potential for the spin-singlet
case

vra(n]s 7 £) = %/dsr’n(r, B vime (|7 — 7). (1.272)

Beside adiabatic and nonadiabatic local density approximation as well as the ex-
act exchange approximation many others, e.g., hybrid functionals, are known and were
successfully applied to physical problems [9,11].

1.3.4 Quantum Memory

As already pointed out, exchange-correlation potentials in time-dependent density
functional theory are more complex than ground-state density functionals as one has to
deal with, e.g., initial configuration dependence [11]. However, the problem of initial
state dependence is mostly avoided by choosing the ground-state as the initial state.
The second main difference is not that obvious, although it is strongly interlinked with
initial state dependence [13,34], namely ”quantum memory”, i.e., the potential does
somehow depend on previous densities. The elusive term “quantum memory” has never
been rigorously defined and a proper investigation is of importance for the development
of approximations for the exchange-correlation potential.

To see how memory appears in time-dependent density functional theory we fol-
low the arguments of van Leeuwen [42] and assume an initial configuration and
interaction chosen. If the interval at consideration is [to, 7] with T" > ¢, and n(r,t) is
only given within this interval, one cannot construct the associated potential for some
time 7" > T. There are different systems with the same density until time 7" which may
differ afterwards. Therefore the potential does only depend on the density in the same
time interval [ty,T]. Also if one only has the density in some time interval [T”,T] with
to < T" < T, then one does not have enough information to construct the associated
potential on the time interval [to,7]. There may be more than one or no possible
potential generating the density on the subinterval for an initial configuration. However,
if the configuration at T” were known one could of course construct a potential at least
in the interval [T”,T]. Nevertheless this would amount to propagate the known initial
state at ty with some unknown potential.

We can conclude: In general we need the density n(r,t) on the whole time in-
terval [to,7] in order to construct the potential v(r,7T). One cannot construct the
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1.3. Time-Dependent Density Functional Theory

potential by only knowing the density at the same time. Therefore v[n] has to have
“memory” of the density at earlier times. One can replace “memory” by “initial state
dependence” and vice versa.

Functional Derivative and Formal Definition of Memory

This subsection is dedicated to the definition of the term “memory”. Although it
is known that the exchange-correlation potential in general depends on previous
densities, to the best of our knowledge, a proper definition of what is meant by the
notion of “memory” has never been given. One usually connects nonadiabaticity with
frequency-dependence of the exchange-correlation kernel [11]. Following this idea, a
formal definition of “memory” in terms of the functional derivative of a general nonlinear
mapping is proposed. It is highlighted that the functional differentiability of the Runge-
Gross mapping v;, depends on the properties of the set of density and potential variations.

From a formal viewpoint one could argue that due to the analytic continuation
procedure in the extended Runge-Gross proof one does need knowledge of vy, ([n];7,t)
and hence n(r,t) in previous intervals of convergence to uniquely define the potential at
some later time. Only knowing the density at some point later then t; does not define
the associated potential at that time. If we have the initial configuration and the density
or potential as a Taylor series about ¢y everything else is uniquely defined for later times.
Any small variation of the density leads to a different density and potential on the whole
time axis and manifests itself in a different Taylor series representation about ty. For
n € N(po, Vi) and v € V(po, Ving) n0 time-local variation is possible. Only variations An
are allowed which will lead to n+ An € N(7y, Vins) and v+ Av € V(po, Vinr). We will call
such variations v-representable variations. To determine the potential due to some
altered density at time t > t3 one needs the previous altered densities. This amounts to
a modified Taylor expansion about ty, which leads to the potential at time ¢. Otherwise
there may be different v, ([n + Anl;r,t) which are the same at ¢ but different elsewhere.

Assume now Gateaux differentiability of the mapping
Vi + ON (P, Vint) € Bu(Q) = V(po, Vim) € By (), (1.273)
i.e., dvg, : SN (po, Vint) — L(Bn(Q), B,(Q)) exists with B, () and B, (Q) the corresponding

Banach spaces. Hence for every on € ON (ﬁo,‘A/int), i.e., the space of allowed density
variations (1.169), and h € B,(Q2) we have with n = ng +n) + on

vt chlir,t) — v (i)
e—0 €

= dug,([n, B); 7, t). (1.274)

The choice of dN (py, ‘A/int) instead of the usual N (po, ‘Zm) guarantees that n + eh will
respect the initial conditions and norm conservation at least for h € dN (po, XA/int). The
assumption of functional differentiability may not be well chosen. However, one may at
least assume v-representable differentiability. This means, we assume in accordance
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CHAPTER 1: Many-Body Quantum Theory

to definition 1.3.2 that for some n € N (py, Vi) and h € B,(Q) there is an € > 0 for which
all n + Ah with 0 < A < € are v-representable, and the variation

d — s, ([n+ Ah]; 7, 1) (1.275)

Avﬁ()([n7 h’]7r7t) d)\
A=0

exists. If these infinitesimal v-representable variations exist for all h € B, () they are just
the usual Gateaux derivatives [26]. Thus the question of Gateaux differentiability is
strongly interlinked with the question whether the set of density variations dN (po, \A/int)
forms a Banach space.

An indication for functional v-representable differentiability can be found in [11] on page
23 where the invertibility of the linear response functions is shown if one starts from a
ground-state.

Due to Gateaux differentiability and analyticity of the corresponding functions we assume
the functional differential to be analytic itself, i.e.,

gy ([, i) = 3 2 Ao, Bl (2 = ) (1.276)
k=0
with
1(k) _ (k)
(k) oy i Ve (1) —o(r)
dvg'([n, h];r) = ll_r)rol - : (1.277)

Vs ([n + eh);r,t) = vl(r,t) and vs ([n];r,t) = v(r,t) both analytically continued along
the real time axis. Correspondingly, in order to find the first Gateaux derivative at n in
direction h we need to know the density n and the variation h on the whole interval [¢y, t],
i.e., from the initial time ¢y until the time ¢ we are interested in.

Usually one further assumes the Gateaux differential to be representable by an integral
operator of the form

dv; r,t)
3
dUpo n, h ’I"t /dt /d ,hn/:nh('f‘latl) (1278)
vpe ([n'lsr

with the integral kernel W = x!([n];r,t;7",t') the inverse linear response

n'=n

kernel.

We will call a differentiable operator O([n];7r,t) nonlocal in time if the integral
kernel

S0([n']; 7, t)

on'(r' t)
i.e., it cannot be written as a delta-like operator in time. Physically this means that there
is at least one time ¢’ < t for which the variation influences the later response at time

t. Note that f may contain derivatives in time. Due to h € C*([to,t]) any number of
derivatives in time are allowed. Therefore we may rewrite

£ 5(t— ) f([n]; 7, 1), (1.279)

n'=n

f(Inf;e,7',t) ng v ) O, (1.280)
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1.3. Time-Dependent Density Functional Theory

If all derivatives of the analytic function h(r,t) at time ¢ are known one also knows the
variations for previous times. Therefore we also have to exclude such cases because we
would have implicit dependence on previous times. Hence we state the following formal
definition:

A Gateaux differentiable operator O([n]; r,t) is nonlocal in
time, i.e., has memory, if its kernel obeys

dO([n'];7,t)

on/ (' 1) # 0t =) f([n);r, 7, t),  (1.281)

n'=n

for any operator f([n];r, 7 t'), which does not consist of an
infinite number of time derivatives.

Of course, even a finite number of time derivatives of h may be seen as a weaker kind
of nonlocality. Nevertheless we will use the terms nonlocality, history dependence,
and memory according to the above definition. However, a kernel which involves a time
derivative will still be called nonadiabatic although one does in principle only need the
density variation at that time ¢. This is done to agree with the literature [11] and with
the usual notion of adiabaticity, which does imply that the inverse linear response kernel
of the ground-state density is frequency independent.

The Runge-Gross Mapping

The potential mapping v; has memory in the above sense. Nomnlocality in time
has important physical implications for vs,. For the ground-state inverse linear response
kernel x~!([ngs]; v, t;7',t') we have [11]

X H[nasl;r, t 7', t) = x H(nas); 7, t — ). (1.282)

If we Fourier-transform with respect to t — ¢’ we obtain a frequency dependend inverse
linear response kernel

X Hneslr, 7', w). (1.283)

Nonlocality in time for v;, amounts to a general w-dependence. If we had locality in time
in the above sense only a “special” w-dependence would be present as a derivative in
time corresponds to multiplication with w after Fourier transformation. However, due to
combinations of time derivatives also this ”special w-dependence” may be quite general.
Hence, even if memory exists, some local, however, nonadiabatic approximation may
cover the most important characteristics of x™!([ngs]; 7, 7', w).

For the Kohn-Sham scheme we have to consider the exchange-correlation potential
mapping

v SN (Do, Vi) NON(7) C BX(2) — V(po, Vi) N V(7). (1.284)

£0,0)
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CHAPTER 1: Many-Body Quantum Theory

Again we assume differentiability. The differentiability is guaranteed if v and vg are
differentiable at dn for all h € B*(Q2). Following the above reasoning we assume with

o3 5 = Upy — Upo — VH, where the differentiability of vy is trivial, that
A hl;r.t) dt’ d3 Ui ) h(r' ¢ 1.285
Upop(n T 5717’ t/> B (7’, ) ( )
and

0 [l t)  dvg (] r,t)  Sug, ()i r,t)  8(¢— 1)
on'(r' ) on' (v, t) on'(r', 1) lr —7/|"

(1.286)

Here the memory arises due to the difference of two time-nonlocal terms, i.e., the non-
locality in the auxiliary noninteracting potential vz and the memory in the interacting
potential v;,. Further one usually defines [11]

o0 ([n'l; 7, 1)

on’ (’I",,t') = fXC([nGS]§T7"°/7t - t/) (1287)

n'=ngs

as the so-called exchange-correlation kernel, which is the central object of interest
in linear response time-dependent density functional theory. Again a local approxima-
tion may capture the most important characteristics of the exchange-correlation kernel.
Thinking about an ab initio time-local approximation (via time derivatives) of the
exchange-correlation kernel has also pragmatic and computational implications and is not
mere nitpicking. From the approximation of the exchange-correlation kernel one could
construct a local approximation of the exchange-correlation potential. While effective
potentials involving derivatives of the density or the current density are quite harmless,
memory potentials (involving time integrals over previous times) could seriously spoil the
computational efficiency of the time-dependent Kohn-Sham scheme.

Complex Functional Derivative and Wavefunction Dependence

The Runge-Gross mapping and the exchange-correlation potential are both nonlocal in
time with respect to the density. It seems that memory is the price we pay if we leave
the complex configuration space of the usual many-body quantum theory and replace its
fundamental variable, i.e., the wavefunction, by a quite simple variable, the one-particle
density. If we express the Runge-Gross mapping in terms of the configuration, i.e, wave-
functions, and define nonlocality in time with respect to this new variable, do we still find
"memory”? Via the bijective mapping

oo N (Do, Vi) — R(Dos Vi)
n(r,t) — pp([n];t)

one can find the mapping of interest:

g/P\O = Vp © b;ol : R(pOa ‘/mt) - V( ‘/mt) (1288)
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1.3. Time-Dependent Density Functional Theory

We now meet problems if we want to look at the functional derivatives of v;,. First of
all, R(po, XA/int) is a subset of the space of linear operators between two complex Banach
spaces. This space itself is a complex Banach space. The functional derivatives, however,
were introduced only on real Banach spaces. Further we note that the derivative is now
with respect to a (linear) operator. This fact does not introduce serious mathematical
problems, as the space for those operators is still a Banach space. Nevertheless, if we
want to express the Gateaux differential via an integral operator this fact will introduce
formal problems we want to avoid. Therefore we will restrict our considerations to pure
states po = |[Wo) (Vo

With equation (1.83), i.e.,

o7, 0) = —n(r,00,0(r,1) = QWO Tyu ) W(0) — 0, (O[T ) ¥(1),

we formally find
(1) = (WO T (M) (8) = BU(0) W (1) 9 (1))
n(r,t) ’

One already sees that vy, does not depend on previous wavefunctions. Equation (1.289)
merely defines vy, and cannot be used for propagation to obtain the wavefunction it-
self [42]. Otherwise we could predict the (input) wavefunction by only knowing the defi-
nition of the mapping [see the discussion of dependence on future densities in subsection
1.3.5]. If a proper extension of the functional derivative to complex Banach spaces is
found, we can state analogously to the formal definition of nonlocality in time (1.281)
that vy, does not have memory. Note further that also the initial state depen-
dence of the mapping is lost as we only need the wavefunction and a time derivative
of the wavefunction at time ¢. Only the set of allowed v-representable wavefunctions
|W) € R(Vy, Vin) still depends on the initial state.

A straightforward extension of functional derivatives to complex Banach spaces is analo-
gous to the usual variational calculus where one does use |[¥) — |¥)+|d¥) and neglects all
terms of order (|0¥))? and higher. This is in accordance with the so-called CR-calculus [43]
extended to general nonlinear mappings.

First we examine complex derivatives for functions which do not obey the Cauchy-
Riemann conditions. This leads to the so-called CR-calculus (Wirtinger-calculus). For
a (nonholomorphic) function f(z) = f(z, 2*) and z = x + iy we introduce the Wirtinger
derivatives, which are formally (varying z without z* is not possible) defined as

a *
0f(z ) the R-derivative, (1.290)
82 z*=const
a *
% the conjugate R-derivative. (1.291)
< z=const

These formal partial derivatives exist if the mapping interpreted as f : R? — R? is real
(R) differentiable. Equivalently one may rewrite

of 1 <8f ,af) of 1 <8f _8f)

_ = 1—

or Oy

(1.292)

0z 2 0= 2\0x 0y
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CHAPTER 1: Many-Body Quantum Theory

which leads trivially to the fact that f is holomorphic in z (2*) if and only if 0f/0z* =0
(0f /0z = 0). The complex-derivative identities are

of  (of\"  of (oY
_of of . .
Af = Sodit ot (1.204)
Oh(g) Ohdg  Oh 0g*  0Oh(g) Oh dg  Oh Og*
_ Ohdg _oh . 1.2
0z dg 0z + Og* 0z~ Oz* g 0z* + Og* 0z* (1.295)

For the multivariate case, i.e., z = (z1,...,2,)7 € C", we define the pair of conjugate
coordinate vectors (z, 2*) by

z

z*

and will further use the equivalent notation for f : C* — C™
fle)=f(z,2") = f(z) e C™.

Then the cogradient operator is defined as

0 o 0
5 = (8—21...8—%) (1.296)

and the conjugate cogradient operator is

0 0 0
= ) 1.297
Oz* (82’{ 8z;§) ( )
Therefore we find the differential rule
_9f(e) ., 9f(c) af(e) , .
df(c) = 5 de = s dz + e dz (1.298)
with the Jacobian
of1 of1
0z1 Ozn
df (c) '
— — ] 1.2
Jr(e) = =5 (1.299)
0z1 St Ozn
and the conjugate Jacobian
ofr of1
0z} 0z
df (c) ’
JS =7 = ) ) 1.300
He)= 2 (1.300)
Ofm Ofm
0z 0z
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Applying (1.293) we have in general

Ti(e) # Ji(c). (1.301)

However, for f(c) € R™ we have J3(c) = J$(c). For two mappings h : C™ — C" and
g : C" — C™ and its composition h o g = h(g) the chain rule reads

Oh(g Ohdg 0Oh Og ¢ 7

and

oh(g) Oh 9g = Oh Og
dz*  0g 0z* 0Og* 0z*

= JnJS A T % = Ting- (1.303)

Accordingly the Cauchy-Rieman condition reads J§ = 0 and for stationary points of
real-valued functionals we have two equivalent conditions:

af(an ZS) af(ZOa ZS)
0z 0z*

Now consider a functional f = hog with h : C* — R and g : R — C". The ordinary
R-derivative can be rewritten according to (1.292) as

=0, = 0. (1.304)

0 0 0
F I Wy (1.305)
Therefore we find
of _ 9f  Of 0hdg 0Ohdg- 0hdg  0Oh dg’

oh g N Oh Og*
0g 0x  Og* Ox

Now we will formally extend the CR-calculus to functional derivatives. We
assume the afore deduced properties of the Wirtinger derivatives to be still valid and the
functional differential to be an integral operator with the derivative being its kernel.

We formally find with (1.289) that

ov(r,t)
5\11(7'1, ...TN, tl)

:(5(t—t1>f([\1]];’l°,’r'1,...,’I“N,t,t1> (1307)

does not have memory with respect to the wavefunction as the fundamental variable.
Analogously this holds for 6v/dW*.

In order to find memory in the Runge-Gross mapping we need the density as the
fundamental variable instead of the wavefunction or the orbitals. We now employ the
inverse variable transformation ﬁ;ol, generating the wavefunctions

(W ([n); 1)) (1.308)

65



CHAPTER 1: Many-Body Quantum Theory

as operators of the density. Analogously we construct the Kohn-Sham orbitals as func-
tionals of the density {¢;([n];r,t)}. Consider vs, = Uz, © ps, restricted to pure states,

quo([n];'l",t) = U‘P()([\Ij[n]];rat)' (1309)

Now we can apply the same reasoning to |V([n|;t)) as was done at the beginning of the
section for vy, ([n];r,t) [42].

We can conclude: In general we need the density n(r,t) on the whole time in-
terval [to,T] in order to construct the wavefunction (orbitals) [W(t)) (¢;(r,t)). One
cannot construct the wavefunction (orbitals) from the knowledge of the density at the
same time. Therefore |¥[n]) (¢;[n]) has to have "memory” of the density at earlier times.

If we have the differential expressible as an integral operator the associated inte-
gral kernel obeys using (1.306)

(S’U\p ( (5;(7(7' t) (5\:[’\1; (7“1 ... "N t”)
0 dt//ds d3 ) 0 )t ’
on (r t’ // ey {5@(7“1,...,7“]\;,15”) on(r' t")

(’l" t) 6\11* (Tla"'arNat//)
OU*(1ry, ..., 7y, t") on(r' t")

(1.310)
Especially for the Kohn-Sham case we find
(5’U¢ ( 3 (5’0 r t) 5¢z¢> (’l"” t”)
0 dt”d " s PO ?
on( r’ t’ Z/ / [5@ "y on(r',t)

§o(r,t) 0 4, (7", t”)]
(v t")  on(r ) |

(1.311)

Evidently, the memory, as defined in subsection 1.3.4, resides in the wavefunction (or-
bitals) as operators of the density n. The derivative with respect to the wavefunction
(orbitals) is local in time. Hence, whenever the wavefunction (orbitals) are locally
expressible in terms of the density, then we have no memory. Further, there will
be no initial state dependence of the potential but an initial state dependence due
to the set of the possible potentials and densities which dependend on the initial state
chosen. This is evident, as we can construct the potential by only knowing the density in
the vicinity of the time ¢ under consideration. An important example is the Kohn-Sham
helium spin-singlet state (1.270) with the orbitals

¢1(T,t) = gb(’l",t)|T>, (1'312)
¢2(T,t) = ¢(’I",t)|l>, (1'313)

and the relation

o(r,t) = —=+/n(r,t)exp [iS(r, t)], (1.314)



1.3. Time-Dependent Density Functional Theory

where S(r,t) is a phase function obeying
J_
J _vs. (1.315)
n

In three and two dimensions we face the problem of determining the rotational part of S.
However, for the instructive case of one spatial dimension we immediately find due to

J(a,t) = — / " o) (1.316)

— 00

with the boundary condition j — 0 for |z| — oo

S([nl;z,t) = — /_ T e 4O 1) ) (1.317)

o n(z',1)
and C(t) = lim,_,_~ S(x,t). The spatial part of the orbitals is locally expressible in terms

of the density. Therefore the mapping vg4, will have no memory. In fact it holds that via
inversion of the Kohn-Sham-equation we find

o(nliz,t) = %(85”(I’t) - (&””(‘”’t)) ) (1.318)

2n(z,t) 2n(z,t)
1 ()7, da'om(a’,t) ?
2 n(x,t)

o[ i [ da"Dyn(a 1)
t

el (e 1)

— 9,0 ().

The term 0;C(t) can be fixed by the choice of gauge and will be set equal to zero.

If we now want to make contact to a physical system, we have to connect the noninteract-
ing system to the interacting system via the exchange-correlation potential. Hence, the
mapping of interest (1.284) consists of three terms, i.e., the mapping v, , vy, and the vy.
The Hartree-term is local in time. For the helium spin-singlet case also the term due to
Ug, 15 local in time. For the interacting part with the appropriate boundary conditions,
ie.,

Uy, ([V]; 2, 1) = (1.319)
_ /x dyatj(y, t) + 0, (U(&)|T(y)| (1)) + 9, (T ()| W (y)| T (t))
. n(y,t)

we do not know if the wavefunction |W(t)) can be expressed locally in terms of the density.
Therefore the exact exchange-correlation potential will have memory in general, i.e., it will
be nonlocal in time. Recent numerical simulations showed, however, that memory-effects
for a helium singlet system (in an intense laser field) [15] are negligible.
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An Orbital Fixing Procedure

As pointed out by van Leeuwen [42], the Kohn-Sham-potential without relation to the
interacting case cannot be used for propagation. Without fixing the external potential
and defining the Hartree-exchange-correlation potential we cannot predict the interacting
density. However, one could construct an iteration scheme for the orbital potential vy, [42].
Suppose we fix the density in the denominator of the integrand in equation (1.319) for
the noninteracting case to ng(x,t). We thus define the potential in terms of the orbitals
as

Uso0([0n); 2, 1) ::_/x 4,200 + 9 @WOIT W)

—00 nO(y7 t)

Let us then start with an initial guess {gb,(:)} of the orbitals and calculate the potential
v (x,t) = %070([{@9)}]; z,t). Then we can use the potential v™") to propagate the Kohn-

Sham-equations and obtain new orbitals {(b,(f)}. These orbitals will not be equal to the
original ones unless

Tgoo([{A s 2,8) = Ty ({0 }: 2, 8), (1.320)

i.e., unless the density of the system with orbitals {(ﬁ,(:)} is equal to the fixed density
no(x,t). We can therefore set up an iteration scheme to generate the Kohn-Sham-potential
for a given density. However, it is not clear that this iteration scheme converges.

1.3.5 Ciriticism on the Foundations of Time-Dependent Density
Functional Theory

Density functional theory has been widely accepted and is also mathematically on solid
ground. However, its time-dependent counterpart is lacking the same mathematical rigor
and its formal foundations have been criticized [44,45].

The main point of criticism is related to the implementation of the Runge-Gross map-
ping theorem. It is argued that the time-dependent Kohn-Sham equations, which are a
direct consequence of the undisputed one-to-one correspondence between densities and
external potentials, may not be used, even in principle, to predict time-dependent den-
sities. Therefore the Kohn-Sham construction may only reproduce given densities via a
noninteracting system. If this were true, time-dependent density functional theory would
be degraded from a physically exact and predictive theory to an ad hoc approximation in
the spirit of a local Hartree-Fock scheme.

In short the line of argumentation is as follows:

In the constructive proof of the extendend Runge-Gross theorem equation (1.109) shows

up,
A [n’(o)(r)Vrv’(k)('r)] _ n(k”)(r) _ q/(k)(,r)

S () 9o e,

1

=0

68



1.3. Time-Dependent Density Functional Theory

which defines with appropriate initial and boundary conditions the Kohn-Sham potential
in terms of its Taylor expansion in time. One clearly sees the dependence of the potential
on the second time derivative of the density, i.e., g—;n(r, t) =Y peo mnF A (r)(t —to)". It
one now wants to predict the time-evolution via a propagation scheme where at each time
step the Kohn-Sham potential is calculated according to the above equation one needs to
take the second time derivative of the density into account. At least at the initial time
to this cannot be done without further knowledge, e.g., the density at an infinitesimally
later time. Therefore it is argued that this construction of the Kohn-Sham potential via
the second time-derivative of the density implies a dependence on the future [44].
However, the Runge-Gross mapping of a density to its associated local potential — for a
noninteracting systems this is the Kohn-Sham potential — does not have any knowledge of
the physical system it has to describe. Instead, the Hartree-exchange-correlation potential
is required, i.e., equation (1.156),
viie([n); 7, 1) = v ([0 7, 1) = vz ([n]; 7, 1) — vz ([n]; 7, 1).
We can define the Hartree-exchange-correlation potential accordingly if we relate the

interacting and the noninteracting system via their modified local force balance equations
(1.91)

8,011, (r 1) = V. - [n(r, )V pvse([n]; 7, 1)] + 8,0t [T, (7)7 (1)] - (1.321)
——— ~ >

=:q(r,t) =:q'(r,t)

Again we assume Taylor expandability and find for the Hartree-exchange-correlation po-
tential

Vo [0 )Vl )] = (1.322)

)= @) =3 (§) 9o [ Tl i)

=0

The terms ¢®)(r) and (¢)*)(r) are found via successive application of the Ehrenfest
theorem for the operators ﬁuy(r) and ﬁw(r) for the associated initial configurations
po and pj, respectively. The dependence on the second time derivative, and therefore
also any future dependence, has vanished via relating the noninteracting system to the
interacting one.

However, here another source of criticism arises. In order to define the Hartree-exchange-
correlation potential one needs ¢*)(r). Via the Ehrenfest theorem for the interacting
system this expression can be explicitly calculated . This amounts to a solution of
the interacting problem [45]. If this route is chosen, nothing is gained, as one has to
simultaneously solve the interacting as well as the noninteracting problem.
Nevertheless via lemma 1.3.3 the expectation value of any operator O(t) acting on
the wavefunctions can be described as an operator of the given external potential of
the interacting system alone. Especially we have ¢(r,t) = (0,0,11,.(7)): = q([v];7r,1).
Thus we could in principle rewrite the ¢®)(r) without referring to the solution p(t) of
the interacting problem, i.e., the solution of the fully interacting Schrodinger equation.
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A simultaneous solution of the interacting as well as the noninteracting problem is
not required. However, to know this mapping exactly the interacting problem for all
external potentials has to be solved in the first place. Hence, this problem remains.
It is here where we usually have to use approximations for the internal forces of the
interacting system. Nevertheless we have an, in principle, exact way to rewrite the
interacting problem in terms of a noninteracting one. Note that similar problems arise in
time-independent density functional theory if one wants the exact expression of F,.[n],
which can only be given by solution of the corresponding interacting problem.

Beside the usual implementation of time-dependent density functional theory via
propagation of the nonlinear Kohn-Sham equations, one could think of using the
Kohn-Sham construction as an iteration scheme [45,46]. This would be a possible way
to circumvent any problems arising in the usual propagation scheme. Though such a
calculation was implemented and converged [47] a general proof of convergence is still
missing.
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Intense Laser-Matter Interaction

Laser systems are available over a wide range of wavelengths, intensities and pulse
durations. It is already possible to produce attosecond pulses or peak intensities up to
10*2 W/cm? [48-50]. Depending on the wavelength, laser intensity and binding energies
of the systems of interest, perturbation theory is in general not applicable anymore.
For instance, at 1 p m wavelength and typical binding energies, perturbation theory
is assumed to break down at about 10* W/cm?. Depending on the intensity and the
system, e.g., for highly charged ions, one has to take relativistic effects into account.
However, for our purposes we will safely assume relativistic effects being negligible. Usual
approaches to (nonperturbative) strong field physics are the Floquet theory, the strong
field approximation and ab initio numerical calculations [3]. A very simple approach
is the so-called simple man’s theory [see [53] for a review|. There one uses classical
arguments to describe an electron released from its parent ion and travelling freely in the
laser field, i.e., without influence from the residual system. Though very crude, the simple
man’s theory predicts many phenomena of intense laser-atom interaction qualitatively
quite well, e.g., the cut-off laws of above-threshold ionization and harmonic generation.
The successes of the simple man’s theory indicate that under certain circumstances in
strong field physics the electrons behave nearly classical. The importance of classical
contributions can be seen if asymptotic expansions of the strong field approximation are
considered, or in the theory of quantum orbits [54].

Typically a three-step model is used to explain most of the observed strong field
phenomena. In a first step an electron is removed from its parent ion (ionization) by the
laser field. The electron then propagates in the continuum. It may recollide with the
residual system if the first step happend at a time such that the laser field drives the
electron back. High order harmonic generation for instance is due to recombination of an
electron of high kinetic energy with the parent system and is well described by the strong
field approximation. High order harmonic generation is able to efficiently convert a vast
amount of low frequency photons into a single high frequency photon. This process
can be used to generate short wavelength radiation and attosecond pulses. In addition,
high-order harmonic generation can be used to image molecular orbitals via so-called
orbital tomography [55,56]. Further characteristic strong field processes are over-barrier
ionization or above-threshold ionization [48,51,52]. Certain strong field phenomena
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can only be explained if correlation or collectivity are included in the treatment. The
strong field approximation in its standard form is merely a single active electron theory
and can therefore not properly describe multi-particle strong field phenomena such as
nonsequential double ionization. In this well-studied process [see, e.g., [57] and references
therein] the electron comes back to the residual system and frees a second electron by a
collision. This gives rise to a much higher yield of doubly charged ions than a sequential
treatment, i.e., assuming uncorrelated electrons.

In this chapter we will review the theory for multiphoton processes in dipole ap-
proximation. We present the field mode expectation value and relate it to the dipole
expectation value. For high intensity lasers we will show a classical description of the
photon field to be adequate. Subsequently the strong field approximation will be derived
in two different ways. Finally a general many-body S-matrix theory in the spirit of the
strong field approximation is introduced.

2.1 Multiphoton Processes in Dipole Approximation

The minimal coupling Hamiltonian in velocity gauge and in the Schrodinger picture is
given by [58]

1
2me

H =

N
2 ~ ~
> (<ihVe = ZA@)) + Viry,.ory) + B (2.1)

k=1

with V the scalar potential describing the interaction with the nuclei and electron-electron
repulsion and the vector potential in second quantized notation

2mhc? . . : :
A(r) = Z oV €k (exp(ld)ak,,\ exp(ik - r) + exp(—15)aL)\ exp(—ik - r)) (2.2)
kA

where agy, aL,)\ are the bosonic annihilation and creation operators of a photon with
wavevector k and polarization A, € the polarization unit vector, V the quantization
volume and wy, the associated angular frequency of mode k, \. We choose the arbitrary
phase § = 0 in what follows. Note that we use Gaussian units, i.e., ¢ = 1/(47) and
po = 4m/c?. The field Hamiltonian is defined as

~ 1
Hf = Z hu_}k (CLL»}L&A + 5) (23)
kA

where the zero point energy %Z,M hwy can be discarded if one is only interested in
phenomena involving essentially the difference in field energy.

We will now introduce an important approximation, the dipole approximation. First
the exponentials are expanded in a series

exp(tik-r) =1+ik-7+ ... (2.4)
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2.1. Multiphoton Processes in Dipole Approximation

If we assume the wavelength of the laser at consideration to be large compared to the
relevant interaction region, e.g., the size of some atomic system, the spatial dependence
of the field is negligible, i.e., |k - r| < 1. Hence we can cut the expansion already after
the first term:

2
400) = 3/ e (). (25

where we used the abbreviation m = (k, A\) and wy = w,,,. Note that in this approximation
the magnetic field of the laser pulse is ignored because we have with A = A(0), B =
V x A(0) = 0. The electric field in dipole approximation reads [58]

2
Z 2mheE O m (iam —idl) (2.6)

wnY ¢

which again is found by quantlzatlon of the classical expression. We may further rewrite

H=H,+ H, + H, + H, (2.7)
with
N non
Hs = _QmeZ_:Vk_‘_V(rl’ arN)a (2 8)
N ich
o= =S5 v, A®), (2.9)
MeC
k=1
. Ner N [ 2mhe? A\
H, = —— A = . 2.1
2 Qmec2 (0) 2m602 ; wmv (am + am) €m ( O)

The next step is to redefine the creation and annihilation operators to omit ]?12. First we
will introduce canonical coordinate and momentum operators

n
Gm = \/ﬁ (am +al,), (2.11)

d hew,

m = —1h— = —1 — \Qym — CLT . 212
This is analogous to the usual canonical quantization procedure [58], i.e., the canonical co-
ordinates and momentum are subject to the commutation relation [p.,, gm/|— = —1Ad, .
Thus we can rewrite the total Hamiltonian in terms of the canonical operators
H=H,+ H, + H, (2.13)
with
H = fff + H, (2.14)

= — Z ( h2— +wmqm) + w2zzem Em/ qmgm’
o = lehZVk (Z\/ﬂ qmem> (2.15)
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CHAPTER 2: Intense Laser-Matter Interaction

where

dme? N
meV

(2.16)

C()p:

is the plasma frequency for an electron gas of density N/V. With the definition of the
real and symmetric matrix

Winn = Wo Ot + W€y + €yt (2.17)

we can express Hj as

H - % (Zpgn + Z Wm,m’QQO’) . (218)

The spectral theorem for finite dimensions guarantees that there exists a real orthogonal
matrix O, i.e., OTO = OOT = 1 which diagonalizes W via diag(W) = OTWO with
eigenvalues {€,}. Let

Qu = ZOquma (219)
Pu = Z Oum Pm, (220)
Y. = > Oumeén. (2.21)

Then one can express H{ as independent harmonic oscillators

- % <Z PL+ Y Qi@f’n) : (2.22)

Note that P,, and @, are well-defined with respect to the commutation relation
[P, Qu| - = —ih0,, 1y Further we have

~ = ~,  deh [4r
H:HS+H5+E,/7;V,€-;TQO. (2.23)

One finds that the term ﬁg perturbs the photon energy and the polarization of the field
modes due to coupling of the field modes among themselves via the electrons. Introducing
the dressed annihilation and creation operators defined as

T = (200,)72 (uQu + i) (2.24)
al, = (200,)77 (0Qn — P, (2.25)

we finally arrive at the field-dressed Hamiltonian in velocity gauge

o ieh 1
~-'- ~
= H. + p— E_ Vi A )+ Em e, (amam + 5) , (2.26)

(¢]
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2.1. Multiphoton Processes in Dipole Approximation

Qv

the shifted energies and the changes in polarization of the field modes. However, in most
cases the term Hy and thus the energy and polarization modifications are ignored from
the beginning. This approximation is well justified if for the limit of infinite quantization

volume the condition
%NU%HO (2.27)

holds. This is, of course, fulfilled for single atom light interactions. For a dense gas, i.e.,
in the thermodynamic limit, we have N — oo if the quantization volume is extended to
infinity and therefore w, may result in important contributions.

where A(0) = S Ee (@ +af,). The missing term H, is now accounted for by

For the Hamiltonian (2.13) written in terms of the canonical coordinate and mo-
mentum operators, gk, and pg x, we may define, using the unitary operator

~ e i J4m
Ur, = exp (1% ; Ty A(O)) = exp (7_1“ v ; ery- ; emqm> , (2.28)

the length form of the Hamiltonian Hy, by
HU, = U, Hy. (2.29)

Note that the wavefunctions in velocity gauge |¥) and in length gauge |Wp) obey the
relation

|U) = UL[Py). (2.30)
We find
B o= B4ly el )+ (2.31)
L — s 2 - dqm wQO .
+ 4—7TZ€’I° Z —ihe QWZm Zfr
V - k — m k

Transforming back to creation and annihilation operators and defining

D=D(r,..,ry) = (—lek> => di, (2.32)

the dipole polarization vector, we finally arrive at the length (gauge) form of the
Hamiltonian

H,=H,+ H;+ D - E(0 ZD2 (2.33)

E/—/
=Hp,)
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CHAPTER 2: Intense Laser-Matter Interaction

The last term J.f[pol is the polarization energy operator and describes as ﬁg above in
velocity gauge the back reaction of the laser modes via the electrons. Again we can
neglect the back-coupling of the laser modes if for the limit of infinite quantization
volume V we have Hp, — 0. Accordingly, for the thermodynamic limit the polarization
energy operator may give important contributions.

Before we proceed, we make a further transformation of equation (2.33) which is

often used. If we assume Hpol — 0 we can switch to the so-called intermediate picture in
which we can eliminate the field Hamiltonian Hf With the Hamiltonian H of equation
(2.33) — we will drop the subscript L in our further considerations — the Schrodinger
equation reads

1h—|\11( )) = H|W(t)). (2.34)

With the unitary transformation ﬁi = exp (—i Yo ainamwmt) = exp <—%ﬁ[ft>, where the

zero point energy has been ignored, and
[W(t)) = Ui|Wi(t)) (2.35)

one finds

ih|Wi(t {H +Z %h“”” w - DU (ia,, — ial,) T }|\p()> (2.36)

Using the commutation relations of the bosonic creation and annihilation operators we
obtain

exp (ial,amwint) af, = al exp (ianal,wnt) (2.37)
Ay, €XP (—ialnamwmt) = exp (—iamalnwmt) G- (2.38

leading to the length gauge Hamiltonian in the intermediate picture

ih|Wi(t)) (2.39)

{ Z \/ 27T =€, D (ia,, exp(—iwnt) — exp(iwyt)ia], )} |W;(t)).

This special form highlights the resemblance between the Schrodinger equation with a
quantized photon field and its semi-classical counterpart. We will come back to this
equation later when the so-called laser-approximation is deduced.

2.1.1 Field Mode and Dipole Expectation Value

With the above defined Hamiltonian in length gauge (2.33) we will now calculate in

accordance to [59] the expectation value of the number of photons in mode (k/, \') = n/,

(aly () am m(t))o, (2.40)
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2.1. Multiphoton Processes in Dipole Approximation

in the Heisenberg picture at time t. We assume
Hpy — 0 (2.41)

and discard the zero point energy of H;. The system-Hamiltonian H, and D are expressed
in terms of a complete set of energy eigenstates {|i)}

H|i) = Ejli). (2.42)
With the transition operators
i = i) (J] (2.43)

one finds Hy = 3, F;03; and D = Y, - [i)(i| D|j) (j| = 3=, , tt;01;. This leads to

j‘\f = Z hwmainam + Z EZO'“ + lhz Z Cijmaij (CLm - CLIn), (244)
m T Ly om

with Cyjp = 27wy, / hV)l/ 2;1,-]- - €,. The time-dependent annihilation operator of mode
m’ fulfills the Heisenberg equation
0

—ih () = [ﬁH(t),am,,H(t)} (2.45)

with }AIH(t) the Hamiltonian in the Heisenberg picture. Calculating the commutator one
finds

0

o7 @m 1 (8) =~ () = > Cijmoizul(t), (2.46)
2
and for the creation operator we obtain
0 .
aain/’H(t) == 1wmrain,’H(t) - Z Cijm’gij,H(t)- (247)
2

Equations (2.46), (2.47) are two inhomogeneous ordinary differential equations of first
order. The homogeneous solution for the annihilation operator is

Ay 1 (t) = exp (—iwpyt) am (to) (2.48)

and a particular inhomogeneous solution is

t
(11 () = €xp (—iwmt) / dt"y "~ Cijr exp (iwnt) o3y u(t), (2.49)
to i
leading to
A u(t) = exp(—iwmt)am (to) (2.50)
t
+ exp(—iwm/t)/ dt'ZC’ijm/exp(iwm/t')aij,H(t').
to i\
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CHAPTER 2: Intense Laser-Matter Interaction

Analogously one finds the general solution for the creation operator. The expectation
value of the number of photons in mode (k/, \') = m’ follows as

(D amu(®))o = (ah,(to)am (to))o (2.51)
_ 27Mm,§)%{/ dt' (@ (to)€m: - Du(t'))o exp(—iwm/t')}
2T Wy

Y / dt'/ dt"(Dy(t') - Du(t"))o exp(—iw, (t" —t")).
Here we have used

Z pijoiju(t) = Du(t). (2.52)

A special case, which we will need later on in the context of high-order harmonic
generation, is the one where the system is initially in its ground-state and the field mode
m’ is not occupied, i.e., |¥(t))ts = |Ng;..o, Oy, .)r @ [Wo)s. Therefore only the third
term of equation (2.51) survives and we find

27rwm

(ajn,yH(t)amr,H(t))o = /dt’/ dt"(Dyu(t') - Du(t"))o exp(—iwy, (£ — ")) (2.53)

2
_ 7TWm Z/ dt// dt// dkH dk’ ( )>Oexp(—iwm/(t/—t”)).

k,k

This term accounts for spontaneous emission and scattering. The term (dy 1 (t')-di 1 (t"))o
is the two-time dipole correlation function. If we now assume uncorrelated emitters, e.g.,
in the original work [59] N one-electron atoms being the constituents of a dilute gas, we
can approximate

(du(t') - diu(t"))o = (dru(t))o - (dr u(t"))o (2.54)

Further we can use this approximation to rewrite

27Twm

(@t () 1 (£))o =

Z/ dt' (dpu(t' Oexp(lwm/t) (2.55)

if N > 1 such that the self-correlation terms contribute negligibly. If further all electrons
“see” the same field we obtain the absolute square of N times the single dipole expectation
value.

Using the dipole expectation value to describe the field mode expectation value is common
in strong field physics. However, one has to make sure that the approximations above are
well justified.
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2.1. Multiphoton Processes in Dipole Approximation

2.1.2 Classical Description of the Laser Field

Until now we have treated the laser field in second quantization. However, as will be shown
below, in the case of intense laser fields, it is well justified to use a classical description
of the laser field. The Hamiltonian in length gauge and dipole approximation then
reads [58]

H(t)=H,+ D - E(t) (2.56)

with E(t) = Y Ep€psin(wnt +0,,), B, the peak field strength and 6,, the phase
of field mode m. For a comparison to the photon field in terms of number states
| Ng;nq,mg, ..., np ) and for the description of transition matrices (Ng;nq,ng, ..., nylf ®
(V|sW(t))s the so-called phasors are of importance [see e.g. [58] page 129]. The inner
product between number states correspond to the normalized phase integral of ¢, i.e.,

i) o % /0 " 5 exp(—i(m — n)d). (2.57)

Note the similarity between the second term in the Hamiltonian (2.56) and the second
quantized form in the intermediate picture (2.39) if we rewrite

E(t) =Y (En/2)enliexp(—i(wmt + 6,)) — iexp(i(wmt + 6))]. (2.58)

m

One way to validate a classical description of the laser field at high intensities is
through the expectation value of the electric field and its uncertainty in the Heisenberg
picture. If one assumes a Glauber state and a high mean number of photons, i.e., a high
intensity, a classical description is valid [60].

Here we will formally deduce the classical field approximation in a different way.
We will make a comparison between the solutions of the Schrodinger equation with
Hamiltonian (2.56) and the quantized photon field Hamiltonian (2.33) via their resolvent
equations [58]. For H is time-independent in second quantization we use the resolvent
equation

(E - ff) G(E) =1. (2.59)

The time-dependent wavefunction solution to the Schrodinger equation reads

1 o .

(Pt = —5 = | dEG(E) exp(=iEt/h)[Po)s (2.60)
with the initial condition |Ug)y = |Np;nd,ng,...)r @ [¥g)s. Next consider the matrix
elements

t(Nesny +ng,ng + 02, . |(E — H)G(E)| N1, ...t = 61j00mgfo-- - (2.61)
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CHAPTER 2: Intense Laser-Matter Interaction

Obviously the n,, are the changes in the photon number of mode m with respect to the
initial occupation. We define

t(Ni; g+ ng, - |G(E) N ng, )6 = Gyja . (E). (2.62)
Thus one finally ends up with the second-quantized resolvent equation
{E — Hy =) (i + ngn)hwm] Gyt (E) (2.63)
=D} en (Fun1Gospud g () = P 1Gosfud o (E))
oo
with F,, = M However, one may derive the same result in a different way

which will guide us how to do it in the classical field case, where we do not have a time-
independent Hamiltonian or number states.

We begin with the Heitler-Ma equation in second-quantized description, which explicitly
takes care of the initial condition, i.e., |¥(#))&s = |Vo)s,

ih%\\lf(t»fs L+ B+ D - BO0)]|U(0)e + ih6(8)[To)e. (2.64)

We make an expansion of the wavefunction in terms of number states |Ni;ny + ng, ...) of
the field,

)= 3 INins+nd e ® [Ty (D) (2.65)

ni=-ng,...

where the n,, are the changes in the mode occupation numbers. Plugging this expansion
into the Heitler-Ma equation (2.64) and projecting onto (Ng;n) + n}, ...| we find

0 _ .
lha‘\ynﬂné,(t»s = [HS + Z(nm + Ny )h’wm”\llnﬂn(l),(t»s

27Th(4)m m 3
+ D~Z\/;€m [+ 13 = DYt g, (D)

— (o )+ DY oo (D))

+ 1h0(t)0y, ns | Yo)s. (2.66)
With a Fourier expansion as in (2.60),
[Wind,...(8))s = —% _: dE exp(—iEt/h)Gyp, i, (E)[Vo)s (2.67)
and the identity
O —2% /_ Z dE exp(—iEt/h) (2.68)
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2.1. Multiphoton Processes in Dipole Approximation

we find the second-quantized resolvent equation (2.63).
Now we turn to the classical field case. We again incorporate explicitly the initial condition
via the Heitler-Ma version of the Schrodinger equation,

m%m(t)) — [, + D - E@®)]|U(t)) + ihd(£)|¥o). (2.69)

In order to reduce this Schrodinger equation without approximation to stationary equa-
tions we expand |¥(t)) in a generalized “integral+series” Fourier expansion

(1)) 2m Z / dE exp (—%—F i(nwr + .. )t) (2.70)
x exp(i(n18y + ...)) Gy ... (E)|¥o),

as well as the §-distribution in time

iEt
iho(t 27r1 Z / dE exp (—7 +i(nwy + .. )t) (2.71)
X exp( (n151 + ...))57”’0...

The phasors exp[i(n1d; + ...)] correspond in accordance to (2.57) to the number states. If
we plug the wavefunction in this expanded form into equation (2.69) and compare the co-
efficients of exp [—+Et + i(njw; + ...)t +1i(n16; + ...)] on both sides the first-quantized
resolvent equation

{E — H, — ; nmhwm] Grrjo.. (E) (2.72)

E,.€,, . .
=-D- ; —5 (iGnyjo,...mm+100,...(E) = iGryjo,...nm—1)0....(E))
0

results. The subindices 0 are chosen to remind us of the initial condition and for a stronger
analogy to the second-quantized case.
To compare both descriptions we first redefine the initial number state

|Nt;ng, oy nls e — (0550, .00, )y (2.73)
as the new “vacuum” state. Hence, we also change the notation
Gnl\n(l),,nmmg‘,(E) - Gn1‘07"'7n77l‘07"'(E) (274)

n (2.63). Further we note the difference in the prefactors of the Gy o, (F). While
for equation (2.63) we have occupation number and mode-dependent prefactors F,,, , for
the classical field case (2.72) we find occupation number-independent (however, mode-
dependent) prefactors E,, /2. We will now introduce the laser approximation where we
assume ng' > n,,, i.e., the initial mode occupation of photons is much bigger then the
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CHAPTER 2: Intense Laser-Matter Interaction

changes in the photon number in that mode. As the field modes of an intense laser are
highly populated this approximation is well justified, leading to

2mnm hew,y,
(N, + g ), = 0l T, (2.76)

Because for the initial energy density Wg" = ng'hw,,/V holds we can associate [, with
the classical field strength,

2 m
E, = W' _ 2F . (2.77)
€0

Thus the first quantized description will be very accurate as long as n,,/n{* < 1 holds
for those modes responsible for the most important physical processes involved in the
evolution of the system. For moderate intensities of about 1 W/cm? at optical frequencies
the initial number density ng/V is about 107 /cm? while the change in the photon number
hardly exceeds several hundreds [58]. In this work we typically consider intensities higher
then 10 W/cm?.

2.2 Strong Field Approximation

The strong field approximation or Keldysh-Faisal-Reiss theory [4-6] is one of the main
tools to treat strong field laser-atom and laser-molecule interaction. Though merely a
single active electron approximation, i.e., one electron may interact with the laser field
while the residual system is treated as a frozen background, it describes most high field
phenomena [3] well, at least qualitatively. Besides, it offers a rather physically intuitive
interpretation. Of course, such an approximate theory also has its limits and drawbacks.
The main problem beside the incompatibility with many-particle phenomena, lies within
the loss of gauge invariance [61] introduced by the approximations made.

We will derive the strong field approximation in two different ways. Beside a Keldysh-
Faisal-Reiss like description there is another derivation of the strong field approxima-
tion following Lewenstein [7]. Finally, the strong field approximation is generalized to
multi-particle phenomena [8]. This intense-field many-body S-matrix theory is cabable of
describing nonsequential double ionization.

2.2.1 Keldysh-Faisal-Reiss Theory

First we will turn to the Keldysh-Faisal-Reiss theory of the strong field approximation and
use atomic units again. Further we will apply the laser approximation, i.e., a classical
field description

H(t) = H,+ 7 E(t) (2.78)



2.2. Strong Field Approximation

where H, = —3V? + V(r). Although we have derived the the laser approximation in
length gauge we may, in first quantized description, switch to velocity gauge by the gauge
transformation

v (t)) = exp (—ir - A(1)) [P (1)) (2.79)
with —2 A(t) = E(t). The associated Hamiltonian in velocity gauge reads
. 1 R
Hy(t) = 5 [p+ AD]" + V(r) = Ho+ Hiy (1), (2.80)

Note that we have included the factor 1/c of the Hamiltonian (2.1) in A(t). The difference
between length and velocity gauge amounts to a translation in momentum space. While in
velocity gauge the kinetic momentum py;, = p+ A(t) and the canonical momentum p are
different in length gauge they are the same. Note here that via a further transformation

t
|\AI}V(t)> = exp (1/ d’TA(’T)2/2) |y (1)) (2.81)
to

one can get rid of the A(#)?/2-term in the Hamiltonian in velocity gauge. Nevertheless
we will keep this term. Note that there were some disputes in the literature concerning
its importance [ see refs. in [3]].

We begin with the Dyson equation for the evolution operator [see equation (1.154)] where
we suppress the gauge index which will be restored later on,

t
Ult,tg) = Us(t,to)—i/ dt'U,(t, "V Hi(tU (¥, to) (2.82)
to
t
= U,(t.to) —i / dt'U (t, ) Hy(t)U,(t, o), (2.83)
to

with ﬁs(t,to) =T {exp (—iftz dt’f]s>} being the system evolution operator. A Dyson
like expansion can be constructed with respect to the Volkov evolution operator
U™Y)(t,ty), which is a solution for a freely propagating electron in a laser field

O ~ SN
iEU(V) (t,to) = HYUV)(t, 1), (2.84)

HW)(t) = % + Hi(t). The Dyson expansion of (2.82) then reads

t
Ult,ty) = U(V)(t,to)—i/ AUV (t, Y WUV(H o) (2.85)

to

t t
B / dt”/ dt/U(V)(t, t/)VU(V) (t, t//)VU(V)(t//, to) + ...
to 7

One may rewrite the limits of integration using ftz dt” ftf, dt’ = ft'; dt ft'; "ot —t") =
fti dt’ fti dt’. The Volkov wavefunction reads |¥4(#)) = exp (—iS,(t, t0))|p) with
(rp) = exp (ip - r) /(2m)"2 and

S,(t, to) = % /t dt' [p + A(t)]?, (2.86)

to
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where UV)(t,ty) = exp (—19,(t,tp)). In length gauge the Volkov wavefunction reads
017 (5) = exp (~iS,(t o)) [p + A(1)).

If we now plug equation (2.85) into the Dyson equation (2.82) we find the still formally
exact expression

t
Ult,ty) = Us(t,to)—i/ dt'UY) (¢, YHy (£ Uy (', to) (2.87)

to

t t
i / dt// dt//U(V)(t, t/)VU(V)(t/, t//)HI(t//)Us(t//, to) 4.
to to

These terms have an intuitive physical interpretation. They describe different pathways
of the electron. The first one is due to no interaction at all with the laser field, the
second term accounts for the electron interacting with the laser field at time ', being
emitted at that instant. The third term describes ionization at time t”, propagation in
the laser-dressed continuum until time ¢ where the electron interacts with the residual
system, and again free propagation in the laser field afterwards. The standard strong field
approximation is now found by truncating the expansion after the second term, leading
to the strong field approximation wavefunction

) = 90— [ T B0 (2.88)

to

with |Wo(to)) the eigenstate of H from which the dynamics starts. Thus we assume that
the electron is ejected into the continuum at time ¢’ and is no longer influenced by the
binding potential. This is not a rigorous perturbation theory. Instead, one assumes the
binding potential is initially governing the evolution of the electron, and after ionization
the laser field dominates. The strong field approximation wavefunction is usually not the
primary object of interest. One rather is interested in matrix elements of the form

Mp(t, to) = (Wp(t1)|U (11, to) | Wo ko)) (2.89)
with [U,()) a scattering state of asymptotic momentum p, or
d(t) = (¥ (t)|r[¥(1)), (2.90)

the dipole matrix element. The matrix element (2.89) is of interest for above-threshold
ionization, (2.90) for high-order harmonic generation. In both matrix elements one
now uses the strong field approximation wavefunction. The dipole moment is used as an
approximation for the field mode expectation value in accordance to subsection 2.1.1.
First we will calculate Mp(t1, %) in strong field approximation. The exact scattering state
|W,(t)) is perpendicular to the initial state, leading to

(\I’p(t1)|ﬁs(t1,t0)|\110(t0)> =0. (2.91)

The approximated matrix element thus reads

Mp(ty, to) ~ —i / ’ At (W ()| UV (b1, ¢V Hy (8) U (' 0) | Wo(t0)). (2.92)

to
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The associated physical interpretation is: ionization at time ¢’ and subsequent electron
motion in the laser field until time ¢; without a rescattering event. In a final approxima-
tion, we substitute |¥,(¢;)) — |p) and find

M (1, t0) = _i/t1 dt' (@) (¢ Hi(t') | Wo (1)), (2.93)

to

the strong field approximation matrix element. One may rewrite the matrix element
via Hy(t') = HV)(t') — H,+ V as

t1

ME 1) == (OO, = [ DO 20

In most cases one has ty and ¢; such that the laser is switched off at that times, and one
neglects the contribution of the first term as it would vanish without the approximation
|W,(t1)) — |p) because of orthogonality,

t1
ME™ (4, t9) = —i / dt' (W) () |V Wo(t)). (2.95)

to

At a first glance this outcome seems to be strange because the laser field does not mediate
the transition anymore. However, ionization can be interpreted as time-reversed recom-
bination, which is governed by the potential of the system. The only difference between
length and velocity gauge now lies in the Volkov wavefunctions. The question of which
of the gauges should be chosen for atomic ionization is treated in [61]. This work shows
qualitative differences between the gauges and concludes that the length gauge leads to
a better agreement with numerical ab initio results.

Now we turn to the derivation of the matrix element

d(t) = (U(1)|[r[ (1)) (2.96)

in the strong field approximation. If we plug the strong field approximation wavefunction
into the matrix element (2.96) we find (for a spherically symmetric potential) the Keldysh
dipole moment

a0 = lOlr| () (297)

=0

—i / t At (Uo () |r UV (¢, ) Hy(¢) | T (t)) + c.c.

t

t t
T / at / 4" (Do () | FL ()T (¢ e TV (1, ) F ()[04 (1)),
to to

where c.c. denotes the complex conjugate. Again a simple intuitive explanation of the
different terms can be given. The first two terms account for ionization via the laser
pulse at time ¢', followed by free propagation in the laser-dressed continuum without
further influence of the binding potential, and finally recombination into the initial state
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CHAPTER 2: Intense Laser-Matter Interaction

via emission of harmonic radiation at time ¢, in accordance to the simple man’s three-
step model. The third term describes continuum-continuum interaction where the freed
electron emits radiation but stays in the continuum interacting with the laser field. The
continuum-continuum transitions corresponding to Thomson scattering are disregarded
in the so-called Lewenstein-dipole moment. With the Volkov-Schrdodinger equation (2.84)
and, once again Hi(t') = HV)(t') — H, + V, we can recast

i [t (ol T ) Bl ol ) (2.08)

to

= ()T () ()]

to

—i / t dt' (Uo(t)|[r UM (¢, )V [T (1))

to

The third term, using the same procedure as above and defining \\Il(()v)(t» =
UWY)(t, )| Wo(to)), yields
t

(oI (&) Wo(t))| — W OFTV () w(t'))

to to

/t) 4 (o (8) [r T (£, )V [ W (#))
/dt’ OrTM (¢, )V |[To(t'))
/ dt' (W (1) VO (& £)r [T (1))
i [ oV e o)

to
t t

+/ dt’/ dt" (T, () VUV, )TV (¢, 1)V | (t")).
to to

Collecting all terms of equation (2.97) gives

d*() = (g (0)r|vg”(0) (2:99)
/tdt( ()P TV (¢, )V [ Wo (1)

t
+i / dt' (Wo ()| VOO 1)r 057 (1))

to

t t
+/ dt’/ dt" (ot VUV, t)rUY) (t, ")V T (t")).
to

The Volkov time-evolution leads to dispersion of the initial wavefunction |¥,) [62]. Hence,

if we take tg — —oo we can neglect the contributions due to the terms with |\Ifgv) (t)) and
finally end up with the Keldysh dipole moment

t t
d®#) = lim [ at / dt" (o) \VUV () r UV (1, ")V |To(t")).  (2.100)

to——00
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2.2. Strong Field Approximation

2.2.2 Lewenstein Theory
A different way to approximate a single active electron in an intense laser field was intro-
duced by Lewenstein et al. in [7]. They started with a single particle Hamiltonian in laser

approximation and length gauge. The Lewenstein ansatz for the electronic wavefunction
reads

U(1)) = exp [iEo(t  to) (?5<t>|%> v [, t>|p>) (2.101)

where H,|W,) = Ey|¥,). Plugging this ansatz into the Schrodinger equation (2.78) one
finds

. . 0~ 0
Balo () +iexp [iEa(t )] (53010 + [ 930t 0lp)) (2102)
= exp -italt — )} { 1B+ - BOUHON) + [ @9 [F - BO] b 0lp) -
We will now make the assumption that the depletion of the initial state is negligible, i.e.,
0~
b(t) ~ 1= —b(t) ~0. (2.103)

ot
By projecting onto exp [iEy(t — to)] |p’) we therefore find

/2

w0 = (=Bt B)olwl )+ 0] [ . le) + @ Blo)
] [ - BOUp.0lp) (2.104)

Neglecting the continuum-continuum matrix element (p’|V (r)b(p, t)|p), d(p’) = (p'|7r|w0)
and

(p'|r|p) =iV, 0°(p' — p) (2.105)
we find
: a / p/2 / ! . /
1ab(p ) = | —Ep+ 5 b(p',t)+ E(t)-d(p') +iE(t) - V,b(p',t).

Defining a(p) = (—FEp + %2) and k(p,t) = +E(t) - d(p) we arrive at the Lewenstein
equation

O 1) ~ B(1) - V,b(p, 1) = —ia(p)b(p. 1)  n(p. 1) (2.106)

This is a first order semilinear partial differential equation of Cauchy type. A unique
solution can be constructed with the method of characteristics [63]. Via the parameter
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s of the characteristics to be constructed we transform the partial differential equation
into a set of ordinary differential equations

%(S,po) =1 (2.107)
dp
= —F 2.1
Piiop) = —B) (2.108)
d
(") = —Eu) (2.109)
s
Paop®) = B0 (2110)
ds
db .
(5P ) = —ia(p)b(s, p°) - ix(p, 1) (2.111)
where ds = (0t/0s)0; + (0p;/0s)0,, = 0y — E(t) - V,,. Here the initial data lies on
I'= {( (P°), 1, 9, 13)} (2.112)
with ¢ : R* — R*: (p2, p3, p3) — (v(p°), p¥, P9, pY)) the associated atlas for the description

of the three-dimensional hyperspace:

t(s=0,z) = ~(x) =1 (2.113)
pi(s=0,2) = pf (2.114)
p(s=0,2) = pf (2.115)
ps(s=0,z) = 7l (2.116)

Here x are the parameters for the initial data. The initial data is

b(p, t)|r = b(p(s = 0,p°),t(s = 0,p°)) = b(s = 0,p°). (2.117)

In order to have a unique solution the projected characteristics (1,—FEi(t(s =
0,p%), —Es(t(s = 0,p°)), —E3(t(s = 0,p°)) have to be nowhere tangent to the hyper-
space of the initial data I, i.e., they should be noncharacteristic. Hence, the scalar product
of the normal vector N(I') and the projected characteristics should be nowhere equal to
Z€ero:

N(T) - (1, =Ei(to), —Ea(to), —E3(to)) = (1,0,0,0) - (1, =Ei(to), —E2(to), —E3(t0))
— 1 (2.118)

Hence the solutions of the ordinary differential equations read

t(s,p%) = to+s (2.119)
pe.®) = A= [ R =R Aot - A (2120)
po(s.B%) = B+ Aalto +5) — Ao(to) (2121)
ps(s,p°) = p3+ As(to+s) — As(to) (2.122)

b(s,p°) = /0 drr(p, to + T) exp ( /T dr'a(p )) (2.123)
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2.2. Strong Field Approximation

In a final step we rewrite the implicit solution (2.123) in an explicit way by p(,p°) =
P’ + A(to+7) — A(to) =p — A(t) + A(to + 7) and change the variables of integration
7=t —ty, 7 =t" —ty, leading to

VW(p,t) = (2.124)
- / dt'k(p — A(t) + A('),t') exp (—i /t dt"a(p — A(t) + A(t”))) :

to

The Lewenstein wavefunction with p’ = p — A(t) and Sy (t,t') = f; at’ (W) then
reads

N = [o(t) (2.125)
t
—i/ dt’/d?’p’\p’ + A(t)) exp (=S, (¢, 1) (p' + A(t')|r - E(t')|¥o(t)).
to
Though the derivation appears to be quite different to the strong field approximation one

finds with UV)(t,#') = [ d3p/|p/ + A(t)) exp (—iSy(t, 1)) (p' + A(')] in length gauge and
equation (2.88) that

()" = [ (H) ™. (2.126)

The so-called Lewenstein dipole moment is, due to negligence of the continuum-
continuum transition in equation (2.97),

dO () = / &p b (p ) (Wolrlp') + c.c. (2.127)

= _i/t dt,/dgpl<‘1’o|7"|p'+A(t))exp(—iSp/(t,t’))
(p' + A |r - E{)|T(t)) + c.c..

2.2.3 Intense-Field Many-Body S-Matrix Theory

We start with a many-body Hamiltonian in laser approximation (we again suppress the
index of the gauge)

~

H(t) = Hy+ Hy(t). (2.128)

The idea we pursue is analogous to the strong field approximation. According to our
physical understanding, we rearrange the Hamiltonian into two parts, an evolution guiding
part H°(t) and an evolution perturbing part HP(t). This will be done for the initial state
of the system and the assumed final state. As we usually start with an eigenstate of the
system Hamiltonian we use as initial partition of the Hamiltonian

H(t) = H, and H"(t) = Hy(t). (2.129)
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CHAPTER 2: Intense Laser-Matter Interaction

Then we have in accordance to equation (2.82)
t
(W (t)) = [Wo(t)) — i/ dt'U (¢, ¢ ) H () [Wo(t)). (2.130)
to

In a further step we will rearrange the Hamiltonian according to the final state we assume
the system to be in after the evolution. With

(i% - ﬁf?(t)) U%(t,to) =0 (2.131)
we define the Dyson equation
Ult,to) = U(t,to) — i/t dt' U9 (¢, ¢V HY () U (t to) (2.132)
to
and write the wavefunction of the system as

W) = () — i / aeT (¢ B () [Ty (1)) (2.133)

to
t t
— / dt’ / dt"Up (¢, ) HE () U (&, ") HY (") [Wo(t")).
to to
Now let us examine the S-Matrix element

My(tte) = (Ut o(t)) =i [ e (0B (2.134)

~

to
t1 ¢ ~ ~
- / dat / 4" (T 5 () (YD (8, ) FP () Do (),
to to

which is still exact. Now we introduce an intermediate partition of the evolution
operator. Remember the single active electron case of the strong field approximation.
There one used as intermediate (virtual) state the Volkov state of the electron. In the
many electron case one will in general find some electrons removed from its parent ion,
some still bound. Analogously to the strong field approximation one will describe those
electrons detached from the residual system by a Volkov wavefunction. This concept
will become more clear when we rearrange the Hamiltonian of a two-electron system to
describe nonsequential double ionization below.

The intermediate partitioning reads as

H(t) = HO(t) + H(t). (2.135)
We rewrite the corresponding evolution operator as

t
Ult,t)) = Uo(t,to)—i/ dt'U° (¢, YHP (U (', to) (2.136)

to

t t
- /dt”/ dt'U°(t, ¢V HP (U (¢, " YHP (" U° (", t0) + ...,

to t"
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2.2. Strong Field Approximation

plug this into equation (2.134), leading to the scattering-matrix expansion

e}

My(tite) = Y M{P(t,to) (2.137)
k=0
with

M (t1,t0) = (U s(t1)|Po(t1)) (2.138)
t1 R

MP(ta) = =i [ e ) ()
to
t1 t/ R N N

MOt 1) = - / at / 01" (U () P2 () DO ) B () [ ()
to to

The interpretation of the different matrix elements works in an analogous manner as
in the single active electron case. The afore-derived strong field approximation can
be recovered with an appropriately chosen partitioning of an one-body Hamiltonian.
One may associate Feynman-like diagrams with every matrix element in the S-matrix
expansion (2.137) and establish a diagrammatic approach to the intense-field many-body
S-matrix theory [8].

A very important process, which cannot be explained in a single active electron
description and is in need of a proper inclusion of electron-electron correlation, is
nonsequential double ionization. By nonsequential it is meant that the ionization
processes of the first and the second electron are not independent of each other. In fact,
the inelastic scattering of one electron at the parent system may cause the ejection of the
second electron. The importance of the nonsequential mechanism for double ionization is
wavelength dependent [3,8]. In a certain intensity regime it dominates double ionization
for near infrared wavelengths while for ultra-violet wavelengths the sequential process is
the by far dominating mechanism.

Here we will not go through all the calculations. We want to give an example of the
above described partitioning scheme for a physical process and point out, which of
the generated terms are of importance and give its interpretation. For an extensive
consideration of nonsequential double ionization we refer to [3,8,57].

The Hamiltonian of helium in a laser field in velocity gauge reads

- 2 2
H(t) _ b +p2

+(p1+p2)  At) + A*(t) — = — — + — (2.139)

2 1 T2 12

with Z the charge of the nucleus and rj5 = |1 — 73|. As we assume our system to be in
its ground-state initially, we use accordingly the associated initial partitioning

H =212 24— [ =(p +pa) A(t) + A*(t). (2.140)

In the final configuration we assume both electrons emitted and freely traveling in the laser
field. The core potential as well as the interaction potential are treated as perturbations,
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ie.,

730 p%_'_pg 2 I7
H; = + (p1 +p2) - A(t) + A%(t), H} = ——— —+ —. (2.141)

2 r1 ) T12

The intermediate partitioning is chosen according to our physical intuition that one elec-
tron is freely propagating while the other is still bound to the ion. Of course, there are
a lot of other possible path ways but this one is assumed to be the most important for
arriving at the final state. Hence,

R 2 2 A2 7
go — ntm +p1 - A(t) + ) _ —, (2.142)
2 2 T2
~ A%ty Z 1
i = pap+ 202 L
1 T12

The evolution operator for the Hamiltonian HO is a direct product of the Volkov evolution
operator for a single electron U} (¢, ) and a single-electron bound state evolution operator

ﬁ2B(t7 t()),
U°(t, to) = UY (t,t0) @ UL (L, o). (2.143)

If we plug this into equation (2.137), assume the zeroth order to be zero, we obtain two
terms for M ](cl)(tl, tp) and six terms for M }2)(t1, to) [8]. If we consider infrared to near-

optical wavelengths we can neglect almost all terms. The two terms of M ](cl)(tl, to) stand
for a “shake-oftf” process, where the first electron leaves so quickly that the second electron
is shaken off. However, for low frequency strong field ionization the emitted electrons are
usually slow such that this process is negligible. Four of the six terms of M ;2) (t1,t0) do not
have correlation during the double ionization process and hence contribute insignificantly.
A further term corresponds to the unlikely event in which one electron interacts with
the laser while the second electron goes into the intermediate Volkov state. The main
contribution comes from

Mf(tl,to) ~ (2144)

t1 t/ 1 A2 "
/ dt’ / dt//<\11f(t/)|r—U0(t/,t”)(pl- A(t") + 2(t ))|\Ifo(t”)>.
to to 12

The physical interpretation is that one electron interacts with the laser at time t” and
is ejected into the continuum, traveling freely in the laser pulse while the other electron
stays at the ion. At time t' the first electron comes back to the residual system and
interacts with the still bound one. Finally both electrons leave the system in accordance
to the simple man’s three-step model. This approximation leads to reasonable quantitative
agreement with experimental data [3,8,57].
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Chapter 3

Many-Body Quantum Dynamics in
Intense Laser Fields

After a broad introduction to both fields, i.e., density functional theory as an approach
to the quantum many-body problem and intense-laser matter interaction theory, we will
try to tackle the problem of nonperturbative dynamics of many-particle systems via time-
dependent density functional theory. With the increasing interest in real-time quantum
dynamics of matter exposed to short and intense laser light time-dependent density func-
tional theory beyond linear response attracts more and more attention (see [11] and ref-
erences therein). Until now we have shown that a classical description of the laser field
in dipole approximation is valid. Note here that the dipole approximation introduces
an external field, which becomes infinite as |r| — oco. From a formal point of view one
usually looks at external potentials, which go to zero for |r| — oo. However, one could
introduce some damping of the external laser potential far away from the system with-
out influencing the actual dynamics. Therefore time-dependent density functional theory
can be applied to solve the complex many-body dynamics. In order to circumvent this
formal problem one could think of switching to velocity gauge. However, then one has
to use time-dependent current density functional to establish a mapping between vector
potentials and current densities [64].

Though time-dependent density functional theory seems to be a natural choice, the treat-
ment of atomic and molecular systems in intense laser fields poses various challenging prob-
lems. Our approach to time-dependent density functional theory so far did only consider
fundamental problems. In a next step characteristics of an explicit exchange-correlation
potential have to be investigated. There have been various interesting discoveries concern-
ing time-dependent density functional theory for intense laser-matter interaction [11]. If
one looks at ionization processes, recent findings suggest that one has to take into account
a discontinuity in the exchange-correlation potential whenever ionization occurs [65]. This
agrees with the time-independent theory, where the energy functional shows discontinuous
behavior whenever the number of particles in the system assumes integer values [9]. This
property of the functional explains why two well separated atomic systems have minimal
combined ground-state energy with zero net charge for each system. Another challenge
in the practical application of time-dependent density functional theory is to express the
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observables of interest as functionals of the density (or Kohn-Sham orbitals) alone. It was
shown, that one needs highly nontrivial functionals to calculate, e.g., the double ioniza-
tion probability [66] or momentum distributions [67].

Here we will focus on the question, which features of the exchange-correlation poten-
tials are important in resonant light-matter interaction. The resonant population transfer
between eigenstates of a system is fundamental. Any approach to the calculation of quan-
tum dynamics should be able to handle this process. Though for time-dependent density
functional theory this is the case, at least in principle, approximations for the exchange-
correlation potential capable of reproducing population transfer density-dynamics are yet
unknown. We investigate Rabi oscillations in a one dimensional model system of helium
in an intense laser field. We employ a simple adiabatic approximation for the exchange-
correlation potential and analyze the behavior of the resonantly driven self-consistent
system. Further the possibility of a few-level approximation for time-dependent density
functional theory is explored.

Finally we apply time-dependent density functional theory to a complex system in an
intense laser field. We consider the Cgy fullerene which exhibits strong collective behav-
ior. The question whether collective modes are excited even though the incident laser
field is far off resonant is considered. Strong radiation by collective modes of a system
would hinder the novel approaches to orbital imaging, as those rely on the assumption
that mainly high-order harmonic radiation is emitted [see [55] and [56] for a review].
Extensions of the strong field approximation including collective behavior are deduced
to estimate the relative efficiency of the collective response compared to the “standard”
harmonic radiation.

3.1 Resonant Dynamics and Excited States

Resonant interactions are of fundamental importance in physics. Naturally, a density
functional reformulation of quantum mechanics should be able to describe such processes.
However, from a density functional point of view even excited state densities and
their corresponding eigenenergies are not easy to determine as they do not obey a
simple energy minimization property like the ground-state. The usual ground-state
density functional theory has to be modified to exactly determine all eigendensities of
a quantum system. Hence, we expect resonant interactions to require quite involved
approximations for the exchange-correlation potential to be adequately reproduced. How
does the exchange-correlation potential know about the eigenstates and eigenvalues of the
interacting system? What mechanism leads to resonant dynamics, i.e., Rabi-oscillations?

First we will give an overview of how excited states in density functional theory
are calculated and how excitation energies are extracted from linear response time-
dependent density functional theory. In a next step we employ a one-dimensional helium
model which we are able to solve numerically both exactly and within a time-dependent
Kohn-Sham framework. We show that the time-dependent Kohn-Sham dipole indeed
shows Rabi-type oscillations for the widely used exact-exchange approximation. However,
the time-dependent density of the population transfer to the excited state is not properly
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described. The Rabi-type oscillations are attributed to classical effects, and we argue
that the population transfer density-dynamics needs a proper inclusion of correlations
and nonadiabatic effects in the exchange-correlation potential. Further we discuss
the incompatibility of few-level approximations and time-dependent density functional
theory.

3.1.1 Excited States in Density Functional Theory

As seen in section 1.3.2 the ground-state density can be found by energy minimization of
the corresponding energy functional. However, excited state densities and their excitation
energies were not discussed. There is no straightforward minimization principle for excited
states. Nevertheless, one can rigorously deduce all eigenstates also in a density functional
approach.

First we take a closer look at ground-state density functional theory. The Hohenberg-
Kohn functional Fyk (1.139) was defined on the set of pure-state-v-representable densities.
Extending its domain to the set

IN = {n

QMZ&?{@ﬁ+ﬁM%WWMNJMWEMW} (3.2)

0<n, vVn¢ Hl(R3),/d3r n(r) = N} (3.1)

we define

with Wy = {0]||¥[s = 1,30, [ |Vi¥|? < oo}, which is well-defined and existing [30).
With this we can define the energy functional

E,[n] := Q[n] + /d3r v(r) n(r). (3.3)

If we have the excited states |W¥;), which are extrema with respect to the associated
energies E; = (V;|H|V;), we immediately find that

E; > E,[ny), (3.4)

where n; is the corresponding density. The equality holds if and only if |¥;) delivers the
(local) minimal energy of its corresponding one-particle density, i.e., (V;|T + Viy|V;) =
Q[n;]. Thus, both functionals have the same extremum FEj, i.e.,

SE,[n,] = 8(W,|H|¥,) = 0. (3.5)

However, if |¥;) does not lead to the minimum of its own density, then E,[n] does not
know about that excited state and hence the excited state density n; does not extremize
the corresponding energy functional. Not every stationary state density n; extremizes
the corresponding energy functional. The global minimum for some v, i.e., one searches
over all densities, is the ground-state. Thus we can conclude [68] that every (local) ex-
tremum of E,[n] is a stationary state density. One can show [30] that the functional
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E,[n] is nonconvex (at least in three spatial dimensions). Thus we will at least find some
excited states. Otherwise we would have no extremum beside the global minimum. This
happens if we extend the domain from wavefunctions to ensembles [68], i.e., we define

some Q'[n] and E![n], for which convexity holds,

Elns + 2(no = ng)) < Eifn] + & (Eifno] — Eflni]) (3.6)
with 0 < < 1. Then for E![no] < E.[n;] we find

Eyni] — Eylni + a(no — no)] > E'[ni] — E[no] > 0. (3.7)

X

If one introduces a Kohn-Sham system of noninteracting electrons and defines the
exchange-correlation energy functional in accordance to the Kohn-Sham theorem 1.3.6
it holds [68] that every density which extremizes FE,[n] may be constructed
from a self-consistent solution. However, not every self-consistent solution
yields a density extremizing F,[n]. If the non-extremizing self-consistent solutions
actually have some physical meaning is, to the best of our knowledge, unknown.
Therefore we may conclude that the ground-state exchange-correlation potential has
knowledge of (at least some) excited states. This is also of importance if we want
to use an adiabatic approximation in the time-dependent theory. Even for such a
simple approximation we can assume that some eigenvalues, i.e., resonance-frequencies,
may influence the dynamics of the time-dependent system. However, also possibly un-
physical self-consistent solutions may have some influence on the approximated dynamics.

Still we do not know if we can construct all excited state densities just by using
the ground-state energy functional. A proper approach to successively generating all
excited state densities is ensemble density functional theory [9,69-72]. We will
outline the ideas of [69].

For any M-dimensional subspace R spanned by determinantal (noninteracting) wave-
functions {|®;)} we define the equally distributed density

M
ng = G¥(R) = Z (®;|7| ;). (3.8)

Note that such a subspace can be found for every density. If we further define the M-
dimensional subspace S spanned via general wavefunctions {|¥;)} it can be shown that

M
GY(RR) = {M > (@T|®}) [dimR' = M, R’ — nR} : (3.9)
=1
1N, A~
Gy, (Sr) = min {M D (WT + Vi | W) [dimS’ = M, &’ — HR} (3.10)
=1
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exist and are well-defined [69]. With this we can define

HM = MZ (0| T|®;) /d ro(r)ng(r) (3.11)

1 5., 3 MR(T)NR(1) M
= ———+ F 12
+2 d d ‘,’1_,’,/| + XC(R)? (3 )
where
EZ(R) = Gil; (Sk)—GH(RR) (3.13)
1 / By gy TRTINR(TY) (3.14)
2 |r — 7|
We find [69] that
Ei+. .. +F
. M o 1 M
ménH (R) = — (3.15)

exists with FE1, ..., E); the first M eigenvalues of the Hamiltonian H. Moreover, if Ry is
such that ming HM(R) = HM(R,) we have

ny+ ... +ny = MG¥(Ro) (3.16)

with nq,...,nys the corresponding densities of the eigenstates of H. Thus the route to all
excited eigenstate densities and energies is clear. One has to successively apply the above
minimization to first generate (E;,n;) and then (1/2(E; + Es),1/2(ny + ny)). From this
one can infer (Ey,ny). In a next step we calculate the 3rd order to get (Es,n3) and so
forth. Via the usual Kohn-Sham scheme this minimization procedure amounts to solve
the nonlinear single-particle equations

{—%Vi +v(r) + / B ‘:(_’"2/| + ;ﬁ;)} or(r) = err(r) (3.17)

with

1 M N
- L3S wlautr) (3.18)

1=1 k=1

and w;, = 0,1. Note that the derived exchange-correlation potentials will be different
for every M. Therefore the usual approximations for the (ground-state) theory will not
necessarily give good results [72]. If EM is approximated by the Slater-exchange (exact
exchange) this approach corresponds to the Slater transition state theory [9]. Further one
may extend the distribution of the densities to fractional occupations [70], i.e

nr =Y ni{(®i[7|®;) (3.19)

i=1
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In time-dependent density functional theory one extracts excitation energies typi-
cally via linear response calculations [11]. For a weak perturbing field one does not
need to know the full time-dependent exchange-correlation potential but only its linear
response, i.e., the first functional derivative at the ground-state density (1.287). The
central equation of linear response time-dependent density functional theory in frequency
space is [11]

x(r, v w) = xxs(r, v, w) (3.20)
+/d37‘1 d*roxks(r, r1,w) { + fxc([nGS]ﬂ“l,?“%W)} x(r2, 7', w)

|1 — 7o
with x(7,7’,w) the point-wise susceptibility of the interacting system, i.e, x = dng,/dv,
and xks(7, r’,w) the noninteracting counterpart. The Kohn-Sham linear response kernel
can be written as [11]

r.r =21
XKS( ) ,CU) nl}%lJr

w— (€, — &) +1in w+ (€, —€) —in

> {HBNEENE) _ SOHIEEem) oy

where the index ¢ represents all occupied Kohn-Sham orbitals ¢; and a all unoccupied
orbitals ¢, with their Kohn-Sham energy ¢; and €¢,. The pure Kohn-Sham transitions occur
whenever the frequency hits one of the energy differences. These poles represent single-
particle excitations. The Hartree-exchange-correlation kernel shifts the transitions to their
true (interacting) values and also describes multi-particle excitations if it is accurately
known [76].

3.1.2 Resonant Dynamics in the Interacting Theory

We now consider resonant dynamics in an interacting system. To that end we employ
a one dimensional model system. The generalization to the three dimensional case is
straightforward. For one dimension we have via the local force balance equation [see
section 1.2.1]

GFn(e,t) = (e, 00 0] (3.22)
+ (W()|2T () + 0, W ()W (1))

J

-~

=:q([n];z,t)

with the one dimensional momentum-stress tensor

. ~ ~ 1 0 o~ o~

T(x) = {(00}(x))0uty (x) — Zai (VI (x)g(x))} (3.23)
and the one dimensional interaction term

W(z) =" / da' P} ()9} (@) (svee(| = 7)) (o (). (3.24)
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3.1. Resonant Dynamics and Excited States

An interacting spin-singlet state can be written according to (1.49) as

|wm=mumwm=/w/mw@¢ﬁ%@%wm» (3.25)

Let us introduce the widely used one-dimensional model helium [73]. We assume that
both electrons move only along the laser polarization direction. Softening the Coulomb
interaction,

1 1
— = —, 3.26
VI (320

~

we obtain for the Hamiltonian H () = T + Viy + V (t) with

~ 1
= -3 [02+02], (3.27)
~ 1
‘/int == (328)
1+ (z—2a')?
and
~ 2 2

V() = — Et)[x + . (3.29)

V1i+a? V1427 "
Here, the coupling to the laser field is described by the electric field in dipole approx-
imation FE(t), T is the kinetic energy, and th the electron-electron interaction. The
corresponding potential in equation (3.22) thus reads v(x,t) = wvo(z) + vp(z,t) with
vo(x) = —2/v/1+ 22 and vy (x,t) = xE(t). We start from the spin-singlet ground-state.
Since there is no spin-dependent potential in our model the state will remain a spin-singlet
state, i.e.,

@Mwmzﬁﬁmwﬁmw—um (3.30)

with ¢(z,2’,t) being symmetric under the exchange of x and z’, and a time-evolution
according to the time-dependent Schrodinger equation 10,0 (x, 2’ t) = H Y(x,2',t). The
ground-state energy in this system is Ey = —2.238, the first excited spin-singlet state is
at BJ' = —1.705.

The linear response of the exact model helium is calculated by “kicking” the system
gently [74] using a o-like electric ﬁeld (corresponding to a step-like vector potential) and
Fourier-transforming the dipole d(t) = [ dxan(xzt). The result is shown in figure 3.1
below. The strongest line corresponds to the transition between the ground state and the
first excited singlet-state at w = EI L _Ey = 0.533, followed by transitions to higher excited
states and the first continuum. The time-dependent Schrodinger equation spectrum also
shows transitions to (and between) doubly excited states and the corresponding continua.
Such transitions will be absent in linear response time-dependent density functional theory
employing simple, adiabatic exchange-correlation potentials [76]. If we now resonantly
drive the interacting system we can induce Rabi oscillations between the ground-state
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Figure 3.1: Linear response of the helium model atom as obtained from the full time-
dependent Schrodinger calculation (black, labelled "TDSE’), from the exact-exchange
time-dependent Kohn-Sham calculation (red, labelled "TDKS’), and the frozen exact-
exchange Kohn-Sham potential (green, labelled ’frozen’). The insert shows a close-up of
the transitions to singly excited states.

and an excited state of opposite parity. An approximate description of this resonant
dynamics is possible via a two-level description where only the ground-state |¥y) and the
addressed excited state |¥;) are taken into account, i.e., |¥(t)) ~ a(t) exp(—iFEot)| Vo) +
b(t) exp(—iE1t)|¥y) [2]. The corresponding Hamiltonian reads

H(t) = Eo|Uo) (V| + Ey|¥,) (] (3.31)
+2E(t)(Wolz|W1)|Wo) (V1| + 2B () (Wolx|¥1)[ V1) (Pol.

Further, for our problem

The density of the interacting model helium is well approximated by n(z,t) =
la(t)|?no(z) + [b(t)*n1(x) + 2R{a*(t)b(t) exp(—iwt)An(z)}, with An(z) = (¥o|n(z)|¥;)
real. Note that the two-level Hamiltonian (3.31) is nonlocal, which will be the origin of
inconsistencies with time-dependent density functional theory later on. The solutions of
these equations are analytically known if one further introduces the rotating wave approx-
imations [2]. Of special interest is the time-dependend dipole d(t) of the resonantly driven
two-particle system, which is proportional to the emitted power of the driven system in
a semiclassical picture. Via the Ehrenfest theorem one can deduce the equation

d(t) = —2B(t)[20D*(la(t)” — [b()[*)] — wd(?). (3.33)
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Figure 3.2: Expectation value (z) vs time for a resonant excitation with A =0.0125 and
w = 0.533 for the time-dependent Schrodinger equation

With the initial conditions a(ty) = 1 and b(ty) = 0 and the rotating wave approximation
a solution for E(t) = E cos((w + €)t) reads [2]

d(t) ~ B(e)R {1 [cos (%) + % sin (%)] sin (%) exp(io + i(w + e)t)} . (3.34)

with € the detuning from the exact resonance frequency, (g = |D|E the Rabi frequency
and Q = /Q% + €2 The amplitude of the dipole moment (3.34) B depends on the
detuning e:

Ble)=2— % __p (3.35)

The dipole acceleration calculated with equation (3.22) in length gauge reads

d(t) = —2E(t) — / dz n(z,t) Opuo(z). (3.36)

Although both descriptions of the dipole acceleration, i.e., (3.33) and (3.36), should
be equal approximately, they are based on different footings. While in the initial
two-level approximation we have spatially nonlocal potentials, the derivation of
equation (3.36) involved local potentials. We will come back to this issue below in
the context of few-level approximations within time-dependent density functional theory.

In the numerical calculations a laser field of vector potential amplitude A= 0.0125, i.e.,
electric field amplitude £ = wA, was ramped up over two laser cycles and then held
constant. The laser frequency was tuned to the resonance w = ElT L _F,, i.e., w = 0.533 for
the time-dependent Schrodinger equation calculation. The time-dependent Schrodinger
equation result shown in figure 3.2 displays Rabi oscillations of the envelope of frequency
Q = AwD = 0.0075, as expected. At t = 7/ ~ 420 the excited state is maximally
populated and the envelope of the excursion is close to zero. At t = 27/Q ~ 840 the
system is mostly in the ground state again. A closer inspection of the time-dependent
Schrodinger equation result shows that because of ionization and excitation of other
states the population of the first excited state after half the Rabi period is only 0.975
instead of unity. The population of the ground state after a full Rabi cycle is 0.96.
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CHAPTER 3: Quantum Dynamics in Intense Laser Fields

3.1.3 Resonant Dynamics in the Noninteracting Theory

For the noninteracting Kohn-Sham state we have for a spin-singlet

|[®(t)) = / di / da'¢(w, (', )] ()] («)]0) (3.37)

and n(z,t) = 2|¢(z,t)|?. From the requirement that the interacting and the noninteracting
density should be the same we find with

oin(z,t) = 0, [n(r, t)@x(v(x, t) + vaxc([n]; 2, 1))] (3.38)
+(()[T ()| ®(t)) (3.39)

the analogon for the noninteracting case of (3.22)

vixe([n]; 2, 1) = /w dr’!

oo (1)

{00 (W) @) W) + ()T B()

0, (@()|T(@)@(1) | +e1(t) / i

_oo 12 1)
+ca(t) (3.40)

where ¢;(t) and c(t) are constants of integration and are assumed to be zero due to the
usual boundary conditions, i.e., vgx. — 0 for || — 0o. The above proposed procedure to
derive the exact noninteracting Hartree-exchange-correlation potential vy, is equivalent
to an inversion scheme [14]. For our case having the solution of the Schrédinger equation,
we find as an explicit operator of the interacting wavefunction ¢ (x,y,t) and the Kohn-
Sham orbitals ¢(z,t)

xT dl,/

UHXC([¢7¢];x7t) = / QW {ax’ |:/ dyax’¢*(x/>y>t)ax’¢(z/ayvt)
—(0w (', 1)) (0w o(2', 1))] (3.41)
+ / dy’g[)*(l’,, Y, t)¢($/> Y, t)a:c’vintﬂxl - y|)} :

Note here that all possible memory effects reside in the Kohn-Sham orbitals and the inter-
acting wavefunctions if rewritten in terms of the density, i.e., ¢(|n}; z,t) and ¥([n]; x, y, t).
Therefore the exact orbital-dependent Kohn-Sham equation reads

i0,p(x,t) = {—%Qﬁ +v(z,t) + vax ([, ¢]; , t)} o(x,t). (3.42)

Again we may derive an equation for the dipole acceleration. Independently of the
interaction we also find (3.36), i.e., all the information about the interaction is found in
the time-dependent density.

Until now we just have rewritten the interacting problem as a noninteracting Kohn-Sham
problem. Via a solution of the exact interacting problem v (z,2’,t) we are now able
to calculate the exact noninteracting one. However, the goal would be to find some
approximate scheme for the Kohn-Sham system to solve the Rabi problem without
knowledge of the dynamics of the interacting system.
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Figure 3.3: Expectation values (x) vs time for a resonant excitation with A = 0.0125
and (a) w = 0.533 for the time-dependent Schrédinger calculation, (b) w = 0.549 for the
time-dependent Kohn-Sham calculation, and (¢) w = 0.492 for the frozen Kohn-Sham
calculation.

Resonant Dynamics in Exact-Exchange Approximation

Now let us specialize in the so-called exact-exchange approximation. For the spin singlet
case we recover equation (1.272), i.e

|¢(a', t)|* da’
V14 (z—a)?
This adiabatic approximation neglects any correlation effects, and the time-dependent

Kohn-Sham equation equals the time-dependent Hartree-Fock equation in this case. The
time-dependent Hartree-Fock wavefunction is a Slater-determinant,

vax([n]; z,t) =

)o@, [ T1) =[] (3.43)

]' /

\/icb(év
Analogous to the interacting case we calculate the linear dipole response of the exact-
exchange approximation. The result is shown in figure 3.1 above where we also in-
cluded the linear response spectrum for the “frozen” Kohn-Sham ground state poten-
tial UKS( ) = =2/V1+a2+ [(no(2')da’)/(2¢/1+ (z — 2/)?) (commonly called “bare”
Kohn-Sham response). The dlfference between the time-dependent Kohn-Sham and the
“frozen” Kohn-Sham result is due to vks(z,t) — v%(x), which shifts the peaks closer to
the correct positions. One finds that the exact-exchange approximation leads to good
result concerning single excitations. However, as expected double excitations are missing.

(z, 2| ®(1))
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Figure 3.4: Groundstate density ng(z)/2 = [ da’ [¢h(x, 2')|? (black, labelled "ground’) and
excited state density ny(z)/2 = [ da’ [¢1(x, 2')|? (red, labelled ’excited’). The two inserts
show contour plots of |¢g(z, 2')|? (left) and |y (z,2')|* (right). The signs of 1, (z,2’) are
indicated in the right insert.

Figure 3.3 shows (z)(t) = d(t)/2 as it results from the time-dependent Schrodinger
equation, time-dependent Kohn-Sham, and frozen Kohn-Sham calculations. The same
amplitude of the vector potential and the same pulse shape as for the time-dependent
Schrodinger equation case was used, however tuned to the “exact” transition frequency
w = 0.549 for the time-dependent Kohn-Sham, and w = 0.492 for the frozen Kohn-Sham
calculation. In the frozen Kohn-Sham calculation ionization and the population of other
excited states is more pronounced. As a consequence, the excursion envelope does not go
to zero at t = 7w/ and the excursion amplitude is overestimated. The time-dependent
Kohn-Sham calculation shows oscillations of the right amplitude. The Rabi period one
infers from the envelope-oscillations is close to the exact result in. For nonresonant driv-
ing the amplitude oscillations are absent, as they should.

Figure 3.3 suggests that there are Rabi oscillations in the time-dependent Kohn-Sham sys-
tem. If this were true the time-dependent Kohn-Sham density should oscillate between
the ground state density and the first excited state density, both shown in figure 3.4. Un-
fortunately, this is not the case. Examining the time-dependent Kohn-Sham density at
time t ~ 350 reveals that it does not assume the shape of the excited state density of figure
3.4 but rather resembles the ground state Kohn-Sham density again! Hence, despite an
erroneous time-dependent Kohn-Sham density we observe the Rabi-like os-
cillations of figure 3.3 in its first moment, i.e., in the time-dependent Kohn-Sham
dipole. As for our two-electron system the exact Kohn-Sham orbital corresponding to
the excited state density is given by ¢1(x) = /n1(z)/2 and thus, according to figure 3.4,
has no nodes, the exact Kohn-Sham orbital representing this excited state density must be
the ground-state of a Kohn-Sham potential vgg[n;]. Obviously, the exact exchange-only
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3.1. Resonant Dynamics and Excited States

approximation used above is not capable of “guiding” the density towards the stationary,
“new” groundstate density n; during a m-pulse. Correlation is needed to describe the
density dynamics of the population transfer properly, and it is unlikely that any adiabatic
Hartree-exchange-correlation potential viyc[n(t)] = vnx[n(t)] +ve[n(t)] is capable of doing
so. Instead, memory effects are expected [13].

Let us now investigate the origin of the Rabi-like oscillations in the time-dependent Kohn-
Sham dipole of figure 3.3. Since it is not due to population transfer to the excited state
there must be another explanation.

Assume that the evolution of the system may be approximated by a classical point particle,
which is located at the center of mass of the density. It then moves in good approximation
in an anharmonic potential

2
v(x) = %:f + %x?’ + gx‘l (3.44)
with a and 3 some constants, driven by an external force of the form E(t) = E cos|(w+e€)t].
We may also introduce a damping A [77]. By successive approximations one finds the true

resonance frequency being shifted

(3.45)

2
w|—>w+<3ﬂ ba )62.

Sw  12w3

=K

The excursion amplitude squared of the corresponding solution in terms of the detuning
€ is given by a third order equation,

B(e)’ [(e — kB(e))* + A = 4E—wz (3.46)

One finds three different regimes, depending on the strength of the driver. For ¢ — 0 one
has

~

E

B ~
(€) 2wV A2 + €2

(3.47)

8w?2\?
|x]
more than one real solution for equation (3.46). Thus, unlike the two-level quantum case,

i.e., equation (3.35), the initially symmetric lineshape is shifted and becomes asymmetric

For a higher driving force the maximum will be displaced until one finds for E >

with increasing strength of the driving force E and develops a characteristic discontinuity
in the excursion amplitude. Figure 3.5 shows that the amplitude of the time-dependent
Kohn-Sham dipole as a function of the laser frequency displays these features. The os-
cillations can intuitively be understood in the following way: The particle is resonantly
driven until it feels the anharmonicity of the potential due to the increasing excursion.
Then the driving force no longer is in resonance and the excursion decreases. Therefore
we conclude that the Rabi-like oscillations of the time-dependent Kohn-Sham
system are due to classical effects [78].
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Figure 3.5: Time-dependent Kohn-Sham calculation excursion amplitude B = maxx vs
laser frequency for a driver with A = 0.0125. Discontinuity and asymmetric peak structure
are characteristic of classical anharmonic oscillations.

Few-Level Approximation in Time-Dependent Density Functional Theory

As shown above the simple exact-exchange approximation is not capable of reproducing
the correct density-dynamics. One is in need of a more elaborate approximation for the
exchange-correlation potential. Therefore we will take a step back and look at equation
(3.41). One might think that a good approximation of the interacting wavefunction
should also lead to a good approximation for the Hartree-exchange-correlation potential.
We know that the interacting wavefunction is well approximated by a two-level scheme.
In order to make this approximation self-contained one would have to find some way to
determine a(t) and b(t) in terms of the noninteracting system. Although this seems a
good route to follow such an approximation will lead to wrong predictions independent
of a(t) and b(t), because the two-level approximation is in conflict with the very
basis of time-dependent density functional theory.

Note first that the dipole acceleration of an N-particle system [equation (3.36)] reads
d(t) = —NE(t)— [ dx n(z,t)8,vo(x). Here the term depending on ,vg([n]; 2, t) vanishes
in accordance with the zero-force theorem [11,79]. With ng(x) and n;(z) symmetric as
well as vy(z) even, we find owing to

/dx no(x)0,vo(x) = /dx ny(x)0,vo(x) =0 (3.48)
that a two-level approximated Hartree-exchange-correlation potential yields to
d(t) = —NE(t) — cd(t), (3.49)

with ¢ = [ dz(9,vo(x))An(z)/ [ dzaAn(z). This is the driven harmonic oscillator which
[for initial conditions d(0) = d(0) = 0] does not exhibit oscillations of the excursion am-
plitude as a function of the driver amplitude, i.e., no Rabi-like oscillations. The extension
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3.1. Resonant Dynamics and Excited States

to three dimensions is straightforward.

The introduction of the two-level approximation in equation (3.41) leads to inconsistencies
with respect to the corresponding Hilbert spaces and Hamiltonians. In order to illustrate
this fact it is sufficient to consider the Heisenberg equation (1.60) for some general, time-
independent operator 6,

~

0.0u(t) = ilHu(t), On(t)]- (3.50)
= i (07 ) H (D), 01-0t.t) ).

with Oy(t) = U=(t, t0)OU(t, to) and the time evolution operator (1.154) on the infinite-
dimensional Hilbert space. The afore-mentioned application of a two level approximation
amounts to

i<(72‘1(t,t0)[f[(t),5](72(t,t0)) (3.51)
—i {ﬁ;l(t, t0)1s (ﬁ(t)ié - (ﬁff@)) 1,0t to)} ,
with T = 2o [ W) (Wil 1, = leczo W) (Vx| and

Us(t,to) =T (exp(—i /t t dt@ﬁ(t')m)) , (3.52)

i.e., calculating the commutator in the infinite-dimensional Hilbert space while the time
evolution is restricted to two Hilbert space dimensions. Instead, for a consistent two-level
approximation we should have

) ((72— (t, t0)OUs(t, to) (3.53)

~

:1{U 1, t0)12(A(>io oiﬁ(w)iz@(t,t())},

leading to a different commutator. Thus the two-level approximation applied to equation
(3.41) leads to a mixing of different Hilbert spaces and is inconsistent with the derivation
of equation (3.41). One has to include contributions from states outside the two-level
subspace [80]. Obviously, our analysis not only applies to a two-level approximation but
to any few-level approximation.

However, by the usual inversion scheme [14] one could construct some Kohn-Sham poten-
tial vkg generating the two level density n(x,t). The associated dipole acceleration would
be

d(t) = —/d:m(x,t)&xv;(s([n];x,t). (3.54)

If we define vy, by subtracting from the Kohn-Sham the physical external potentials we
end up with

d(t) = —NE(t) — cd(t) — / dx n(z, 1) Opvise([n]; 2, 1). (3.55)
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By construction, this two-level density has the right dipole acceleration. This can only
be possible if the term depending on vy, contributes. Otherwise the same problem as
with equation (3.49) discussed above arises. However, a nonvanishing contribution from
[ dzn(z,t) dyvnxe([n]; z,t) is only possible if vgy. does not describe internal forces only
and thus violates the zero-force theorem [11,79]. As a consequence, the external potentials
of the interacting and the noninteracting system cannot be kept equal. In fact, there is
no local external potential v(z) that supports just two levels.

3.2 Recollision Induced Plasmon Emission

A typical interaction scenario in strong field laser atom or molecule interaction involves
three steps: (i) the removal of an electron from a target (ionization), (ii) motion of this
electron in the continuum, and, possibly, (iii) a recollision with the “parent” atom or
molecule if step (i) occurred at a time such that the laser field drives the electron back.
The recollision in the third step is responsible for the plateaus in photoelectron and
high harmonic spectra, and nonsequential multiple ionization, corresponding to the three
pathways (i) scattering in the presence of a laser field, (ii) recombination and emission of
a photon, and (iii) laser-induced collisional ionization (see, e.g., [49,52,81] for reviews).
Structural information about the target is encoded in both photoelectron and harmonics
spectra. Hence, besides the potential of high-order harmonic generation as an efficient
source of short wavelength radiation and attosecond pulses [49], the so-called “tomo-
graphic imaging” of molecular orbitals [see [55] and [56] for a review| has attracted
considerable attention. It is clear that whatever is “imaged” in this procedure is supposed
to be representation-independent, i.e., should not depend on the basis in which one
expands the multielectron wavefunction. This requirement is difficult to fulfill within the
simple and commonly adopted single active electron approximation [82].

Here we study the recollision dynamics and the emitted radiation for the case of
the Cgo fullerene, which is an example for a multielectron system displaying collective
modes and an interesting dynamics when exposed to fs laser pulses [83,84] (other such
systems are, e.g., metal clusters or biomolecules). The laser frequency is kept well
below the surface and volume plasmon frequency of Cgy so that only the recolliding
electron may excite the collective modes efficiently but not the laser itself. In the
context of “orbital imaging” it is vital to know whether the structural information
encoded in the high-order harmonic generation spectra is “contaminated” by emission
at collective frequencies. In other words, we are interested in the relative efficiency
of the collective response with respect to the “standard” harmonic generation.

First the Cgp jellium model we use in the time-dependent density functional the-
ory calculations is reviewed, and its collective modes are identified. Then the high-order
harmonic generation spectra are presented for three different wavelengths, ranging from
the typical 800 nm up to 3508 nm. The transition from the linear to the nonlinear exci-
tation regime is discussed, enhancements in the dipole spectra due to plasmon excitation
are evidenced, and their origin is investigated. Further we compare the time-dependent
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density functional theory results with the predictions of a simple, single active electron
approximated Lewenstein-like model of high-order harmonic generation from Cgy. Finally
we develop analytical models which take collective modes into account and enable us to
predict the relative efficiency of harmonic emission due to recollision-induced plasmon
excitation with respect to standard harmonic generation.

3.2.1 Model

The Cgp fullerene is modelled using density functional theory employing a jellium po-
tential for the ionic background of inner and outer radius R;, R,, respectively, [85,86],
ie.,

—KJ% (R2-R}), r<R
3 , [ R}
vo(r) =< —K <§Ro — [5 + TZ}) -V, Ri<r<R, (3.56)
3 _ 3
e -

where k = 7%, R; = 5.3, R, = 8.1, r;3 = N/(R3 — R?), N = 250 Kohn-Sham electrons,
and Vp = 0.68 (atomic units are used unless noted otherwise). The solution of the time-
independent Kohn-Sham equation

0sr) = (=5 924 0) + onlaliv) + ol ) ) ) (357

according theorem 1.3.6 yields the ground state configuration from which we start the
propagation. Here, ¢;, j = 1... N are the N Kohn-Sham orbitals, ¢; are the Kohn-Sham
orbital energies,

p) = 3,/ n(r’)
(i) = [ @ L (3.5%)
is the Hartree potential, and
n(r)]"?
vlllr) = usl ) =~ |24 (3.59)

is the exchange-correlation potential in exchange-only local density approximation in
accordance to equation (1.228). The N = 250 Kohn-Sham electrons lead to a spin-
neutral, closed-shell ground state of spherical symmetry. More precisely, we obtain 200
o-electrons (without node in the radial wavefunctions) and 50 m-electrons [with one node
in the radial wavefunction located close to the Cgp-radius R = (R; + R,)/2 = 6.7]. The
free parameter V = 0.68 is used to adjust the Kohn-Sham energy of the highest occupied
molecular orbital (HOMO) to the ionization potential of Cgg, —emomo = I, =~ 0.28. The
HOMO of our model is a m-orbital of angular momentum quantum number ¢ = 4. Figure
3.6 illustrates and summarizes the ground state configuration from which we start the
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Figure 3.6: Net Kohn-Sham potential (black, squares), total density (red, diamonds),
wavefunctions of the lowest Kohn-Sham orbital and the HOMO (orange, crosses and
triangles, respectively). The o- and 7-levels are indicated. Density and wavefunctions are
scaled to fit into the plot.

time-dependent calculations.

In order to characterize the collective response of the model Cgy we apply the
real-time method proposed in reference [74], as done in the previous section. To that
end we solve the time-dependent Kohn-Sham equation in exchange-only local density
approximation [75] [see theorem 1.3.8]

1
00,(r8) = (=572 4 0 + urs0) + (i) + (i) o) (3.0)
with
op(r,t) = Ad(t)z
a d-like electric field E(t) = —0A/dt = A(t) in dipole approximation for V = A(t) - p
and A(t) = Ae,O(t). From the Fourier-transform of the dipole

d,(t) = /dgr zn(r,t) (3.61)

the spectrum S(w) = |d,(w)|? is calculated. Figure 3.7 shows that the linear dipole
response consists of several narrow lines (single-particle transitions) that sit on top of two
broad structures (the surface and volume plasmon, respectively). Closer inspection shows
that transitions of the type of — w(¢ £ 1), 7/ — o(¢ F 1) contribute to the surface (or
Mie) plasmon wyj;e and transitions between o-states and (initially unoccupied) J-states
(with two radial nodes) to the volume plasmon wy,.
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Figure 3.7: Dipole response of the Cgy model system. Narrow lines (single-particle tran-
sitions) on top of two broad structures (surface or Mie plasmon wye ~ 0.7 and volume
plasmon w, ~ 1.4) are observed. The Mie plasmon corresponds to homogeneous dipole-
like oscillations of the electron density with respect to the ions. The volume plasmon (in
general a breathing mode) is visible in our dipole spectra since it contains a nonvanish-
ing dipole component. The dipole strength is normalized such that its integral equals
N = 250.

3.2.2 Results

In this subection we shall present and discuss our results for dipole spectra S(w) of
the model Cgg when exposed to Gaussian and trapezoidal laser pulses of various peak
intensities and wavelengths.

From linear to nonlinear plasmon excitation

We solved the time-dependent Kohn-Sham equation (3.60) for Gaussian pulses with a
vector potential of the form

~

E

At) = - sin(wit) exp(—a®(t)) (3.62)
with
alt) = 3 [:—: - 1} . (3.63)

There are 0.278 n cycles within the FWHM of the Gaussian pulse (with respect to the
electric field or the vector potential) centered around t = (27/w)(n/2). We started the
simulation from the ground state at t = 0 and stopped at t = (27 /wy)n with n = 8.

Figure 3.8 shows the transition from the linear to the nonlinear regime. At very
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CHAPTER 3: Quantum Dynamics in Intense Laser Fields

low field amplitude (E = 0.0025 and 0.005 at 2280 and 800 nm, respectively) the dipole
spectra display replicas of the linear response profile on a very low level, depending on the
bandwidth of the applied laser pulse. Upon doubling the field amplitude (£ = 0.005 and
0.01 at 2280 and 800 nm, respectively) the signal in the dipole spectrum is quadrupled, as
expected in the linear regime. The corresponding values of intensity are 0.9 - 10'*W /cm?
and 3.5 - 101W /cm?. However, with further increasing laser intensity, plateaus develop
and the high harmonic-signal increases rapidly over a wide frequency range. One may
argue that this increase of the harmonic signal is just due to the standard harmonic
generation mechanism while the collective response is still within the linear regime and
thus not visible at higher laser intensities. The next part is hence devoted to identify
plasmon enhancements and their wavelength dependence.
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Figure 3.8: Harmonic spectra of the Cgy model for Gaussian laser pulses with w, = 0.057
(A = 800nm, upper panel) and w; = 0.02 (A = 2280 nm, lower panel). The values of F
are given in the plots. The linear response profile from figure 3.7 is included (dotted).
The field amplitude E = 0.04 corresponds to the intensity 5.6 - 10'*W /cm?.
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3.2. Recollision Induced Plasmon Emission

Plasmon enhancements and wavelength dependence

Figure 3.9 shows the harmonic spectra S(w) as calculated from the full dipole and the
outermost orbital density only ("HOMO only’) for an 8-cycle, (2,4,2) trapezoidal 800-nm
laser pulse, i.e., with 2-cycles up and down ramps and 4 cycles of constant amplitude
E = 0.05. Trapezoidal pulses have the advantages (i) that the comparison with the
semi-analytical results for constant amplitude pulses of section 3.2.4 is more straightfor-
ward, and (ii) that cut-off positions do less sensitively depend on the carrier-envelope
phase since E is constant over several cycles [see reference [52] for a discussion of carrier-
envelope phase-effects]. We checked that all our findings are qualitatively insensitive to
the pulse shape. The difference between the two harmonic spectra clearly indicates that
not just the valence electron contributes to the emission. Enhancements by two orders
of magnitude around frequencies at which the system displays collective modes
are visible. The standard cut-off known from atomic high-order harmonic generation is
at 3.17U, + |enomo| (with U, = E?/(4w?) the ponderomotive energy) and indicated by an
arrow. The real cut-off, however, is extended to higher harmonic frequencies because
recombination into orbitals with higher ionization potentials |¢;| > |enomo| takes
place. Note that the latter is possible without violation of the Pauli principle (unless
Kohn-Sham electrons are frozen in the respective states). An extension of the standard
harmonic plateau in a multielectron system—presumably of the same origin—has also
been observed in reference [87].
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Figure 3.9: Harmonic spectra of the Cgg model for E= 0.05, wy; = 0.057 (A = 800 nm), and
an 8-cycle trapezoidal laser pulse with 2-cycles up and down ramps. The full spectrum
and the one just from the valence Kohn-Sham electron (“HOMO only”) are shown. The
linear dipole response from figure 3.7 is included (shifted vertically). The vertical arrow
indicates the standard cut-off 3.17U, + |enomol-

In the following we show that with increasing laser wavelength the emission spectra be-

come more and more single active electron like in the sense that all collective response is
less efficient than the standard harmonic generation by the outermost electron at the re-
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spective frequency. In the single active electron calculations we also start from the density
functional theory ground-state but freeze the potentials vy and vy for the propagation of
the valence Kohn-Sham orbital.

Figure 3.10 shows that at A = 2280 nm there are still substantial differences between the
single active electron result and the full time-dependent Kohn-Sham calculation. First,
the single active electron approximation yield is higher because the ionization step in the
three-step scenario described above is more efficient for a frozen potential since there is
no polarization which counteracts the laser field. Second, the plasmon emission included
in the full result obscures the oscillatory structure from which structural information (i.e.,
in our case the Cgy radius and the width of the spherical jellium shell) could be obtained.
Only in the (extended) cut-off region full and single active electron result agree very well
because there are no collective modes at such high frequencies.
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Figure 3.10: Emission for w; = 0.02 (A = 2280nm) and E = 0.03 (other parameters as in
figure 3.9). The results from the full time-dependent Kohn-Sham calculation ('full’) and
the single active electron approximation simulation are shown. The linear dipole response
from figure 3.7 is included (shifted vertically). The vertical arrow indicates the standard
cut-off.

At the even longer wavelength A = 3508 nm the full time-dependent Kohn-Sham
result agrees well with the single active electron result, as is shown in figure 3.11.
Also the cut-off is at the expected position, indicating that recombination into states
with orbital energies |e| > |enomo| is insignificant. A closer inspection of the individual
response of all the Kohn-Sham electrons shows that the standard high-order harmonic
generation of the HOMO Kohn-Sham electrons (i.e., the two spin-degenerate ones with
¢ = 4 and m = 0) clearly dominates. Hence, long wavelengths are advantageous for
imaging schemes which are based on interference structures in the high-order harmonic
generation spectra predicted by strong field-theoretical treatments [65] in single active
electron approximation. However, the efficiency of high-order harmonic generation also
decreases with increasing laser wavelength [88]. The fact that the efficiency of the
collective response decreases even faster than the efficiency of high-order har-
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Figure 3.11: Emission for w; = 0.013 (A = 3508 nm) and E = 0.02. The results from a
full time-dependent Kohn-Sham calculation ('full’) and a single active electron simulation
are shown. The bold vertical arrow indicates the standard cut-off, the three thin vertical
arrows local minima in the envelope of the full spectrum.

monic generation is one of the main results in this section.

3.2.3 Identifying the Mechanism

In section 3.2.2 we showed that at low field strengths the collective response increases lin-
early with the field strength (i.e., the signal in the dipole spectra quadratically) while at
higher intensities the standard high harmonic plateau develops, which is an entirely non-
linear phenomenon. Further we showed that plasmon enhancements are present, although
they decrease relative to the standard high harmonic plateau with increasing wavelength.
This means that there must be some nonlinear effect at work which is able to generate
a collective response of comparable strength as the standard high harmonics. The latter
are due to returning electrons which recombine. The obvious guess is to attribute the col-
lective response also to the returning electrons so that the similar efficiency of harmonic
emission via the single active electron approximation and via the collective mechanism
can be understood if recombination with emission of a photon and with excitation of
a plasmon (followed by emission of a photon) are similarly efficient. In this subsection
we support the viewpoint that the recolliding electrons indeed excite collective
modes by analyzing our numerical results in more detail.

In our time-dependent density functional theory simulations we use a spherically symmet-
ric imaginary potential W (r) = —iWy(r/R,)'® with W, = 100 and R, the radius of the
numerical grid. The imaginary potential serves as an absorber of probability density ap-
proaching the boundary of the numerical grid [75]. Usually the grid is chosen big enough
so that only the probability density corresponding to never-returning electrons is absorbed
and thus the imaginary potential does not affect the relevant dynamics taking place in

115



CHAPTER 3: Quantum Dynamics in Intense Laser Fields

the interior of the numerical grid where W (r) is negligible. However, in order to test
whether recolliding electrons are responsible for both the standard harmonic generation
and the plasmon enhancements, we may absorb probability density representing electrons
of a certain excursion amplitude z by moving the imaginary potential closer to the Cgq. If
the plasmon enhancements are due to recolliding electrons we then expect the harmonic
signal and the plasmon signal to drop. If, instead, the plasmon enhancements are due to
some other yet unknown nonlinear effect which does not require returning electrons, then
the harmonic signal should drop while the plasmon signal sustains.

Figure 3.12 shows dipole spectra for A = 2280nm and E = 0.01 (i.e., the second highest
intensity shown in the lower panel of figure 3.1) for two grid sizes. The excursion ampli-
tude of a free electron in this case is 2 = E Jwi = 25. Hence we expect the R, = 100-grid
to comprise all the relevant electron dynamics whereas on the R, = 40-grid some electrons
will be already inhibited from returning to the Cgy because the corresponding probability
density is absorbed. In fact, figure 3.12 shows that parts of the plateau are removed
in the spectrum for the smaller grid. Only the single particle transition lines close to
w = 0.6 are unaffected by the absorbing boundary, showing that these transitions are not
excited by recolliding electrons but—presumably—by multiphoton resonances. However,
besides these resonant transitions the whole plateau is suppressed. We thus conclude
that the returning electrons are essential for the excitation of the collective modes. This
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Figure 3.12: Same as in figure 3.8, lower panel, for E = 0.01 but two different grid
sizes (indicated in the plot). The linear response profile from figure 3.7 is included again
(dotted).

conclusion is further supported by a time-frequency analysis of the dipole d.(t). To that
end a spectral window is applied to d,(w). The result is transformed back, which cor-
responds to the spectral filtering of certain harmonics for the generation of attosecond
pulses in experiments [49]. The result is shown in figure 3.13. The emission follows over-
all nicely the classical “simple man’s theory”: the classical return-times of electrons with
return-energy F..; (which contribute to the emission of harmonic radiation at a frequency
w = FEiet + |enomol) are indicated by white trajectories in the frequency-time plane. It is
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Figure 3.13: Logarithmically scaled contour plot of the time-frequency analyzed dipole
emission log,, |d.(t,w)|* for the parameters of figure 3.10. The white lines indicate the
classical solutions of returning electrons (see text). The positions of the Mie surface
plasmon and the volume plasmon are indicated.

seen that the plasmon emission is correlated with the return of electrons. Whenever there
are recolliding electrons having the right energy to excite a plasmon, enhanced emission is
observed. Due to the large width of the collective resonances the emission decays before
the next returning electron collides.

3.2.4 Strong Field Approximation vs long-wavelength Time-
Dependent Density Functional Theory Result

We now show that the structure in the high-order harmonic generation spectrum
(of long wavelengths) of figure 3.11 is indeed similar to what one expects from
the strong field approximation applied to high-order harmonic generation, i.e., the
so-called Lewenstein-model of subsection 2.2.2. Within the Lewenstein-model the dipole
expectation value for an infinite, linearly polarized laser pulse

E(t) = Ee,cos(wit),  E(t) = —0,A(t) (3.64)

is given by equation (2.127), i.e.,
i) = / a5 B (!, 1) (o2l + .. (3.65)

t
= — lim i/ dt’/dsp’<\lfo|z|p;+A(t))exp(—iSp/(t,t’))
to

to——o0

(P + A(t)|2E cos(wt’)|Wo(t)) + c.c.
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with Sp(t,t') = 1/2 [, dt"(p' + A(t"))>. Now we asymptotically approximate the p-
integration [93]. The saddel-point of the highly oscillating integrand can be found by
Vo[Sp (t,t') + enomot’] = 0, leading to

~ coswit — coswy(t — 7)

1

(3.66)

where 7 =t — t' is the travel-time of the electron between ionization and recombination
and k(t,7) = k(t,7)e,. In order for the asymptotic approximation to be well-defined
we need to have det(d,,0,,S) > 0. Here we find det(d,,0,,S) = 7° for 0 < 7 < oo.
With a change of the variable of integration ¢ — 7 we hence find for the asymptotically
approximated expression

dD@#) ~ i /0 o (ﬁ)g/Z;[k(t,THA(t)] (3.67)

x exp[—iS(t, T)]E coswi(t — 7)]
X p,[k(t, ) + A(t — )] + c.c.

where

p=(p2) = (p=]2|¥o), (3.68)
S(t,7) the saddle-point action defined as

2U,(1 — coswT
S(t,T) = (Up_EHOMO)T_ p( 1)

wAT
U, C(7) cos[(2t — 7)wi] (3.69)
w1 ’
with
C(1) = sinwT — 4 sin?(w7/2) (3.70)
wIT

and U, = E2/(4w?).

The target-dependence of the high-order harmonic generation spectra enters in (3.67) via
the initial state | ¥y) through the ionization and recombination matrix elements pu, [k(t, 7)+
A(t — 7)] and pik(t, 7) + A(t)], respectively [89]. We assume an initial state of the form
Uo(r) = do(r)Yeo(0, @)/ with Yi,,(0, ¢) a spherical harmonic and model the valence 7-
orbital using a radial wavefunction ¢o(r)/r = (2A)7Y2 for R — A < r < R, —(2A)71/2
for R <r < R+ A, and zero otherwise. Here, A is half the thickness of the Cgg-shell,
ie., A= (R, — R;)/2 =1.4. Assuming further |p,A| < 1 and, e.g., { = 0, we obtain

1
pz(pz) ~ —(sinp. R — p.Rcosp. R + p>R?sinp. R) (3.71)
p

z

and a similar but more lengthy expressions for £ = 4. One clearly sees that structural in-
formation (i.e., the Cgo-radius R) is “encoded” in u,(p.). If the approximation |p,A| < 1
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Figure 3.14: Harmonic spectra S(w), calculated from equation 3.67 for ¢ = 4, ¢ = 0,
and ¢ = 4 but twice the radius R. The laser parameters are the same as in figure 3.11
[wy = 0.013 (A = 3508 nm) and £ = 0.02]. R =6.7 and A = 1.4 was used. The three thin
vertical arrows indicate local minima in the envelope of the spectrum for ¢ = 4.

is not made, also information about the shell thickness 2A is included in the matrix ele-
ment g, (p,).

Figure 3.14 shows the harmonic spectra obtained from the Fourier-transform a® (w) of
equation (3.67) for ¢ = 4 and ¢ = 0 and the laser parameters of figure 3.11. The positions
of the minima in the envelope of the high-order harmonic generation spectra depend on
the initial ¢ quantum number and the Cgg radius R. In order to illustrate this depen-
dency the spectra for £ = 0, £ = 4, and ¢ = 4 but with the radius doubled are shown. The
minima indicated in the ¢ = 4-spectrum by vertical arrows may be compared with those
of the time-dependent density functional theory result in figure 3.11. The latter are at
w =~ 0.5, 0.95, and 1.7. The arrows in figure 3.14 are at w ~ 0.52, 1.05, and 1.9, which
is in reasonable agreement. Note that the agreement would be worse if one attempted to
compare with the ¢ = O-spectrum, let alone with the spectrum for ¢ = 4 and doubled ra-
dius, which is qualitatively different since there is at least one more pronounced minimum
in the envelope.

3.2.5 Strong Field Approximation including Recollision-
Induced Collective Excitations

For systems with a single active electron, harmonic spectra are usually analyzed using the

strong field approximation (or Lewenstein model) [7,90], as we did in the previous section.

Emission into a mode with frequency w and polarization ey, A = 1,2, by a system with
only a single active electron can also be described by the amplitude

) t
Msag(w, N) :—/dsp/ dt <\II071w,)\|‘/rTad‘Ow,)\7p>/ dt' (p|VL(t")|Wy). (3.72)
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Here, |¥y) is the single-electron ground state, |p) is the Volkov state of drift momentum
D, |n,.x) is the Fock state of the harmonic radiation field with n photons in the respective
mode (n = 0,1 in our case) and V.  and VL(') are the interaction operators coupling to
the radiation and the laser field, respectively,

2
V;ad = —i4/ %fr eAaIM exp(iwt), (3.73)

VL(t) = E(t)z, (3.74)

with a' the photon creation operator and V the quantization volume. The amplitude
(3.72) describes an electron which is lifted from the ground state to a Volkov state by the
laser field at time ¢' and emits a harmonic photon upon recombination at time ¢ > ¢'. The
harmonic spectrum is given by the square modulus of (3.72) and appears to be virtually
identical to the spectrum found from the dipole (3.67) [90]. In the dipole approximation
we use here the wavevector K of the emitted photon does not appear in the amplitude
(3.72).

Now we introduce a similar amplitude which accounts for the collective modes:
in addition to the pathway described by (3.72) the recombining electron may excite col-
lective modes which then relax upon emission of a harmonic photon. The amplitude for
such a process reads

MCOH ZZ/ dt Ojalw)\| rad|0W)\’ > (375)

/d3 /dt \IIO,L|U|0],p)/ dt” (p|VL(t")|Wy).

Here, |0;) and |L;) are the ground and the L-th excited state of a collective mode, la-
belled by j (e.g., surface or volume oscillations). The interaction energy between
the electron and the residual electron cloud is described by the operator U. The
amplitude (3.76) is a straightforward generalization of the Lewenstein model to the case
when collective modes can be involved in the emission process.

To evaluate the collective amplitude (3.76) a certain model for the description of the
collective modes and their interaction U with the active electron is required. In order
to estimate the relative contribution of the single active electron approximation and the
collective pathways to the radiation spectrum we use a simple model which takes col-
lective degrees of freedom into account as two noninteracting harmonic oscillators with
eigenfrequencies wygie =~ 0.7 and w, >~ 1.4 (i.e., the surface and the volume plasmon in the
Cgo-model above). The respective widths of the plasmons are taken as I'vie(p) = 0.2. The
main physical mechanism which generates these widths is a coupling between collective
and single-electron degrees of freedom. This can also be interpreted as collisionless or
Landau damping of collective modes in a finite system [91,92]. To obtain an explicit form
for the interaction operator U we employ a rigid sphere model in which the electron
cloud is treated as an incompressible homogeneous sphere which may oscillate around its
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equilibrium position. Note that on the level of modelling in this subsection it does not
matter whether we consider a homogeneous sphere or a spherical shell. Within the rigid
sphere model the interaction operator has the form

3 (r—X)?
(N—]_) 5_ 2R2 7|T_X|§R7

R
R X lr — X| > R,

Ulr, X) = (3.76)

where N = 240 is the number of electrons, r is the active electron’s position and X is the
center-of-mass displacement of the electron cloud. Because of the relatively high energies
of the plasmons only the first excited collective states are relevant in the sum over L in
(3.76). For a first excited state X ~ 1/1/(N — 1)we(p) < R so that with high accuracy
(e.g., taking N = 240 and wye = 0.7 one estimates X ~ 0.08) one may simplify (3.76)
keeping only the linear term with respect to the center-of-mass displacement X:

N -1 1, r <R,
U(T,X)_Uo(T)—FFT"X{RQ/Tg’ r>R -

(3.77)

Next, we assume that the electron excursion amplitude in the laser field z = E Jw? is less

than or comparable to the cluster size R. Then, with reasonable accuracy, we may use
N —1

instead of (3.77). Within this approximation an explicit relation between the amplitudes

(3.76) and (3.72) can be derived. To this end we first evaluate the emission matrix element
in (3.72),

~ . 27w .
(W, 1up | Vil 0, P) = —iy/ 7<‘I’o|7“ -ey|p) exp(iwt). (3.79)

Here we used the standard relation (a|p|b) = —imwgs(a|r|b) which is only correct if the
states |a) and |b) are eigenstates of the same Hamiltonian. Within our model this is not
strictly the case for the states |¥¢) and |p). In deriving (3.79) we have further taken into
account that in a linearly polarized field A = Ae,, after integration over all momenta p in
(3.72), the unit vector ey along the polarization direction should appear so that we may
replace r - ek ) by the product (e - ek \)(r - €p). A similar procedure for the emission
matrix element in (3.76) yields

(Ontie(p)> Lol Vi 0 s Intie(p)) (3.80)
(N — 1w

—i Viez *€) exp(i(w — wMie(p))t — FMie(p)t/z)-
Whie(p)

Here we used the fact that for the harmonic oscillator (0|z|1) = 1/v2MS with M =
(N —1)m and Q = wae(p) in our case. Also we take into account that the oscillator is
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excited along the polarization direction given by the unit vector e..
Rearranging the time-integrations, the amplitude (3.76) can be also written as

Mcoll(wa )\) = Z Z /dgp / dt, <\110, lMie(P)|(7|0Mie(p)>p> (381)

Jj Mie,p

o0 t!
X / dt (Ontie(p), 1w,A\VrTad|0w,A7 Intie(p)) / dt" (p|VL(t")| Vo).
t 00

Now the inner integral over ¢ can be evaluated explicitly using (3.80). The result reads

/ dt (Ontie(p)s Lon| Vil Ours Intie(p)) (3.82)
tl

7(N —1we, ey exp(i(w — wMie(P))t/)

Vrie(p) FMie(p)/2 —i(w — uJMie(p)) .

—1

Finally, using the standard expression for the coordinate matrix element of the harmonic
oscillator (0|z|1) = 1/v/2MQ and (3.78) one obtains for the first matrix element in (3.82)

~ 1 N -1 .
<‘I’07 1Mie(p)|U‘OMie(P)7p> = ﬁ QWMie(p) <‘I’0|Z‘P> eXP(leie(p)t>- (3-83)

Collecting equations (3.79)—(3.83), we may express the amplitude (3.76) via (3.72) as

N -1 ok wy!
M.y =i Mie P Mgag. 3.84
=1 5YiE {TMie/Q—i(w—wMie) +Fp/2—i(w—wp)} SAE ( )

Equation (3.84) shows that collective modes may lead to enhancements in the high-order
harmonic generation spectrum around the respective plasmon frequencies. For the plas-
mon enhancements to be detectable |Mcy|?> > |Mgag|? should hold. For the ratio of
collective to single active electron high-order harmonic generation efficiency
we obtain

M2 N -1 2
[ Meon ~ { } (3.85)
(p)

|MSAE(W - wMio(p))|2 N stMio(p)FMio

For N =240, R = 6.7, I'\sie = I', = 0.2 the ratio (3.85) is above 10 for the surface and
about unity for the volume plasmon.

The ratio (3.85) does not depend on the laser parameters anymore whereas in
our time-dependent density functional theory results we observe a wavelength-dependent
relative efficiency of the plasmon enhancements. With increasing laser intensity or wave-
length the electron’s excursion amplitude is increasing and the approximation (3.78) for
the interaction between the active electron and the electron cloud becomes invalid. With-
out the assumption of small excursion amplitudes (as compared to the cluster radius)
a simple relationship of the type (3.84) cannot be established. Qualitatively it is quite
obvious, however, that with increasing excursion amplitude distances r ~ R [for which
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(3.77) is sizeable] contribute less and less to the spatial matrix element (3.83). As a
consequence the standard single-electron high-order harmonic generation spectrum dom-
inates for £/w? > R. In fact, F/w? = 15.4, 75.0, and 118.3 in figure 3.9, 3.10, and 3.11,
respectively, supporting our statement.

The results (3.84) and (3.85) were derived making several approximations besides the
one of small excursion amplitudes. For example, the surface and the volume plasmons
were treated as independent. This makes sense if they are well separated from each
other, i.e., |wye — wp| > (IMviie + I'p)/2, which is actually not fulfilled in the case of Cg.
Another simplification was that we applied the rigid sphere model for the description of
the electron cloud. Within this model the volume plasmon simply does not exist. In a
more realistic description one should use two different interaction potentials instead of
(3.76) alone, which will lead to two different coefficients in (3.85) for approximating the
relative efficiency.

3.2.6 Linear Response induced by a Single Active Orbital

In the above derivation we introduced a very simple model for the collective response of
the system. We analyzed the shortcomings of this approach. Time-dependent density
functional theory is routinely used to calculate the collective response of large systems.
Usually one employs a linear response approach to calculate excitation spectra and finds
good agreement with experiment (see subsection 3.1.1).

For a bound electron with the initial state |¥() having the binding energy egomo and A(t)
the vector potential of the laser pulse in dipole approximation the strong field approxi-
mation wavefunction reads in length gauge [see equation (2.125) and subsection 3.2.4 for
the definition of the travel time 7]

W) = [To(t)) - / Folp + A1) / drE(t - 7)

p+ At — 7)|2|Tp) e P BT FerONMO(=T)) (3.86)

E(t) = —0,A(t) is the electric field of the laser, Sp(t,7) + emomo(t — 7) =
[[f_dt" (p + A(t")? + enomo(t — 7)] the quasi classical action and the variable
of integration 7 is the travel-time between ionization and recollision. Note that the
validity of this approximation in the Lewenstein derivation assumes the ionization to be
weak. The strong field approximation wavefunction mainly occupies its initial state.

In order to derive an analytic approximation for recollision induced plasmon emission
we will describe the outermost orbital, which excites the plasmon via recollision, in
terms of the strong field approximation wavefunction. Further we will deduce within the
framework of time-dependent density functional theory the effective potential change
due to the strong field approximation orbital. This change will be treated as an
perturbation for the residual system, which then may radiate. From this we will infere
some approximations for the dipole radiation of the collective modes excited via the
returning orbital. The main advantage is that linear response time-dependent density
functional theory gives very good approximations for the collective response of the system.
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We begin with the time-dependent Kohn-Sham equation [see theorem 1.3.8]

i%@(r, t) = (—%VQ +o(r,t) + va([n]; 7, ) + vee (0], r,t)) bi(r, 1), (3.87)

where v(7,t) = vo(r) + vL(r, t) and vo(r) the ionic background and vy, (7, t) the laser field
in dipole approximation. If the initial state |®g) is a ground state we loose the initial
state dependence, which is assumed. The N occupied orbitals constitute the density, i.e.,

n(r,t) = Z i (r, 1)[2. (3.88)

Now we adopt the strong field approximation for time-dependent density functional the-
ory. We describe the outermost orbital ¢y (7, t) = ¢ (r,t) within this approximation.
The corresponding density change

on(r,t) ~ on ™ (r 1) (3.89)

leads to a variation of the Hartree and exchange-correlation potential

SFA ( ./
dv(r,t) = /d?’r’ién (r't)

r — 7|
+ (vxe([no + 0™ 7, 1) — vee([nol; r))J

=:0vxc ([0nSFA) 1)

(3.90)

The exchange-correlation variation depends now on the choice of approximation for the
exchange-correlation potential. We assume the contribution of the exchange-correlation
variation to the dynamics to be negligible, leading to

SFA (,./
Su(r, 1) :/dgr’m. (3.91)

The effective Kohn-Sham potential in this approximation then reads

vgs([n];r,t) =~ wv(r) +/d3r":0£r;),| + Vxe([n0]; 7) (3.92)
+ wp(r,t) + dv(r,t). (3.93)

The density change is induced by vy, (r,t) 4+ dv(r,t). For the plasmon excitation, i.e., the
collective density variation, only dv(r,t) will contribute, as we have assumed the laser to
be far-off resonant.

If we are interested in how the emission of collective modes obscures the spectrum
of high harmonics we need to know the radiation of those collective modes. The main
contribution of the plasmon emission, if expanded in multipoles, will be the dipole
radiation. Thus we need to calculate the dipole radiation of the excited collective motion.
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3.2. Recollision Induced Plasmon Emission

In our considerations the field due to the recollision of the outermost orbital dv(r,t) is
perturbative. One should not be confused at this point. We have a strong laser pulse
which cannot be treated as a perturbation. However, we assume the laser pulse to be
far-off resonant with respect to the plasmon modes. So only the recolliding electron,
treated non-perturbatively, may excite these modes. The effective field of the returning
electron dv(r,t) is responsible for the excitations of collective modes.

The dipole response in z direction due to the collective density variation dncon (7', t)
induced by dv(r,t) is

d.(w) = \/%/dt e_w/d?’r Z 0Meon (7, 1) (3.94)
~ /d?’r/d?’r’zsz(r,r’,w)év(r’,w),

where xks(7r, 7, w) is the Kohn-Sham linear response kernel of the system and dv(r',w) =
F(6v)(r,w) the Fourier transformed Hartree potential. Further, with

r.(rw):= /d3r z xxs(r, v, w), (3.95)

we find with a multipole expansion of dv(r,w)

d.(w) ~ Z / Er'TL (v, w)dv (v, w). (3.96)

The linear dipole moment may be calculated by applying a d-like electric field in dipole
approximation E(t) = Ad(t), which is equivalent to give the ground-state wavefunctions
a coherent velocity field, i.e., |1;) — €**|¢;) [74]. This is analogous to the assumption
that the main contribution to the dipole response is due to the dipole of the perturbing
field. With the Fourier transform F(Ad(t)) = —= we find the linear dipole response

Vor
A
A () = / T ) (3.97)

T
1
+ /dgr'/d3rfz(r’,w) [7|7“—”“'|

+  fre(r, ' w)] ong. (7', ).

Here f..(7, 7', w) is the exchange-correlation kernel. In leading order we may approximate
the dipole response by

A
vora

d¥(w) ~ / d*r'T,(r' w)7 (3.98)

. J/

=:D(w)

For dv(r,w) in dipole approximation dv(r,w) ~ zdv(w) we find in leading order the
collective dipole response

d,(w) ~ d‘jr(w)%év(w) ~ D(w)dv(w). (3.99)
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In order to derive the density variation due to the SFA wavefunction we will fur-
ther simplify equation (3.86). We will approximate the p-integration by an
asymptotic expansion [93]. Asymptotic approximations, above all the saddle-point
approximation, are widely and very successfully used within strong field physics.
Returning to equation (3.86) the exponent, which will be subject to a saddle-point
approximation in coordinate space, is

S(p,t,7) = (p+ A1) -r+ % /t j dt" (p+ A(t"))’
+ enomo(t —7) = (p+ At — 7)) - @ (3.100)
The critical points of the exponent are found by solving
V,S(p,t,7) =0, (3.101)
leading to the saddle-point

R
dt”A t” _

k(r,a,t,7) = e dAE) @ (3.102)
T T

= k(t.7)+ =

T

Here k(t,7) is the saddle-point from the SFA treatment of high-order harmonic gener-
ation, i.e. equatlon (3.66). For the asymptotic expansion to be valid the determinant

det(9y, 0y, S) =73 £ (0. With

r £
p(rst,7) = (k(T) + A=) = Z + 2l ),
3
flt, 1) = <2W)2 i g (k) AG))? (3.103)
17T

E(t _ 7-)eiEHOMOT

the asymptotically expanded SFA wavefunction then reads

6—i(k(t,T)+A(t)) r

W t) ~ golrit) —i /0 i (3.104)

. ir'2
Xu(r, t,7)e HOMOle T f(¢ 7).

The associated density is
n(r ) = ¥ (r 0, 1) = no(r) (3.105)
. L2 e i(R(ET)HA®)
_ 2%{1¢0(r)/d7'e 27 e ,u('r,t,T)f(t,T)},

with ng(r) = |¢o(7)|* the initial orbital density. Here we have neglected the modulus
square of the continuum part of the wavefunction. This term is assumed to be negligible
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3.2. Recollision Induced Plasmon Emission

due to the Lewenstein assumption of weak ionization. We will further use initial orbitals
of the form

Po(r)

%(”“) = ?/)0(7’7 97 90) = Yk70(9> SO) (3106)

with ¢(r) contributing mostly around r = R. Here Y} (0, ¢) is a spherical harmonic of
order (k,0).

The Hartree-potential due to the density variation

onS (e 1) on(r,t) (3.107)

= n(r,t) —no(r)

expanded in multipoles [94] is

> = / T *
du(r.1) = 4WZZQZH( [ ,;lw m,j(r)an(rct)). (3.108)

=1 j=

Here Y; ;(r) are the spherical harmonics of order 4, j expressed in Cartesian coordinates
and r(_ _ += (min, max){r’, r}.
We may rewrite the potential variation in the form

4 T 1’2
Sv(r,t) = —\/—2_Wﬂ%{z / drdr e 1R =5 (3.109)

1t , »
’ 2271—” Yoy (r)e (r (e’ £, 7) £ (2 a},

with k(t,7) == k(t,7) + A(2).

In the appendix we asymptotically expand the potential variation. However,
the final result is not very intuitive. Therefore we will proceed deducing another
approximate solution for the potential variation.

This other derivation makes use of the special behavior of the spherical Bessel
functions j;(z). Though the approximation we derive within this section will not be as
general as the asymptotically expanded Hartree potential variation, it will be of a very
simple form.

First we will calculate p(r',t,7) for equation (3.109). We will make use of the
expansions [94]

ke — Z A (20 4 1)5(|K)2) Yeo (0, @), (3.110)

b5 4WZZ m (”W) Z )Y@, ), (3.111)

n=—m
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and

z = 2\/§YLO(9, V), (3.112)

where k' := k(t,7) + A(t — 7). Thus we have with the measure dQ2 = dypdf sin 6

, 8\ = sim .
) = (3) X ARG DY@ )

£m,n

xr’

X /000 drz? (1K' |2) jm (T) eiéqﬁo(x) (3.113)
/dQYeo(e @)Y (0, 0)Y10(0,0)Y50(0, 0).

Using the Wigner 3j-symbols ( blols ) [94] we find

mimaoms

p(r' t,7) Z im0+ 1 \/ (2m+1)(2k+1) (3.114)

o0 xr’\ a2
me,n(Q',cp')/ dzz?5,(1k'|2) jm <7) 27 o ()
0
2 2
« (26— 1) 1k(k-1) C(k—1)m
0 0 0 0 0 0
1k (k+D\? /¢ (k+1)m\?
2k + 3 )
* +)(O 0 0)(0 0 0
If we now apply the same procedure, i.e., the same expansions and the Wigner 3j-symbols,

to the rest of the Hartree potential variation we end up with

Su(rt) = —Wi/%{ S ) (0, ) (3115

" (2h + 1)(5274:%1:)(2/{; +1)(25+1)2m+1)
(20 +1)

xi/ot dr f(t,7) UO dr'r' e i (r )Tg%ljh(|%|r’)}

x (%’8167)2688)2 [/OOO dzz?do(2)e' % jo(|K|7)

i ()] (ern (Y (8
(2K + 3) <1§ (]8 +01))2 (“g ék +0 1)0’”) 2) } .
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3.2. Recollision Induced Plasmon Emission

For comparison we express the strong field approximation dipole moment for high-order
harmonic generation (3.67) in terms of the Wigner 3j-symbols:

JWQZ—%:¥R1A¢ﬁ¢ﬂaﬂmanmg (3.116)

=:kSFA(t,1)
and

1k (k-1

0 5 70)) el

k(T k) = / dr r2¢3(r) [i<k-1>(2(k —1)+ 1)(
2k —1) o (k+ 1)”].

Now we will examine the z-integration of equation (3.115). Note that for w7 < 1 we
have |k’'| ~ 0 because

_ _ftt——r dt//A(t//)

T

1K FAf—T) (3.118)

wTKL1
~Y

SO S A + A =0,

The argument of the second spherical Bessel function in the z-integration is ZTT’ ~ RTQ. For
a general laser pulse |k'| < A with A the field-strength. As we have a localized orbital

around z = R we find |£'|z < AR for the non-zero contributions in the z-integration.
Thus we have

1 N
|K'|lx — 0 for 7< —or AR < 1, (3.119)
1

r'z
=~ 0 for 7> R
-

If the argument of the spherical Bessel functions x — 0, only jo(z) — 1 will have a
non-vanishing contribution. If we further concentrate on the dipole term of the multipole
expansion of the Hartree potential we have

hj1\? . 4
000 —h={j—-1,j+1} (3.120)
Assume now that the parameters R and wj fulfill
1
R« — (3.121)
wi
such that for T € [R?, %], RR<«T<« wil
A AN , . ,
Jo\ — ) Jeo([Kz) = O(r = T)jeso(|k']2) (3.122)

. rz\ .
Jm>0 (T) Jeso(|K'|z) =~ 0.
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Therefore only m = 0 will lead to a non-vanishing contribution:

k05\? ‘
— k= 3.123
(600) j (3.123)
2
(10

With this choice of parameters, i.e., R2 < T < wil and 7 > T

2 2
exp (127) ~ 1~ exp (1;%) (3.124)

and owing to the localized orbital around " = R we can set

/ 3,,,,/

:—éyl,o(ea p) ~ o (3.125)
Collecting all this we find with
2
ki(T, k') = /drr2¢0(7") <i(k_1) 2(k—-1)+ 1(1: (]S _01))
Xjr—1([K'r) +7(k = 1) < (k+1)") (3.126)
and
2
ko, k) = /drr%bé(r) (—i(k_l)@(k —-1)+1) (1§ (]S _01>)
Xt (Rl +7 (k= 1) = (k+1)7) (3.127)
Su(r 1) ~ —%Wj Ly {z/ drO(r — T) F(t, 7V (7, K )i, 75)} 2 )
0

As we have f(t,7)r1 (7, K )ko(7, k) ~ 5FA(t, 7), the standard strong field approximation
integrand for high-order harmonic generation, we can rewrite

2k +1 !
ov(r,t) ~ — k;; %{Z/O dT@(T—T)/{SFA(t,T)}%.

Note that due to the behavior of the spherical Bessel functions x5¥A(t, 7) — 0 for AR < 1.
This is just the physical condition that the deBroglie-wavelength becomes too long to
disturb the system as a whole. This approximation should work well even for R? ~ %,

leading to

d.(w) ~ —D(w)%;l]-" {éR |:i/d7‘@(7’ — 1)K (¢, 7’):| } . (3.129)

T2 R3
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3.2. Recollision Induced Plasmon Emission

Finally we may approximate

3
d(w) ~ D(w) pdt" (@), (3.130)
in accordance to the afore deduced strong field approximation model including recollision-
induced collective excitations of subsection 3.2.5. Note that the dipole spectrum is pro-
portional to |d,(w)|?>. Hence, for the ratio of collective to single active electron
high-order harmonic generation efficiency we obtain

2

d.(w)|? Meon|? 3

D)~ MaanllP ~ [P

where D(w) is the normalized dipole response of the system (3.99). This generalizes
the result of subsection 3.2.5. Accordingly, the ratio can be of the order of one or even
higher. However, again the ratio (3.131) does not depend on the laser parameters
anymore whereas in our full time-dependent density functional theory results we observe
a wavelength-dependent relative efficiency of the plasmon enhancements.
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Conclusion and Outlook

In conclusion, we presented an ab initio approach to time-dependent density functional
theory. We defined the set of v-representable densities and the associated external po-
tentials and gave simple conditions for the existence of the different orders of the Taylor
expansions of the densities as well as the external potentials. With this knowledge we
stated a rigorous formulation of the extended Runge-Gross theorem. A formal definition
of “quantum memory” in terms of functional derivatives was given. The question of
functional differentiability of the potential-mapping was found to be connected with
the properties of the set of possible density variations. The possibility of an ab initio
time-local approximation for the exact exchange-correlation potential was discussed. In
particular we found the potentials to be independent of previous densities and of the
initial state if the associated wavefunctions were expressible in terms of the instantaneous
density and their time-derivatives.

After an introduction into intense laser-matter interaction we studied the problem of
resonant dynamics from a density functional point of view. We found for a simple
adiabatic approximation the dipole of the Kohn-Sham system to exhibit Rabi-like
oscillations. Nevertheless, the density-dynamics of the population transfer were not
well reproduced. We could attribute this behavior to a classical effect and argued
that only a proper inclusion of correlation and nonadiabatic effects should be able to
describe the Rabi density-dynamics. Furthermore, any few-level approximation was
found to be in conflict with the very basis of time-dependent density functional theory.
Finally, we applied the Kohn-Sham-scheme to Cgy subject to an intense laser pulse far
off-resonant with respect to the collective modes. A strong enhancement of the harmonic
radiation at the plasmon resonances and an extension of the usual cut-off was observed.
We attributed the enhancement to recollision-induced plasmon excitation, followed by
emission. The contribution of recollision-induced plasmon emission to the usual harmonic
radiation becomes smaller for longer wavelengths, i.e., the efficiency for this recollision
process drops faster than for the recollision process responsible for high-order harmonic
generation. In order to predict the relative efficiency we developed two simple analytical
models in the spirit of the strong field approximation.

Future work: We have found that the initial state dependence of the mapping
vanishes if the mapping depends locally on the density. The question arises whether
the opposite conclusion is also valid. The implementation of the Kohn-Sham scheme
as an iteration scheme and the associated convergence properties also pose an inter-
esting challenge. Additionally, the developement of an exchange-correlation potential
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capable of reproducing the density-dynamics of Rabi oscillations will be pursued. In
time-independent systems one uses ensemble density functional theory to find the excited
state densities and the excitation energies. This concept may be useful for the description
of resonant dynamics in time-dependent density functional theory. Furthermore, it is
known that several excited states can be described by the ground-state energy functional.
It is assumed that the corresponding Kohn-Sham scheme may generate in addition to
these physical excited state densities also unphysical self-consistent solutions. This can
be investigated with the help of our one-dimensional helium model system.
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Appendix A

Asymptotically Expanded Potential
Variation

We apply an asymptotic expansion for the r'-integration of equation (3.109) of
subsection 3.2.6. If we want to use the saddle-point approximation we have to make sure

that the integrand is at least one-time differentiable. However, in this case, due to %,
>

the integrand is not differentiable at r = .

In order to properly define the asymptotic expansion of equation (3.109),
we assume the order of integration to be interchangeable and the x-integration is left
unevaluated. Further we divide the regions of the r’-integration into Dy := {r’|r' < r}
and Dpg := {r’|r' > r}, in which the integrand will be differentiable, leading to

I(r) = /dgr'e_ig("’/’w)go(r,r’,w,t,T) (A.1)
= I'(r)+1°(r),

with go(r, 7', @,t,7) the remaining integrand and I*"(r) integrals over the regions D4
and Dg, respectively. The region D, is bound by 9Dy := {r'|r' = r} = S*(r), the sphere
of radius . Region Dp has the same boundary but is not bound from above as " — oc.
Nevertheless we can assume Dpg to be bound. As the integrand goes to zero for large
values of " we can choose an outer boundary 0Dp o which will not contribute to the
asymptotic expansion and thus may be neglected.

Critical points beside the saddle-point 7, = & + 7k(t — 7) are the points on the boundary
0D,4. Note that the saddle-point may also lie on 0D, itself. With this we find the
following possible cases:

1. saddle-point in D4 and boundary-critical points from D4 and Dp,
2. saddle-point in D and boundary-critical points from D4 and Dp,

3. saddle-point on the boundary 9D, .
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From [93] we know that the contribution of a saddle-point lying in the interior in leading
order is

IMP(r) ~ (i277) 2 go(r, 7, @, ¢, 7)e 5rhm), (A.2)

Y ER

If the saddle-point is on the boundary between the two regions its contribution is

1 R %,
Igbis(r) ~ §(i27r7')%go(r, vl x,t,1)e e (A.3)

For the boundary-critical terms from region D4 and 0D, we have to define a parametric
representation of the boundary itself:

o P=[0,7[x[0,27] — S2(r)
(©,0) — 7'(0,0).

=
Ot

Ory

With o we can define the 3 x 2 Jacobian matrix J := B and the determinant

ol

—
2>
=2}

N~—

W = |det(J"7)|?,

where J7 is the transposed matrix. Further 9(0) := S(r'(0), ) and

(A.7)
The outward pointing unit normal vector on the boundary 0D, is different for both
regions:

N4 =_-N¥. (A.8)

The boundary contribution in leading order is

Ijp, (1) ~ —i /P (Ho- N*) We ™ do ~ —IF, (7). (A.9)

If we collect all contributions for the different cases we obtain
L I(r) ~ IgH(r) + Igp, () + 155, (1),
2. I(r) ~ Ig(r) + Igp , (r) + I3, (1),

3. 1(r) ~ Ijp, () + Ijp,, o(r).

Thus regardless of the position of the saddle-point the integral is asymptotically approx-
imated by

I(r) ~ (i27r7‘)%go(r T m,t,T)e_ig(’”g’w), (A.10)

Y EX
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which is just the standard saddle-point approximation expression.

Therefore with

~ ~ 2 )
V.S(r'x) = V' (kz(t,T)-r’—r—jLw r):()

2T T

=7r = x4+ TE(t,T) = (A.11)

and det(9;0;S(r')) = —(1/7)* # 0 we find

Yij ! :
v(r,t) ~ —Arw E 22]7}301)%{1/0 d7‘(27ri7')%f(t,7') (A.12)
4,
" —ik-x’ ik'-x
3 * Nogr oy L € iﬁ —im,‘m € —iﬁ
X /d me(w )wo(w )fil (271_)3/26 27 @ T W€ 27 Z’gbo(l')}

Here we have used k' = k(t,7) + A(t — 7). If we want to make use of the properties of the
spherical harmonics involved in the x-integration we first have to note that the first two
spherical harmonics Y;*;(z")Yy,0(2), where the second is due to the assumed form of our
initial orbital, are displaced with regard to the integration variable . The displacement
of a spherical harmonic due to a coordinate change

*=x—q (A.13)

with ¢ = q(q, ©, ®) can be rewritten as [94]

Yo [/ (2,6, )] (A14)
_ y oy [4T(2041)(20 — 20+ 1) PN
—%(—1) [ 20 +1 ] (?) (5) {Yi(0,0) @Ye_o(©,9)} 4, -

The irreducible tensor product {Yz(6, ) ® Yy_¢(©, @)}, , is defined via the Wigner 3j-

symbols ( nfll :;22&3)
[3i6.9) © Vo (0.0)] 1, = )
S a1 (L O Yy 00V (©, )
M Mo My, My my )" 0 #)2E=0)MTE 5

As we have a translation in z-direction we find with © =0
1
q=—kr, ro=2a'= (:1:2 + k*7% + 27kT cos 9) ° (A.16)

In order to use the spherical harmonics we will introduce a further approximation. As we
have assumed a well localized wavefunction at x = R > 1 for ¢y the main contribution
for k7 < R to 2’ will be due to 22 and for k7 > R will be k7 itself. Thus we will further
use

7~ (:L'2 + Esz)é . (A.17)
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With the condition m; + mgy = —mg of the Wigner 3j-symbols and the knowledge that a
spherical harmonic equals zero for © = 0 if M, # 0 we find

%

V(@) = Y (=120 +1)(2i — 20 + 1) (gy

T

() (e a9

q —-Jj J 0

a=0

and

7

Yio(x!) ~ Z(_1)2b+1\/47r(2b +1)(2k — 2b + 1) (%)k

() (P e

Now we have expressed the translated spherical harmonics in terms of the integration
variable x(x,0, ). Turning to the angular integration in spherical coordinates with the
measure df) = dydfsin 6 we find via the spherical Bessel functions j.(z)

elAlt)-Alt-m)z Z Ar(2e + 1)je(|A(t) — A(t — 7)|x)Ye0(6, )  (A.20)

and

=2 [Yio(6, ) (A.21)
the integral
/ 4,18, 9)Yr0(6, ) Vi0(6, ) Vio(6, 9)Yao 6, ) (A.22)
= (2c+1)(2d+1) Lek\?(bde\’(acd\’
— Z - V320 + 1)(2¢ +1)(2k + 1) 000) Looo) Looa 8;0

c,d=0
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Using the Wigner 3j-symbols one can reduce the infinite series expansions of equation
(A.12)-(A.22) to finite ones, leading altogether to

k+1 a+c b+d

LI 5 ) 3D 3 3 S

i=1 a=0 b=0 c=k—1d=a—ce=b—d
vV (2a 4+ 1)(2i — 2a + 1)(2k — 20+ 1)(2k + 1)
2i+1
Yii—a),0(0)Y(k—p),0(0)(2b + 1)(2c¢ + 1)(2d + 1)

(2e + 1)E,0(T)§R{i/t drf(t, T)(27Ti7')%6_ikTT
0

[/OO dm;zil ¢E§(:)s’)e—ié (%)i+k+1

(5" ariian - A(t_%)]
(56 o)

<8 ;Z 8> } | (A.23)

The dipole term is the most important one for the recollision induced plasmon emission
process. Thus we find, for instance, in the case of ¥y(x) = ¢°T(E)YO70(9, ¢) the simple
approximation

o] LIZ', (b*(ﬂ?,) 213'2 —iﬁ
{/0 dxxzz OR ¢ ™ o)

(R(t,mir(1A) = At = 7))

— 2| AW) — A(t = 7))

2
—ng2(|A(t) — At — 7')|LL’)>:| } (A.24)
so that with equation (3.99) and the Fourier transform of the above expression

d,(w) ~ D(w)dv(w). (A.25)

Although the asymptotically approximated potential variation (A.23) is in principle more
general then the approximation (3.129) it does not lead to a simple and intuitive ratio

of the collective to the single active electron high-order harmonic generation efficiency
similar to (3.131).
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