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Abstract

In this work, multi-particle quantum optimal control problems are studied in the frame-
work of time-dependent density functional theory (TDDFT). Quantum control problems
are of great importance in both fundamental research and application of atomic and
molecular systems. Typical applications are laser induced chemical reactions, nuclear
magnetic resonance experiments, and quantum computing. Theoretically, the problem of
how to describe a non-relativistic system of multiple particles is solved by the Schrédinger
equation (SE). However, due to the exponential increase in numerical complexity with
the number of particles, it is impossible to directly solve the Schrodinger equation for
large systems of interest. An efficient and successful approach to overcome this difficulty
is the framework of TDDFT and the use of the time-dependent Kohn-Sham (TDKS)
equations therein. This is done by replacing the multi-particle SE with a set of nonlinear
single-particle Schrodinger equations that are coupled through an additional potential.

Despite the fact that TDDFT is widely used for physical and quantum chemical calcu-
lation and software packages for its use are readily available, its mathematical foundation
is still under active development and even fundamental issues remain unproven today.
The main purpose of this thesis is to provide a consistent and rigorous setting for the
TDKS equations and of the related optimal control problems.

In the first part of the thesis, the framework of density functional theory (DFT) and
TDDFT are introduced. This includes a detailed presentation of the different functional
sets forming DFT. Furthermore, the known equivalence of the TDKS system to the
original SE problem is further discussed.

To implement the TDDFT framework for multi-particle computations, the TDKS
equations provide one of the most successful approaches nowadays. However, only few
mathematical results concerning these equations are available and these results do not
cover all issues that arise in the formulation of optimal control problems governed by
the TDKS model. It is the purpose of the second part of this thesis to address these
issues such as higher regularity of TDKS solutions and the case of weaker requirements
on external (control) potentials that are instrumental for the formulation of well-posed
TDKS control problems. For this purpose, in this work, existence and uniqueness
of TDKS solutions are investigated in the Galerkin framework and using energy esti-
mates for the nonlinear TDKS equations.

In the third part of this thesis, optimal control problems governed by the TDKS model
are formulated and investigated. For this purpose, relevant cost functionals that model
the purpose of the control are discussed. Henceforth, TDKS control problems result
from the requirement of optimising the given cost functionals subject to the differential
constraint given by the TDKS equations. The analysis of these problems is novel and
represents one of the main contributions of the present thesis. In particular, existence of
minimizers is proved and their characterization by TDKS optimality systems is discussed
in detail. To this end, Fréchet differentiability of the TDKS model and of the cost
functionals is addressed considering H! cost of the control. This part is concluded by
deriving the reduced gradient in the L? and H' inner product. While the L? optimization
is widespread in the literature, the choice of the H' gradient is motivated in this work
by theoretical consideration and by resulting numerical advantages.



The last part of the thesis is devoted to the numerical approximation of the TDKS
optimality systems and to their solution by gradient-based optimization techniques. For
the former purpose, Strang time-splitting pseudo-spectral schemes are discussed includ-
ing a review of some recent theoretical estimates for these schemes and a numerical
validation of these estimates. For the latter purpose, nonlinear (projected) conjugate
gradient methods are implemented and are used to validate the theoretical analysis of
this thesis with results of numerical experiments with different cost functional settings.
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Zusammenfassung

In dieser Arbeit werden quantenmechanische Vielteilchen-Optimalsteuerungsprobleme
im Rahmen der zeitabhéngigen Dichtefunktionaltheorie (TDDFT) untersucht. Quanten-
mechanische Optimalsteuerungsprobleme sind sowohl in der Grundlagenforschung atom-
arer und molekularer Systeme als auch in entsprechenden Anwendungen von grofier Be-
deutung. Typische Anwendungen sind laserinduzierte chemische Reaktionen, Kernspin-
resonanzexperimente und Quantencomputer. Theoretisch ist das Problem einer nicht-
relativistischen Beschreibung von Vielteilchensystemen mit der Schrédingergleichung
(SG) gelost. Tatsdchlich ist es aber wegen des exponentiellen Anstiegs der numerischen
Komplexitét mit der Teilchenzahl unmoglich, die Schrédingergleichung fiir grofie Systeme
von Interesse direkt zu 16sen. Ein effizienter und erfolgreicher Ansatz diese Schwierigkeit
zu liberwinden ist die TDDFT und die Verwendung der zeitabhingigen Kohn-Sham-
Gleichungen (TDKS) im Rahmen der TDDFT. Diese ersetzen die Vielteichlchen-SG
durch ein System nichtlinearer Einteilchen-SGn, die mittels eines zuséatzlichen Poten-
tials gekoppelt sind.

Obwohl die TDDFT fiir physikalische und quantenchemische Rechungen weit verbre-
itet ist und Softwarepakete zur direkten Verwendung zur Verfligung stehen, sind die
mathematischen Grundlagen der TDDFT noch in der Entwicklung und grundlegende
Vermutungen sind noch immer unbewiesen. Das Hauptanliegen der vorliegenden Arbeit
ist es, einen konsistenten und mathematisch prézisen Rahmen fiir die TDKS-Gleichungen
und verwandte Optimalsteuerungsprobleme zu liefern.

Im ersten Teil der Arbeit wird die Dichtefunktionaltheorie (DFT) und die TDDFT
eingefiihrt. Diese Einfliihrung enthélt eine detaillierte Darstellung der fir die DFT rel-
evanten Funktionenmengen. AuBerdem wird die bereits bekannte Aquivalenz zwischen
dem urspriinglichen Schrodingerproblem und dem TDKS-System mathematisch weit-
ergehend diskutiert.

Der derzeit erfolgreichste Ansatz, Vielteichenrechnungen im Rahmen der TDDFT
umzusetzen, sind die TDKS-Gleichungen. Es sind jedoch bisher nur wenige mathema-
tische Resultate liber diese Gleichungen verfiigbar und diese Ergebnisse behandeln nicht
alle Probleme, die bei der Formulierung von Optimalsteuerungsproblemen bei TDKS-
Gleichungen auftreten. Es ist das Ziel des zweiten Teils dieser Arbeit, diese fiir die
Wohldefiniertheit der Formulierung der Optimalsteuerungsaufgabe mafigeblichen Prob-
leme, wie die hohere Regularitit der Losungen der TDKS-Gleichungen und schwéchere
Voraussetzungen an das externe Kontrollpotential, zu behandeln. Dazu wird die Ex-
istenz und Eindeutigkeit von Losungen der nichtlinearen TDKS-Gleichungen mit dem
Galerkin-Ansatz und Energieabschétzungen untersucht.

Im dritten Teil dieser Arbeit werden Probleme optimaler Steuerung bei TDKS-Glei-
chungen formuliert und untersucht. Dafiir werden relevante Kostenfunktionale, die das
Ziel der Steuerung modellieren, diskutiert. Die Optimalsteuerungsprobleme ergeben sich
aus der Optimierung dieser Kosten unter der Nebenbedingung der TDKS-Gleichungen.
Die Analyse dieser Probleme ist neu und stellt eines der Hauptergebnisse der vorliegenden
Arbeit dar. Insbesondere wird die Existenz einer optimalen Steuerung bewiesen und ihre
Charakterisierung mittels eines TDKS-Optimalitatssystem im Detail diskutiert. Dazu
wird die Fréchet-Differenzierbarkeit des TDKS-Models und des Kostenfunktionals mit

vii



H'-Steuerungskosten betrachtet. AbschlieBend wird der reduzierte Gradient im L?- und
im H'-Skalarprodukt hergeleitet. Wihrend die L?-Optimierung in der Literatur weit
verbreitet ist, wird in dieser Arbeit die Verwendung des H'-Gradienten mit theoretischen
Argumenten und resultierenden numerischen Vorteilen motiviert.

Der letzte Teil dieser Arbeit ist der numerischen Approximation des TDKS-Opti-
malitatssystems und seiner Losung mittels gradientenbasierter Optimierungsmethoden
gewidmet. Fiir ersteres wird die Strang Zeitsplitting-Pseudospektralmethode diskutiert,
eine Zusammenfassung einiger aktueller theoretischer Abschitzungen fiir dieses Schema
angegeben und diese Abschitzungen numerisch tiberpriift. Fiir letzteres wird das (pro-
jizierte) nichtlineare Verfahren der konjugierten Gradienten (NCG) implementiert und
verwendet um die theoretische Analyse dieser Arbeit mit den Ergebnissen numerischer
Rechnungen fiir verschiedene Kostenfunktionale zu validieren.
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1. Introduction

Many models of interest in quantum physics and chemistry consist of multi-particle
systems that can be modelled by the multi-particle Schrédinger equation (SE). However,
the space dimensionality of this equation increases linearly with the number of particles
involved and thus the corresponding computational cost increases exponentially, making
the use of the multi-particle SE prohibitive. This fact has motivated a great research
effort towards an alternative formulation to the SE description that allows to compute
the observables of a multi-particle quantum system. This is achieved in the framework of
density functional theory (DFT) by using the particle density instead of the wavefunction
as the main variable. The development of DFT, which starts with the Thomas-Fermi
theory in 1927, reached a decisive point with the works of Hohenberg, Kohn, and Sham
[HK64, KS65] in the sixties. They proposed an appropriate way to replace a system of N
interacting particles in an external potential V,,; with another system of non-interacting
particles, called the Kohn-Sham (KS) system, in an external potential Ve + Virge, such
that both models have the same electronic density.

A topical introduction to DFT from the physical perspective is given in [ED11]. For
a good mathematical introduction to ground state DFT and the KS theory, we refer to
the original work of Lieb [Lie83, Lie85] and the more recent paper [AC09]. A discussion
of norm-conserving semilocal pseudopotentials for Kohn-Sham models can be found in
[CM16] where most results were proved for the Hartree model but extensions to the
Kohn-Sham model were also discussed.

The DFT is focused on the computation of stationary (ground) states and successfully
provides results that motivated the extension of the DFT to time-dependent phenom-
ena. This extension was first proposed by Runge and Gross in [RG84], and further
investigated from a more mathematical point of view in the work of van Leeuwen [vL99].
We also refer to [MUNT06] and [MMN™12] for an introduction to time-dependent DFT
(TDDFT) where the latter reference contains also a chapter on the formulation of opti-
mal control within the framework of TDDFT. The extension to TDDFT is necessary not
only to investigate time-dependent phenomena but also to accurately calculate atomic
and molecular excitation spectra.

We remark that the previously mentioned works on TDDFT are more concerned
about the physical ideas behind the model including some calculation to motivate them.
However, these works are less focused on mathematical issues. On the other hand, we
highlight the work of Ruggenthaler et al. where a mathematical accurate derivation of
TDDFT is attempted. An excellent overview can be found in the review article [RPvL15].
In this detailed review, starting from the theory of classical and non-classical solutions
of the Schrodinger equation, the density-potential mapping is considered. Furthermore,
the time-dependent Kohn-Sham (TDKS) system is introduced, and the central theorem
of [vL99] is revised and two proofs are given, one based on a Taylor expansion and
one based on a fixed point argument. A discussion on the invertibility of the so called
Sturm-Liouville operator is given including a reference to [PR11] where the details are
elaborated. Finally, additional topics like memory and initial state dependence of the KS
system as well as lattice systems, vector potentials and photons are discussed. Based on
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1. Introduction

these results, we present the first mathematically rigorous statement of the van Leeuwen’s
theorem in the literature.
The TDKS equations consist of the following coupled system of PDEs that is nonlinear
through the density p = SN | [i(z, t)[*:
01 _ 2
ZW@% t) - (_v + ‘/ézt(xv t) + VHacc(xa P)) %‘(% t),
1/Jj(:n,t):w?(x), j=1,...,N.

The theory of the KS equations is very recent. Some studies neglect parts of the KS
term V.. and consider only the Hartree equation. The Hartree equation is analysed for
example in [CL99, JP14]. To the best of our knowledge the only publication studying
the full TDKS equations is [Jerl5]. However, the assumptions made in [Jerl5], namely
Vezt € CH0,T;CY(Q)) and V. > 0, are not suitable for our optimization problem.
Therefore, we prove existence and uniqueness results for the solution of (1.1) with reg-
ularity requirements on V,,; that are suitable for the optimization framework presented
in Chapter 3, see also [SCB17c]. Furthermore, we show improved regularity of the solu-
tion. This is essential for the analysis of optimal control problems governed by TDKS
equations.

Recent research interest in the KS model focuses on the dependence of the KS potential
Virze on the initial condition of the original problem and memory effects. In [FNRM16],
it is suggested that splitting Vi, in an exchange and a correlation potential does not
make sense if the initial state is not a Slater determinant and propose as an alternative
starting point a single-particle contribution plus a remainder term. In [RNvL13], analytic
expressions for the exchange-correlation potential and initial state for simple interactions
between two electrons are investigated and memory effects are studied. This leads to a
comparison of adiabatic and single-pole approximations.

Other recent developments aim at extending TDKS beyond the classical Schrodinger
equation; for example in [FRAR15], the TDKS scheme is extended to quantum electro-
dynamics to correctly describe electron-photon interaction.

(1.1)

Since the early development of quantum mechanics, controlling quantum mechanical
processes has been a goal in quantum physics and chemistry; see, e.g., [KRGT89, PDRSS|
for early approaches on the mathematical framework of optimal control theory and
[DP10, GBC™15] for recent review articles. Research on this subject dates back more
than three decades as it is important for many applications like the control of electrons
in quantum chemistry and spin control for nuclear magnetic resonance (NMR) and mag-
netic resonance imaging (MRI) [CBDW15, CB16, GBC*15]. Better understanding of
quantum control is also important for the development of quantum computing [BMC15].
Much progress has been made in the recent years due to better experimental methods
and larger computers available. Active control of chemical reactions at a molecular level
like the breaking and forming of specific bonds is the ultimate goal of chemical quantum
control [BGO03]. To this end, different strategies have been developed.

On the one hand, there are experimental techniques which are mostly closed-loop
feedback strategies where a control is applied to a system, the response is measured, and
depending on the response, the control is updated in an iterative procedure; see, e.g.,
the review [BGO03]. The obvious advantages are that no approximations are made as the
real quantum system is measured and that a single iteration is fast as the control pulses
are on a femtosecond time scale (10719s-10712s).

On the other hand, theoretical methods try to determine optimal controls off-line by
calculations such that these controls can later directly be implemented in laboratories




(open-loop methods). For quantum systems that are not too complex, geometric opti-
mal control techniques can be used to determine the control analytically, see [GBCT15]
and references therein. More involved systems, however, need to be solved by numerical
methods. For quantum optimal control both time sequential Krotov-type methods, see,
e.g., [MT03] and the monotonic scheme in [MSTO06], and time simultaneous methods
like gradient and Newton schemes are used [vWBV10]. In this thesis we use the lat-
ter approach to determine optimal controls using nonlinear conjugate gradient (NCGQG)
methods in the framework of Lagrange multipliers.

The theory of optimal control problems governed by PDE is elaborated in detail in the
distinguished works of Lions [Lio71] and Troltzsch [Tr610]. To characterize stationary
points in this framework, first-order optimality conditions are used, see [Tr610, Borl2,
BS12]. Various quantum mechanical optimal control problems governed by the SE using
the Lagrange framework have been studied in the literature, e.g., [BSH02, HMMS13].
We remark especially the works [vWB08, vWB10, vWBV10] where H! quantum control
problems are discussed.

In modern quantum chemistry, a major goal is to control chemical reactions by op-
timally shaped laser pulses [BG03]. However, even for small molecules many elec-
trons are involved. Hence, an approach capable of dealing with the high-dimensional
multi-electron problem is needed. This leads to the emergence of optimal control us-
ing TDDFT models. This approach is already widely used in applications [Casl3,
RCW'08a, WLAWLL15] and software packages of are readily available, e.g. OCTO-
PUS [CAO™06]. The formulas used in the OCTOPUS software package are explained
in detail in [CWG12, Wer06]. Further numerical experiments using optimal control
with TDDFT include coherent quantum switches of a single electron in a quantum ring
(magnetic switch) and a double quantum dot (charge switch), [RCW108b], and ultra-fast
manipulation of a single electron spin in 2D semiconductor quantum dots through spin-
orbit coupling, [BMC15], aiming at fast and decoherence-free devices used for quantum
computing.

However, as for the theory of the governing KS equations, the research work on op-
timal control with the KS equations is in its infancy. We are only aware of a study
analysing optimal control with the Hartree equation, [FW16]. Therefore, we investi-
gated optimal control using the full KS equations (1.1) as constraint, see Chapter 4 and
[SCB17b]. Together with the analysis of the TDKS equation, we provided the first com-
prehensive theoretical investigation of TDKS optimal control problems which provides
the mathematical foundations for the numerous applications currently in use.

We use the framework of Lagrange multiplier to derive an optimality system for the
following optimization problem:

(r\rplin) J(¥,u) subject to (1.1), (1.2)

where

T 14
s =5 [ [ 0.0 = pato. )Pt + [ xa@pte Do+ Gl (09

and wu is a control function which models, for example, the amplitude of a laser field.
The bilinear control structure Ve U = VoW +uV,, ¥ in (1.1) makes the problem already
a nonlinear control problem. However, the complicated nonlinearity in the Kohn-Sham
potential turns out to be the main difficulty in the analysis of (1.2) subject to (1.1). For
this reason, standard results for bilinear control problems cannot be directly applied. The




1. Introduction

nonlinearity V.. reduces the regularity of the KS equations. Moreover, as a real-valued
function of a complex variable, Vi, is only differentiable in the sense of the Wirtinger
calculus [Rem91, Kre09]. Therefore, it is hard to prove Fréchet differentiability of the
constraint (1.1) which is essential for the analysis of the optimal control problem and
for the characterization of its solution using the first-order optimality conditions as well
as the development of numerical methods for the solution of (1.2).

To use optimal control with TDDFT in practical application, one needs to employ
numerical methods both for the optimization and for the solution of the PDEs therein.
To solve the optimization problem, we use a nonlinear conjugate gradient (NCG) method,
which is a classical gradient-based method, and the quasi-Newton method of Broyden,
Fletcher, Goldfarb, and Shanno (BFGS).

To solve the PDEs, we use the Strang splitting method, an operator splitting tech-
nique, in time and evaluate the Laplacian using a Fourier spectral method, see [BJMO02,
FOS15, BH08]. This combination results in second-order convergence in time and ana-
lytic convergence in space This is proved for constant potentials in [BJMO02]. In [BJMO02]
it is further shown that the method is norm preserving and gauge invariant also for
non-constant potentials. The numerical analysis of this method applied to the Gross-
Pitaevskii equation can be found in [Thal2] and the splitting analysis for the Hartree
equation in [Lub08]. Splitting methods applied to quantum models with general Lips-
chitz nonlinearities are studied in [BBDO02]. For the splitting method applied to the full
KS equations there exists no theoretical analysis of the convergence properties. However,
we investigate the convergence properties in numerical studies and confirm the results
obtain for the other models mentioned above.

In the physical and quantum chemical community, a large interest in optimal control
governed by the TDKS equations has lead to many applications. However, the theoretical
foundations were still in its infancy and no consistent framework encompassing theory
and applications was available. This work aims at filling this gap. To this end, the main
novelties achieved in this thesis are the following.

1. We present a clear and precise introduction to the time-dependent Kohn-Sham
framework and a mathematical rigorous presentation of the extended Runge-Gross
theorem, originally published in [vL.99].

2. We prove existence and uniqueness of solutions to KS equations for both forward
and adjoint equations with requirements for the potential that are suitable for
optimization. Additionally, we show improved regularity of the solution of the KS
equations which is necessary for the analysis of the optimization problems.

3. We investigate optimal control problems governed by the KS equations. We prove
existence of an optimal control and derive the corresponding optimality system
using the framework of Lagrange multipliers.

4. We study the convergence properties of the splitting method for the KS and the
adjoint equations numerically showing that the obtained accuracy is in good agree-
ment with the convergence theory for similar nonlinear SE.

5. We successfully validate our optimal control framework with several numerical
experiments.




This thesis is organized as follows. In Chapter 2, we introduce the TDKS model.
We begin with presenting the multi-particle Schrodinger equation (SE). However, the
computational effort for solving the SE increases exponentially with the number of par-
ticles. Therefore, we introduce the concept of the density functional theory (DFT). We
give a clear account on the different maps and function sets used in DFT. We continue
by presenting the Kohn-Sham approach that is essential for numerical application. Fi-
nally, we discuss the theoretical justification of time-dependent density functional theory
(TDDFT) and the time-dependent Kohn-Sham (TDKS) framework. This includes —
to the best of our knowledge — the first presentation of the fundamental van Leeuwen’s
theorem in a mathematically rigorous way.

In Chapter 3, we analyse the time-dependent Kohn-Sham equations which are a set of
nonlinearly coupled Schrédinger equations. To this end, we introduce the weak form of
the TDKS equations and make some reasonable assumptions on the nonlinear potentials
and some preliminary estimates are presented. Then we introduce the Galerkin frame-
work and show the pivotal energy estimates in this framework. These estimates allow
us to prove existence and uniqueness of the solution of the TDKS equations. Further,
by using stronger assumptions on the boundary of the domain and on the initial data,
we show improved regularity results for the solution.

In Chapter 4, with the results of this analysis of the TDKS equations, we study op-
timization problems using the TDKS equations as PDE constraints. A general cost
functional containing several different kinds of targets, such as a tracking type target
and a final time target, are discussed. As we use the Lagrange framework for constraint
optimization, we introduce the corresponding Lagrange functional. Existence of a mini-
mizer is proved. One of the main contributions of this work is the analysis of the optimal
control problem. In particular, we show differentiability properties of the TDKS con-
straint equations that allow us to derive a necessary optimality condition and present
the optimality system. The fact that the TDKS equations depend nonlinearly on the
density raises the issue that the TDKS equations are not complex differentiable. This
is considered here; a more detailed discussion and a second equivalent approach to solve
this issue are presented in the appendix.

In Chapter 5, we first discuss the discretization scheme we use to solve the forward and
adjoint PDE. We implement a time-splitting pseudo-spectral method, in particular the
Strang splitting, that achieves second-order accuracy in time and spectral convergence
in space. An algorithm to efficiently calculate the global Hartree potential is also pre-
sented. Second, we present gradient-based optimization methods, notably the NCG and
the BFGS methods. These algorithms are then used in the third part to solve quantum
optimal control problems. We consider four different numerical examples using different
kinds of targets covered in the theoretical analysis of Chapter 4. Furthermore, we com-
pare L? and H! optimization and study the scaling of the computational complexity as
a function of the particle number.

A summary in Chapter 6 concludes this work. In the appendix, the complex dif-
ferentiability of the TDKS model is discussed in more detail and another approach —
equivalent to the one presented in Chapter 4 — is presented. Furthermore, we collect
some important results from functional analysis and some exact solutions for one- and
two-particle (interacting) SEs to be used in numerical test cases. For the convenience of
the reader, we include a nomenclature overview that contains the most frequently used
notation on page 122. Each chapter contains a conclusion at the end to summarize the
most important questions and facts.




1. Introduction

Parts of the results presented in this thesis are published in the following literature.

e Martin Sprengel, Gabriele Ciaramella, Alfio Borzi, A theoretical investigation of
time-dependent Kohn—Sham equations, SIAM Journal on Mathematical Analysis
49 (2017), 1681-1704.
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2. The framework of time-dependent
density functional theory

In this chapter, we introduce the quantum mechanical framework of the time-dependent
density functional theory. After a brief overview of the multi-particle Schrodinger equa-
tion in Section 2.1, we introduce the density functional theory (DFT) in Section 2.2.
We discuss the abstract setting including the maps between potentials, wavefunctions
and densities that form the core of DFT along with the Hohenberg-Kohn theorem whose
proof is presented for non-degenerate and degenerate ground states. Moreover, we in-
troduce the Kohn-Sham approach to DFT that is essential for applications of DFT.

In Section 2.3, we illustrate the extension of the DFT to the time-dependent DFT
(TDDFT). This is done by proving the van Leeuwen’s theorem, an extension of the
Runge-Gross theorem that includes the usage of the Kohn-Sham approach in TDDFT.

As a specific implementation of TDDFT, we consider the time-dependent Kohn-Sham
(TDKS) equations that represent the governing model of our control problem throughout
this work.

2.1. The multi-particle Schrodinger equation

As opposed to classical mechanics where the state of a physical system is characterized by
the positions and momenta of all particles involved, in quantum mechanics, the complete
description of the system is given by a complex-valued wavefunction 1 : Q — C, Q C R3.
The square of the absolute value of the wavefunction |¢)(x,t)|? can be interpreted as the
probability density of finding a particle at this position. For systems of more than one
particle, the system is described by a single wavefunction depending on all coordinates
of all particles. We analyse problems of N interacting identical particles of mass m. The
wavefunction is then a function defined on 3N space coordinates z1,...,zy € R? and
time ¢, ¥ : R3V+1 5 C.
The evolution of this wavefunction is governed by the Schrodinger equation

0
iha\I’(.rl,...,l‘N,t):H\I/(l‘l,...,x]\[,t). (2.1)
The Hamilton operator H = T +V + W consists of the kinetic operator term
A~ 2
T = —2% Zfil V2 where V; is the derivative with respect to the coordinates of the

ith particle, V' denotes a (sum of) single-particle potential, and in this chapter W rep-
resents a particle-particle interaction potential.

In this setting, the issue arises of how to encode the fact that the particles are identical.
In fact, to be physically meaningful, the probability distribution |¥(z1, ..., zy,t)|* must
be symmetric to permutation of pairs of coordinates, i.e. particles. This condition is
satisfied if the wavefunction itself is symmetric (bosons) or antisymmetric (fermions)
when the coordinates of its constituent particles are exchanged. To illustrate this fact
in more detail, consider the case of a quantum mechanical system with two interacting
particles, subject to an external potential. The corresponding Hamiltonian is given by

H= —;;L[V% + V3] + V(w1) + V() + W(zy — x2). (2.2)

7



2. The framework of time-dependent density functional theory

If the interaction term is zero, W = 0, then the wavefunction describing the state of this
system is given by the (symmetrized or anti-symmetrized) product of the single particle
wavefunctions, that is, the variables corresponding to the two particles separate.

More generally, we can consider a parity operator P which acts to permute the posi-
tions of the two particles as follows:

P\I'(xl,xg) = \I/(xg,arl).

If we permute the two particles twice, we obtain the original wavefunction back
P2W(xy,79) = U(z1,72). This implies that the wavefunction is an eigenfunction of
the parity operator and that the corresponding eigenvalue satisfies A> = 1, which im-
plies that A = +1. In the case where A = 41, the particles are bosons and if A = —1
the particles are fermions. Therefore, the wavefunction describing a two-particle system
can be written as follows:

(w1, w2) = Y1 (21)¢2(22) £ 2(21)h1(22), (2.3)

where the symmetric case applies to bosons and the antisymmetric case applies to
fermions. The expression in (2.3) can be represented in terms of matrices with function-
valued arguments. For fermions, the wavefunction W, is obtained as the following de-
terminant:

_ [¥i(z1)  a(an)
Vy(z1,22) = P1(xe)  Ya(x2)

For bosons, the wavefunction ¥, can be expressed as a matrix permanent as follows:

_ Yi(w1)  a(a1)
Wy (1, 27) = perm <1/11(332) ¢2(x2)> ‘

These constructions are called Slater determinants and Slater permanents. In the case
of N particles, we have

Yi(z) - n(a)
Ue(ze,...,2N) :det((¢j(xi))ij) = : : ,
Yi(rn) -0 Yn(TN)
Yi(z1) - (@)
Uy(z1,...,xN) = perm : :
Yi(zn) - Yn(aN)
Consider again a system consisting of two electrons. The wavefunction can be sep-

arated into a space-dependent wavefunction v, and a spin part ¥. The possible spin
states are any combination of the following four unique configurations:

[, T T, T

These spin states can be combined to create a new basis with either symmetric or
antisymmetric components. These states are denoted as follows:

LY =)

triplet states 1,00 = %(\ Ty +111)),
1L-1) =)

singlet state |0,0) = %ﬂ T =1 41))-




2.2. The density functional theory

Notice that the product 1,15 must be antisymmetric by the Pauli exclusion principle.
Therefore, if 15 is a triplet spin state, ¥, must be a Slater determinant for the spatial
component, whereas if 15 is a singlet state, ¥, must correspondingly be a Slater perma-
nent. In the presence of an interaction potential, the two-particle wavefunction will not
be a single Slater determinant or permanent. However, it can be expressed as an infinite
sum of determinants or permanents. Although in practice the true wavefunction may
be reasonably well approximated by truncating the sum after only a few terms. Based
on this consideration, powerful methods have been developed that allow to bypass, at
least in part, the prohibitive exponential computational complexity of solving (2.1). In
particular, we refer to the multi-configuration time-dependent Hartree method; see, e.g.,
[BJWMO00, CL10, Koc06] and the density functional theory discussed in this work.

As the description of spin in the framework of TDDFT is quite involved, we do not
explicitly consider the spin of the particles. However, the repulsion due to the Pauli
exclusion principle for fermions is included in the single-particle potential under consid-
eration.

2.2. The density functional theory

Many models of interest in quantum physics and chemistry consist of multi-particle
systems, that can be modelled by the multi-particle Schrodinger equation (SE). For
example, consider a molecule of N electrons. Since the nuclei are much heavier than
the electrons (nearly by a factor of 2000 per proton or neutron), the nuclei are moving
much slower and can be considered as static such that it is reasonable to study the
system of the NN interacting electrons in the static potential of the nuclei. This is the
Born-Oppenheimer approximation. This system is fully characterized by the N-particle
wavefunction ¥ depending on the 3N coordinates of all electrons. For N > 2, no analytic
solution exists for such a system. Therefore, for the solution one has to rely on numerical
methods. As the space dimensionality of this equation increases linearly with the number
of particles involved N, the corresponding computational cost increases exponentially,
thus making the use of the multi-particle SE prohibitive.

To illustrate the exponential increase, consider a simple molecule like water with
N = 10 electrons. This is already a complicated challenge that needs sophisticated
methods because even storing the wavefunction using a standard discretization with 40
grid points in each coordinate direction results in about 10*® numbers to store which is
approximately the number of atoms in the earth.

This curse of dimensionality has motivated great research efforts towards an alterna-
tive to the SE description that allows to compute the observables of a quantum multi-
particle system using particle density functions. This development, which started with
the Thomas-Fermi theory in 1927 (named after Llewellyn H. Thomas and Enrico Fermi),
reached a decisive point with the works of Pierre C. Hohenberg, Walter Kohn, and Lu
Jeu Sham [HK64, KS65] in 1964 and 1965 who proposed an appropriate way to replace
a system of N interacting particles in an external potential V.;; by another system of
non-interacting particles with an external potential V. + Ve, such that the two mod-
els have the same electronic density. Hence, all observables formulated in terms of the
density can be determined from both models where the second is numerically feasible
because the task scales linearly instead of exponentially with the number of particles.

The density associated with the N-particle wavefunction ¥(xq,...,xy) is defined as




2. The framework of time-dependent density functional theory

follows:

p(x):=N |U(x,...,ox5)?d2s - - - day, (2.4)
QN—I
where the integral is understood as to include a sum over all N spin values (1 or | for
electrons). We want to draw attention to the fact that independently of the number of
particles IV, the density p depends on just 3 space coordinates. As we consider electrons,
the wavefuncion is antisymmetric in the sense that, only changing space and not spin
variables, we have

U(z,...,¢k,...,xN) = —V(Tk,...,x,...,2xN), Vk=2,...,N,

and hence any coordinate can be chosen instead of x; as the free coordinate in (2.4).
An early comprehensive work on the mathematical aspects of density function theory
(DFT) is given by Elliott H. Lieb in [Lie85].

These works and many following ones focused on the computation of stationary
(ground) states and obtained successful results that motivated the extension of the DFT
to include time-dependent phenomena. This extension was first proposed by Erich Runge
and Eberhard K.U. Gross in [RG84] in 1984, and further investigated from a mathe-
matical point of view in the work of van Leeuwen [vL99]. We refer to [ED11] for a
modern introduction to DFT and to [MUNT06] for an introduction to time-dependent
DFT (TDDFT).

Similar to the stationary case, the Runge—Gross theorem proves that, given an initial
wavefunction configuration, there exists a one-to-one mapping between the potential in
which the system evolves and the density of the system. Therefore, under appropriate
assumptions, given a SE for a system of interacting particles in an external potential,
there exists another SE model, unique up to a purely time-dependent function in the
potential [vL99], of a non-interacting system with an augmented potential whose solution
provides the same density as the solution to the original SE problem. We refer to this
TDDFT model as the time-dependent Kohn-Sham (TDKS) equations. These TDKS
equations are discussed in detail in Section 2.3.

2.2.1. Foundations of density functional theory

In this and the next subsection, we consider the stationary case before these results
are extended to the time-dependent case in Section 2.3. The central idea of DFT is to
consider the particle density instead of the wavefunction of a quantum system. One might
ask, whether the density still contains the full information about the system despite its
much simpler structure. Astonishingly, this is indeed the case for some systems. To
answer this question in detail, the following maps are considered.

A potential V' gives rise to a ground state wavefunction ¥ by means of the solution of
the stationary SE

h2
Myw -V — U, ¥ is solution to <—2V2 + V> VU =FEUV. (2.5)
m

The second map that we consider is My 4 : ¥ — p defined by (2.4).

Now, the issue is to specify when the inverse map p — V(p) exists. This depends
crucially on the domain and on the range on which the maps are considered. For this
reason, we start defining the set of N-particle wavefunctions as follows:

W= {\I/ e HY(QN;C) / |U(z1,...,oy5)%d2y - - doy = 1},
QN

10



2.2. The density functional theory

Potential | Wavefunction | Density
all IV particle \Y W A
with a ground state VN W Apn
with a non-degenerate ground state V w A

Table 2.1.: DFT’s function sets.

where = R? in this section. Further, we define the following set of N-particle densities:
A= {pe L' UR)|p(x) > 0,/p € H'(UR), o] = N}.

The condition \/p € H'(;R) ensures that the kinetic energy of the density is finite. It
can be shown, that A C L' N L3; see, e.g., [Lie85].
Since we want to study potentials with finite expectation values, the term

/ p()|o(@)|dz = [lpvll )
Q

of the Hamiltonian has to be finite. If we use the fact that p € L'(Q), we find that
v € L®(Q) is admissible. On the other hand, if we use p € L3(Q), V can be in L3/%(Q)
by Hélder’s inequality. Therefore, we define the space of potentials as the set of functions
that can be decomposed into a sum of a L>(Q2) and a L32(Q2) function as follows:
V = L®(Q) + L¥*(Q), vy = inf + [|2]| oo (62)-
@+ L@, o= it gl + Dl
This excludes potentials that diverge for large x. However, it includes the Coulomb po-

tential, which is one of the most important potentials in quantum physics and chemistry.
In fact, we have the following decomposition:

1 el 1 el

[ 2] |z]

)

where the first summand is integrable in L3/2(Q) and the second one is bounded.

The global phase of the wavefunction is determined by the initial condition and does
not influence the value of any observable. Therefore, it has no physical meaning, in the
sense that wavefunctions differing only by a global phase are considered equivalent. As a
constant in the potential changes only the global phase of the wavefunctions, potentials
that differ only by a constant are also considered equivalent.

DFT is a theory about the ground state, that is, the wavefunction associated with the
lowest possible energy. We introduce the potentials that have at least one ground state,
which define the set Viy C V, and the potentials having a non-degenerate ground state,
i.e. potentials for which a unique solution to (2.5) with lowest eigenvalue exists. These
potentials define the set V C V. Correspondingly, the ground state wavefunctions are
denoted by Wy C W, and the ground state densities with Ay. The non-degenerate
ground state wavefunctions are denoted by W C Wpy. All subsets are proper subsets.
These definitions are summarized in Table 2.1.

Now, we study the maps My and My 4 between the different sets, see Figure 2.1 for
an overview. After discussing their properties, we prove most of them in the following
lemmas; see [Lie85] for the remaining proofs.

Since not all potentials have a ground state and not all wavefunctions are solutions of
the SE (2.5), the map My can only be discussed from Vi to Wy and not from V to

11



2. The framework of time-dependent density functional theory

bijective, to power set

injective, surjective, surjective,

VN > to‘ powerlset < WN > né)t injectlive<

VAN W VAN

bijective bijective

Myw My 4

Figure 2.1.: The different subsets of potentials, wavefunctions and densities and the prop-
erties of the maps My w and My 4 between them.

W. The map Myw : Vy — Wy is not well-defined as one potential can have multiple
ground states. More precisely, it maps not to Wy but to the power set of Wy. With
this adjustment My is surjective to W by definition of W and by Lemma 2.1 it is
injective. For this reason, one defines the sets V and W such that Myw : V — W is
well-defined and bijective.

The map My 4 is always well-defined for all ¥ € W by (2.4) and surjective to A,
see Lemma 2.3, but not injective, see Lemma 2.4. My 4 : Wy — Ay is surjective
by definition, but not injective, whereas My 4 : W — A is surjective by definition
and injective. There exists extensions using density matrices instead of ground state
wavefunctions to define My, 4 for a larger class of densities.

The original theorem of Hohenberg and Kohn (HK), stated in Theorem 2.5 considers
the situation of non-degenerate ground states and proves the bijectivity of the maps
Myw : V = W and My 4 : W — A. This theorem can be generalized to show that the
combined map My 4 o Myw : Vy — Ap is bijective even though Myw : Vy — Wiy
maps to the power set and My 4 : Wy — Ap is not injective, see Theorem 2.6. This is
because the injectivity of My 4 is only violated for wavefunctions being different ground
states of the same potential. Before proving the HK theorem, we study the maps My w
and My 4 separately.

Lemma 2.1. The map Myw : Vy — W is injective, if potentials that differ only by a
constant are summarized in an equivalence class.

Proof. We want to prove the statement by contradiction. Given two potentials V; and
Vo that differ by more than a constant with corresponding ground states ¥; and Ws.
If the potentials are degenerate, take any of their ground states. Now, assume that
V) = Uy = U. Subtracting the corresponding eigenvalue equations gives the following;:

(El — EQ)‘I/ = (Vl — ‘/2)\11 = 0= (Vl — VQ)\I/,

because Vi, Vo are equivalence classes of potentials differing by more than a constant
like Ey — Ey. By the unique continuation theorem, [RS78], the wavefunction cannot be
zero on a set of positive measure. Otherwise it is zero almost everywhere and hence not
normalizable. Therefore, we have V; = V5 which contradicts our assumption. ]

We remark that Lieb [Lie85] comments about the unique continuation theorem, that
“Strictly speaking, this theorem is only known to hold for L?O ., but it is believed to hold
for L3/2 4 L7,

Before showing the results on My 4, we have to study Slater determinants in more
detail in the following lemma.

12



2.2. The density functional theory

Lemma 2.2. Given N orthonormal wavefunctions {1;};, v; € H'(Q;C). Their Slater
determinant V(zxy,...,xN) = ﬁdet((wi(:rj))ij) is a normed wavefunction in W and

has the density p(x) = SN | |ihi(z)|> € A.

Proof. Using the Leibniz formula for the determinant and denoting the permutations of
1,...,N with 7 and o, direct calculation shows

- N/ ’\I](.’E,.’IJQ. . .,I’N)|2dx2. . dl’N

:N/]\ln|det((wl(l‘]))w)|2d$2dl‘N

/ZH % Tl'(’L ZH U(] )dxgda:N

T 4=1 o j=1

N N -
= ﬁ Z Z(*l)ﬂ-‘ro‘ / H¢Z($W(2))¢Z(l‘g(l))d$2 . de
T i=1
N N -
= N Z Z(_l)ﬂ+a / Hq/;ﬂA(i) (xi)wa,l(i) (z1)dzs - day

= i S LTI v ok (v e @)

=1, if r=0
‘577*1(1')0*1(1)
N

N,Zwﬁl )11y () sz ,

because for all i = 1,... N there are (N — 1)! permutations 7, such that 7=1(1) = i.
Together with the factor IV this cancels the N!. Analogously, one shows that the kinetic
energy of the Slater determinant is given by

T(w) = ;nz/ V() 2da
=1

The norm of VU is given by H\I/HL2 Qny = % Jop(x)de = % ZZ L Jo [¥i(z)|?dz = 1. From
T(¥) < oo one has that VP € Hl(Q), hence p € A. O

Lemma 2.3. Consider the map My : W — A. We have that My 4 is well-defined
and surjective.

Proof. By definition of W and A, for every wavefunction ¥ € W there exists a density
p € A. Hence, My 4 is well-defined. Next, we show surjectivity of My 4. To do so,
we prove that for every density p € A there exists a wavefunction ¥ € W (as a Slater
determinant), such that

p(z) =N W(z,...,zN)[Pdes - - day
QN-1

holds.
Given a density p, we explicitly construct a wavefunction whose density is given by p.
To this end, let x = (21, z2, z3) and define

/ / / (s, 9, x3)dzodxsds.

13



2. The framework of time-dependent density functional theory

Then f is monotonically increasing from 0 to 2w. Now, define the following functions:

o*(z) = pj(vx)exp(ikf(xl)), k=0,...,N —1.

These functions are orthogonal in L?(R3), as the following calculation shows:

(0", '), = [ #@dlon = [ AL st -y
R3 R3

:/1 df(y) L__cif() (k=D —( kA,
R 27 dy

eif(:vl)(kfl)dxl — {QW(k—l)
x1
By Lemma 2.2, ¥(21,...,25) = —= det((¢;(z;));;) € W and has the density

= flz1)]2 =1 k=1
VN

Y loitl? =3 A2 = pla),

= =1

d

Lemma 2.4. The map My 4 : W — A is not injective, even if one considers equivalence
classes of wavefunctions that only differ by a global phase.

Proof. We present a counterexample for N = 1 particle and in n = 1 dimensions. Let
U(zx) = \/ge_m| sin(2z) € W. Then ¥y (z) = ¥(x)e'™®) and Wy(z) = ¥(x)e'*™(2%) are
in W, too, and ¥; and Vs differ by more than a global phase. However, the densities
are obviously identical, as they depend only on |¥|2, hence pi(z) = p2(z). O

With this preparation, we can now discuss the theorem of Hohenberg and Kohn,
published in [HK64].

Theorem 2.5 (Hohenberg and Kohn). Given two potentials Vi and V, that have non-
degenerate ground states and differ by more than a constant, then their ground state
densities p1 and po differ. In other words, My 4 o Myw :V — A is a bijection.

Proof. The proof uses the variational property of the ground state. To obtain a contra-
diction, we assume that p; = p2 = p. However, the corresponding ground states differ,
W, # Uy, as discussed in Lemma 2.1. As the ground states are non-degenerate, we have
for the ground state energies F7 and Fs corresponding to the ground states Wi # Wy

Ey < (U, Hl\I’2>L2(R3;CN) = (Uy, H2\I’2>L2(R3;CN) + (Uy, (Hy — HQ)\IJ2>L2(R3;(CN)

— Bt /Q o) (Vi — Vo) (),

and similarly
Ey < Ey +/ p(a;)(Vg — V1)<Hf)dl‘
Q

Adding both lines yields the contradiction to conclude the proof. ]
This theorem can be generalized to the case of degenerate ground states as follows.

Theorem 2.6 (Hohenberg and Kohn 2). Theorem 2.5 holds also for degenerate systems,
i.e. the map My Ao Myw : Vy — AN is bijective.

14



2.2. The density functional theory

Proof. The map My 4 o My is surjective by the definition of the sets Viy and Ay.

Let Ay = {¥y,...,Ux} be the ground states of V7 and Ay = {®1,...,P1} the ones of
Vo. Then by Lemma 2.1 ¥y, = &;Vk =1,...,K,l =1,..., L. Taking linear combinations
of the wavefunctions one finds ¥ # & V¥ € span A;,® € span As; in other words
span A1 Nspan Ay = (. Therefore, Vk = 1,...,K, 1 =1,...,L, we find for the ground
state energies Fy of Vi and Fs of Vs

Ey = (W, H1Wy) r2ps.ony < (Prs H1Pk) r2ps,cny

= (P, H2®k>L2(R3;CN) +/ﬂpk($)(v2(x) — Vi(z))dx
B+ /Q o) (Vi () — Va(a))da

and analogously for Fy. Summing both inequalities yields

/Q (pr(2) — pu(@)) (Va() — Vi (2))dz < 0.

Hence, the densities coming from different potentials have to differ in the Lebesgue
sense. =

The HK theorems are important to DFT because they state that given a density
p € Ap, it is theoretically possible to determine the potential V' € Vi it is generated
from. With this potential, the SE (2.5) is known and the wavefunction ¥ € Wy could
be calculated. Hence, the density contains the full information about the system and
the ground state energy and — in the case of p € A — all ground state observables can
be calculated from p as follows:

0lp) = (W(p), OU()) |,
If the system has a degenerate ground state, only the observables that can be written in
terms of the density can be determined.

The HK theorem states a bijection between potentials and densities for the sets V
and A and Vy and Ay. We remark that the sets A and Ay are defined such that this
bijection holds and there is no other characterization of them. Only a few properties of
them are proved and their exact structure remains unknown.

The reason for asking for a non-degenerate ground state in Theorem 2.5 is that in this
case it is possible to single out exactly one state with a variational principle. Energy is
chosen as a variable because it is a very important quantity. However, it would also be
possible to define a density theory based on, e.g., angular momentum, if one is interested
in the state of lowest angular momentum.

Furthermore, we remark that the HK theorem states that Schrédinger equations with
different potentials have different solutions. This is of course stronger than asking for a
single PDE to have a unique solution.

2.2.2. The Kohn-Sham approach

The HK theorem states that in principle it is completely equivalent to describe a quantum
system by the density instead of the wavefunction. This equivalence is obtained by
showing that it is possible to find the potential giving rise to the density and then solve
the SE with this potential. However, this does not provide a way to escape the problem
of solving the high-dimensional SE. The breakthrough for a successful application of

15



2. The framework of time-dependent density functional theory

DFT was developed by Kohn and Sham (KS) in [KS65]. They studied the SE of N
interacting particles

h2 N N
(—QmZv? + ) Vewr(wi) +W> U=FET,
i=1

i=1

where W is the interaction between the particles. For electrons, it is given by the
2

Coulomb repulsion W = Z%‘ﬂ ﬁﬁ—%l’ where ¢g is the vacuum permittivity.
Kohn and Sham recognized that it is possible to obtain the same density p from a

non-interacting SE with an additional single-particle potential Vg = Vert + Vi, which

embodies the interaction between particles. For this purpose, the lowest N eigenvalues

and corresponding orthogonal eigenfunctions of the following problem are determined:

h2

(—mv2 + Veg;t(l’) + VHCEC(‘T7 p)> wi = Ei 1/1, (26)

Forming the Slater determinant of these orthogonal eigenfunctions, ¥ = det(t;(z;)),
i,7=1,...,N, a solution to

N h2 - N ~
Z <—2sz2 + Veat(zi) + VHzc(ﬂﬁi,P)) = <Z E’) v 27)
i=1

=1

is found. We remark that for Slater determinants Lemma 2.2 applies and the density is
. N 2
given by p(z) = 3,1, [¢i(2)[*.

The key problem is therefore to choose Vi g such that the density corresponding to
¥ is the same as the density p associated to W. If this is true, then it is possible to
calculate the value of all observables, which can be written in terms of the density, by
solving IV single-particle problems. In particular, since the energy is a functional of
the density alone, we have £ = Zf\il F;. So a linear growth of the complexity of the
problem with the number of particles can be achieved instead of an exponential one as
in the interacting case.

The KS potential Vg is not explicitly known. A complete analytic form of Vi g would
solve the multi-particle SE, which cannot be expected. Finding a good approximation
of the true Vi g is one of the main challenges in DFT. Since the emergence of the KS
approach, there has been intense research on approximations to Vg that have proved
to be successful in applications.

In this quest, the prevalent approach is the so-called local density approximation
(LDA). It assumes that the quantum mechanical part of Vi, depends pointwise on the
density alone. To find an explicit formula, the KS potential is decomposed into the
following three terms:

Viee(w, p) = Vu(z, p) + Ve(p) + Ve(p). (2.8)

In (2.8), the Hartree potential

2

Vi (z, p) = — / p) dy (2.9)

Amey Jo |z —

is defined as the convolution of the density with the Coulomb potential. It represents
the classical electromagnetic interaction with a fixed system of independent electrons.
In LDA, this is the potential term that depends globally on the density. The other two
potential terms are local and represent quantum mechanical corrections.
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2.2. The density functional theory

In quantum mechanics the Pauli exclusion principle states that two electrons cannot
share the same quantum state; see Section 2.1. This results in an additional repulsive
interaction between the electrons. In density functional theory, this phenomenon is
modelled by two terms: the exchange potential V,, and the correlation potential V..

The exchange potential contains the Pauli principle for a non-interacting homogeneous
electron gas, and it can be calculated explicitly in the case of LDA (see [Con08, PY89)])
as follows:

N N L s o)

4deq dmeg V

where V2P refers to the two-dimensional case and V3P to the three-dimensional case.

The remaining part of the interaction is about one order of magnitude smaller and it
is called the correlation potential. No analytic expression is known for V.. However, it is
possible to derive the limits for high and low densities and to calculate the potential at
single intermediate values of the density using Quantum Monte Carlo methods. These
results are then interpolated to give a function of p; see, e.g., [AMGGBO02]. In Figure
2.2, we plot the shape of V. used in the numerical experiments in Section 5.3.

—5-1072

—0.11 R

—0.15 |- o

Figure 2.2.: The Quantum Monte Carlo fit used in the numerical experiments of this
work from [AMGGBO02]. The values for the limits are lim, o V.(p) = 0 and
lim, o0 Ve(p) = —0.1925.

All correlation potentials commonly used are of similar structure; see, e.g., [MOB12].
They are zero for zero density and otherwise negative, while having a convex shape.
Furthermore, they are bounded by V. in the sense that |V.(p)| < |Vz(p)| for all p € RT.

There are extensions of LDA using potentials Vi, that depend, in addition to p, also
on Vp (generalized gradient approximation, GGA), and also on p, Vp, V?p (meta-GGA)
and so forth; see, e.g., [ED11].

Furthermore, LDA can be understood as an expansion around the limit of non-
interacting particles because Vi, which describes the interaction with a given electronic
density, is the dominant term. It is also possible to pursue the approach to interpolate
between no and infinitely strong interaction, which is the so-called strictly correlated
electrons (SCE) approach; see, e.g., [SGGSO07].
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2. The framework of time-dependent density functional theory

2.3. Time-dependent density functional theory

The DFT is a stationary ground state theory. To study excited states and the time
evolution of a multi-particle quantum system, DFT was extended to time-dependent
DFT (TDDFT) by Runge and Gross in 1984.

The original theorem stated in [RG84] is the following. Consider every single-particle
potential Vg,¢(x,t) which can be expanded into a Taylor series with respect to the time
coordinate around t = ty. Consider the map G : Vit — p defined as

G(V:ewt) = P(‘I’(Vext))7
where (V) is the solution to the time-dependent Schrodinger equation

ov 1
i— = —=V2 4+ W + Vo | U, T(0) = 0",

ot 2
and p is the density corresponding to W(V.z¢). The map G is injective up to an additive
merely time-dependent function in the potential. A rigorous theorem that also specifies
the spaces between which the map is invertible is given later in Theorem 2.10.

Remark. We remark that there are different units used in physics. The most widespread
system of units is the “International System of Units” (SI). In experimental physics and
chemistry, these units are used nearly exclusively. However, in theoretical physics it is
common to use so called “natural units”. In this setting, natural constants describing
the characteristic physical scale are defined to be 1 which is the mathematical unity
(multiplicative identity). Obviously, this procedure does not only change the numbers
but also the dimension of the quantities. In this section, we follow the literature on
TDDFT which uses exclusively natural units in the form of A = m = 42250 = 1. If not
explicitly stated otherwise, we use natural units throughout the rest this thesis.

Since there is no variational principle available for the time-dependent case, some of
the DFT concepts have to be adapted. However, it is still possible to introduce a time-
dependent Kohn-Sham (TDKS) scheme which allows to transform the 3N dimensional
interacting time-dependent SE to a system of N single-particle SEs. The theoretical
justification for this formulation is given by an extension of the Runge-Gross theorem
due to van Leeuwen, see [vL99, Boil.

We remark that the investigation of TDDFT is an active research topic. In particular,
there are only few results on the theory of existence and uniqueness of solutions to the
time-dependent Kohn-Sham equations, [Jerl5, SCB17c]. Taking into account only the
Hartree potential, some results can also be found in [CL99]. However, in applications,
TDDFT is already widely used in quantum physics and chemistry and there are several
software packages available for this purpose; see, e.g., the code Octopus [CAOT06].

Now, in order to continue our discussion and state the van Leeuwen’s theorem, we
make the following assumption.

Assumption (TDDFT 1). We assume the following:

(a) © C R3 is a bounded domain with sufficiently smooth boundary, e.g. 9Q € C?; the
boundary condition is only necessary for Assumption (e);

(b) @ € CY([0,T);C*QY)) and L5 = Tt

(¢) the density p: [0,T] — C(Q) is analytic at ¢t = tq and %(to) € CH(Q) Yk € Ng;
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2.3. Time-dependent density functional theory

(d) ¥(z,t) =0 for all t € [0,7] and = € 9.

Further, we define the following short-hand notation: We omit the arguments in the
wavefunction, ¥ := ¥U(zy,...,xy,t) and denote the gradient with respect to the coor-
dinates of the j-th particle x; by V;. For the first particle, the index is omitted, i.e.
x1 = x and V1 = V. Moreover, we define the probability current by

N
J(x,t) = —i— U(x,x2,...,xN,t)VY(x,T9,...,TN,T
@)=y [ W VU ) 210)

—VU(z,x9,...,2N,t)VU(2,29,...,2N,t)dzs - - daN.

Lemma 2.7 (Continuity equation). The continuity equation describes the time evolution
of the probability current and is given by

Ip(x,1)
ot

= -V -J(z,t).
Proof. From the definition (2.4) of the density, we have

Op(x,t) ov  _ov
- N v LT Ay - day.
ot v g TV gy drz e da

Using the Schrédinger equation %—%’ = —iHWV and its conjugate, we find

t .
Op(@:t) _ i UHU — UHWUdzy - dzy
875 QNfl

Now, we can use the divergence theorem to turn every integral of a divergence into a
surface integral. Due to the boundary conditions, Assumption (d), these integrals vanish.
The only term left is for 5 = 1. Since the integration is not over x;, we can exchange
divergence and integration to obtain

Op(x,t) iN

=-V.— UV — UVWdzy - -doy = =V - J(z, ).
ot 2 Jon-1

O]

The following lemma discusses an equation that is central for the proof of the van
Leeuwen’s theorem as it provides a relation between the density and the external poten-
tial.

Lemma 2.8. Consider the Hamiltonian H = T + W + Vewr with T = —%Zj V?,

W = Z;szl m, and Vezy € C(0,T;C?(R)), then the following relation between
2 7 J

the density p and the potential Ve holds

2
O 0l 1) = ¥ - (ol )9 Ve (,0) + g, ), (2.11)
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2. The framework of time-dependent density functional theory

where q is defined as

02 d
glz,t) =) 57, axaTﬁa(:c, )+ a—ana(x, t), (2.12)
a,B «

ZTa, a = 1,2,3 denotes the components of x € R3, the momentum-stress tensor Top s
given by

T t) i= — _Z
o, ?) 2 Jon-1 0xg Ozq * 0rg 0rq 2

N o 9¥ 9T 9 1 9%
(8x@8xa (\IJ\I’)) dzg - - -dxy,

and the Coulomb term W, is defined as follows

0 L1
Wa(z,t) := N |2 Z dzg---dxy.

QN-1 0% = |z — x|
Proof. We denote the components of x and J with z, and J,, « =1, 2,3 and consider
the time evolution of the component « of the probability current. We use the SE to
determine the time derivatives as follows.

) iN GOV 0 0 . oUAT 0 0 —
gy oro" 32 29 297 392 Y Fde ...
ot 3 Jonos Ot Oz " L0t 0w O 0wy 0t Omy vz dew
N v 9 T
_ B2 _ 52 (5u) + (HY) L — v (HT)das -
2 Jon-1 )axa 8;1:a( )+ ( )Oxa &ca( Jdwy -+~ dzy

0 0y 0w
- atj“+at‘7°‘+at‘7a’

where we used Assumption (b). Now, we look at each term of the Hamiltonian T, Veat,
and W separately. We start with the kinetic energy T,

N N

—\ 0 — oV — ov
E 2 — § ) . ) )
J=1 J=1
N N
— ov —_ oV — ov
— 277 . il .V
\IJ?le s ;:1: 7 (ij 8$a> + VT Vi

Adding the two lines cancels the last term in each line and only the divergence remains.
Thus, similar to the proof of Lemma 2.7, we have sums of integrals containing only
divergences. By the divergence theorem all the integrals for j = 2,..., N are zero due
to the boundary condition Assumption (d). What remains is the divergence for j = 1.
N_ 1 — 0¥ oV ov ov
/QNI

o v _
&ja =5V3 (VU) — —OUV— + (VU) -— — xwa—dxz ~oday.

2 Oz, Oz, 0%q Lo

The S-th summand of the divergence is given by

O0xg 2 \ Oxg 0xq B 0xglx, + O0xg 0xq B 0xgdxr,
0 <a\11 ov 0¥ ov 1 <\I/ 0% ov 0¥ 9V 9v 0 >)

_ _ - 0
Oz \ 0x3 0xq + O0xg Oxq 2 0rglr, Org0ra 0T 074 * 0x30xq

Lo (0Tov v ol 1( 9 o
 Oxg \Orp0ro  Oxg074 2 \ 013014 '
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2.3. Time-dependent density functional theory

Using the definition of the momentum-stress tensor, we find

a T 8Ta13
5 Z By (2.13)

Next, we consider the terms involving the potential Ve,

. —_ov  _ 9 ov 0 —
= VetV o— — W (Ve ¥ extVor— — U — (Ve ¥
V= Ve 0xq c%ca(v 19) + Vet 0xq 8$a(v )
— 0¥ avext — 0w ov 8Ve$t v
— Vex \Pi \II \Ilivvex ‘/ea: ‘Pi \I[ \Ilivveac
t 0%q 8xa 0xq t+ Veat 0%q 8:ca 0xq t
Since the integration is only over xo,...,xn and V. is assumed to depend only on =,

we can push %VTZM out of the integral and obtain

0 vV N > o a‘/ext
&‘7@ =3 QN71Vdm2 dzy = —p(x) T

Finally, we study the electron-electron interaction W which is a two-particle interac-
tion in contrast to Ve;;. As in the case of V., we obtain

daw__ 2 [y dzo---d
atja 2 /’ | 0z, ; |z; — ;] 2 N

N
1
— _N \112 E d .. d =: —Wa’
/| | axa . 2|$1—$j| T2 TN

where we used the fact, that x, is one component of x1. In contrast to the case of V.,
we cannot simplify this term further as now the derivative of the potential depends not
only on x; but also on z9,...xN.

Summing the three terms %J y Bt jo‘l/, and atjoljv, we obtain

Q . 8‘/;$t($,t) 8
atja(wi - p(flﬁ',t) axa zﬁ:al_BTBOA W

Taking the divergence and using continuity (Lemma 2.7) one finds

2
gﬁp@,t) = V- (pl, ) VWit (,1)) + q(, )

92
with ¢(z,t) = Zaxgax Tga(z,t) +Z@x oz, 1). O

With these preparations, we can present a constructive proof of existence and unique-
ness of a KS potential, see also [RPvL15, Penl6]. The original Runge-Gross theorem
states that the map V +— p is injective. The following theorem is more general as the
second two-particle interaction W’ can be chosen different from W and not only unique-
ness but also existence of the single-particle potential is shown. The latter fact makes
the proof more involved. However, as it is possible to choose W/ = 0 — which is the
KS case — the theorem also shows the existence of a KS potential. Further, we want to
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2. The framework of time-dependent density functional theory

remark that no restriction is given on W, apart from the fact that the resulting PDE
has to have a sufficiently regular solution.

In [RPvL15, Penl6], a proof of the so-called van Leeuwen’s theorem was proposed,
however the convergence proof of the Taylor series and the precise formulation of the the-
orem cannot be found in these references. It was our care to write the precise statements
by inspecting the steps of their proof and all related conditions. Using their calculations
and different assumptions, we completed the proof of the statement.

The constructive proof of the following theorem is based on the idea that, for a given
density p, all time derivatives of the external potential at ¢ = £, Ve/gf), can be obtained
from (2.11), where we introduce the notation

k
) = & s

otk i—to

With these derivatives, the time dependence of V/ , can be determined as its Taylor

series at tg, requiring that the density is an analytic function of . To show convergence
of the resulting Taylor series, we use the following theorem from standard calculus.

Lemma 2.9. Let B denote any Banach space, e.g. H*(Q). Given a sequence (My)y,
with 0 < My, € R such that Y ;2 | My, converges and a sequence (vg)r with vy € B such
that ||vk||B < My, for all k € N. Then the series > oo, vy converges (absolutely) in B.

Assumption (TDDFT 2). We assume the following:

(e) For 0 < p(tg) € CHQ), p(x,to) # 0 for x € Q, p(ty)~2 € LY(Q), and f € L*(Q),
the degenerate elliptic PDE

(p(to)Vv, V)2 = (f, @)z Ve € Hy(Q), (2.14)

possess a unique weak solution v € H} () N H%(2). Furthermore, we assume the
bound

[0l g2 < K[|l 2 (2.15)

where the constant K is allowed to depend on p(tp). See [PR11, Penl6] for similar
statements.

(f) pis a polynomial in time of degree n,,
Tp

plat) = ”l(!”““) (t —to)", (2.16)

=0

and p*) € C1(Q); this assumptions replaces Assumption (c);

(g) There exists a 7 < %%, such that Hp(k)HC@) + HV,O(k)Hc@) < 7 for k> 1 (no

restriction for p itself);
(h) let W’ be such that ¢'®) € L?(Q) for all k > 0;

(i) ¢ is a polynomial in time of degree ny,

Nq
d(@,t) =
=0

qzl(!””) (t — to)L. (2.17)
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2.3. Time-dependent density functional theory

Next, consider the set U of potentials V' that are analytic in time for ¢ € [to, T], T > to
with V¥ € H}(Q) N H?(Q) Vk € Ng. We remark that by prescribing the zero boundary
conditions, we remove the ambiguity from the external potential that is commonly found
in the TDDF'T literature where potentials are considered “up to a purely time-dependent
function” that only changes the global phase of the wavefunction.

Theorem 2.10 (van Leeuwen’s Theorem). Consider a Hamiltonian H = T+W + Veat
and an initial state WO € C*(Q) whose resulting density p satisfies Assumption (c) with
p(x,t) #0 Ve € Q, Vt € [0,T] and p~2(-,t) € L}(Q).

Then, given another two-particle interaction potential W' and a second initial state
WY given such that p(U”) = p(¥°). Furthermore, Assumptions (a)-(i) hold.

Then there exists a unique single-particle potential V., in U such that the densities
p(x,t) and p'(x,t) of the two systems coincide.

Proof. We have two systems, described by the Hamiltonians H(t) and H'(t), where
H(t) =T+ W + Ve (t) is given and H'(t) =T + W' + V/, is prescribed up to V/,,(t).
Furthermore, the initial states ¥? and Y are given. The aim is to find a single-particle
potential V., such that the densities p(r,t), p'(r,t), which are analytic in t = ¢(, are the
same for all times, p(r,t) = p/(r,t). This is achieved by constructing V., from its Taylor
series around ¢ = to in such a way that p*®) = p/(k)

We recall the definition of ¢ from (2.12). Requiring p/(tg) = p(to) and p'® = p®?), we
obtain from (2.11)

p(@) = ¢ (w.t0) + V - (pl,t0) VViny ). (2.18)

¢'(z,t0) depends only on the initial condition ¥ which is known and the new interaction
W’ respectively their spacial derivatives. As we assume that p=2 € L'(Q2) and p # 0
in the interior of 2, we can apply the result of [PR11], stating that (2.18) has a unique
solution V., (-,t0) € H}(2). By Assumption (e), the solution is even in Hg () N H?(1Q).

Now, we determine the higher derivatives of V., recursively. To this end, we take the

k-th time derivative of (2.11) in Lemma 2.8 and obtain

P 2) +Z<>(kwwW$@)

Demanding p/(*+2) = p(k+2)  this gives the PDE

k—1
k ”l
v (O @) = o) - W) - 3 ()7 (H TV @),
=0
Velg(clf) (x) = 0 for x € OS2
(2.19)
In step k, Veg(ct) is already known for [ = 0,...,k — 1, the power series of p is also known.

However, it is not possible to determine ¢ ( ) by directly differentiating (2.11) because ¥’
is only known at tg and hence its derivatives cannot be calculated. Furthermore, from
the known p'®) it is also not possible to establish ¥(¥). Therefore, we use the (k — 1)-th
derivative of the SE to determine ¥'(*) and this in turn gives us ¢'*,

W' = (—iH(to)¥) =D,
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2. The framework of time-dependent density functional theory

Therefore, all terms on the right hand side of (2.19) are given and in L?(2) for all
t € [to, T]; with the boundary condition V'%®) — 0 on 09, by Assumption (e), the PDE

ext

has a unique solution v/ )( t) € HY(Q) N H3(Q).

ext

Now, we have V., &) for all k € N , and we define the potential to be the power series

ext

ea:t i = t —t ) (220)
k=

To conclude this proof, we need to show convergence of this power series. This is done
by bounding V') as a solution of (2.19) by the right hand side and then use Lemma

ext

2.9. The weak form of (2.19) is given by

— (PO @V @), Vo) |

k—1
1
_ <p<k+2>< @ -3 ()7 (U weve), <P> | Ve HY@).
= L2
(2.21)
o (2.21), we apply Assumption (e) and obtain the existence of a unique solution
V'™ ¢ H1(Q) N H2(Q) and the following bound:

k—1

o042 () — /B () = 3 (’;)v (P V@)V @)

=0

Vel < K (2.22)

L2

As p and ¢ are assumed to be polynomial in time, we can use the series expansions
(2.16) and (2.17) to obtain [[p*+2) + ¢®)|| 2 < ||rriallz2 + gkl 2 and

1)
|v- (5*=09vi)]| |, < ircsle + 19l IVAD e (2.23)

)

(2.24)

Altogether, we obtain the following bounds for ||V, t || 2, k> 1,

v

k—1

ext

k l
ext H <K <H7”k+2||L2 + llgxllz2 + (l) (Hrk—lHC + Hvrk—ch) ’ )

=0

To apply Lemma 2.9 for B = H{(Q) N H?(£2), we need to bound the right hand side
in such a way that the sum over the bounds divided by k! still converges, i.e.

k—1
i el + llawlzz + X550 (3) (lre—ille + IVri-ille) [ Vi 12

o <oo.  (2.25)

k=0

By Assumptions (f) and (i) the sum » .7, —HTHQHL?FH%HLQ =30 —HTHQHLIQJFHQ’“HLQ
is a finite sum and hence converges. Therefore, we need to consider the double sum
in the following. Recall that p and ¢ have series expansions of finitely many terms n,
respectively ng. Define n := max{n,, ny}. Further recall that ||ry|c + ||Vri|c < 7 < n—lp

by Assumption (g). As there are only finitely many g # 0, there exists a ¢ such that
lakllr2 < ¢
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2.3. Time-dependent density functional theory

To get a better understanding of the double sum, we first consider the case n, = 1
which means that the sum in (2.22) only has the term [ = £ — 1. Using (2.23) in (2.22),
by induction, we have

k |y (k=1
Va2, < & (Iresallzz + lawl oz + w7 V25| ) (2:26)
~ - k—
< K (el + laelze + K (Irllzz + lae-tllee + 0= D7 [V )
(2.27)
k
< S (rectrallze + lgeoill2) e R 4 BIFE [ve| (2.28)
= k—i1+2][L k-l (k— ) : ext || g2 :
1=0
Using Assumption (g) and the geometric series, the series
Z k“kKkH A0 e (2.29)
converges. For the first term and sufficiently large k, we have
d kU g - K gk
> (re-reallze + H%JHL?)UC — K= "(Irjealle + lgjllg2) =77 K*7
=0 : j=0 j
L K ~k—j pok—j+1 Nkl k+1
§(r—|—q)2]' IR <(r+q)f—nr max{1l, K"},

where we used the fact that both r, = 0 and ¢ = 0 for £ > n. Using this for the double
sum in (2.25), we have

00 1 k ol
ZEZ(W%—H&”L? llan-llze) 77— AR
k=1 " 1=0 (k=D!

(2.30)

(e.)
< (F+ q)% 3 # max{1, K1} < oo,
k=1

where the convergence is given by the geometric series and Assumption (g).

For n, > 1, the estimate goes similar although there are more terms appearing in
(2.26)—(2.28). However, 7 appears with the same exponent and the terms also have
a prefactor of k! and can therefore be treated in the same way. In each iteration the
number of terms is multiplying at most with n,, so, in total, we get an additional factor
of n’pC in (2.28). Due to the bound 7 < anK the series

o
S S KMV a2 < oo (2.31)
k=1

and (7 + q Z'rknk max{1, K1} < oo (2.32)

replacing (2.29) and (2.30), respectively, still converge and we have

< M,

ext H H2

Np k; ) »
VZ:E;I;)HH2 < K | el + llaelze + Z <kz _j)r‘ k=)
j=1

with My = (7 + ) = it nk max{1, KEU) 4 kil K8V
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2. The framework of time-dependent density functional theory

and the series Y 7o % < 0O converges.

Altogether, we have shown the convergence of the power series of V_,, and, therefore,
the desired V/,, exists in U. As all functions in U are analytic and uniquely determined
by their Taylor coefficients and these are uniquely determined by the solutions of (2.21),

V!, is also unique in U. This completes the proof of the van Leeuwen’s theorem. O

/

We want to conclude this theorem with a discussion on several issues in the proof.
The argument was originally presented by R. van Leeuwen in [vL99]. While we still use
his creative main idea, there were two issues in his calculations.

First, in [vL99], existence and uniqueness of the solutions of (2.18) and (2.19) were
not discussed as the PDEs was not recognized to be degenerate which prohibits the use
of standard theory of elliptic PDEs. For (2.18), existence and uniqueness of a solution
in H}(2) was proved in [PR11] using weighted Sobolev spaces; see also [GU09] and
references therein for a more general analysis of degenerate elliptic PDEs and weighted
Sobolev spaces. However, for the right hand side of (2.21) to be well-defined in L?(2),
we need to assume higher regularity of the solution in Assumption (e).

The second question is the convergence of the Taylor series. Contrary to the classical
Runge-Gross theorem, see [RG84], the van Leeuwen’s theorem aims at showing the exis-
tence of V. ,. Hence, convergence of the series has to be proved directly and properties
of the presumed V/,, cannot be used for this.

X
A simple solution to this issue is the assumption made in [BCS17] that there exists

an M > 0 such that maxgeyn ||Ve,g;)|| c@ < M. We have proved the same result using

different assumptions: First, no assumption is made beforehand on the values of Végf)
that are to be determined during the proof and are not known in advance. Second, we
did not require a uniform global bound on the solution of (2.21) but allow for the bound
to depend on the right hand side and use the growth Assumption (g).

Furthermore, we want to remark that the uniqueness of the potential V_ , is a delicate
issue. We refer to [Penl6, p. 153] and reference therein for a discussion on the issue of
uniqueness for analytic external potentials with finite convergence radii. In the recent
work of Fournais et al. [FLLS16], the interplay of the regularity of initial condition and
the regularity requirements of the external potential in the uniqueness proof (i.e. the
original Runge-Gross theorem) is discussed in detail; however the existence proof (van
Leeuwen’s theorem) is not discussed therein.

To complete our discussion on the general TDKS framework, we remark that there
are two (open) issues that are specific to the time-dependent KS approach. First, as
illustrated in the discussion above, the KS potential depends on the initial states of both
the interacting N-particle wavefunction W° and the KS Slater determinant ¥%. This
is a serious complication compared to ground-state DFT, as for every initial state a
new KS potential is needed. Our second remark is that the exact Kohn-Sham potential
at time t actually depends on the density at all times and not just on the density
at time ¢. Specifically, since the Coulomb interaction is instantaneous and the Hartree
potential has no memory, the history dependence is contained in the exchange-correlation
potential. The memory effect is due to the fact that most of the degrees of freedom of
the wavefunction are traced out when calculating the density. This is similar to open
quantum systems, where a memory effect is introduced by tracing out the bath degrees
of freedom.

In applications, the prevalent approach is to use an adiabatic ansatz. This means that
the KS potential at time ¢ is assumed to depend only on the density at time ¢ and the
history is completely neglected. The initial state has still to be chosen, e.g., by using
the ground state. For most applications, this is a sufficiently good approximation. For
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a detailed discussion on the initial state and history dependence of TDKS we refer to
[MUNT06, MBO1] and the recent work of [FNRM16, RNvL13].

Now, we present a specific TDKS model, which is also our focus in the development
of a control strategy in the TDDFT framework. This model is given by the following
system of coupled single-particle SE:

LT (_;vz Vi) + Vigse( pla t))) b, ),
%(96,0):1#?(96)7 j=1...,N, (2.33)

where Vi, is given by (2.8). As already mentioned, the choice of the initial wavefunc-
tions 1/}? may depend on the specific application and on the a priori knowledge on the
system. A reasonable choice is to take w?, 7 =1,...,N, equal to the N orthogonal
eigenfunctions of the eigenproblem (2.6) with the lowest energy. Choosing the initial
wavefunctions w;] orthogonal in L?(Q;C), it is guaranteed that they remain so during
the evolution governed by (2.33). Therefore, it is common practice to consider p given
as in (2.33); see [MUNT06].

In the following chapter, we will analyse the TDKS equations (2.33) in the adiabatic
framework and prove existence and uniqueness of their solution under appropriate as-
sumptions on the domain and on V. and Vg,.. In Chapter 4, these results will be used
to study optimal control problems with TDKS constraints where the control mechanism
is included in V..

For further discussion on various extensions of TDDFT that include vector potentials,
spin, and relativistic effects see, e.g., [Vig04, ED11, MUNT06].

2.4. Conclusion

In this chapter, we discussed the difficulties arising from the exponential complexity of
the multi-particle Schrodinger equation. We introduced the density functional theory as
an efficient way to overcome this curse of dimensionality and to deal with multi-particle
quantum systems. The central idea of DFT is to consider the density p instead of the
wavefunction ¥ as the main variable. The mappings between potentials, corresponding
ground-state wavefunctions and densities were discussed. Restricting ourselves to a
subset of suitable quantum problems, an equivalence between the wavefunction and the
density description could be proved, thus justifying the DFT model as a general ab-initio
method in quantum mechanics.

To take full advantage of the DFT, the Kohn-Sham approach was introduced. In this
framework, the interacting multi-particle SE is replaced by a system of non-interacting
SEs, the KS equations. To ensure the equivalence of the two descriptions an additional
potential is introduced in the KS equations that depends on the density and thus couples
the KS equations in a nonlinear way. This potential is chosen such that the two systems
result in the same density and thus all observables depending only on the density can
be obtained from the non-interacting system.

Subsequently, we extended DFT to the time-dependent DFT framework of Runge and
Gross. A rigorous foundation was provided by presenting the van Leeuwen’s theorem.
This allows to study excited states and the time evolution of non-stationary problems.

Finally, using adiabatic local density approximation (LDA), we introduced the time-
dependent Kohn-Sham equations (2.33). These are the basic equations to describe the
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2. The framework of time-dependent density functional theory

quantum models investigated in this thesis. They allow the solution of general time-
dependent problems of interacting quantum particles in a very efficient way as their
complexity scales only linearly with the number of particles involved. Although already
widely used in applied quantum physics and chemistry the theoretical understanding of
the TDKS equations is still an active research topic and the focus of the next chapter.
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3. The time-dependent Kohn-Sham
equations

3.1. Introduction

In this chapter, we analyse the time-dependent Kohn-Sham equations that govern the
evolution of N single-particle wavefunctions ¥ = (¢1,...,9¥n), ;i = ¥i(z,t), x € R",
t € R. As introduced in (2.33), the TDKS system can be written as follows:

10 U(z,t) = Iy ® [—V2 + Vewr(, t;u) + Vige(x, t; \P)]\I/(m,t), U(z,0) = \Ifo(:v), (3.1)

where V2 is the Laplacian, V,,; is an external potential that includes the confining
potential, e.g., the surrounding walls or the Coulomb potential of the nuclei of a molecule,
and, possibly, a control potential. The time interval is fixed as [0,7]. Viz. denotes the
coupling KS potential introduced in Section 2.2.2 and further discussed in Section 3.2.

The purpose of this chapter is to theoretically investigate (3.1), where u € H'(0,T)
may represent a given control function, and to analyse an adjoint version of (3.1) as it
appears in the first-order optimality system of the following optimal control problem:

(\I]7u)€(r51v%[r}l(0’T)) J1(U) + Jo(U(T)) + VHququ(O,T) s.t. ¥ solves (3.1), (3.2)

where v > 0 is a weight parameter, J; depends on the solution ¥ at all times in [0, 77,
while J; depends on the wavefunction at the final time W(T') only. The space W is
introduced in Definition 3.1 on page 31. The functionals Jp, Jy are assumed to be lower
semicontinuous and Fréchet differentiable with respect to W.

To characterize the solutions to (3.2) using the adjoint method [Tr610, BS12, Borl2,
SCB17b], the following adjoint equation is considered:

ov
i—— = IN® (=Y + Vege(a, t,u) + Vige(A)) ©

ot
+Iy® (VH(2 Re (¥, A)¢) + 28{;/;“ (A)Re (¥, A)¢ + Dy iy (A)) A, (3.3)

U(T) = =Dy J2(A(T)),

where we also denote by ¥ the adjoint variable while, in this case, A denotes the solution
to (3.1).

We remark that (3.3) has a similar structure to (3.1) with an additional inhomogeneity
resulting from the Fréchet derivative Dy Ji(A)A of J; with respect to the wavefunction,
as well as additional terms resulting from the linearization of the Kohn-Sham potential.
On the other hand, V.. now depends on A and is no longer a function of the unknown
variables. The derivative of J3 gives a terminal condition for (3.3) that evolves backwards
in time.

In this chapter, we theoretically analyse (3.1) and (3.3) as two particular instances of
a generalized TDKS equation, proving existence and uniqueness of solutions. We remark
that the results of [Caz03] cannot be applied to our problem as we consider explicitly
time-dependent potentials that are not covered in [Caz03].
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3. The time-dependent Kohn-Sham equations

To the best of our knowledge, the TDKS problem (3.1) is only addressed in [Jerl5]
as follows: Assuming that V.,; € C([0,7]; C*(;R)) and Veur > 0, and a Lipschitz
condition on V. and a continuity assumption on V., then the weak form of (3.1) with
U0 ¢ H}(Q;CN) has a unique solution in C([0, T]; H(; CN))nCL([0,T]; H~(Q; CY)).

In this reference, the author proves existence and uniqueness of solutions assuming
that the Hamiltonian is continuously differentiable in time. We improve these results in
such a way to accommodate TDKS optimal control problems. In particular, existence
and uniqueness of solutions with similar regularity as in [Jerl5] are proved also in the
case when the external potential is only H' and not C'. These results are achieved in the
Galerkin framework. We remark that by this approach, we address the TDKS equation
(3.1) and its adjoint (3.3) in a unified framework. Genuinely new are our analysis of the
adjoint equation and the improved regularity results in Section 3.8.

Notice that, taking into account only the Hartree potential but not the exchange-
correlation potential, existence of a unique solution of the forward equation (3.1) in
C([0,00); H3(R3;C)) N C([0, 00); L?(R3; C)) is shown in [CLI9] using semigroup theory.
Notice that, especially for the adjoint problem, it can be difficult to use semigroup
theory, as in [Jerl5, CL99], due to the explicit time-dependence of the potential; see,
e.g., [Eval0, p. 422].

For optimal control application using the TDKS equation as differential constraints
(cf. Chapter 4), it is important to have a unique solution of this equation. This is
necessary to have a well-posed optimization problem and to guarantee a well-defined
control-to-state map. The higher regularity of the forward equation and the unique
solvability of the adjoint equation are needed to characterize the optimal control using
the Lagrange framework.

This chapter is organized as follows. In Section 3.2, we discuss the KS potential Vi,
and the external potential V.;. Further, we formulate our evolution problem in a weak
form that embodies both (3.1) and (3.3). Also in this section, we discuss the initial and
boundary conditions, and provide specific assumptions on the potentials and the spatial
domain ) where the KS problem is considered. In Section 3.3, we investigate some
properties of the KS potential and discuss continuity of the bilinear form resulting from
the weak formulation. In Section 3.4, we use the Galerkin framework to obtain a finite-
dimensional approximation of our weak problem. In Section 3.5, we present energy
estimates for the finite-dimensional representation and their extension to the infinite-
dimensional case. In Sections 3.6 and 3.7, we prove existence and uniqueness of solutions
to our weak problem. First, we prove convergence of the Galerkin approximation to the
infinite-dimensional solution and then use our results and assumptions on the Lipschitz
properties of the potential to prove uniqueness of this solution. In Section 3.8, assuming
higher regularity of the data, we prove that the solution to our problem has higher
regularity. The Sections 3.6, 3.7, and 3.8 present the main results of this chapter.

3.2. The model description
In this section, we introduce the weak formulation of our evolution problem, define
the potentials, and discuss our assumptions. To introduce the weak formulation of the

evolution problem, we define the following function spaces. We use L? := L2(Q;C")
endowed with the inner product (-, -);» defined as

(W, @), := /Q (¥, @) d,
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3.2. The model description

and || - |2 denotes the corresponding norm. Further, we denote by (-, -)¢ the scalar
product for CV and | - | is the corresponding norm. The scalar product of the Sobolev
space H' := H'(Q;C") is given by

N

(U, @) = (T, @) 2+ > (Ve Vioy) 1o,
j=1

for ¥ = (¢1,...,¢n5)T and ® = (¢1,...¢nN), and || - ||z is the corresponding norm.

Definition 3.1. We define the following spaces of functions of time and space with
values in CN and their norms:

T
Y = 0,7, 120, Jully = [ o) eat,
0
T
X = L2(0,T; HL(: CV)), ul% = / lu(®) 2,
0
X* = 120,73 H-H (0 CN)), lullx- = sup [0
vex\{oy lvllx
W= {u€ X such that ' € X*}, lald = lull% + 1%,
Z, = L0, T, H¥(Q:CY) N HYQCY)), [l = esssup [u(t)]| e gauem).
t€[0,T]
7Z = {u € Z, such that u' € X*}, ||u||2Z = ||u\|2z* + ||u'||§(*

We prove the existence of a solution to the controlled Kohn-Sham model (3.1) and at
the same time to its adjoint (3.3) on a bounded domain @ C R", n = 3, for a finite time
interval [0, 7] and with homogeneous Dirichlet boundary conditions. For this purpose,
we denote by ¥ € X the vector of the wavefunctions corresponding to N particles

U= (.. 0n)T, (34)

and assume that ;(z,t) = 0 for x € 0Q and consider the initial condition
j(x,0) = LZ)?(:E) with @Z)? € L%*(©;C). Moreover, to include a possible inhomogeneity of
the PDE, we consider the function F' € Y defined as follows:

F::(fla“'va)Tﬂ (35)
where f; € L*(0,T; L?(;C)).

The wavefunction ¥ gives rise to the density p defined as follows:

p(z,t) == Z Wj(%t)’Q = ’\Il(xvt)’27 (3.6)
J

which is used to characterize the nonlinear potential Vi,.(x,¢; ¥). The dependence of
Virze on W is always through the density p, so we may also write Vi.(z,t; p). In the
local density approach (LDA) framework, Vi, is given by the sum of the Hartree, the
exchange, and the correlation potentials, see Section 2.2.2. We have

Vize(r, 6 V) = Vi (2, (1)) + Vie(V(2, 1)) = Vi (2, U (1)) + Ve (U (2, 1)) + Ve(¥(2, 1)),

_ [ rlyt) V(olx  Violx
V= [ B8y, Vo= Vi), Ve = Vilo(at)

(3.7)
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3. The time-dependent Kohn-Sham equations

Recall that V. is often derived from an approximation called the homogeneous electron
gas [PY89] and then given by V, = cp(x,t)?, where c is a negative constant and 0 <
8 < 1 depends on the dimension n. For the correlation potential, V., only numerical
approximations exist. In the course of the years, physicists and quantum chemists have
developed a collection of different V. functions. Similar to Jerome [Jerl5], who uses a
Lipschitz assumption on V, + V., we make some general assumptions on the structure
of the potentials rather than using an explicit form for one of the approximations used
in applications.

For our analysis of the exchange potential, we slightly change the definition of V,, in a
way that does not change its application. Quantum mechanics is not applicable for “very
short” distances (i.e. at or below the Planck scale of about 1073%m) and for “very high”
mass or energy densities such that relativistic effects start to play a role. Therefore, we
can modify the density on these short length scales such that the density is bounded
without changing anything that quantum mechanics can resolve. This corresponds to
introducing a cut-off of the potential at unphysically large densities, while preserving all
required properties in the range of validity of the DFT framework. Remark 3.8 on page
51 further supports this approach as the a-posteriori estimate shows that the density is
globally bounded.

We will use this fact for an estimate of an upper bound of the density. Therefore, we es-
timate the radius of a spherical black hole of the mass of an electron by the Schwarzschild
radius ry = Q’C”QG ~ 10~%"meters, where m is the mass of the electron, G is the gravita-
tional constant and c is the speed of light in vacuum [Wal09]. Thus, we introduce the
cut-off density R = % ~ (1057%)n m, where V; is the volume of the sphere of radius r;.
This allows us to modify the exchange potential in the following way while preserving
all properties in the range where DF'T is applicable. We have

Vp p<R
Va1 0,00) = [0,p(2R)], Va(p) =ansp(p) R<p<2R, (3.8)
p(2R) p=2R
where
( )_(n+1)R%*4 4+ (4ntp)Rn—? 3+2(n—|—2)R%’2 o ARwT' (1202 —11n+17)Rx
Pp)= 4n? p 3n? p n2 P n2 P 12n2 '

(3.9)
with as = —\/g and as = —i’/g and R sufficiently large; e.g., R ~ (1057%)3N. This

potential is twice continuously differentiable and globally bounded.

Lemma 3.2. The exchange potential term V¥ — V,(V)U, W € W is Lipschitz continu-
ous, t.€.

Ve (U)W () = Vo (Y)Y (Ol 2cvy < LallU(E) = T(@)l 2icny, for a.a. t€[0,T],
Ve (W)W = Vo (1) x- < e Va(0)¥ = Vi (V)T ly < Lof|¥ - T|x.

The Lipschitz continuity holds also in zero: ||Vz (¥ (£))V(?)| L2(cny < L1l V()] L2 (v

Proof. The function f : CV — CV, f(z) = Vy(2)z is continuously differentiable with
bounded derivative, hence Lipschitz continuous with Lipschitz constant L; from CV to
CN. With this preparation, we have Lipschitz continuity from L? to L? as follows:

/ Vo (U (x,t))¥(x,t) — VI(T(x,t))T(ac,t)Fdx < / L%|\I’(x,t) — T(m,t)|2d:13.
Q Q
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3.2. The model description

Similarly, we have Lipschitz continuity from X to X* as follows:
IVa (W)@ — Vo (1) T[[X- < el Va(9) ¥ — Va(X)T )5
= [ IV )82, Vil T D) T, e
<cf " L3, — o) Byt = LW — TR < 30 - TR,

where we use the Gelfand triple X — Y < X* and the fact that V,(¥)¥ € Y as
Vo (1) € L0, T; L®(% R)). O

The external potential is given by
Veat(x, t;u) = Vo(x) + Vi (x)u(t), (3.10)

where V) models a confinement potential, e.g., a harmonic trap in a solid state system
or a molecule. The control potential V,,(z)u(t) may represent a gate voltage applied to
the solid state system or a laser pulse to the molecule.

We consider problems (3.1) and (3.3) in a unified framework by introducing a param-
eter o that indicates the case (3.1) by @ = 1 and (3.3) by @ = 0. The inhomogeneity F
can be zero as in (3.1) or given as in (3.3). For the purpose of our work, we introduce
the following general weak TDKS-type equation that includes the TDKS equation and
its adjoint counterpart as particular cases. Our weak formulation is essential to prove
existence of solutions in Sobolev spaces.

Find a wavefunction ¥ € X with ¥/ € X*, that is ¥ € W, such that

HONU(D), ®) 1o = BU(H), B;u(t)) + & (Viree (W) U(0), @) + (F(1), )
a.e. in (0,T) and Y& € H} (Q;CN), (3.11)
U(0) = 00 € L2(Q;CN),

where the bilinear form B(V, ®;u) is defined as follows:

B, ®;u) = (VU, VO 5 + Vet (-, 1;0) T, D)5

3.12
+ (1 —a) (Vage(-, A)¥, @) ;2 + (1 — ) D(T, ®). ( )

The additional terms of the adjoint equation are given by
D(V,®) = Dy (V,®) + D, (¥, D), (3.13)

where
Dy(V,®) = (Vu(2Re (¥, A)p)A, (I>>L2,

Ve
Dye(U,P) = (2
o(0,0) = (27

(A)Re (T, A) A, q>>L2

We remark that when studying the adjoint equation, the adjoint variable is also de-
noted with U, and A = (A1,...,\n) corresponds to the solution of the forward equation
(3.1). As we later prove in Theorem 3.16, the solution A of the forward equation is in
L?(0,T; H?(Q;CY)) and the embedding H?(Q;CY) — C(€; CV) guarantees that A(t)
is bounded a.e. in (0,T); see, e.g., [Cial3, p. 332]. Here, C(Q;C") is the space of
continuous functions endowed with the norm || f||c = maxp—1,.. v sup g | fx(7)]-
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3. The time-dependent Kohn-Sham equations

In a quantum control setting, the inhomogeneity F' is zero in the forward equation and
contains the derivative of J; with respect to the wavefunction in the adjoint equation.
However, for generality we allow a non-zero F' when studying (3.1). As in the argument
above, A and Ji(A) are continuous functions of x and hence in L?(2). To incorporate a
final condition ¥(7') instead of an initial condition ¥(0), we substitute ¢ — T — ¢.

Now, we summarize the assumptions that we make throughout this thesis.

Assumption. We consider the following:
1) A bounded domain ©Q C R™ with n = 3 and a Lipschitz boundary;

2) For the improved regularity in Theorem 3.16 and 3.17 the boundary is taken to be
even 0 € C2.

3) We use a cut-off at unphysically large densities for the exchange potential defined
in (3.8). For all applications this does not change anything. Furthermore, this can
be verified a posteriori; see also the remark on page 51.

4) The correlation potential V. is uniformly bounded in the sense that
[Ve(U(z,t))| < K Ve € Q,t € [0,T], ¥ € Y; this corresponds to the correla-
tion potentials from the Libxc library [MOB12] applying a similar approach to
(3.8).

5) V. is continuous from L2(£;CN) to L(9).

6) The confining potential and the spacial dependence of the control potential are
bounded, i.e. Vp, V;, € L(2;R), where || f| e = esssup,eq | f(2)| is the norm for
L>(Q;R); as we consider a finite domain, this is equivalent to excluding divergent
external potentials.

7) The control is u € H'(0,T). This is a classical assumption in optimal control; see,
e.g. [vWBO0S].

8) WY ¢ L? for existence and uniqueness of the forward and adjoint equations.
9) ¥0 e H}(Q;CN) and F € HY(0,T; L*(Q)) for Theorems 3.16 and 3.17.
10) Only for Theorem 3.17: W9 € H2(Q; CN) N HL(Q;CN).

11) For the adjoint equation, we assume that the solution of the forward problem A
is in L2(0,7; H?(2;CN)); this can be shown by applying Theorem 3.16 to the
forward problem.

We remark that the analysis provided in this work holds also for time-dependent
external potentials Vy € C([0,T]; L>(Q)).

3.3. Preliminary estimates

In this section, we study continuity properties of the KS potential and of the bilinear
form. We begin with a general result on the Coulomb potential w(x) = % Then we
investigate the continuity of the Hartree potential that is defined as the convolution of
w with the density p, and of the KS potential in more detail. Finally, we prove some
estimates for the bilinear forms B and D defined in (3.12) and (3.13).
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Lemma 3.3. Given a bounded domain 2 C R™ containing the origin, it holds that the
Coulomb potential w € LP(Q) if and only if n > p.

Proof. By Br(0) := {z € R™ : |z| < R}, we denote the open ball of radius R € R*
around the origin. Consider now a ball Br(0) C 2. Then by using spherical coordinates
and the fact that |z| does not depend on the orientation of =, we get (see e.g. [Eval0])

1 n/2 R4
/ —dz = 7775 / — gy
Bg(0) |Z[P L(z+1) )y rP

_ nwn/Q |:74np :| R B FTE%’:{?[) R"P < 00, n > P,
'g+1) [n—p],

where I' is the I'-function. Outside this ball, ﬁ is globally bounded. 0

Lemma 3.4. For ®, ¥ € H'(Q;CY) there exists a positive constant C,, such that

Vi (@)@ — Vir (0) ¥l 2 < Cu (N7 + 121771) 1@ — W 2. (3.14)
Proof. We adapt Lemma 5 in [CL99] to our case of vector valued functions. To this
end, we define g¥(®, = [ Bapplisle) w; dy, §(®,0)(z) := YN, g*(®,¥)(x). Then

Lemma 3 in [CL99] gives

Mz

N
G(P1, @2) ()| < Y 19" (@1, o) (2 Z @16l L2 Vd2kll L2
k=1

>
Il

1

Using this fact and setting T = (v1,...,vyN), we have

N N
a1, 82T = 3 el =3 / 32 on () Pda

N
( ||V¢2z\|L2> / o () Pde
k=1 \i=1
N 2
§‘¢1,l||[/2 L2> HTH%Q (315)

N> (lonll 2 Véaillz2)? X117
=1
N
< NZ lpr,ll72 Z IV 2,4l172 11717
7j=1
:N||<I>1||LzIIV%HLzHTHLQ-

2

To prove (3.14), we add and subtract Vi (®)¥ and use the triangle inequality as follows:
Vi ()0 — Vi (9)¥][ 2 < [V () (P — W)l 2 + [[(VE(®) = VE (V) ¥[[r2.  (3.16)

For the first term on the right-hand side of (3.16), we apply (3.15) with ®; = &y = D,
T = & — ¥ to obtain

(121 w)(@ = ¥)l| 2 < VNI 2| VL 12| ® — ] 2. (3.17)

35



3. The time-dependent Kohn-Sham equations

For the second term on the right-hand side of (3.16), we introduce the decomposition

N N N
Dokl =l =) <¢k(¢k — i) + ik — 1!%)) :
=1 h=1 k=1

Applying the triangle inequality to this decomposition and using (3.15) with T = ¥,
b =P — U, &y = P for the first term, and T =V, &y = & — ¥, &y = ¥ for the second
term, we find
(@ = [2%) % w) g2 < |G(@ — U, @) |12 + [|§(@ — U, ©) ¥ 2
< VNI (V2] 22 + IV £2)]| @ = P2

With this result, the proof of Lemma 5 in [CL99] extends to the vector case. O

Lemma 3.5. The nonlinear KS potential Vi is a continuous function from L*($; CN)
to L*(Q).
Proof. First, we show that p(¥) is a continuous mapping from L2(2) to L'(2) in the

2 A 1
sense that from ¥ % ¥ follows o L, p. Using the Cauchy-Schwarz inequality, we have

W—WD:AEJW%§]W+%_%PM
J J
< [ S0l — P20y — 031 e
J

< 119 = w13 + 201 = 4" 201 2
< (142002 ) 19 — vl

for n large enough.
Second, Vp is a continuous function of p as follows:

Vi (p1) = Ve (p2)llz2 = [lw* (p1 = p2)llz2 < wlr2llpr — pllr1,

where Lemma 3.3 and Young’s inequality [Sch05, Theorem 14.6] were used.
Finally, since V, is Holder continuous from L?(€;CY) to L?(Q) it is also continuous
between these spaces. The continuity of V. is given by Assumption 5. O

We remark that Lemma 3.4 holds for space dimension n = 3 as the Hardy’s inequality
used in [CL99]. Furthermore, for Young’s inequality to hold in Lemma 3.5, the dimension
needs to be larger than two. Therefore the analysis of the cases n = 1 and n = 2 requires
a different approach that is not pursued in this work.

We continue with some estimates for the bilinear form B for arbitrary wavefunctions.

Lemma 3.6. There exist positive constants cg, ci1, and cs such that for any
U, ® € HY(Q;CN) the following estimates hold:

[D(¥, @)] < col| | 2| | 2, (3.18)

Re B(V, ®;u) < [B(Y, &;u)| < e[ V][ [[@] 1, (3.19)

| Im B(¥, ¥; )| < cof| V|72, (3.20)
191131 < Re B(W, W;u) + c3)|¥| 7. (3.21)
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Proof. For D(¥, ®) given by (3.13), we use the fact that A(-,t) € L>°(€Q) and Assumption
5 to get

’ xc \IJ (I) |_ ZZ/ avxc 1/13)\ +1/1] ))\kqbkdﬂf
k=1

7=1

2
avxc
2 z/ﬂ' e ] v ( w) 0xda

7j=1 k=1

IN

N N oV
< ZNZZ/ 8” ‘ <Z|/\l\2> |thj|dr|da
=1k /el o =1
N N (3.22)
8ch —
<Y N[l
7j=1k=1 )= Q
N N
< A)X:l)\ll2 DD illellgnll e
=1 Loo j=1 k=1
N
< 2N? || Z DI N Ry [ P
Lo
< CBH‘PHLzH‘I’Hm
Similarly, defining 6 := Zjvzl(hbi]] + [Yj]) xw, © := (0,...,0)T, we have
(% (W) (y) + Di(y)A i),
Da(, )| = =0 |x_ — k() () dydz
) ) al (3.23)
< Al 7 (O, @) 2 < 2 AT VN |1 D [8hy] 5w 1|2

= L2(90)
3
< 2NZ fJwl| g1 [|AIZ 1|2 | @1l 2 < Gl |2 ]|,

where Young’s inequality is used; see, e.g., [Sch05, Theorem 14.6]. Using (3.22) and
(3.23), we have the desired bound on D with ¢y = ¢ + ¢f.

For the second estimate, we first recall that the embedding H'(0,7) — C[0,T] is
continuous and compact (see, e.g., [Cial3]), hence, there exists a positive constant K
such that [ullcior < Kllullgior) for any uw € H'(0,T); this is used for the control
function w. Consequently, recalling (3.12) and using (3.18), we obtain the following
estimate:

B, ;)
<V 2]V 2 + (1 — ) (| D(¥, @)] + [|Vizae(A )\IJHL2H<1>||L2)
+ ‘/Q(Vb(x)\li(x dm‘ + (/ (@), (2))c dx‘

(3.24)
<[ 2 12| e + (co + [[Vaae(A)] L) [P 1 |2 22

+ Vollzoe @21 @l + Kl o my I Vil | 9112112112
= (14 co + VarzelM)llz= + Vol e + Kllullim omy I Vil ) 12111211

Hence there exists a constant ¢; such that (3.19) holds.
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3. The time-dependent Kohn-Sham equations

The estimate (3.20) is easily verified with the above estimates for D, as (VW¥, V), ,
and (Ve ¥, U),, in B(V, ¥;u) are real.
To prove the last statement, we write as follows:

(VU, V), = B(Y, V5 u) — (Ver W, U)o — (1 =) D(V, V) — (1 — ) (VHze (M), W) ;2.
Taking the real part of this equation and estimating as in (3.24) results in
(YO, V) 2 < Re B, W5u) + ([Voll o + Kl 0.1 Va2
(o + 1 Vire(A)122) ) 11922
Adding [|¥||%, on both sides, we obtain

1917 < Re B(Y, ¥;u) + c5[| 97, (3.25)

where ¢3 = (HVOHLOO + K [ull i1 o | Vill e + €0+ [ Vitze(A) | e + 1) and, hence, (3.21)
holds. O

3.4. A Galerkin approach

In this section, we introduce a finite-dimensional subspace P, of HE(Q; C"), and show
existence of a unique solution of (3.11) in this subspace. To this end, we take smooth
functions ¢, = ¢r(z) € C§°(;C) for k = 1,2,..., such that {¢y}x is an orthogonal
basis for H}(2; C) and an orthonormal basis for L?(Q; C). Further, we construct a basis
{® i}k  that is orthogonal for H{(Q;CY) and orthonormal for L?(€2; CY) by defining

Py () := ejdr(2), (3.26)

where e; = (0,...,0,1,0,...,0) € RY is the jth canonical basis vector.
For a fixed positive integer m, we define a function ¥, as follows:

m N
Uy (a,) := > > di (1) (), (3.27)

k=1 j=1

where the coefficients d; : [0,7] — C are such that

0i(0) = (U0, @ 5, (3.28)

fork=1,...,m, j=1,...,N. The space spanned by the first m/N basis functions is
called Py = spang_y _nij=1,. . n{Pk;}-
Moreover, by testing (3.11) for & = ®;, ;, we obtain the following:

l <at\1]ma (I)k,j>L2 = B(‘I’mv (I)k,j;u) + a <Vch(\I’m)\I}ma (I)k,j>L2 + <F7 (I)k,j>L2 3 (329)

for almost all0 <t < T andallk=1,...,m,j=1,...,N. Thus we seek a solution ¥,,
in the form (3.27) that satisfies the projection (3.29) of problem (3.11) onto the finite
dimensional subspace W,,, = L?(0,T; P,,,).

Lemma 3.7. Recall V,, as in (3.27) and define Gr; : C™ — C as
d™ = Gri(d™) = (Vaee(Yin)Yim, Prj)2, d" = (d’f}l,...,dmw). The map
d™ — Gy ;(d™) is locally Lipschitz continuous.
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3.4. A Galerkin approach

Proof. We want to show local Lipschitz continuity in d,,, i.e. that for every ¢ > 0
there exists a positive constant L such that |Gy ;j(d™) — G ;(b™)| < L|d™ — ™| for all
d™, 0™ € B(0). For a wavefunction ¥,, in the Galerkin subspace W,,, with d,, € B¢(0),
we have the following bounds:

2
m N m N
H%H%F/Q SN Ay () dx<mZZ|dZ?jP/Q|<I>k,j<x)|2dx

k=1 j=1 k=1 j=1

m N
=m g g \dej]z <m?Né,
k=1 j=1

2

m N
‘|V‘I’m”%2:/g DO A7 Ve ()| da

k=1 j=1

m N m N
<m) > !d’fé’fj\z/g VO (@) Pde =m > Y [dp 2 Cr < m?Ne2Cy,

k=1 j=1 k=1 j=1

with Cp, = maxg—1,._m j=1,..N ||V<I>k7j||%2. From these two bounds, we obtain ”\I/mH%—[l <
(Cr +1)m2Ne2. Now, we prove the local Lipschitz property for the different potentials.
Consider ¥, and T, with coefficients d,,, by, in B¢(0). We obtain the following:

‘ <VH(\Pm)\Ijm - VH(Tm)Tma (I)k,j>L2 ’

< HVH(\I/m)\I’m - VH(Tm)TmHLZHq)k,j

< Cu (1Wml2p + 1Tl 20) W — T
where the constant L depends on the dimension of the Galerkin space m, the norm of
the derivatives of the basis functions C,, and e.

For the exchange-correlation potential, we have from Assumption 4 and Lemma 3.2
the following estimates:

| <Vc(‘1’m)\1’m - Vc(Tm)Tma (I)k,j>L2 | < HVcHLO"H‘IJm - TMHL?»
| (Ve (U)W — Vi (Tin) Yo, (I)k,j>L2 | < L[ — Tl 2.
Using the estimates (3.30) and (3.31), we have
|G (d™) = Gr i (0")] = [ (VE (W) Wi + Ve (Y)W + Ve(WUin) ¥
~VE(Cm)Tm — Va(Tim) Lo = Ve(Tr) T, (I)k>L2 |
< | V() Um — Vi (Tm) T, Pr)re |
+ ‘ <Vc(\1'm)‘1’m + Vx(qu)\ym - ‘/r:(Tm)Tm - Vx(Tm)Tma (I)k>L2 |
< L/H\I’m = Lol 2.

L2 (3.30)
|L2 < f/”\IJm - TmHLQa

(3.31)

Further, we have
2

m N
= Yol = [ |30 S0 = b)) do
Q=1 =1
m N
< [ 35S P () s
Q=1 j=1
m N
=mN Y > |df; — b’,;'”jj|2/Q @y, ;(z)|*dz < mN|d™ — b™ |2,
k=1 j=1
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3. The time-dependent Kohn-Sham equations

All together, we have that d"™ — Gy, ;(d™) is locally Lipschitz continuous. O

To show existence of a unique solution in the finite-dimensional Galerkin space, we use
the Carathéodory theorem, see, e.g., [Wal98], because the time-dependent coefficients
satisfy our differential equation only almost everywhere.

Theorem 3.8 (Carathéodory). Consider the following initial value problem:

dy(t) = f(t,y), y(0)=n. (3.32)

Let S = [0,T] xR™ and assume f satisfies f(-,y) € L' (0,T) for fived y and a generalized

Lipschitz condition
[f(ty) = FEDI <Oy — gl in S, where I(t) € L'(0,T). (3.33)
Then there exists a unique absolutely continuous solution satisfying (3.32) a.e. in [0,T].

Theorem 3.9 (Construction of approximate solutions). For each integer m = 1,2, ...
there exists a unique function ¥, € Wy, of the form (3.27) satisfying (3.28) and (3.29).

Proof. Assuming ¥, has the structure (3.27), we note that from the fact that the @y
are an orthonormal basis follows

(O (t), Pk j) 2 = Ordy';(t). (3.34)

Furthermore,

B(Wpy, @y i) — (1 — @) D(Wyy, By ) = Z Z IR () dy i (t),
k'=1j'=1

D(¥, B ) = ZZ*”’”Re (it (£)) + & 7 Tm(dj (1)
k'=15'=1

fOI‘ €klj,kj = B(q)k’,j’a(I)k,j;U) — (1 — @)D((I)k/J/,(I)k,j), é»,]f/j/k] = D(¢k’,j’7<bk,j)7 and
N = D(i®p i, p ), kK =1, ,m, G, j' = 1,..., N. Define fy;(t) := (F(t), Dy ;) .
Then (3.29) becomes a nonlinear system of ODEs as follows:

T (0) = s (0) + Gy (@) + 3 Z( R (1) (1)
k=1j=1 (3.35)

+(1-a) (é,’fﬂ"f’j’ Re(dg (1)) + &% Tm( z%j,@))))

fork=1,...,m, j=1,..., N with the initial conditions (3.28).

Notice that f is constant with respect to d™, the first term in the brackets in (3.35) is
linear, and the second and third terms are globally Lipschitz continuous with Lipschitz
constant 1. By Lemma 3.7, Gy, ; is locally Lipschitz continuous in d™ on every ball B,.(0),
so the right-hand side of (3.35) is locally Lipschitz in d™. As Gy ;(d™(t)) depends on
t only through dj';(¢) and fi; € L?(0,T;C) and ¥+ ¢ H'(0,T;C) through u, the
right hand side is also in L?(0,7T; C) and therefore the required L!(0,T’; C)-bound exists.
Hence, we can invoke the Carathéodory theorem to show that (3.35) has a unique solution
in the sense of Theorem 3.8. O

40
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3.5. Energy estimates

In this section, we prove energy estimates concerning our evolution problem that are
used to prove existence and uniqueness of a solution in W.

Theorem 3.10. Let ¥ € Wy, be a solution of
10U (t), @) 2 = B(¥(t), P;u(t)) + o (VEzc(V(2))U(t), @) 2 + (F (), )2 (3.36)

V® € P,,, a.e. in (0,T). Then there exist positive constants C, Cy, C1, C’, and C" such
that the following estimates hold:

max [ w72 < O(I°) + 171} ). (3.37)
BO(), ¥(t):w)| < Co([ €132 + |1F(®)[32) for aa. t € [0,7), (3.39)
11 < CLl3e + IF@OI3: + IFIF) for a.a. te 0,7, (3.39)

Jwl <, (3.40)

[[[5- < C". (3.41)

The same estimates hold for ¥ € W solving (3.11).
Proof. Estimate 1: Testing (3.36) with ¥(-,¢), we obtain

(0 (t), W(t)) 2 = B(U(), U(t);u) + o (VEze(W (1) V(E), V(1)) 2 + (F(1), ‘I’(t)>(L2, |
3.42
a.e. in (0,7). This equation is equivalent to (see e.g. [Eval0])

i SO = B, W(0):0) + 0 (Vigae (W (O)U(D), W) ga+F (1), WD) (3.43)

Now, we notice that the left-hand side is purely imaginary, while the terms
(VHze (U)W, W), » and B(¥,¥;u) apart from D(¥,¥) are purely real. Therefore, by
splitting (3.43) into real and imaginary parts, we obtain the following:
1d
5 YOI = m((F (1), ¥(®) 12 + (1 = ) D(¥(2), U(1))) (3.44)
and
Re B(¥(t), U(t);u) + a (VEz(¥(t)¥ (), ¥(t)) 2 + Re((F(t), \If(t)>L2) =0. (3.45)

Now, using Lemma 3.6 and defining ¢ := (1—a)cg, equation (3.44) becomes as follows:
d _ -
all‘l’(t)lliz <2[F@)| 2% ()2 + 28] ® ()72 < [|F(@)][72 + (1 +220) [ W(1)]|72.

By defining 7(t) := [|¥(¢)[|3. and £(t) := ||[F(t)]|3, the previous inequality becomes as
follows:
' (t) < (1+26)n(t) +£(1), (3.46)

a.e. in (0,7). Thus, by applying the Gronwall inequality [Eval0] in the differential form,
we obtain that

nmsaH%%mm+Al@m) (3.47)

Notice that because of (3.28), it holds that 7(0) = ||¥(0)||2, = ||¥°||7.. Hence, by using
(3.47), we know that there exists a positive constant C' such that the following estimate
holds:

max [[U(0)]2. < C (1902 + |1FI} ). (3.48)

0<t<T
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3. The time-dependent Kohn-Sham equations

For U € W, we have the continuous embedding W — C([0, T]; L?(2; CV)); see, e.g.
[Eval0, p. 287]. With this, we can evaluate ¥ at each time ¢ € [0, 7] and find the same
estimate in the case that ¥ € W solves (3.11).

Estimate 2: Taking the real part of (3.43), we find
Re B(T(t), U(t);u) + o (Virge(U(t))U(t), U(t)) ;2 + Re (F(t), U(t)),2 = 0.
Using that Vg > 0 and V. € L*>(Q), we get
ReB( (t), U (t);u) = —Re (F(t), U(t)) s
+a(= (V@) (), U(t) 2 — (V) (t), U(t)) 2 — (Ve(T(1)T(2), V(1)) 2)
< [ (Ve(WE)W(E), W(E))po [+ [ (Ve(R @)W (L), W(t)) L2 |+ |Re (F(2), U(t)) |
< (Ve (@)U (), (1) g2 | + Cv [ (D172 + IF @72 + 1% ()|

From Lemma 3.2 and using (3.37), we obtain the following:
Re B(¥(1),¥(t);u) < CIU(@)|[72 + IF1)][72 < Co(I 2072 + [[F(1)]72).

By Lemma 3.6, it holds that Im B(¥(t), ¥(t);u) < col|¥(t)||3,. Combining these two
estimates one concludes (3.38).
As for the first estimate, the same applies in the case when ¥(t) € W solves (3.11).

~— ~—

Estimate 3: We simply combine Lemma 3.6 with (3.38) and (3.37) to obtain
1w @Ol7n < Re B((1), U(t);u(t)) + cs][¥(t)][72
<Co(IlW°]|72 + [1F(D)172) + sl ¥ (272
<(Co + esO)(I 202 + 1 F @I + |1 FIIT).

Estimate 4: First, we need an adequate bound for the term (Vi,.(V)¥, ®);. for any
® € L2(Q;CY). For this reason, we write the following:

(VHze(O)W, W) = (Va ()Y, U)o + (Vo (W)U, W) 5 + (VL (V)T, ), .. (3.49)

To bound Vg, we use the Cauchy-Schwarz inequality, Lemma 3.4, and (3.39) to arrive
at

(Vi (T(0)) B (1), ©(1) 2 < Cul ¥ O30 12 (®)I1Z:

(3.50)
< G922 + (IF @)1z + IFIR) 19 ()22

Next, we recall that V, is uniformly bounded (Assumption 4) and V,, is Lipschitz contin-
uous from L%(;CN) to L?(Q;CY) (Lemma 3.2). Consequently, from (3.49), it follows
that there exists a positive constant K’ such that

Vitae WO ), W) < (CLNOZ: + IF @3 + IFIF) + K + L) [2(0)]3
< (CLIWI3 + IF@IZ: + IFI3) + K + L) C (1903 + | 1) (351)
< K|F(0)s + K",

where we used (3.37). By summing term by term (3.44) with (3.45), we get the following:

H‘I’( )72 +Re BOW (1), ¥(t);u) =Tm (F (), ¥ (t)) 2 +(1—a) ImD((t), ¥ (t))
= (Vize (Y ()W (1), V(1)) 2 —Re(F(2), U (t)) 12 -

2 dt (3.52)
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3.5. Energy estimates

Adding to both sides the term c3||¥||2,, where c3 is the same as in Lemma 3.6, we obtain
the following:

%%HW(QH%Q + Re BW (L), W(t); u) + e ()|

= Tm (F(t), W(t)) ;2 + (1 — @) Tm D(U(t), U(t)) + c3]|T(2)]|2.
— o (Vaze(Y(#)U(t), U(t)) ;2 — Re (F(t), U(t));-.

(3.53)

Next, by applying Lemma 3.6 and using (3.51), (3.37), and the definition of K’, we get
the following:

1d
s Y@IL + 1O < 2AF@72 + B+ o) T@)72 + KN F@)IZe + K

< e F(@)]7: +es

(3.54)

for some constants c4, c5 depending on ||| ;2 and ||F||y. By manipulating (3.54) and
integrating over (0,7"), we have

T ) T ) T 1d )
| 1Rt [CalFOR: +ede— [ 5 LIv@Ra  (659)
0 0 0 t
which implies that

1 1
1915 < eall FIF +esT + 5 (190032 = 19(T) =) < call FIF + esT + 51903 (3.56)

This implies that there exists a positive constant ¢’ depending only on T', || ¥°|;2, and
| F|ly such that [|¥[|3 < C’. The same calculation can be done for ¥ € W being a
solution of (3.11).

Estimate 5: Fix any v € H(Q; CY) with ||v]|z < 1. Write v = vy + va, where v €
span{@kd}?:’]fj:l and (va, ¢r) 2 =0for k =1,...,m. Since the functions {<I>k7j}z<ljlvj:1
are orthogonal in H}(€; CY), we have

1> [lollF = (w1 +v2, o1 +v2) = ol + llv2lizn > llonllzne (3.57)
Next, utilizing (3.11) with ¥ € W,,, and testing with v, we obtain
HO(E), ) 12 = B(E), 0150) + @ (Virge () V), v1) o+ (F(1), v1) 2 (3.58)

a.e. in [0,7]. Using the decomposition of v, Lemma 3.6, and Young’s inequality this
implies that

[(T(8), 0)] = [ (0T (t), v) 2 | = [ {O(E), v1) 2 |
= |B(¥(t),vi;u) + & (Vage(V(t))¥(t), v1) 2 + (F(t), vi)2 ] (3.59)
< (WO + ot ) + Vaee(PE)E @2 llvillze + 1F @72 + [lor[7,

where 0;¥ € L?(0,T; H} (€;CY)) is the Riesz representative of
U e L20,T; H-1(;CN)) and (-, ) : H-Y(Q;CN) x H(9;CV) — C denotes the dual
pairing for H(Q; C) and its dual H=1(Q;CY).

By using the Cauchy-Schwarz inequality, Assumptions 4, Lemma 3.2, and ||v1 || g1 < 1,
we have that there exists a positive constant K such that

{(Va (R () + Ve(R () U(), v1) 2 | < (Vi (R(8)) + Ve(E0) (D) p2l|vrll g2 < KN (E)]] -
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3. The time-dependent Kohn-Sham equations

_ By recalling (3.39), (3.51), and |[v|[z1 < 1, we obtain that there exist positive constants
C1, Cy depending on T, || 9|2, and ||F|y such that

(W' (t),0)| < CLl[F(t)| 2 + Co, (3.60)
and from (3.60), we have the following:
v’ ~ ~
W@l = s O <o p) 16 (3.61)

ozveri@) vl
This implies that
10 (1)[|%,-1 < 2C2||F(1)||2, + 2C3.

By integrating over (0,7"), we obtain that there exists a positive constant C” depending
on T, ||¥°)| 2, and | F|ly such that the following estimate holds:

V)% < C”, (3.62)
where X* = L2(0,T; H~(Q)) and the proof for ¥ € W,, is completed.

For ¥ € W, no decomposition is necessary in (3.59), so we can use v; = v,v2 = 0 and
apply the same estimates to conclude our proof. ]

From (3.44), we have the following useful corollary for the solutions of the forward
equation.

Corollary 3.11. The L?(€2; C)-norm of the solution to (3.11) for F =0 and a = 1, i.e.
the forward equation, is conserved in the sense that |V (-, t)| r2cnvy = ||\IIOHL2(Q;(CN) for
all t € [0,T7.

3.6. Existence of a weak solution

In the preceding section, we have proved the estimates in Theorem 3.10 for solutions
v, € W, in the Galerkin subspace. In this section, we use these estimates to show the
existence of a solution in the full Sobolev space W. To this end, we make use of the
embedding theorem by Aubin and Lions; see Theorem A.12.

Theorem 3.12. Under Assumptions 1-8, problem (3.11) admits a weak solution for
W0 e L2(;CN), i.e. there exists a W € W such that

(O, B) 0 = BOV,®1u) + a (Virac(p) T, ) + (F. )

3.63
a.e. in (0,T) and V& € HL(Q;CM). (3.63)

Proof. Consider a sequence {U,,}>°_; of solutions of the Galerkin problem (3.36), then
according to the estimates (3.40) and (3.41) in Theorem 3.10, the sequence is bounded in
X and {W¥],}>°_; is bounded in X*. Consequently, there exists a subsequence {W,,, }7°,
and a function ¥ € X with ¥ € X* such that ¥, — ¥ in X and ¥;, — ¥’ in
X*; see, e.g., [Eval0]. Moreover, by the Aubin-Lions Theorem A.12 we know that W is
compactly embedded in Y := L2(0, T; L?(Q)). Consequently, we have strong convergence
of the subsequence ¥,,, — ¥ in Y.

Next, we fix a positive integer M and construct a test function

® € CL([0,T]; H} (;CN)) as follows:

M N
O(x,t) =D > di;(t) Py (), (3.64)

k=1 j=1
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where {d’ﬁn}i\ijlvj:l are given smooth functions. We choose m > M, multiply (3.29) by
di; (t), sum over k =1,...,M, j =1,..., N, and integrate with respect to t to obtain
the following:

T T
/z'@;n, <I>)dt:/ BV, ®; 1) + & (Vigae(Up) U, ) 1o + (F, ®) 2 dt. (3.65)
0 0

By now setting m = my; and by recalling continuity of Vir,.(¥) from Lemma 3.5 and
strong convergence V,,, — ¥ in Y, we can pass to the limit to obtain

T T
/ na cp)dt:/ BV, B;u) + 0 (Vise(D)0, B) o + (F, D)o dt.  (3.66)
0 0

This equality holds for all ® € X as functions of the form (3.64) are dense in X. Hence,
in particular,

(U, v) = B(U, ®;u) + a (Vg (D), v) 2 + (F, v);» (3.67)
for any v € H}(;CY) and a.e. in [0,7]. From [Eval0, Theorem 3, p. 287], we also
know that ¥ € C([0, T]; L2(€; CY)).

It remains to prove that ¥(-,0) = ¥Y. To do so, we first notice from (3.66) that the
following holds:

T T
/ i@ ) dt = / BOU D)+ (Vigne(W)0,B) o+ (F,0) 2t + (W(0).0(0)) 12 (3.68)
0 0
for any ® € C1([0,T]; H}(€; CY)) with ®(T) = 0. Similarly, from (3.65) we get

T T
/ —i(®', U, )dt = / BV, ®;u) + & (VHze(Yim) VU, )2 + (F, ©);2dt
0 0

+ (¥ (0), 2(0)) 12 -

(3.69)

We set m = m; and use again the considered convergences to find

/T —i(®', Udt = /TB(\IJ, D;u) + & (Vigge(U)W, @) 2 + (F, @) 2 dt + (U°, 2(0)),,
0 0

(3.70)
because ¥y, (0) — WY, As ®(0) is arbitrary, by comparing (3.68) and (3.70) we conclude
that ¥(0) = WO, O

3.7. Uniqueness of a weak solution

We have shown that there exists at least one solution ¥ € W of (3.11). Now, we can
apply Theorem 3.10 to the space W and use the Lipschitz properties of the potentials
to show that the solution is indeed unique.

Theorem 3.13. The weak form of the Kohn-Sham equations (3.11) is uniquely solvable.

Proof. Seeking a contradiction, we assume that there exist two distinct weak solutions
of (3.11), ¥ and Y, in W with || — T||x > 0. Therefore, we have

i (O, ®) 2 = B(W, ®;u) + o (Virge (W)U, ®) 5 + (F, D) (3.71)
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3. The time-dependent Kohn-Sham equations

and
i (O, ®);2 = B(Y,P5u) + o (Vg (T)Y, @) 2 + (F, ®);2 (3.72)

for all test functions @ € HY(Q;CYN). Subtracting term-by-term (3.72) from (3.71) and
defining ¥ := ¥ — T, we obtain the following:

z'<at\i/, <1>>L2 = B(W, ®;u) + o (Vizge(V)T — Vigge(T)T, @), . (3.73)

By testing the previous identity (3.73) with ® = ¥(t), we obtain

i <at\i/, \i;>L2 — B, ¥;u) + <VHM(\1/)\IJ — Vigze(T)T, @>L2 . (3.74)
Similarly, as for (3.43), we have
1d
i —
2dt
Now, we notice that the left-hand side is purely imaginary. Consequently, by taking the
imaginary part of (3.75), we obtain the following:

1d
2dt
From (3.76) and (3.18) in Lemma 3.6, we get

192, = B(¥, ¥;u) + a <VHxC(\II)\II — Viree(T)T, ®>L2 . (3.75)

19122 = atm ((Virae @) = Vi (0T, &)+ (1= a)D(F, ). (3.76)

L2

d - « A A
S¥)2: =20Tm ({Vitze()¥ = Vigze(1) T, \11>L) +2(1 - a)Im D(¥, )
<N Vitae(®) = Vizwe (0 22 18] 22 + 2¢0[| T35

Using Lemma 3.4, Assumption 4, Lemma 3.2, (3.37), and Theorem 3.10, we obtain

<AL+ K+ FI3: + IFI3 + 19072 + co) 1¥]3-.

d, . - )
I < (Cull @il + IC117n) + K + L)[CIIZe + 260/ @172

By defining n(t) := H@H% and 9(t) := c# (L+ K+ ||F(t)[|2: + | FlI3 + [[¥°)|2, + o), we
obtain the following inequality:

' (t) < 9(t)n(t). (3.77)
By applying Gronwall’s inequality, we obtain the following:
t
(1) < exp /0 9(s)ds ) n(0). (3.78)
By noticing that
t t
| 0 = [ (LK IF@E: + IFI + 190 + co)ds
0 0

’ # 2 2 012 (3.79)
< | FL+K+NFOIL + I1FI5 + 9072 + co)ds
0

< A (IFIS + TV |G + TAFIS + co + L + K)),

and by recalling that 7(0) = ||¥(0)|| ;2 = 0, we obtain that ||¥||;2 < 0 a.e. in (0,7), and
the claim follows. O
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3.8. Improved regularity

We have established the existence and uniqueness of a solution to (3.11) in W. So far,
our result is similar to those in [Jerl5], who has shown the existence and uniqueness of
the solution of a KS equation in C([0, T]; H3 (; CV))NCL([0, T); H1(Q; CN)); however,
we used a different methodology that allowed us to derive these results using less strong
assumptions. This is crucial for applications to optimal control problems. Now, we
improve these results in the case ¥V H&(Q) In particular, we prove that the solution
to (3.11) is twice weakly differentiable in space and its first spatial derivative is bounded.
To do so, we need the following preliminary lemmas.

Lemma 3.14 (Difference quotients). Assume that for fired v € LP(V), 1 < p < o0,
V. cc Q, there exists a constant C such that D"y < C for all
0 < |h| < §dist(V, 0%), where

v(x 4+ eh) —v(x)
h )

Dhv(z) = Dhy = (Dhw, ..., D).

n

Then
v e HYP(V) with | Dvl| sy < C,

where C may depend on u, e.g. on ||[v|[1p(q). Furthermore, the statement holds for the
case of two half-balls Q = {|z| < R} N {x, >0} and V = {|z| < £} N {z,, > 0}.

Proof. For the proof, see [Eval0, §5.8.2, Theorem 3| and the remark after the proof. [

Next, we extend the result in [Eval0, §6.3.2, Theorem 4] for linear elliptic problems
to the case of a specific nonlinear problem.

Lemma 3.15. Let ¢ € HS(Q;CN) be a weak solution of the elliptic boundary value
problem

Blp,viw) + (Viree(p)p, v) o = (A, v) 2 Vo€ HY(@CN), A€ L@ CY).

such that |¢||5. < Y| All3. holds for a constant ~ independent on A. Furthermore,
assume 02 € C?. Then ¢ € H?(Q;CN) and

Il < e (IAlls + lellz2)
where ¢ = max {1, [Vollz= + lulleqo,r IVallz= + [0l + L + K.

Proof. To extend the results in [Eval0, §6.3.2, Theorem 4] to our case, two issues have
to be treated carefully. First, the nonlinear potential has to be bounded in a suitable
way and, second, extra care has to be taken when changing the coordinates.

The nonlinear potential has to be bounded in such a way that Lemma 3.14 can be
applied. Therefore, we need to find a constant ¢ such that ||[Vaazc()el3. < cllell7s,
where c is allowed to depend on . This can be done using Lemma 3.4 as follows:

Vi (@)¢llzz < Cullellnllollz2,

and using Lemma 3.2 and Assumption 4, we obtain

Vizze(9)ell72 < (Chllelipn + L + K2) | oll72.
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3. The time-dependent Kohn-Sham equations

Now, we can apply Lemma 3.14 and the same argument as in [Eval0, §6.3.2, Theorem
4, 1.-5.] to obtain that the solution is in H?(B) for a half-ball B.

Furthermore, in the proof it is necessary to locally flatten out the boundary. This
is done by a C?-map that keeps all the coordinates apart from one dimension which is
transformed onto a line. This ensures that the determinant of the Jacobian is equal to
one.

The coordinate transformation of the Laplacian and the linear external potential is as
for standard parabolic PDEs. The exchange and correlation potentials do not explicitly
depend on space and time but only pointwise on the wavefunction. Hence a change of
coordinates does not change the potential. For the Hartree potential, however, more
care is needed. Let the change of coordinates be given by

x = k(&), () = U(k(2)).

Regarding the Hartree potential, one has to account for the fact that the transformation
k is only locally defined as a C? map, so the transform to a global integral operator is
not well-defined. However, it is possible to evaluate Vi (¥)(2) as Vi (¥)(z) in = k().

With this preparation, let B be the image of a half-ball under k. Then we bound ¥ by
19 g1y < CUIFN 2 + 191 22(0)). As Q is compact, it can be covered with finitely
many sets B;, so we find

190 ey < DI aan < D0 C (IFll2) + 1191 12() -
i i
Now the standard proof for elliptic equations based on difference quotients can be
applied, e.g., [Eval0, §6.3.2, Theorem 4]. O

Theorem 3.16. Assume ¥° € H}(Q), F € HY0,T;L*(Q)) and 00 € C?, that is
Assumptions 2 and 9. Suppose ¥ € W is the solution to (3.11). Then

U e L2(0,T; H*(Q;CN)) N L=(0, T; HL (9 CN)), ¥ € L*(0,T; L*(;CN)).
Furthermore, the following estimate holds:

55 Sup e ar + 191 20,02 + 1y < C(19°1 1 + 1 Flleqom.2@y) - (3:80)

Proof. We remark that due to the embedding HY(0,T; L*(Q;CN)) — C([0, T]; L*(©; CN))
the function /' is bounded by a constant f := maxc(o 7y [|F'(t)||z2. This means, we can
take the essential supremum of (3.39) and obtain

esssup || W(1) |31y < CUYO 720y + ), (3.81)
0<t<T

which means that ¥ € L>(0,T; H}(Q)).
For 0,¥, we consider the Galerkin space W,,, and take a fixed m, multiply (3.29) by
8td}€’fj(t), and sum for k=1,...,m, j=1,..., N to obtain the following:
(01 Um (1), O Vim(t)) o = B(¥m(t), 0y ¥m(t); u(t))
0 (Virae W) U(E), OUn(8)) 2 + (F (1), B () 12

a.e. in (0,7). For D(¥,,(t), 0¥, (1)), we have

(3.82)

Ve
dp

Do (8), Dy U (8))] = \2< (A1) Re (T (t), A(6))e AL, atwm<t>>

L2
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3.8. Improved regularity

Because A(t) € L*>®(Q2) and using Assumption 5, we have
N N
Dac (W (000 ()] < € [ |3 Rein(t) Y- 005D o
Qi =

<c 21 [n O + om0 de < ON (L1001 + el0wn (O )
i\
(3.83)

where we used Young’s inequality for products. For Dy, we use Young’s inequality for
convolutions [Sch05, Theorem 14.6] and the fact that A € L>(£2). We have

N
D (W (), 0 (8))] = | /Q (2Re (W (t), A(8)) ¢ % w)(@)A; (2, )0 Ty (2, D)
j=1

< O ([ ()] % 0, [ Ua(D]} 2 < O Wn (0)] % 0] 12 |90 WD)
1
< OO (®) g2 ] 12 [ BT (B)] 2 < O[]0 (ewmu)rriz T eua&mwué) |
(3.84)

where w is the Coulomb potential. Consequently, by (3.83) and (3.84), we get the
following:

D). 00 O)] < ¢ (N0 + Ol ) =D (355)
for some constant c. Estimate (3.85) is used together with (3.82) to obtain the following;
00t (1)
< 5 5 (VT 0), V() o+ (Ve (1), Ao (8) 2+ D(Wo (1), 0 (1)
Vit (En () Pn0), D02+ (D), D0 (1)
< (1), T (1) 2+ Vet () [N (1) 2100 (02 +

+ Cull U )l 2 [V )1 10 m () 22 + (K + L)W ()] 22106V (2)]] 12
+IEO L2 10V ()] 2,

where we use Lemma 3.4 and 3.2 and Assumption 4 to estimate V... Next, by using
the Cauchy-Schwarz inequality, (3.81), and Young’s inequality with an arbitrary positive
€, we get

||<9t ( )z

1 -
< 5 TIOR3 + NFOIZs + ATl + D

- 1
 (Weat®) 2 + K + L+ CL{[9°)2: + 2)) (6||wm<t>u%2 + euatwmwuiz)
2 £2 2
< IV EL O+ = (1) + ) + a0,

where T' is a constant depending only on [|¥°| 2, ||Fly, max,ecpo 1y [|Vewt(t)[| Lo, and K.
Now, we choose € small enough, that is, ¢ < % and integrate from 0 to 7. We obtain

T T
1 T N
/ 100V, ()] 2dt < esssup [Ty, (8) |31 + / [ Wm (t)]|72 + f2dt ) .
0 1—€l' \ o<i<T € Jo
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3. The time-dependent Kohn-Sham equations

Using (3.37) and (3.81), this gives
10w 3 < T'(1WO)17 + f). (3.86)

Passing to the limit as m — oo we find ¥/ € Y.
Now, we rewrite (3.11) for a fixed time ¢ as follows:

B(U(t), ®;u(t)) + & (Vige (P () (), D)2 = (—F(t) +i0;¥(t), D)2, (3.87)

where ¥ is the solution to (3.11). Using Theorem 3.10 we have that the solution is
bounded in L?(Q; CY). We have

1)z < c(lAWBz2 + ¥ @O)2) < c(IF Oz + 19 (0)llrz + [[T(#)]22),  (3.88)

where A(t) = —F(t) + 10,V (t). Next, we integrate (3.88) from 0 to 7', and use (3.37)
and (3.86) to obtain

19122 0 raarzqey < CUTOE + [ FI3):

All together, we have shown the estimate (3.80). O
Theorem 3.17. If Assumptions 2, 9, and 10 hold, then for the solution of (3.11), we
have

U e L0, T; L*(; CN)) and U e L®(0,T; H*(Q; CY)). (3.89)

Recalling the Sobolev embedding, we also have ¥ € L*(0,T;C(Q; CV)).

Proof. Take a fixed m > 1. Differentiate (3.29) with respect to ¢, multiply this equation
with 9yd;(t), sum over k, j, and integrate over ¢ to obtain

t t
/¢<at2\11m, 8t\11m>L2dt:/ B(@tllfm,8t\11m;u)+<vua(u\Ilm),8t\Ilm>
0 0 ot L2 (3.90)

)% xc ‘Ilm
+(OF, 0,V,,) 12 + <vch(q/m)at\1/m + Hat()q'm’ atxpm> dt.
L2
For the left-hand side, we have
o 14d )
Z<6t \I/m, 8t\I/m>L2 :’Lia”at\pmHLQ (391)

We remark that for any f(V,z,t) € R, we have

1d
(P8 000, () 2 = (F(00), (0, 00)c) = (£, FLIVOE) R
L
Hence, using this result for the product terms in (3.90), we get

€¢R and <8 (VHze(Ur) W) s 8t\11m> eR. (3.92)

0
<Vu8t (U, (1)), Ot\IJm> 9 .

L2

Taking the imaginary part of (3.90) and using (3.91) and (3.92) gives us the following:

1 t
5(\\at\pm(t)”%2 — 109, (0)]132) = /O (1 —a)Im D(0y ¥, 04 V,y,) + Im (O, F, 9,0,,) 2 dt.
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3.8. Improved regularity

From this, using (3.18), we obtain the following:

T
S [0 (1) < 1 EO) [ +2 [ (1= o)l I (000, B2
t< 0

+ | Im <8tF, 8t\1]m>L2 |dt

T
sn@wmmw§+2/'u—axw@WM&m+uw;+wawm&ﬂt
0
<00 (0)[122 + 2(co + V)| 0:¥ml[3 + 2/|F I3

By (3.80), [|0;%|ly is bounded by F and W°. Hence, there exists a constant cg
depending only on T, [|[¥°| 12, ||F||y, and |l g1 7, such that the following holds:

sup ([0 W ()l|72 < 0.9 (0|72 + co. (3.93)
0<t<T

To bound [|9;¥,,,(0)]|3,, we test (3.29) with 8;¥,,(0) to obtain

i (0, (0), By, (0)) > = B(W,(0), 0¥, (0); 1)
+ 0 (Vizae (U (0) T (0), 90, (0)) 2 + (F(0), 9y (0)) 5,

185W, (0)[1Z2 < [B(W3(0), 0 W (0); )| + | {(Virze(¥in(0)) Wi (0), 85W,(0)) 1 |
+ ”F(O)HL?Hat m(0)]| 2
< [T (0)[| 2[00 ¥m (0) ]| 2 + K[ Wi (0)[| L2 | 0: ¥ (0) | 2
+ [[F(0)[| 22 10: ¥ (0) | 2
Here, we used (3.51) for the nonlinear potential and we use the modified proof of Lemma
3.6 by replacing (VV, V®),, by (V?¥, (I>>L2 using integration by parts. Dividing by
106 Wm (0)[| 2 gives

(3.94)

10: % (0) 22 < (ch + KW (0|72 + 1 F'(0)l] 2. (3.95)

Furthermore, we have ||, (0)|| 2 < C||¥°|| 52; see, e.g., [Eval0, p. 363]. Using this
in (3.95) gives the following:

1003 (0)][ 2 < (ch + 1)CI®0| g2 + | F(O)]| 2. (3.96)
Therefore, using (3.96) in (3.93), we obtain the following:

sup [|0;¥m (t)[172 < e7 (19°)1 % + IF(0)]Z2) + co.
0<t<T

Taking the limit m — oo, we find ¥/ € L*>(0,T; L?(f2)).

Using this result in (3.88), we have that ¥ € L*°(0,T; H?(f2)). By the Sobolev
embedding, we have ¥ € L>°(0,T;C(2)) and there exists a constant cg depending on T,
199 12, | Fly, and HuHH1(07T) such that

esssup max |¥(z,t)| < cs. (3.97)
0<t<T IS Y]

d

Remark. By (3.97), the solution of (3.11) is everywhere and for almost all times
bounded by a constant. Assumption 3 is, hence, a reasonable assumption as it holds for
all solutions.
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3. The time-dependent Kohn-Sham equations

3.9. Conclusion

In this chapter, the existence, uniqueness, and improved regularity properties of solutions
to the time-dependent Kohn-Sham (KS) equations and related adjoint equations were
proved. We want to emphasize especially the results about higher regularity in Section
3.8 that are genuinely new. This work is instrumental for investigating optimal control
problems governed by the KS equations as done in next chapter.

We summarize the main results of this chapter in the following theorem.

Theorem 3.18. The weak formulation of (3.1), with Ve € HY(0,T;L>(Q;R)),
U(0) = W0 € L2(Q;CYN), admits a unique solution in W, that is, there exists ¥ € X,
V' e X*, such that

(0 (t), )2 =(VU(t), V) 2 + (Vear (-, t,w) U (L), P) ;o

+ (Vize(T (@)U (1), @) )2, (3.98)

for all ® € HY(Q; CN) and a.e. in (0,T).
By the continuous embedding W — C([0,T]; L?(; CV)), see e.g. [Fval0, p. 287], the
solution is continuous in time.

Furthermore, if W0 € H}(Q;CN) and 00 € C?, then the unique solution to (3.98) is
as follows:

U e L*(0,T; H*(;CN)) N L(0, T; Hy (9 CY));
if in addition WO € H?(Q; CN), we have

U e L0, T; H*(Q; CN) n HE (©; CM)).
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4. Optimal control of the TDKS model

4.1. Introduction

Many applications in quantum physics and chemistry require to control multi-electron
systems in order to achieve a desired target configuration. Recently, various quantum
mechanical optimal control problems governed by the SE have been studied in the liter-
ature, see for example [vWBO08], [yWBV10] and [MSTO06].

We remark that the external potential V,;; modelling the interaction of the particles
(in particular, electrons) with an external (electric) field enters without modification in
both the multi-particle SE model and the TDKS model. This latter fact is important in
the design of control strategies for multi-particle quantum systems because the control
functions usually enter in the SE model as external time-varying potentials. Therefore,
control mechanisms can be determined in the TDDFT framework that are also valid for
the original multi-particle SE system.

Therefore, the challenging task of quantum control appears possible in the frame-
work of time-dependent density functional theory (TDDFT). TDDFT allows to describe
these systems while avoiding the high dimensionality resulting from the multi-particle
Schrédinger equation. However, due to the high nonlinearity of the problem, a strong
effort is required to deal with this system.

Indeed, quantum control problems governed by TDDFT models have already been
investigated; see, e.g., [CWGI12] and have been implemented in TDDFT codes as the
well-known Octopus [CAOT06]. However, the available optimization schemes are mainly
based on less competitive Krotov’s method and consider only finite-dimensional param-
etrized controls. Furthermore, not much is known about the theory of the TDDFT
optimal control framework and about the use and analysis of more efficient optimization
schemes that allow to compute control functions belonging to a much larger function
space.

We remark that the functional analysis of optimization problems governed by the
TDKS equations and the investigation of optimization schemes requires the mathemat-
ical foundation of the governing model. To the best of our knowledge, only few con-
tributions addressing this issue are available; we refer to [RPvL15, Jerl5, SCB17¢| for
results concerning the existence and the uniqueness of solutions to the TDKS equations.
However, the only existence theorem in a framework suitable for control problems is
given by Theorem 3.18; see also, [SCB17¢].

To formulate our optimal control problems, we start by recalling the TDKS model as
follows (see Section 2.2.2):

ia(;ij(x, t) = (=V?+ Viw(z, t,u) + Vige(z, p)) ¥ (2, 1), (4.1)
¥i(2,0) = ¢¥(x), j=1,...,N. (4.2)

Its weak formulation is given in Theorem 3.18: there exists a unique ¥ € W, such that
U(0) = ¥ and

i<0t\11(t), (I)>L2 = <V\I/(t)7 v(I)>L2 + <V696t('7t7u)\ll(t)v (I)>L2 (4 3)
+ (Viac (¥ (1) ¥ (1), @) 12 ‘
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4. Optimal control of the TDKS model

for all ® € H}(;CY) and a.e. in (0,7). In this chapter, we choose U0 € H}(Q;CN).
The KS potential in the LDA framework is given by

Vize(z, p(2,1)) = Vi (, p(x,t)) + Va(p(x, 1)) + Ve(p(z,1)). (4.4)

Notice that the TDKS system is formulated in n spatial dimensions and consists of N
coupled Schrodinger equations. With the appropriate choice of Vi,., which contains the
coupling through the dependence on p, the solution to (4.1)—(4.2) provides the correct
density of the original system, so that all observables which can be formulated in terms
of the density can be determined by this method.

There are several approaches in the TDDFT framework how to construct the KS
potential. A common choice in DFT is the local density approximation (LDA) where
the KS potential at z is assumed to depend only on p(z); see, e.g., [ED11]. We use the
adiabatic LDA, which means that LDA is applied at every time separately such that
Virze(x,t) = Vige(p(z,t)). Notice that, if one allows Virz.(t) to depend on the whole
history Vi,.(7), 0 < 7 < ¢, the resulting adjoint equation would be an integro-differential
equation, which would be much more involved to solve.

It is clear that, in application, confined electron systems subject to external control are
of paramount importance. The confinement is obtained considering external potentials
such that W is non-zero only on a bounded domain 2. For this reason, we denote by
Vb a confining potential that may represent the attracting potential of the nuclei of a
molecule or the walls of a quantum dot. A typical model is the harmonic oscillator
potential, Vo(z) = ug 22.

A control potential aims at steering the quantum system to change its configuration
towards a target state or to optimize the value of a given observable. In most cases,
this results in a change of energy that necessarily requires a time-dependent interaction
of the electrons with an external electro-magnetic force. For this purpose, we introduce
a control potential with the following structure wu(t) V,,(z), where u(t) has the role of a
modulating amplitude. A specific case is the dipole control potential, u(t) .

In our TDKS system, we consider the following external potential:

Vewt(x,t,u) = u(t)Vy(x) + Vo(x).

In particular, we consider the control of a quantum dot by a changing gate voltage
modelled by a variable quadratic potential, V,(x) = 22, and a laser control in dipole
approximation, V,(z) = x - p, with a polarization vector p.

The notation used is the one introduced in Section 3.2. To improve readability of
the analysis that follows, we write the potentials in (4.4) as functions of ¥ instead of
p = |¥|2. We shall also omit the explicit dependence of Vg on x if no confusion may
arise.

Assumption. We require the Assumptions 1-11 to hold (see page 34). Furthermore,
we add the following assumption for this chapter:

12) The correlation potential term W — V. (V)W is continuously real-Fréchet differen-
tiable (see Definition 4.1) with bounded derivative from Z to Y; c.f. Lemma 4.4
for the same result on the exchange potential.

In this chapter, we investigate the optimal control theory for multi-particle quantum
systems presenting a theoretical analysis of optimal control problems governed by the
TDKS equations. For this purpose, the theory and numerical solution of optimal control
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Analysis of nonlin-
ear potential V.,
Lemmas 4.3-4.5

RN

Derivative of con- Existence of a mini-
straint ¢, Theorem 4.2 mizer, Theorem 4.9

RN

Derivative of control-
to-state map
u — ¥, Lemma 4.12

N

Deriva:cive of reduced
cost J, Lemma 4.13

Implicit Function
Theorem A.16

Derivative of cost func-
tional J, Theorem 4.6

Gradient of reduced
cost J, Theorem 4.14

First order optimality
system, Theorem 4.15

Figure 4.1.: Dependence of the lemmas and the theorems in Section 4.3. This chart can
be used as a guide how to achieve the two main goals, namely the existence
of minimizers and their characterization through the first order optimality
system.

problems governed by a Kohn-Sham TDDFT model are investigated, considering differ-
ent objectives and a bilinear control mechanism. Existence of optimal control solutions
and their characterization as solutions to Kohn-Sham optimality systems are discussed.

The discussion below is organized as follows. We begin with the formulation of the
optimization problem in Section 4.2. In Section 4.3.1, the nonlinear potential and the
constraint equation are analysed. Section 4.3.2 is devoted to the proof of existence of a
minimizer of the optimal control problem specified in (4.6). The first-order optimality
system is discussed in Sections 4.3.3 and 4.4. In particular, in Section 4.3.3 we discuss and
derive the optimality system considering the optimization problem in the reduce form
(4.10). Figure 4.1 clarifies the dependences (work flow) of the lemmas and theorems in
Section 4.3. It is given as a guide through the section and shows how the two main
goals of this section, namely the existence of minimizers and their characterization using
the first order optimality system, are achieved. In Section 4.4, the optimality system is
derived (again for the sake of clarity) by differentiating the Lagrange function.
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4. Optimal control of the TDKS model

We remark, that in Appendix A.1, the differentiability issues arising from the Kohn-
Sham potential are discussed in more detail and an alternative approach to the one
considered in Section 4.3 is presented. In order to validate the proposed framework,
we implement an efficient approximation and optimization scheme for these problems in
Chapter 5.

4.2. Formulation of TDKS optimal control problems

Optimal control of quantum systems is of fundamental importance in quantum mechanics
applications. The objectives of the control may be of different nature ranging from the
breaking of a chemical bond in a molecule by an optimally shaped laser pulse to the
manipulation of electrons in two-dimensional quantum dots by a gate voltage. In this
framework, the objective of the control is modelled by a cost functional to be optimized
under the differential constraints represented by the quantum model (in our case the
TDKS equations) including the control mechanism.

We consider an objective J that includes different target functionals and a control
cost as follows:

B[ v
7w =5 [ [ o) = paw ) Pardi+ [ xa@pte T)aa+ Gl
e
Jg Jn Jv

(4.5)

The first term Jg models the requirement that the electron density evolves following as
close as possible a given target trajectory ps. We remark that Jg is only well-defined if
U is at least in L*(0,T; L*(£; CY)). This is guaranteed by the improved regularity from
Theorem 3.17 for W0 € H?(2;CY). The term J, aims at locating the density outside of

1 z€A

0 otherwise
The term J, penalizes the cost of the control. We remark that the regularization term
J, can be any weighted H'(0,T;R) norm, e.g. Hu’||%2(07T;R) + a||u||%2(07T;R) for a > 0.
We assume that the target weights are all non-negative 5,17 > 0, with 8+ n > 0, and
the regularization weight v > 0.

a certain region A. The characteristic function of A is given by x4 (x) =

As in many applications, our purpose is to find an optimal control function u, which
modulates a dipole or a quadratic potential, such that J(¥,u) is minimized subject
to the constraint that ¥ satisfies the TDKS equations. This problem is formulated as
follows:

(\p,ur;ﬂel(nZ,U) J(¥,u) subject to (4.3), (4.6)
where U is either H'(0,T;R) or H}(0,T;R). From now on, we assume that, if 3 = 0,
then W0 € H}(Q;CN), and if 8 > 0, then W0 € H}(Q;CN) N H2(Q; CY).

The solutions to this PDE-constrained optimization problem are characterized as so-
lutions to the corresponding first-order optimality conditions [BS12, Tr610]. These con-
ditions for (4.6) can be formally obtained by setting to zero the gradient of the following
Lagrange function:

LY, u,A) =J(V,u)+ Li(¥,u,A), where (4.7)

N T o (et —
L=k} Il (iwﬂ;j”’)—(—v?+vezt<x,t,u>+vm<x,t,p>)wj<:c,t>)Aj<a:,t>dxdt.
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The function A = (A1,...,An), where \; € L%(0,T; H (Q;C)), j =1,..., N, represents
the adjoint variable. In the Lagrange formalism, a solution to (4.6) corresponds to a
stationary point of L, where the derivatives of L with respect to 1;, A\; and v must be
zero along any directions dv, oA, and du. A detailed calculation of these derivatives
can be found in Section 4.4. The main difficulty in the derivation is the complex and
non-analytic dependence of the Kohn-Sham potential on the wavefunction, which results
in the terms VL, Vy Ly in (4.8c) below.
The first-order optimality conditions are given by the following optimality system:

ZW = (—V2 + Vewr(z, t,u) + Vige(z, t, p)) U (2, 1), (4.8a)
Ym(,0) = ¥, (z), (4.8b)
a)\m(w7t) _ (72 _ _
(4.8¢)
Am(z,T) = —inxa(z)m(z, T), (4.8d)
vu(t) + p(t) =0, (4.8¢)
where m =1,..., N, and

N
Vyly:=Y Vi (2 Re(1;(y, )\ (v, t))) (@, )hm (2, t) + Vi (p) (z, t) A (2, 1),
j=1

N ov,.
dp

Viylge: =2 (p(z, 1)) m (1) Re(¢; (2, )Aj (2, 1)) + Vie(p(, 1)) Am (2, 1).

=1

J
Further, in (4.8e), u is the H'-Riesz representative of the continuous linear functional
(—Re (A, V,¥) 2, ->L2(0 7); see Theorem 4.14 below. Assuming that u € H}(0,T;R), u
can be computed by solving the equation

d2
<—dt2 + 1) pp=—Re(A, Vo), p(0) =0, u(T) =0, (4.9)

which is understood in a weak sense. For more details, see, e.g., [vWBO08].
Theorem 3.13 guarantees that (4.8a)—(4.8b) is uniquely solvable and hence the reduced
cost functional

J:U =R, J(u):=J((u),u), (4.10)

is well-defined.

In order to ensure the correct regularity properties of the adjoint variables, we do not
use the Lagrange formalism explicitly in this work. Instead, we use the existence of a
unique solution of the adjoint equation (4.8c)—(4.8d) from Theorem 3.18 directly, and
derive the gradient of the reduced cost functional J from these solutions in Theorem
4.14 belowl Later, we use this gradient to construct a numerical optimization scheme to

minimize J.

4.3. Theoretical analysis of TDKS optimal control problems

4.3.1. Analysis of the constraint equation

In this section, we present a mathematical analysis of the optimal control problem (4.6).
To this end, we first show that both the constraint given by the TDKS equations and
the cost functional J are continuously real-Fréchet differentiable.
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4. Optimal control of the TDKS model

The Kohn-Sham potential depends on the density p. The density is a real-valued func-
tion of the complex wavefunction and, therefore, can not be holomorphic. As complex
differentiability is a stronger property than what we need in the following, we introduce
the following weaker notion of real-differentiability. This is discussed in more detail in
Section A.1 where also an alternative approach is presented.

Definition 4.1. Let Vi, Vo be complex Banach spaces. A map f : Vi — Vo is called
real-linear if and only if

1. f(z)+ fy) = f(z +y) Vo,y € V1 and
2. flax) = af(z) Va € R and Vz € V.

The space of bounded real-linear maps from Vi to Vs is denoted with £(Vy;Va). This is
a Banach space, the norm is the same as for L(V1;V3).

We call a map f : Vi3 — Vs real-Géateaux (real-Fréchet) differentiable if the standard
definition of Gateaux (Fréchet) differentiability holds for a real-linear derivative operator.

Remark. In complex spaces, the notion of real-Gateaux (real-Fréchet) differentiability is
weaker than Gateaux (Fréchet) differentiability. However, all theorems for differentiable
functions in R? also hold in C for functions that are just real-differentiable. This is the
case for all theorems that we will make use of as the chain rule and the implicit function
theorem. Therefore, it is enough to show real-Fréchet differentiability of the constraint.

Recall the definition of the spaces Y, X, X*, W, and Z from Definition 3.1.
Theorem 4.2. The map ¢: Z x U — X*, defined as

(U, u) =&V, u) — Vg (V)¥, where ¢(V,u) = la—\p - (—V2 + Vo + Vau(t)) 9,

ot
(4.11)
18 continuously real-Fréchet differentiable.
Notice that ¢(¥,u) = 0 represents the TDKS equations.

Remark. We remark that V,(¥)¥, Vg (¥)¥, and V,u¥ are in Y. With the Gelfand
triple X < Y < X*, the operator norm of their derivatives in £(W, X*) can be bounded
in L(W,Y) as follows:

[ B(P)SV|| x- [ B(¥)5V|ly
B(W = sup ————<c N=rA =/ =Y
SAEUES swew\foy  10¥[lw swew\{oy  10¥]lw

[0W]]y
< c||B(¥ sup <c||B(W¥ ,
H ( )”[:(W,Y) SUEW {0} H(S\IJH H ( )Hﬁ(W,Y)

where B denotes the derivatives of V; (U)W, Vi (V)P or V,uW, respectively.

Further, notice that using the embedding Z — W, it follows that a function f that
is real-Fréchet differentiability from W to Y at a € Z is also real-Fréchet differentiable
from Z to Y at a as follows:

@t h) — @) - Df@Wy _ . fath) ~ f(a) ~ Df(@)(B)]ly

||h]| z—0 2|z T |lhllz—0 |Allw

=0.

Further, to prove Theorem 4.2, we need the following lemmas. We begin with studying
the nonlinear exchange potential term.
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4.3. Theoretical analysis of TDKS optimal control problems

Lemma 4.3. The map W 3 ¥ — V,(U)U € Y is real-Gateaux differentiable for all
U e W and its real-Gdteaur derivative, denoted by A(V), is specified as follows:

A(T) € LOW,Y), A(T)(6T) = AL (D) (5F) + Ay(T)(5T),
Ay (D) (8T) = V, (T80, Ao (D) (5T) = 66‘2”2 Re (U, 60), .

Proof. First, we need the derivative of the density p which is a non-holomorphic function
of a complex variable. Differentiation of p can be done using the Wirtinger calculus
[Rem91] where ¥ and U are treated as independent variables. By using these calculus
rules, the real-Fréchet derivatives of p = 2%21 Ymtm = (¥, ¥)c are given by

op B
87\11((5\11) = 2R€ <\I/, 5\I/)C7
9%p

The directional derivative of V;(¥)¥ along 0V is given by A(V) : W — X*,

A(D)(50) = y\n%i (Va(T + t5T) (T + t67) — V, (V) )

oV, Op
9 87\11(5\10\1} + (’)(t))

= AL(W)(60) + Ap(D)(50).

— lim (vz(xp)a\p +
N0

Using the definition of V,, in (3.8) on page 32, we have

WP 9 Re (W, 60) U |U[2 < R,

n

(JT*)2Re (T, 60) ¥ R < |V < 2R,
|¥|?2 > 2R

A(D)(0F) = Vi (T)0T + oy gg
0

and 60U — A(V)(0W) is obviously real-linear in §¥ and A(V)(6W¥) € Y for 60 € W. We
are left to show that A(¥) is a bounded operator.

[ A1 (W)5W]ly [ A2 (W) (W) ]|y

A(W < sup —F—=7——+ sup
A legry) swewrjoy 10w swewrjoy 0% ]lw

For the first term, we use V,(¥) € L*>(0,7; L>*(R2)) as well as ||¥|ly < ||¥||w to obtain

| A1 (0)oT |y [V (W) || oo (0,200 () 19 |y
sup —F————— < su
swew\{oy  16¥(w STEW\{0} |0 ]|w

< [Va ()| Lo (0,752 (:R)) -

For the second term, we decompose the domain into 2 = ; U Qs U Q3 depending
on the size of p: Q1 := {z € Q|¥]? < R}, Oy := {r € QR < |¥|? < 2R}, and
Q3 = {x € Q|¥|? > 2R}. Using the fact that |¥|? = p is bounded by R in Q; and
by 2R in 5 as well as that As(¥) = 0 in Qg3, and that g—’; is monotonically decreasing
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4. Optimal control of the TDKS model

between R and 2R, we obtain

T T
HAQ(fo)((s\I/)H%/_/O /Q\AQ(\IJ)((S\I/)Fdde/O /Q|A2(\I/)(5\I/)]2dxdt

-1,
f

g ag 4/n 2 2 (Op 2T 4 2
< 4—2 W[V oW | drdt + 4oy, | - (R) | |*|0W|“dadt
o Ja, n dp o Ja,

2

A (p2/n 2/n—2 2
<4— + .
< 4n2 (R R ) |05

2
%|\1/|2/"—22 Re (¥, 60) \If’ dedt

2
dadt

Ip
ana—p(p)Q Re (U, 6¥)- ¥

We have shown that the directional derivative 0¥ — A(¥)(d¥) is a bounded linear
map for all ¥ € W, hence ¥ — V,(V)V is real-Gateaux differentiable. O

Lemma 4.4. The map Z 5V — V,(V)U € Y is continuously real-Fréchet differentiable
with derivative D(Vy(¥)W) = A(V), where A(¥) € £(Z,Y) is given in Lemma 4.5.

Proof. We prove that the real-Gateaux derivative A(¥) of V,(¥)¥ at ¥ is continuous
from Z to £(Z,Y). Then the real-Fréchet differentiability follows immediately from
[AH11, Proposition A.3].

Once it is proved that V, (V)W is real-Fréchet differentiable, the real-Gateaux and
the real-Fréchet derivatives coincide, and the continuity of the real-Gateaux derivative
carries over to the real-Fréchet derivative. Hence, we have to show the following:

Ve >0, 36 > 0, such that [[A(V) — A(®)||z(zy) <6 V[V — [z <o

For this purpose, to ease our discussion, we consider flg(\ll)q/)jwm, jm =1,..., N,
where
|\Ij‘2/n72 9
) WP g2 < R,
Az(0) = o ¢ () R <[] <2R,
0 |W[? > 2R,

such that Ay (¥)t, Z;VﬂZRe(wj(STbj) = (Ag(\If)((S\IJ))m For all € > 0, U s Ay()
is continuously real differentiable with bounded derivative for |¥| > €, hence the same
holds for As(W)1j1),,, which is therefore Lipschitz continuous. In zero, Aa(W)i;t),, is

Hoélder continuous with exponent v = % as the following calculation shows:

~ « _ « _ «@
A (W)l = S/ gihn] < O P2 ] = O
Together, we have Holder continuity for all ¥ € Z,

| A(0) it — Ag(®)pjm| < | U — ®|%x

and similarly
|A2(\Ij)¢7jwm - AQ(¢)$]¢TH| < C|\I/ - (I)|%N~
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4.3. Theoretical analysis of TDKS optimal control problems

We remark that, if a function f : CNV — CV is Holder continuous with exponent o,
ie. |f(z)—f(y)| < clz—y|¥ then f: L2(Q;CN) — L?(Q;CV) is also Hélder continuous
with the same exponent as follows:

1) = Flsem, = [ 11O = FuE)Pde < [ [a(e) —e) e

= ||z — y||ioz‘a(ﬂ;<cw) < llz =yl e

(4.12)

Define Z; := L*(0, T; H?(£;C)). Now, we turn our attention to A3(¥) and use the
Hoélder continuity of As(¥)1;1, to obtain the following estimate. We have

[ A2(W)(5W) — A2(<I>)(5‘If)|!?f
2

N
_Z/ /A2 wm (wjéwﬁw]&pj ~ Ay(® Z%Wﬁqﬁ?é%) et
: Z/ /2\5% (Ao (W) tjth, — Ao (® >¢]¢m>\ dadt
+Z/ /ZW (A (0)jthm — Ag(® >¢j¢m>\ dadt

N

ScZnéij?ZlZ(nAQ( Jbstom — Aa()6;0m) |, + |1 A2(W)itm — A2(®)d56ml3, )
j=1

m=1

N N
<> 6w5l7, > v — @l
7=1 m=1

= |07, N(¥ — @[ < |o¥Z, No*.
Furthermore, by the Hélder continuity of V, and the embedding Z < Y, we have
[AL(P)(6F) — A (D) (59)[ly < cal|Ar(¥) — Ar(D) ]Iy [0V ]| ,
< s ¥ — B[00z, < 600 |z..
Now, we have the following:

e A®EY) — A@)ED)y
IAE) = A@llezy) = | sp 16912

LG
< (‘/C’N—i—c”)(so‘ sup [0¥]|z, < (‘/C/N—i—c,/)&a
swez\{0} 10¥] 7

This completes the proof of the continuous real-Fréchet differentiability of V,(¥)¥. O

Next, we study the Hartree potential and show that the map ¥ — V(U)W is contin-
uously real-Fréchet differentiable.

Lemma 4.5. The map ¥ — Vg (¥)V is continuously real-Fréchet differentiable from Z
toY and from Z to X* with derwative D(Vy (¥)W)(0¥) = Vg (V)oU+ [, Md U

lz—yl
Proof. By Lemma 3.4, Vg (¥)¥ € Y. The following expansion holds:
2Re (W, 6¥ o, oW
Vi (¥ + 00) :VH(\I/)+/ 2Re (¥, 0¥)e,y +/ @, W) >‘Cdy.
o |r—yl o lz—yl
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4. Optimal control of the TDKS model

Hence, we get

2Re (¥, 6¥
Vi (¥ + 60)(V 4 0V) = V(U)W + Vg (P)oW + / Wdyw
0 _

+/ M’(S\P)Cdy(yp+/ Mdy‘l’+/ Mdy&l’-
A o o=l T o e

By proof of Lemma 3.4, the L?(€; C") norms of three terms in the previous line are
a.e. in [0, 7] bounded by

CN[I0Y ()| L2 (e Y O 1 (em) 1Y () | 200y
CN[I0¥ ()| L2(0.cm I0Y () || 1 (@.emy T () | L2009
CN 0 ()]l 11 e 18Y (D)7 2 0oy

respectively. Defining D(Vy (¥))(0) = Vig (0)0W + [, 2Ret08e

embeddings Y «— X*, W < C([0,T]; L?(£;CY)), and Z < W, we obtain
[Vir (0 + 869)(¥ +6%) — Vg (1) ¥ — D(Vy (9) ) (69) 1% -

dy¥, and using the

0w
[Vir (¥ 4+ 59)(W + 6%) — Vig (0)F — D(Vir(¥)¥)(59)[[3
=~ C 2
16w

chN T 9 9 )
S m (/0 Ha\IIHLQ(Q;CN)H\IIHHI(Q;CN)qulHLQ(Q;CN)
+||5\I’||%2(Q;CN)”(Slll”ifl(ﬁ;(cf\’)||\I’||%2(Q;CN) + H&PH%P(Q;CN)H‘S\I’H[iz(g;@v)dﬂ

c1Cn
= 6%% <O<t<T||6\I]||L2 Q;CN) ()% + [16%]%)
Z

2
+ s 10912 ooy s, 191 991 )

0|7 (1% + 1621%) + ITCZ [P [F 10|k
15%]%
2 2 2 2
< e2C ([1891% (1% + 169[1%) + 8@IZ[%]f) — 0 for [[6¥(z — 0.

< eCn

Hence, V(W)W is real-Fréchet differentiable with derivative Vi (¥)0W¥+ |, %d v

and the derivative is continuous from Z to £(Z,Y) and from Z to £(Z, X*) by (3.15) in
Lemma 3.4. O

Using these results, we can now prove Theorem 4.2 that states the real-Fréchet differ-
entiability of the map c.

Proof of Theorem 4.2. We prove that c is a real-Fréchet differentiable function of ¥
and w. For this purpose, we first consider the map ¢ defined in (4.11). Simple algebraic
manipulation results in the following:

(U 40V, u+du) =¢(V,u)+ é(0V,u) — Vy,oul — V,0udw.

Next, we show that the real-Fréchet derivative of ¢ is given by

Dé(W,u) (0, 0u) = é(0W,u) — V,oul = 1667\11 - (- V4 Vo + V) 60 — V,6ul.

ot
(4.13)
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4.3. Theoretical analysis of TDKS optimal control problems

In order to bound the reminder ¢(¥ + 6W,u + ou) — ¢(V,u) — D&(V,u) (0¥, du), we
consider

Vabud @[5 < IVl Zoo ey 100lE0 16211

where we use the embedding U — €0, T]. Using the estimate ||du|cjo,7) < cl|0ul] g1 (0,r;r)
and [0V x < ||0¥|lw, we can further estimate as follows:

IVabus®lly < & |8ull o ray 10%Iw < ¢ (15l 075 + 15913 )
2
< ¢ (0ull g2 o.7:m) + 109]lw) -

With this result, we can show the Fréchet differentiability as follows:

| Vabud ||y /
< (10wl g107.r) + |0¥]lw) — O
Bl oz - 190 = ¢ (oullmozm +19%]w)

for [[6ul| g1 (o,rm) + [6¥|[lw — 0. Hence, ¢ is Fréchet differentiable, and D¢ given in
(4.13) represents its derivative. This derivative is continuous from W x U to X*. By
the remark on page 58 this means ¢ is continously differentiable from Z x U to X*.

The exchange potential is continuously real-Fréchet differentiable from Z to Y by
Lemma 4.4, the correlation potential from Z to Y by Assumption 12), and the Hartree
potential from Z to Y by Lemma 4.5. To summarize, we have the following real-Fréchet
derivative of ¢:

De(V,u) (87, du)

OVae 2Re (¥, 6V)

= c(60,u) — V,0ul — 2Re (U, 5T —/ Cayw
ow .
_ iaat (V2 4 V(s £40) + Vizao(0)) 89 — Visu
Ve 2Re (T, 00)
— 2Re (U, 60, U — / Ty,
dp ( Je o lz—yl
O

We have discussed the differentiability properties of the differential constraint ¢ that
are required below to prove the existence of a minimizer and to establish the gradient
of the reduced cost functional. Next, we study the cost functional J.

Theorem 4.6. The cost functional J : Z x U — R defined in (4.5) is continuously
real-Fréchet differentiable.

Proof. The norm HuH%ﬂ(O 7. 18 differentiable by standard results with

D (Sl o7z, ) (00) = v {ut, 8) g 0.1
The tracking term Jg = 2 fOT Jo(p(z,t) = pa(z, t))*dzdt is a quadratic functional and
hence real-Fréchet differentiable with derivative

T
DJs(W)(57) = 28 /0 /Q ((2,1) — palae, 1)) Re (U(a, 1), 60(, 1)) dadt.

Jy = 3 Joxa(@)p(z,T)dz is well-defined, because ¥ € C([0,T]; L*(Q; CY)). The
directional derivative

D J,(¥)(6¥) = 77/QXA(x) Re (V(z,T), 6¥(z,T))c dx
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4. Optimal control of the TDKS model

is obviously real-linear and continuous in dW¥, hence it is the real-Gateaux derivative.
Furthermore, we have

[Ty (¥ +8%) = Jy(¥) =D Jy(D)EV)| _ |Jo xa(@)|0¥(T)[Pda| _ 16%(T) 122 (g.cn)

ST T
maxo<¢<T ||5‘I/( )HL? (;CN) CH(S\IIH
< — < W= ¢|6¥|lw — 0 for |59l — 0.
109w 10w

Therefore, J;, is real-Fréchet differentiable from W to R. Its Fréchet derivative depends
real-linearly on ¥ and is bounded by

XA Re( ( )7 5\Ij(x>T)) dz
D Jy(¥) |l zwry =n  sup o 5U cdr
STEW\ {0} |6V |lw
(D) L2 ;e 109 (T) [| 2 (20 < QH‘I’HWHN’HW
109w - 109w

= nc?|| V||

Hence, this derivative is continuous from W to L(W,R). By the remark on page 58 J,
is continuously real-Fréchet differentiable from Z to R. O

4.3.2. Existence of a minimizer

In this section, we discuss existence of a minimizer of the optimization problem (4.6).
Uniqueness cannot be expected because the phase of the wavefunction does not appear
in the cost functional J.

We start by collecting some known facts. We use the following version of the Arzela-
Ascoli theorem which holds also for general Banach spaces, see, e.g., [Cial3, Theorem
3.10-2] and remark below.

Theorem 4.7 (Arzela-Ascoli). Let B be a Banach space and K = [0,T]. Given a
sequence (fn)n of functions f, € C(K;B). If the sequence is

1. uniformly bounded, i.e. AIM, such that || fullc(x:3) < M ¥n € N, and

2. equicontinuous, i.e. given any € > 0, there exists 0(¢) > 0, such that
|| fn(t) — fu(s)||B < € for all t,s € K with |t — s| < (e) and alln € N;

then there exists a subsequence (fyn,)1 and a function f € C(K;B) such that
Jim I fri = Flles) = 0.
—00

For the purpose of our discussion, notice that the semigroup generated by
Hy = —V? + 1} is denoted by U(t) = e o, For self-adjoint operators Hp, as in
our case, U(t) is strongly continuous by the Stone’s theorem; see [Sto32] and [YselO, p.
34].

We need the following lemma; see also [RPvL15].

Lemma 4.8. The Duhamel form of the TDKS equation (4.1) is given by

\I/(t)—e_iHOt\Il(O)—ie_iHOt/o g(s)ds with g(s):eiHOS(u(s)Vu\Il(s)—i—VHa;c(\I/(s))‘I/(s)).
(4.15)
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4.3. Theoretical analysis of TDKS optimal control problems

Proof. We follow the approach in [Sal05] and write

iU (t) = (=V2 + Vo + uVy + Vg (¥ (1)) U(t)
= HoV(t) + uVu W (t) + Viec(¥ (1)) ¥(2)

& iU QW(t) + iHoW (1)) = e (uV, U (t) 4 Virae (U (t)) (1))
& % (i1 (t)) = et (uV, W(t) + Vigze (W (¢)) U (1))

& et oty () — W (0) = /0 08 (VW (s) 4+ Viee(¥(s))¥(s)) ds,

which proves the lemma. O

Now, we can prove the existence of a solution to (4.6).

Theorem 4.9. The optimal control problem (4.6) with ¥° € H}(Q;CN) and 8 = 0
admits at least one solution in (V,u) € W x U. In the case 5 # 0, an optimal solution
exists in Z x U assuming that WO € H?(Q; CN) N HL(Q;CN).

Proof. For a given control u € U, we define ¥(u) as the unique solution to (4.3). Let
(Up, up,) := (¥(up), uy) be a minimizing sequence of J, i.e.
lim J(U(u,),un) = inf J(¥(u),u). (4.16)
n—>00 uelU
As J is coercive with respect to u in the H! norm, the sequence (uy,), is bounded in U.
Hence, we can extract a weakly convergent subsequence again denoted by (up)n, tn — @
in U. By the Rellich-Kondrachov Theorem A.8, we then have u, — @ in C[0,T].

As the controls u,, in the sequence above are globally bounded in U, by Theorem 3.10
we have [|U,||x < K and ||V || x+ < K’, where the constants K, K’ can be chosen to
be independent of u,. Hence, we can extract weakly convergent subsequences, again
denoted by ¥,,, U/, as follows:

v, X9, v,

By the Rellich-Kondrachov theorem, we have H'(Q;CV) € L?(2;C"V), and by Aubin-
Lions’s theorem A.12 we have W € Y, hence

v, 5 0. (4.17)

By Lemma 4.4 and 4.5 and Assumption 12), ¥ — Vi,.(V)¥ is real-Fréchet differen-
tiable, hence continuous from W to Y. Every (¥, u,) solves the Schrédinger equation
(4.3). Using the strong convergence of u, and ¥,,, we can employ [Cial3, p. 291] for
the products u, V¥, and Viz.(¥,)¥,. By standard results [ADPM11, Proposition 3.6],
a sequence converging in the L?(0,T)-norm contains a subsequence that converges a.e.
in [0, 7. Consequently, we can extract a subsequence, again denoted by (V¥,,) such that
we can pass to the limit. Then, the equation

oV,
lim — <z, <I>> F (YU, VO 1o+ (VoW + Vitin U, ) 12 + (Virge(V,) U, ) s
L2

n—00 ot

- <z’a£', q>>L2 + <v¢1, vq>>L2 n <v0\if +Vyab, <I>> <Vmc( )b, c1>>

holds a.e. in [0,7] and for all ® € H}(Q;CN). Hence, (i) = ¥ and (¥, @) solves (4.3).

65



4. Optimal control of the TDKS model

If n # 0, then the evaluation of p at the final time T in the cost J is required, such
that strong convergence in C([0,T]; L?(€;CY)) is needed. So far, we only have weak
convergence in W, which is continuously embedded into C([0,T]; L?(€2; C"™)), but not
compactly embedded. To overcome this problem, we improve our convergence result
by using Theorem 4.7. The required uniform bound is given by Lemma 3.11, we have
|y, (t)|lLz = 1, for all n and all ¢ € [0,7]. It remains to show the equicontinuity of
U,, for the Arzela-Ascoli theorem, i.e. find an d(€) that does not depend on the n of
the sequence. To this end, we take a fixed but arbitrary € > 0. With ||¥,, |2 = 1, the
Lipschitz continuity of V., Lemma 3.2 and Assumption 4, and estimates in Lemma 3.4
and Theorem 3.10, we have

t
H\I’O - z/ g(s)ds
0 L2(Q;CN)

< H\IJOHL2 + ||Vu\1’nHY + HVHmc(\Ijn)\I’nHY
< 9002 + (HunllopmIValloegeueny + L+ el all% ) 1ally < C,

<10l 2 + llglly

where g is defined in Lemma 4.8. As U(t) = e *0! is continuous by Stone’s theorem,
there exists a d; such that

|4(0) ~ U)o o) < 5 for [E— ] < 6.

Using the Duhamel formula from Lemma 4.8, we find for two different times ¢, t', with
|t — /| < 4, the following:

[ (t) = Tn ()12 <

t
(e—zHot _ ezHot) <\IIO _ Z/ g(s)ds)
0
. / t
e~ tHot / g(s)ds
t/

L2

+

L2

The first term is bounded by

t
0 — 2/ g(s)ds|| < .
‘ 0 e 2002

24 (t) —=UE ) 2 (r2,12)

For the second term, we have

‘ /t,tg(s)ds

2 t

g(s x)ds

dx</</ |gsx|ds> dz

/ oD o < [ V=TTl g o da

<it-t| [ / l9(s, 2)[?dsdz
QJt

t
= |t—1| /t [€0% (uVy W () + Virze(Wn(5)) Wi (s)) [|72ds.
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4.3. Theoretical analysis of TDKS optimal control problems

Using the fact that e!0¢ is unitary, we obtain

t
/ g(s)ds
12 L2

< ‘t — t/|/t/ H (Vu\Pn(S) + ch(\pn(s))lpn(s) + VH(\IIN(S))\IJN(S)) H%st

2

<8t =11 [ €l o)+ Vel 5 a5
Vi (0 (5)) 00 (5) 2

<=1 [ O+ LI + OB () ad

< K|t - t’l;,

where we use the Lipschitz continuity of V.. = V. + V. and Lemma 3.10 for the estimate
of Vy. Furthermore, we used Corollary 3.11, || ¥,]|,2 = 1, and according to Theorem
3.10 we have ||¥(¢)|| 1 < C(¥°). Moreover, since the u, are from a bounded sequence,
we have that ||u,|¢jo,r) is bounded by a global constant.

Now, we define ¢ := min{d;, ﬁ} Then

10 (8) = () 2 ey < % +VES<e Vt—t|<8andVn>1. (4.18)

This means that the sequence (¥,,), is equicontinuous. As it is also uniformly bounded,
we can invoke the Arzela-Ascoli theorem (Theorem 4.7) to conclude that there exists a
subsequence ¥,,, and a function ¥ € C([0, T]; L2(Q; CY)), such that lim;_,o ¥,,, = ¥ in
C([0,T); L2(Q; CN)). With the strong convergence in C([0, T]; L2(Q; CY)), we have

N N
p(a) (-, T) =D 9@ (T =D [, T = p(-, T).
j=1 Jj=1

With this result, we have the convergence of (4.16) also for a target depending only on
the final time.

For the target Jg to be well-defined, we need to assume higher regularity. Assum-
ing U0 € H%(Q;CYN), we get ¥ € L>®(0,T; H*(Q;CY)) from Theorem 3.18. Due to
the Sobolev embedding L>°(0, T; H?(Q; CN)) «— L>(0,T; L=(2; C)), the wavefunction
is globally bounded in space and time by a constant depending on the initial condi-
tion and ||ul| 10, 7r)- AS [[unllg1o,75r) is bounded, we have ||V, ||z 0,70 (50)) < K,
||\i]||Loo(07T;LOO(Q;(C)) < K and the same holds for the squares py, p.

As VU, X ¥, so does U, Y ¥, Hence the product converges in the L'-norm,

LY(0,T;LY(4R)) . .
Pn ( —>( ) p. Furthermore, (py,), converges in the Y-norm as follows:

lpn — PAH% = llpn(pn — p) — plpn — ﬁ)HLl(o,T;Ll(Q;R))
< ||pn”L°°(O,T;L°°(Q;R)) lpn — ﬁ||L1(0,T;L1(Q;R))

+ 118l oo (0,150 (:r)) | P = Pl L1 (0,751 () -

As Jg(¥) = g”,o — pal? and the norm is continuous, we can pass to the limit.
The norm |[ul| g1(o,r;r) is weakly lower semicontinuous. Hence, (U, @) minimizes (4.6)
as follows:
J(W,4) < liminf J(W,,, u,) = inf J(U(u),u). (4.19)

n—00 uwelU D
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4. Optimal control of the TDKS model

4.3.3. Necessary optimality conditions

In this section, we discuss the Lagrange multiplier A appearing in (4.7) and (4.8) and
state the first-order optimality condition for a minimum.
We start by showing the existence of a Lagrange multiplier in the Lagrange framework.

Theorem 4.10. Given a control u and a corresponding state V, there exists a Lagrange
multiplier A € X associated with (¥, u).

Proof. The constraint ¢ and the objective J are continuously real-Fréchet differentiable
by Lemma 4.6 and Theorem 4.2, and the derivative D ¢(¥,u) : Z x U — X* is surjective
by Theorem 3.13, where the results can readily be extended to a non-zero right-hand side
F € X*. Hence, the constraint qualification of Zowe and Kurcyusz is fulfilled [ZK79].
Therefore, we have the existence of a Lagrange multiplier A € X; see, e.g., [Tr610,
Section 6.1]. O

Since we need higher regularity, namely A € W, we do not make further use of this
result. Instead, we proceed in a different way using the existence of a unique solution of
the adjoint equation in W from Theorem 3.13.

As ¢(¥,u) = 0 is uniquely solvable, we have the following equivalent formulation of
the optimization problem.

Lemma 4.11. The minimization problem (4.6) is equivalent to the unconstrained min-
imization of the reduced cost functional J(u) := J(¥(u),u) as follows:

(\If,zgleigXUJ(‘l}’U)’ st e(P,u) =0 <& Iunellelj(u) (4.20)

To calculate the gradient of the reduced cost functional, we make use of the implicit
function theorem; see, e.g., [Cial3, p. 548]. We apply the chain rule for the real-Fréchet
derivative to the cost functional and remark again that the chain rule and the implicit
function theorem hold for both the Fréchet derivative and the real-Fréchet derivative
introduced in Definition 4.1.

Lemma 4.12. The control-to-state map U > u — ¥ (u) € Z is real-Fréchet differentiable

and the derivative D,V (u) = dV is given by the solution 6V of the linearised constraint
(De(¥,u)) (8%, 0u) = 0.

Proof. In order to show that the control-to-state map v — W is differentiable and the
term D,, ¥(u) is well-defined, we use the implicit function Theorem A.16, which ensures
real-differentiability of the map u — W¥(u), U — Z. To this end, we show that the
real-Fréchet derivative Dy ¢(V,u) : Z — X* is a bijection at any (V,u) € Z x U.

We consider the real-derivative of ¢ with respect to §¥ from Theorem 4.2. This is
given by

\II xc
Dy (¥, u)(0W) = z% - (—V2 + Vege(z, t,u) + VHm(\I!)) o — agp 2Re (U, 5\II)C U
/ 2Re (¥, NJ)Cdy\IJ.
Q ’»T - Z/|

As shown in Theorem 3.17, the equation Dy ¢(¥, u)(0¥) = F' with the initial condition
dV¥(t = 0) = 0 is uniquely solvable for any right-hand side F' € X*. Hence Dy ¢(V, @) is
a bijection.
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4.3. Theoretical analysis of TDKS optimal control problems

Now, from ¢(¥,u) = 0, we have
(De(V,u)) (0%, 6u) = Dy (¥, uw)(0%) + Dy (¥, u)(du) = 0.
Solving this equation for §¥ results in
§W = —(Dy ¢(¥,u)) " (Dy e(¥, u)) (5u) = Dy, ¥ (u)(5u), (4.21)

where the last equality is due to the implicit function Theorem A.16. This means that
the solution W of the linearized equation D¢ = 0 is in fact D, ¥(u). O

Lemma 4.13. The derivative of the reduced cost functional is given by
D J(u)(du) = Dy J(¥(u), u)(Dy U(u)(0u)) + Dy J(W(u), u)(u), (4.22)
where Dy, W(u)(0u) = dV is the solution to the linearized equation
(De(V,u)) (0%, 6u) = Dy (¥, u)(0%) + Dy (¥, u)(6u) = 0. (4.23)
Proof. The chain rule for the real-Fréchet derivative is given by
D J(u) = Dy J(¥(u),u)(Dy ¥(u)) + Dy J(¥(u), u).

The real-derivatives Dy J(¥(u),u) and D,, J(¥(u),u) are given in Theorem 4.6. The
derivative of the control-to-state map is given in the previous Lemma 4.12. Altogether,
we find

D J(u)(6u) = Dy J(¥(u), u) (D (u)(6u)) + Dy J(¥(u), w)(5u)
=Dy J(V(u),u)(0¥) + Dy J(¥(u),u)(du),

where ¥ is given by (4.21). O

Next, we determine the Riesz representative of D J (u) with respect to the H'-scalar
product (v, w) g1y = (U, W) 20y + b{0, W) 2o 1) for any v,w € HY0,T;R) and
b > 0. This is obtained in the next theorem by introducing an adjoint variable A and
the corresponding adjoint equation a(W¥,u,A) = 0.

Theorem 4.14. The U-gradient (so the H'- or H}-gradient) with respect to the scalar
product (-, ->H1(07T) of the reduced optimization problem is given by

VJ(t) = vu(t) + p(t), (4.24)

where p is the U-Riesz representative of the continuous linear functional
(—Re (A, V,¥) 2, ->L2(0 ) U is the unique solution of c(¥,u) =0, and A is the unique
solution of a(¥,u,A) = 0, where

OA Ve

a(W,u,A) : = i (=V? 4+ Vegu(z, t, 1) + Vigge(¥)) A — 9 2Re (¥, A) ¥
4.25)
2Re (¥, A (
- / 2R Ne g 4 95(p— pa)u,
Q ly — x|
with the terminal condition
iNT) =nxa¥(T). (4.26)
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4. Optimal control of the TDKS model

Proof. We want to calculate the Riesz representative of D .J(u)(du). By Lemma 4.13,
we have

D J(u)(6u) = Dy J(¥(u),u) (Do ¥ (u)(6u)) + Dy J (¥ (u), u)(0u).

We have Dy J(¥(u), u)(éu) = v (u, éu) g1 (o 1y, hence, the gradient of the second term is
given by

(Vud (¥, ), 0u) g1y = v (U, 0u) 1o 1y - (4.27)

To express the first term as an operator acting on du, we need to use the fact from
Lemma 4.13 that D,, ¥(u)(du) = JV is the solution of the linearized equation. Using the
directional derivative calculated in the Section 4.4, we obtain for the first term

Dy J(U,u)(67)

T
= [ [(0= pa2Re (v, 80)cdudt+ [ xaRe (¥(T), GU(T)c ds
0 JQ Q
— B2Re {(p— pa)¥, 60}y + Re (nxaW(T), 60(T)) 2 (4.28)
To simplify the equation, we focus on the last term of the right hand side in (4.28). By

the continuous embedding W < C([0, T]; L2(Q; CY)), we can invoke the fundamental
theorem of calculus in time.

T q
(A(T), §9(T)) 2 = (A(0), 6T(0)) 2 +/0 — (A(t), 00 (t)) 2 dt

i
4 <A(t), ‘95;“) >L2 dt.

T
= (A(0), 0U(0)) 2 —I—/O <8[(\9§t)’ (5\1/(t)>

L2

Observing that 6¥(0) = 0 and using equations (4.25), (4.26) for A and the fact that J¥
is the solution of the linearized equation (4.14), as well as the previous result, we obtain

/QWXA Re (¥(T), 0V(T))cdx = Re (nxa¥(T), 0¥(T)) ;2 = Re (iA(T), 6U(T)) 2

OVae

B T/ o 2Re (U, A)
—Re/o <( V2 + Vigr (w) + Virze (W) A + 9 — =

Cdyw

2Re (¥, A \I/—I-/
( Je Q ly — |

—26(p— pa)¥, w> dt
L2

T
- Re/ <A(t), (= V2 + Vege (1) + Vigze(0)) 6 + Vi, 6ul + a{;/;% Re (¥, 0¥)- ¥
0

+/2Re(\y’ 5W)Cdy\1!> dt.
Q |$_y| L2

Using integration by parts with the zero boundary condition on 9€2, this simplifies to
/ na Re (B(T), 6U(T))e da = 2Re (—B(p — pa) ¥, 5%y — Re (A, Vdul)y, .
Q
Using this result in (4.28), we obtain

Dy J(V,u)(6¥) = —Re (A, Vudu¥)y = (1, 6u) g1 o.1) - (4.29)

since, by definition of u, we have (—Re (A, V,¥), ., 5“>L2(0 T = {1, 6u) g1 (o 1)
Adding (4.29) and (4.27) together, we obtain (4.24). O
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Theorem 4.15. Given a local solution (V,u) € Z x U of the minimization problem
(4.6), i.e. J(u) < J(@) for all ||u — || g (0,r;r) < € for some fived € > 0. Then there
exists a unique Lagrange multiplier A € W, such that the following first-order optimality
system is fulfilled:

c(¥,u) =0, T(0) = 0O, (4.30a)
a(¥,u,A) =0, iANT) = nxa¥(T), (4.30b)
VJ(u) =0, (4.30c)

where V.J(u) is given by Theorem 4.14.
Proof. For all admissible pairs (¥, u) that satisfy (4.30a), the adjoint problem (4.30b)

has a unique solution in W by Theorem 3.13. As J is differentiable, a local minimum is
characterized by a zero gradient; see, e.g., [BS12], hence (4.30c) holds. O

4.4. Another derivation of the first-order optimality system

Another way to derive the optimality system is given by calculating the directional
derivatives of the Lagrange functional (4.7) with respect to the states 1;, the adjoint
variables A;, and the control w.
Since J does not depend on A and L; depends on J; linearly, so the derivative with
respect to A; gives the TDKS equations for ;, j =1,..., N:
OYi(x,t
Zja(t) = (—V2 + Vewr(z, t,u) + Vige(z, t, p)) Ypj(x,t). (4.31)
To derive the adjoint equations, we consider the derivative of (4.7) with respect to
;. Both L; and the objective J depend on W. We start with L; which is split into two
terms:

Ll(\Il,u,A) = LQ(\I’,U,A) + L3(\I’,U,A),

where Lo represents the linear part given by

YT (0wt —
Lo(W,u,A) =Re ;/0 /Q (Zat — (=V? + Ve (a, t,0)) wj(q:,t)> Aj(z,t)dzdt

and Lg is the nonlinear part containing the Kohn-Sham potential

N T 7
La(,u ) =Re (3 [ [ Visaolo,t. 900 0% T Dt
j=1 0 Q

We begin with the linear part Lo. Differentiating Lo with respect to v; gives the
TDKS equation for A; as it is linear in 1; and the sign from integration by parts is
cancelled by the complex conjugation. One boundary term Bj remains.

OXi(x,t
V¢jL2 = ’Lja(t> — (—V2 + V;It(m', t, U)) )\j(ac, t) + Bj. (4.32)

For the calculation details, we fix one particle index j and we denote by §¥7 a vector

with all zero components up to the j-th component which is dv;:

507 = (0,...0, 0%, 0,...0,),

71



4. Optimal control of the TDKS model

and we notice that each component of §¥7 can be written as (§U7); = 01,j0%; where 61,
denotes the Kronecker delta. Then, we compute the derivative of Ly with respect to 1;
along v, as follows:

Lo({hx + adg;6tp;},u) — La({hx}, u)

a

= lim — ReZ/ / < (s + 6k]a5¢k) — (=% + Vi) (v + 5kja6¢k)> Apdadt

a\0 «
—Re Z/ / ( O V2 + Veat) ¢k> Apdzdt
96 _
= Re / / < Yy _ (=V? + Vi) 5¢j> \,dadt.

Now, we use integration by parts and use the fact that A; and 1; are zero on the
boundary. We obtain

<V¢QL27 6¢J>Y - il

(Vy, Lo, 0t5),, = Re/ / < (=V?+ Vear) j> depjdadt

+ Re/Q —i()\j(x,T)W_ )‘j(xvo)m)dw'

At time ¢t = 0, all wavefunctions have to fulfil the initial condition, hence §;(z,0) = 0.
We are left with one boundary term

= —Re / iXj(z, T)otp; (z, T)dz (4.33)
Q

which can be removed by prescribing the terminal condition Aj(x,T") = 0 in the case of
n = 0, otherwise by the terminal condition derived below in (4.35). We obtain

(Vy,La, 015), = Re / / ( (=V? + Vear) j> §¢p;dadt + By. (4.34)

The derivative of the nonlinear part L3 is given in the Lemmas 4.3 and 4.5.

Derivative of the target functional

Consider the tracking term Jg = g fOT Jo(p(z,t)—pa(z, t))*dzdt, and notice the following
relations:

|05 + ad;* = |11 + 2Re(Pjade;) + |adey; ),
|v; + 0‘5¢J|4 |¢J|4 + 4|¢J|2Re(%0‘5¢]) +0(a?).
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4.4. Another derivation of the first-order optimality system

With this preparation, we have
2

(Vi s, 605}y =l 2 / {15+ v+ (Sl =) | = (0= e
i#j

— hm/ /(\w]+a5¢j\4 O 1wl = pa)® + 21w + ;PO [il* = pa)
1#£] i#£]

—(p— Pd)2> dzdt
T —_— _
=26 [ [ 10, Re(360,) + Rel@,80,) (3 [04” ~ pa)dadt
0 79 i#]
T —
=20 Re/ /Q(p — pa)jorjdzdt. (b2)
0
Similarly, we find for the terminal term J, = [ p(x,T)xa(z)dz the following:

i
(Vuy T, 05) 12 = igm/ Xa (lez 2, T) + adi;ot;(w, T)| erz z,7)| )

i=1
—nRe/QXA(a:)wj(x,T)&/Jj(x,T)dx. (4.35)

Combining this with (4.33) determines the terminal condition for A;, see (4.8d).

The reduced gradient

Finally, we want to explicitly calculate the reduced gradient. The gradient is given in
Theorem 4.14; however, we still have to find an explicit expression for y. p is defined to be
the U-Riesz representative of the continuous linear functional (—Re (A, VuW) 12, +) 2o -
Therefore, p € U is the solution of the weak ODE

T
(= Re (A, VW) 12, 00) 120 7y = (1 ) s o 1) = /0 u(D)Su(t) + A(t)Su(t)dt Vou € U.

Next, we derive the strong form of this ODE. Integration by parts gives

T T
(s B0y = [ w03u(0) ~ s + s (@30
Considering the case U = HE(0,T;R), the boundary term vanishes because of
Su(0) = du(T) =0 and pu € H}(0,T;R) is given by the solution of the ODE

2
“Re (A, V)2 — (1 - (;) 1w p(0) = p(T) = 0,

see also (4.9). We remark that here the boundary condition is due to the fact that p is
sought in the space U = H{ (0, T; R).

In the case U = H'(0,T;R), we need to ensure that the boundary term in (4.36)
vanishes for all 6u € H'(0,T;R). From this, we obtain Neumann boundary conditions
and u € HY(0,T;R) is given by the solution of

d2

*R,e <A/X7 Vu\Ij>L2 = <1 — @

) p i(0) = jUT) =0.

73



4. Optimal control of the TDKS model

4.5. Conclusion

In this chapter, an optimal control framework for the time-dependent Kohn-Sham model
using the Lagrange formalism was presented and analysed. As standard results on the
optimal control of the Schrodinger equation cannot be applied due to the complicated
nature of the Kohn-Sham interaction, a new mathematical rigorous proof of the exis-
tence of optimal controls and their characterization as solutions to the corresponding
optimality system was presented.

For this purpose, the differentiability properties of the nonlinear Kohn-Sham potential
and of the TDKS equations were investigated. The two main issues were, on the one
hand the complicated nonlinearity of the KS equations demanding an extensive analysis
of the differentiability properties, and on the other hand, the fact that the KS potential
is a real function of a complex variable hence not complex differentiable in the classical
sense.

Based on this extensive analysis, a proof of the existence of a minimizer was given
and the solutions of the optimal control problem were characterized by means of the
first-order optimality system.
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5. Numerical implementation and
experiments

This chapter focuses on the numerical solution of TDKS optimization problems and con-
sists of three parts: First, we discuss the discretization scheme used in our applications.
We present an introduction to splitting methods and spectral methods. For selected
models, stability and convergence results are provided. In Section 5.2, we introduce
gradient based optimization schemes. The last section of this chapter contains various
numerical experiments. We perform optimization experiments inspired from physical
questions with different kinds of targets. Furthermore, we discuss L? versus H' opti-
mization and analyse the dependence of the computational time on number of particles.

5.1. Discretization scheme

The Hamilton operator in the Schrodinger equation consists of two parts: the kinetic
operator and the potential operator. These two terms are quite different. In fact, the
kinetic operator is diagonal in the Fourier space which motivates the use of spectral
methods. On the other hand, the potentials used in physical applications are usually
local operators, hence represented by diagonal operators in real space.

The idea of operator splitting methods is to split the Hamilton operator into several
parts, e.g., the kinetic and the potential operators, and calculate the time evolution
caused by each part individually. In this section, we first describe the operator splitting
methods in general and prove error estimates for simpler potentials. Then, we extend the
splitting method to the nonlinear, and in the case of the adjoint equation inhomogeneous,
TDKS equations.

In the first part, we consider the following one-dimensional Schrodinger equation:

2 92
m‘?;f = —;“%M +V(z, t)y, ¥(x,0) =" (5.1)

We denote the kinetic operator by T = —%88722 and the potential by V = V(x,t). The
extension to several dimensions pursues the same arguments that follow. We remark
that in this section we use SI units to clarify how the mass and the quantum scale i

enters the discretization. The formal solution to (5.1) is given by
Y(t) = e 7T+, (5.2)

The idea of the splitting method is to split the exponential for a time step 0t into s

products of e 710 v

and e~ # V3 as follows:
S . ~ .
Y(w, t+0t) & [[ e n e w0V (a, 1),
i=1
with appropriate coefficients a;,0; € R, i = 1,...,s. The parameter s is called the
number of compositions of the method. As T" and V' do not commute, a splitting error
arises from this step.
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5. Numerical implementation and experiments

The simplest splitting method is the Lie-Trotter splitting given by
P(z,t+6t) = e_%v(m’t”)&e_%mtq/}(x, t), (5.3)

which is first-order accurate in time. The symmetric Lie-Trotter splitting or Strang
splitting is given by

(bt + 6t) m e~ 1V @tnr) G =i Tot = V@t Ty (1 1), (5.4)

This scheme is second-order accurate in time.

Clearly, a larger s requires more evaluation of exponentials and transformations be-
tween real space and Fourier space and is thus more expensive. However, it can result
in a higher order of accuracy p.

Operator splitting methods of different order and number of compositions can be
derived using the Baker—Campbell-Hausdorff formula to expand the exponential of the
sum T + V into a product of high order commutators, see [TCN09] for an overview of
splitting methods with different order and number of compositions.

5.1.1. Time splitting spectral methods

In this section, we discuss the so-called time splitting spectral (TSSP) methods that
result from the combination of the operator splitting schemes illustrated in the previous
section and a spectral approximation of the kinetic operator T , while the action of the
potential is evaluated in real space.

The Schrodinger equation (5.1) is studied on (z,t) € 2 x (0,T"), @ = (0, L) with pe-
riodic boundary conditions in 2. This domain is divided into N subintervals of length
h = % with end points z; = jh, j = 0,..., N and the time is discretized as ¢, = ndt,
n=0,....,M, t = % For a given continuous periodic function u, consider the trigono-
metric polynomial

N

2
Ivu(z) = > et (5.5)

k=—(5-1)
where

1 N ) 27rzj

g = o > ulas)e T with  x; = (j — 1) h. (5.6)
j=1

The function Inu(x) is the %—degree trigonometric interpolant of w at the nodes z;, i.e.

Inu(z;) = u(x;) j=1,...,N. (5.7)

This polynomial is the discrete Fourier series of u.
The interpolation operator Iy can be regarded as an orthogonal projection upon the
space

ik 27x

SN = span {e L

N N
——+1<k< — 5.8
G HLsksy b (5.9

with respect to the discrete inner product
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where the overline denotes complex conjugation. In the following ||-||x = (-, )]1\{2 denotes
the norm associated to (5.9). Notice that for all w,vo € Sy, we have

(u,v)n = (u, U>L2(Q;C)'
The Fourier pseudospectral derivative of u is defined by Dyu = %(I Nu). We have

N
2
Dyu(z) = Z i, otk At

where

= \

or
-z Z
If w € Sy then Dyu = g—;‘. The operator Dy is skew-symmetric, in the sense that

(Dyu,v)ny = —(u, Dyv)n for all u,v € Sy.

Further, the operator Dy satisfies the product rule for differentiation. If z = wv with
u,v € Sy, then z € Sy and

Dyz = Dyn(uv) = v Dyu+ uDyv. (5.10)

Applying Dy several times leads to the following formula for higher derivatives:

N
2
Dhu(z) = Z ufkem%ﬂx,
k==(3-1) (5.11)
1 2m\' &
il = N (zk£> Zu(az]) ik
j=1
such that l
d
Dhyu = d—;; for u € Sy. (5.12)

In particular, the Laplacian is approximated by DJQV. Notice that —D]QV is a symmetric
positive definite operator on Sy, that is, —DZQV has positive eigenvalues and

<D12V“’ U>L2(Q C) ~ = (u, DNU>L2(Q;(C)’

and we have the bound ||D%|| < e¢p N? for some constant cp.

Stability of the splitting method

The rest of this subsection is based on [BJM02]. The first-order TSSP method to solve
the Schrodinger equation implements the Lie-Trotter splitting with the following two
steps:

1. Solve ih%—f — 1292 4}, with initial condition O(tn) = U(tn) in (tn, tnyil-

2m T

~
~

2. Solve ih%% = V(x,t,)9, with initial condition $(tn) = D(fn1) in (b, tns1]. Set
Y(tn+1) = P(tnt)-
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5. Numerical implementation and experiments

For Step 1, we use the pseudo-spectral scheme to obtain the following ODE in Fourier
space:

N

2 d'l/]k k27r h2 4 27
% et _ k2 ik<fx
noy e > (P R) et

N d%z)k _ 47r2hk21;k( 0, vhe [_ <N - 1) 7N] |

Car 2mL? 2 2

This ODE can be integrated exactly, and we obtain the following solution, first in the
Fourier space and then in the real space:

~ ~ 4252
X X ;am2nk? o

Ui (tnt1) = Vg (tn)e 2mi?

X 47r k2 5t kQJJ?
L

&(xatn—&-l) = Yp(tn)e 2mL?

> ]

=-(5-1)
Step 2 is done in real space. For a time-independent potential, we have
w(xatn—&-l) = &(xatn—i-l) %b(ﬂﬁ tn-i—l)e ﬁv(w)

This TSSP scheme is unitary as stated in the following lemma.

Lemma 5.1. The Lie-Trotter (5.3) and the Strang (5.4) TSSP schemes are norm pre-
serving, and thus unconditionally stable for a time-dependent potential V (x,t), in the
sense that

19" () = 19°C)lln, VneN,
TN () 2c) = N ()l 2@y,  Yn €N

Proof. The proof is based on the fact that |e!V(®!)| = 1 for any real potential V(x,t).
We have

N N
Hw('7tn+1)H?\f = hz ’¢ xjatn—i-l Z e iV (@stn 6t¢(x]7tn+1)’2

7j=1

N N % X o om jan?nk? o
Z (g, tnta)|” = hz Z Vp(ty)e T e 2me?
Now, expanding the square and using the fact that

N
S il ¥ 0 h—l#sN, Z,
- N ll — lz = SN,

2

we obtain the following:

-Am“hk
(v ot

1t )3 =N 3 ita)e” _n

=
w\z M 1=
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5.1. Discretization scheme

Again expanding the square and using

5
Z eik(wu—wlz)%ﬂ = 0 h—l#sN, seZ,
_ (ﬁ 1) N ll—ZQZSN,

- 2

we arrive at

=l t) I3

xjatn

N
|0, tnt)|| Z

A(xj’tn) IZ(.%], )e ﬁv(xjvtn+1)2

splitting. O

2

Since , the same result holds for the Strang

Error estimate for a constant potential

To obtain an error estimate for the TSSP scheme, we first consider the case of a constant
potential V(x,t) = V. Furthermore, we assume that the exact solution 1 of the SE is
in C([0,T]; C¥(R)), k > 2, and periodic in Q = (0,L). Since the initial condition is
a C*-function, all its m-order derivatives up to order k are bounded functions in the
bounded interval Q; for ease of notation, we denote this bound C,, as follows:

i

—%(x)
With this preparation, we can state the following theorem.

dwi
Theorem 5.2. Let ¢ € C([0,T]; C*(R)), k > 2, be the exact solution to the Schridinger
equation (5.1) for constant potential V (z,t) = V and initial condition 1\° € C*(R) with v
and 0 periodic in Q. Denote by ¢™ the numerical solution obtained with the Lie-Trotter
or Strang TSSP methods. Then using the notation of (5.13), there exists a constant
C > 0 such that the following holds:

<C, j=0,....k (5.13)
L2(;C)

h k
0" = 6l < € (7 )

Proof. For the proof, we need the following interpolation estimate from [Pas80, Theorem
3]: Given any k > % (where d = 1 in our case), then there exists a constant C, such that
forall p € H k the following estimate holds for all 0 < j < k:

d*¢

i—k
”IN¢—¢||HJ(Q;<C) < CNY oF

(5.14)

L2(;C)
We apply this estimate to the initial data 1", with j = 0, to obtain

dk

1
dz kw(v 0)

N9 (s to) = ¥ to)ll 2y < O

L2(950)

Using (5.13) and & = %, we have

h k
1INt = 0| 200y < CCy <L> :

Since Iy™" is an exact solution to the SE (5.1) subject to the initial condition In°
and 1(t,) is the exact solution to the SE with initial data 1" and the SE generates a
unitary group, see Lemma 5.1, the above estimate holds for all %,,. ]
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5. Numerical implementation and experiments

Error estimates for time-independent space-variable potentials

In the case of the Lie-Trotter splitting, we show an estimate similar to the one above
for the case of a time-independent periodic C*°(R) potential V' = V(z). To this end, we
assume that for all 7 € N there exists positive constants C}, F; independent on x and ¢
such that the following bounds on the solution of the SE hold:

v
o7 < Fj. (5.15)

H Hirtiz
L>(;C)

OxI1 Otz T/}

< Cj1+j2a ’

C([0,T[;L*(C))

Theorem 5.3. Let ¢» € C((0,T); C*(R)) be the exact solution of the SE (5.1) with peri-
odic V€ C*(R), and let Y™ represent the numerical Lie-Trotter TSSP solution. Under
the assumption that (5.15) is satisfied, there exists a positive constant Cy independent on

h, 0t, and j and constants E; independent on h and 6t such that for all positive integers
1<j<kandt, €[0,T] the following holds:

T
' StNT
Proof. First, we want to estimate the time splitting error. For this purpose, we define
the operators
ﬁ
A= aﬁw B =—3V().

Then the exact and the splitting evolution are given by

(2, 1) = eBFVp(z 1),

wSP(x thrl) B&t A(Stw( )

Notice that ¢gp contains the splitting error, while the differential operator is imple-
mented exactly. On the other hand, ¥™ is the solution obtained using the splitting and
the approximated Laplacian from (5.11).

Using the exponential series up to third order for e(BHAt and eBteAdt e have
wSP(x7 tn-l—l) - Tﬁ(él? tn+1) ( Bt A6t (B+A)5t) ¢(=77; tn)

_ ot 3

(BA AB)(z,t,) + O(0t?)

5t? 5t2 5
with —(BA AB)Y(x,t) = - (V(,4)02,V + 20010 (2, )0, V) .
With (5.15), we conclude for all ¢ € [0, 7]
[sp (1) — (-, 1)l z2(,c) < Ciot™. (5.16)

Now, we estimate the difference between the exact solution and the interpolation of
the approximated solution after one time step at the new time ¢, using the triangle
inequality as follows:

[9( tng1) = INY™ | 12y
<5 tny1) = sp(star)lln2) + 1Wsp (s tnr1) — INYsp (s tny1)ll 2y (5.17)
+ Insp(-, tat1) — IN¢"+1||L2(Q)
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5.1. Discretization scheme

For the last term, we recall the definition of ¥)sp. From (5.12), we have that the action of
A and of %D?V coincide for all ¢y € Sy . Further, recall the norm preservation property
given in Lemma 5.1. We use all these properties in the following computation.

HnYsp (s tnsr) = INU" T p20.0) = 10sp (s tarn) = 9"y
_ HeétB (eﬁtAd}(tn) _ eét%D?\,wn) HN
_ HedtB (eétAw(tn) _ eatA¢n>

= [[¢(tn) = ¥"lln
= 1IN (tn) — INY" | 2(0,0)
<Ny (En) = @)l L200) + 19 (En) = INY" (| 200 -

"

This gives

(s tns1) — IN¢n+1HL2(Q;<C) < |[W( tnt1) — Ysp( tar1) | L2(0i0)
+ [sp (s tn1) = INvsp (s tns1) 22 @u0) + 1 INY(En) — V()| 200y (5.18)
F [¥(tn) = INY" [ 20 -

The first term is the splitting error estimated in (5.16). Introducing the constant £, the

third term can be bounded using the interpolation estimate (5.14) and the assumption
(5.15),

s 1 s
1N (tn) = ()l 2 (ose) < CONT < BN (5.19)

The second term on the right hand side of (5.18) can be reduced to the same bound via
(5.14) as follows:

Y
Hn¢sp(tn) = dsp(ta)ll < ONT7 |5 dsp(tain)

L2(Q;C)

i’ 7\ deB & lerp(ty)
— 1) dat dai—t

cev ()

=0

=CN~/

L2(;C) (5.20)
d7=teAy(t,)
dgi—!

d'eB
da!

Loo L2(0)
g%@Nﬁ.
Finally, combining (5.16), (5.19), and (5.20) in (5.18), we obtain

n 1 n
19(s tnr1) = INY" | r2(0,0) < Ejw t CoSt* + [0+, tn) — INY" || 2(0:0) -

By induction over the time steps the claim follows. O

5.1.2. Application to nonlinear Schrodinger equations

We have already remarked that TSSP schemes allow to apply different efficient approx-
imation schemes to the different parts of a quantum Hamiltonian. In particular, the
action of potentials is easily implemented in the real space and this is also true for
implementing nonlinearities.
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5. Numerical implementation and experiments

To show this fact, we discuss the application of TSSP schemes for solving the following
nonlinear Schrodinger equation, which is called the Gross-Pitaevskii equation, see [Pit61,
HRBS07, BCS17]. We have

2
oY = IR V), (w,0) = v0()

with V(z, ¢) = Vo(if) +glp(a, ) geR,

(5.21)

where the nonlinearity is interpreted as an additional potential. We remark that (5.21)
is similar to a TDKS equation insofar as the nonlinearity is given by a function of the
density p = [1)|2.

For nonlinear equations, we use an intermediate wavefunction * to evaluate the
nonlinear potential in the last step of the TSSP procedure. In the case of the Lie-Trotter
splitting, this technique is illustrated as follows:

Yl = RV @Y g Dty (5.22)
—_——
=i
In the case of the Strang splitting, we have

wnJrl —e V(zap* )2 e;zLDz ot (z,p" )2 wn (523)

=+
The detailed procedure for the Strang splitting method applied to a nonlinear SE is
presented in Algorithm 1 on page 86.

For the analysis of TSSP schemes applied to a nonlinear SE, we refer to [Thal2]. In
particular, we mention a theorem from [Thal2] concerning the Lie-Trotter and Strang
TSSP schemes applied to (5.21). For this purpose, we make the following preparation.
Consider the eigenvalue representation of the Laplacian

~V?B,=\,B,, pez

with the eigenvalues )\, and the eigenfunctions B,, € L*(£2). Then, we define the appli-
cation of the a-th power of —V?2 on a function v as follows:

(=V*)% = > (v, By) 2 A0B,.
WEL™

We define the Hilbert space X, given by

Xo={v="3 (v, By By € LAQ)| (V2 0] 12 < 00 b
HEL™
and the following norm:
I o = 1=V - [l 2
With this preparation, we recall the following theorem from [Thal2].
Theorem 5.4. Consider a bounded domain Q C R? in d > 1 dimensions and let p = 1
for the Lie-Trotter splitting and p = 2 for the Strang splitting. If the potential V and

the analytic solution v of (5.21) are bounded in X for o > max{$,p}, where § € N is
such that the Sobolev embedding H?(2) < C(S2) holds, then the global error is given by

" = p(tn)llza@) < C (160 = $(0) 2oy + 87 + N~2D).

The constant C' depends on d, g, ||V||x,, and supo<i<r |¥(t)[ x, -
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5.1. Discretization scheme

This result shows that the Lie-Trotter splitting provides first-order accuracy in time
and the Strang splitting is second-order accurate in time.

Both methods profit of the Fourier spectral method to achieve spectral convergence
in space as the spacial error is bounded by the regularity of the exact solution in an
exponential way.

We remark that the order of accuracy in time of the Lie-Trotter and Strang methods is
independent of the order of application of the kinetic and spatial operators. However, a
smaller error can be achieved if the nonlinear part in V' is evaluated last. This is explained
in [BBD02] where general SE nonlinearities that are Lipschitz continuous with respect
to 1) are discussed.

Considering the Hartree equation, which is a nonlinear SE with Hartree interaction
but without exchange and correlation potential, see also (2.9) in Section 2.2.2, given by

O _ 2 W(y)‘Q
Gt = =0+ [ O dye.o), -
Y(2,0) =°(x) €C, xR, | l‘im Y(z,t) =0 Vt >0,

we recall the following theorem from [Lub08] for the Strang splitting applied to (5.24).

Theorem 5.5. Suppose that the exact solution 1 (t) to the Hartree equation (5.24) is
in H*(R3;C) for 0 < t < T. Then, the numerical solution " given by the Strang
splitting scheme (5.23) with step size 5t > 0 has a first-order error bound in H' and a
second-order error bound in L? as follows:

[ = ()l (r3y < C(ms, T)dt,
19" — ¢ (tn) | L2(rsy < C(ma, T)t,

for tn, = nét, and my, = maxo<i<r [V ()| gr (r3,c) -

5.1.3. Inhomogeneous Schrodinger equations

In the optimal control framework discussed in Chapter 4, adjoint equations appear that
contain inhomogeneities. In this case, we need to extend the TSSP schemes to accom-
modate these additional terms. To discuss this extension, we consider the following SE
problem:

2% = g g Vi + 1), w(e,0) = ) (5.25)
ot 2m ’ r T ’ '

where f € C%([0,T], L?(2; C)).
A natural extension of the Strang T'SSP scheme is given by

d]n—l-l _ e—%V(fb,tn+17w*)% G%D?\r% (6ﬂD?v‘;te—£V(m7tn,¢”)‘;twn —itf <t + 6;)) )

=y*
(5.26)

This formula is motivated by the following discussion.
Consider the inhomogeneous SE equation (5.25) in the form

O as By + o)
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5. Numerical implementation and experiments

Using the formula for the variation of constants, the solution to this equation is given
by

w(t) _ efi(A+B)t,¢(0) — /t efi(tf‘r)(A+B)f(T)dT
0

t
:e—i(A—&-B)tw(O)_ie—it(A—&-B)/ ¢TAEB) £(1)dr.
0

Now, to evaluate the integral, we apply the midpoint rule as follows:

b b— f
/ g(t)dr = (b—a)g (a + 2a) +0((b-a)?).
In this way, we obtain

D(tnir) ~ e—i(A+B)6tw(tn) st (e—i%(A+B)f(tn+l/2))

= D) (BN (1) — 5t t1)2)).

Because the function f is evaluated in the midpoint, this splitting method (5.26) is
still second-order accurate in time and has analytic convergence in space if the spectral
derivatives are used. A more detailed discussion on the Lie-Trotter and Strang splitting
schemes in the case of inhomogeneous parabolic equations is given in [FOS15].

5.1.4. Discretization scheme for TDKS equations

Following the general discussion above, we now focus on the Strang splitting applied to
the TDKS equations. To solve the TDKS equations (4.8a), we use the Strang splitting
(5.23) given by

* 7 —idt
1/}3 —¢ 5tV2€ - V(\I/(t),t)wj (t), (5 27)
W;(t + 0t) = e%%V(\I}*,H&)%’

where V. = Vit + Vize and j = 1,..., N. To solve the adjoint TDKS equations (4.8¢)
we have to include the inhomogeneous right-hand side as follows:

Wt = o5 V2 (671%v26i%1/(‘1/(t),t)¢j(t) + idtg;(t — 5t/2)> ,

. (5.28)

with a right-hand side g(t) given by

Ve
dp

N
95 =2B(p — pa)¥j + <VH (2Re(dhi)))) +2

=1

<m%wmﬁ%.

The Laplacian —V? is evaluated spectrally as described in section 5.1.1. With this
setting, we obtain a discretization scheme that provides second-order convergence in time
and analytic convergence in space; see the Algorithms 1 and 2. Furthermore, this time-
splitting scheme is unconditional stable and norm preserving as well as time reversible
and gauge invariant. The latter means that adding a constant to the potential changes
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5.1. Discretization scheme

only the phase of the wavefunction in such a way that discrete quadratic observables are
not changed, see also, e.g., [BIMO02].

The convergence analysis discussed in the previous Subsections 5.1.1 and 5.1.2 is for
problems similar to the TDKS equations. Even though these results cannot be applied
directly to our TDKS problem, they suggest that similar accuracy can be expected in
our case. Therefore, we study this accuracy issue numerically. To this end, we solve the
TDKS equation for two interacting particles in a harmonic trap Ve, = (40 + 20%) x2.
The used initial condition is given by the coherent states of two non-interacting particles
in the harmonic oscillator, see Appendix A.3.1. We set Q = (0, L)%, L = 7, and the time
interval is [0,0.001]. Since an analytic solution is not available, we consider a reference
solution W, obtained solving the problem on a very fine mesh (dt,f = 1.3021 - 10~7
for time convergence and h..f = 2.9167 - 10~2 for space convergence). In Figure 5.1, we
report the results for the forward equation and in Figure 5.2 for the adjoint equation.
The results confirm the hypothesis of second-order convergence in space (slope factors
of 1.97 and 2.01) and spectral convergence in space. For the smallest values of h in
Figures 5.1b and 5.2b the error is dominated by the time error (compare to the values of
the error in the figures on the left) which explains why the analytic behaviour is hidden
there.

% E\\HH\ T T T 11717 T T T 11717 E /;’i 10*37 _
10T N

= 107%) & 108 |
| [ B |

< 1072} 1=

X 10-0) 1= 1070 .
= " B

» 10711 15

>< = =

g B Lol L g 10_12* | |

1076 10-° 1074 10! 10705
dt h

(a) The error for different time steps dt and (b) The error for varying mesh size h and
fixed space steps h = 0.1167. The inter- fixed time step dt = 8.33-10~7. The an-

polation gives a slope factor of 1.97 con- alytical convergence can clearly be seen
firming the theoretical convergence order apart from the smallest values of h where
of p=2. the time error dominates.

Figure 5.1.: Accuracy of the numerical solution of the forward TDKS equation.

Now, we present the implementation of the splitting method in the Algorithms 1 and 2.
We  consider a space grid of N, x N, points at the times
0=t <ty <--- <tys1 =7T. The wavefunction W is then stored in a 4-dimensional
array of size Ny x Ny x N x (M + 1), ¥; = U(t;) € CNo>NoXN and )y ; is the matrix
representing the k-th DF'T wavefunction at time t;.
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dt h

(a) The error for different time steps dt and (b) The error for varying mesh size h and
fixed space steps h = 9.1146 - 10~%. The fixed time step dt = 7.1429 - 10~7. The

interpolation gives a slope factor of 2.01 analytical convergence can clearly be seen
confirming the theoretical convergence or- apart from the smallest values of h where
der of p = 2. the time error dominates.

Figure 5.2.: Accuracy of the numerical solution of the adjoint TDKS equation.

Algorithm 1 Strang splitting method (forward equation)

Input: Initial wavefunction ¥y € CN=*NoXN potential V (z,t, ¥);
Output: Wavefunction ¥; € CNe*NoxN 5 =1 M;

1 Set ky 4 (0212, (% 1) (B )2,<_%+1)2,...,(_2>2,(_1)2),

e<< V) ),

K« @,.... )"k +k(1,..,
%,_/ W
N, times N, times

2: Assemble the matrix of the Laplace operator in Fourier space via element-wise exponentiation
(HO)ij < exp (—ZK”(%),

3: for all timesteps j =0to M — 1 do

4:  Set potential V < Veyi(x,t;, u;) + Vize(p(¥5));

5.  for all particles k=1 to N do

6 W FFT (HoFFT " [exp (—iV2L) v ,]);

7:  end for

8  Update V with intermediate ¥*, V' = Vege (@, t11, uj41) + Vize(p(¥F));
9:  for all particles k=1 to N do

10: Yk, (j+1) < €xp (—iV%) (T

11:  end for

12: end for

In Algorithm 1, we begin with assembling the matrix representation of the Laplace
operator in Fourier space (line 1) and store its exponential (line 2). The main task is
done in line 6, where the wavefunction is first propagated in real space using the potential
for half a time step. Then the FFT of W is calculated, multiplied with the exponential of
the Laplacian and transformed back to real space. In line 10, a second half-time step is
performed using the potential that has been updated using the solution of the previous
half-time step. Algorithm 2 is similar apart from the inclusion of the inhomogeneous
right hand side g.

We remark that the potential V' is diagonal in real space and the Laplace is diagonal
in Fourier space. For these reasons, evaluation of the exponential matrices is computa-
tionally cheap because they are computed element-wise.
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5.1. Discretization scheme

Algorithm 2 Strang splitting method (adjoint equation)

Input: Potential V (x,¢, ¥), solution of forward equation ¥ € CN=*NyXNx(M+1) “terminal con-
dition AT € CNexNyxN,
Output: Adjoint variable A; € CNeXNvXN 5 =0 .. M —1;
1: Define Hy as in Algorithm 1, lines 1 and 2 replacing 0t with %;
2: for all timesteps j = M — 1 to 0 do
3:  Set potential V < Vegi(x,tj11,uj41) + Vaee(p(¥j41));
for all particles k =1 to N do
Ap  FFT (HoFFT ! [exp (—=iV ) A 41 )
end for
Update V with new ¥, V <= Vegi (@, 85, 4;) + Ve (p(¥;));
for all particles k =1 to N do

Set gy = 28(p(W') — pa)f + Sty (Vir (2Re(@fR) + 2252 (o(¥) Re(u{X7) ) ¥}
with @ = Yt

10: A j ¢ exp (—iV L) FFT (HoFFTH (A +idt gi));

11: end for

12: end for

5.1.5. The Hartree potential

It is difficult to determine the Hartree potential Vi efficiently as it has a global depen-
dence on p. For this reason, we use Algorithm 3, which is based on the idea that the
convolution p % |71\ can be obtained in Fourier space by multiplication. This method is
described in [CRR09] and briefly illustrated below. An alternative approach in three
dimensions is to solve the Poisson equation because in 3d (and only there) the Hartree
potential is the Green’s function of the Poisson equation with the density p as source
term.

Algorithm 3 Hartree potential

Input: Grid parameters N,, Ny, h, density p
Output: Hartree potential Vi;
1: Set Npyup = 2max{N,, Ny}, extend p by zero to pegtended 01 a square of size Nyaz X Nipas;

R ¢ Nagsh,
for k= 221 i=1,...] do

vy (k) < 2w fOR Jo(rk)dr, Jy is Bessel function of the first kind;
end for

Create spline interpolant ¢y from oy and set 95 (0) + 27 R;
for all (k,ky) € E(lz,ly), 1y =0,..., Nypay do

Vit (ko k) < im (, [k2 + k;);

end for A
return FFT (Vg FFT (pestended)) restricted to original domain;

H
@

The use of periodic boundary conditions results in the repeated interaction of the
electron with its periodic copies, which is unphysical. To avoid this spurious effect, in
Algorithm 3, the range of the Coulomb interaction is limited to a cut-off radius R and the
domain of p is extended to a larger periodic domain including this cut-off region (line
1). To obtain the Fourier transform Vi (K) = fOR Jo(Kr)dr of |71|, we first integrate
the Bessel function in line 4 for a number of radii ¥ and then save the values for all
grid points in Vi in line 8. Finally, the actual multiplication of p with Vi and the
Fourier transforms are carried out in line 10 and the restriction to the original domain

87



5. Numerical implementation and experiments

is returned. We remark that the numerical approximation of Vi depends only on the
number of grid points N,, N, and the cut-off radius R, so it can be stored and reused
for the whole optimization procedure.

5.2. Numerical optimization schemes

In this section, we introduce the numerical optimization schemes used in the numerical
experiments in Section 5.3 to find the solution of the reduced optimization problem
in J(u).
min.J(u)
We discuss the steepest descent, the NCG and the BFGS methods, see also [NW0G,
BCS17]. As the gradient gives the direction of steepest ascend, the idea of the steepest

descent method is straight forward as given in Algorithm 4 and can be applied to all
differentiable optimization problems in a Hilbert space V.

Algorithm 4 Steepest descent scheme

Input: Initial approx. ug, maximum k.., tolerance tol;
Output: Approximate optimal control uy;

1: Set dy = =V J(up);

2: Set k= 0;

3: while k < kp,q, and ||dg||yv > tol do

4:  Evaluate steepest descent dj = —VyJ (ug) by Algorithm 6;

5.  Compute steplength oy along di by a given rule, e.g. Algorithm 7;
6:  Set upy1 = up + oy di;

7. Set k <+ k—+1;

8: end while

9:

return wuyg;

5.2.1. Nonlinear conjugate gradient method

The steepest descent method is based on the plausible idea to take at each step the
steepest direction downwards which is orthogonal to the level set of the functional to be
minimised. However, this prevents the method to follow a curved valley, and renders the
method sometimes very inefficient. This problem is overcome by the so-called conjugate
directions that are orthogonal in a suitable scalar product that is adapted to the problem.
This idea is the basis of the conjugate gradient method and its nonlinear extension, the
nonlinear conjugate gradients method (NCG). An example for this behaviour is shown
in Figure 5.3, where the steepest descent, the NCG method, and the BFGS scheme
presented later are used to find the minimum of the Rosenbrock function

f(x1,29) = (1 — 21)* + 100(z9 — 23)% (5.29)

Indeed the steepest descent needs a lot of iterations because at each step a 90° turn to
the level set is preformed. The NCG and the BFGS method are able to follow the curved
valley and need only a few iterations.

Therefore, we focus mainly on the NCG method that is quite fast and robust. As
opposed to Newton methods, see, e.g., [CB16, vWB10], the NCG method does not need
the Hessian which is difficult to implement for the nonlinear TDKS approach. Later, we
will give a short account on quasi-Newton methods that are also based on the gradient
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Figure 5.3.: Comparison of the classical optimization methods in the curved valley of the
Rosenbrock function (5.29). The steepest descent always turns 90 degrees to
the level set whereas the NCG and BFGS updates try to follow the bottom
of the valley. The inset shows the Rosenbrock function (5.29).

and do not need the Hessian. To ensure convergence, the inclusion of a line search into
the optimization method is necessary, see page 90 for a discussion on the line search.

The NCG schemes represent extensions of the linear conjugate gradient method to
nonquadratic problems; see, e.g., [Sha78, GN92]. In the common variants, the basic idea
is to avoid matrix operations and express the search directions recursively as follows:

dk+1 = —Ggk+1 + B d, (5.30)
where g, = ij(uk), k=0,1,2,..., with dg = —go. The iterates for a minimum point
are given by

Ukt = Uk + Qg dy, (531)

where oy > 0 is a steplength obtained by a line search procedure. The parameter S is
chosen such that (5.30)~(5.31) reduces to the linear CG scheme if J is a strictly convex
quadratic function and «ay is the exact one-dimensional minimizer of J along di. In
this case the NCG scheme terminates in at most n steps in exact arithmetic. This case
provides a lower bound to the computational complexity of NCG schemes.

There are different formulas for §; that satisfy the above condition of reduction to the
CG scheme, which result in different performances depending on the (nonlinear) problem
at hand. We employ the variant of Hager and Zhang [HZ05] based on the formula

<yk7 yk)V

IBHZ _ <0k7 9k+1>V
g (Yk, i)y’

(di, yi)y (5:32)

, o) = Y — 2dy,

where yr = g1 — g and V denotes the Hilbert space where the gradients are defined.
This choice of 8 seems to be advantageous in solving quantum control problems, see, e.g.,
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[BSV08, vWBO08]. Notice that the definition of S is based on the V-space inner product.
For optimization in complex Hilbert spaces, the inner products above are replaced with
Re (-, )y ; see [BSVO0S].

We summarize the NCG scheme in the Algorithm 5. For convergence of the NCG
method we refer to [BCS17].

Algorithm 5 NCG scheme

Input: Initial approx. ug, maximum k.., tolerance tol;
Output: Approximate optimal control uy;
1: Set k = 0;
: Set dg = —ij(uO)
while k < kpqer and ||gk|lv > tol do
Determine step length ay > 0 along dj, by Algorithm 7 satisfying (5.33)—(5.34);
Set upq1 = ug + o dy;
Compute g1 = VVJ(ukH) by Algorithm 6;
Compute Sy by (5.32);
Set dpy1 = —grt1 + Bk di;
Set k + k +1;
end while
: return uy;

—_
= o

At lines 2 and 6 of Algorithm 5, the gradient of the reduced cost functional Vy-.J ()
is calculated by Algorithm 6. Notice that the descent direction d* is computed at line
8 by means of the Hager-Zhang scheme [HZ05]. The step length o is obtained by the
line search Algorithm 7.

Essential to the solution procedure is the computation of the reduced gradient corre-
sponding to a given control w. This is the purpose of Algorithm 6, where the forward
TDKS model (line 1) is solved first, followed by the solution of the backward TDKS
equation (line 2). Line 3 is devoted to assembling the gradient.

Algorithm 6 Gradient of reduced cost functional

Input: External potential V. and control u(t), W9, AT
Output: Vy.J(t);
1: Solve the forward equation (4.8a) for the given control u(t) and W to obtain W(x,t)
using Algorithm 1;
2: Solve the adjoint equation (4.8¢) for the given control u(t) and the solution of the
forward equation ¥(z,t) to obtain A(x,t) by Algorithm 2;
3: Solve the ODE (4.9) to obtain p and assemble the gradient according to (4.8e) with
u(t), ¥(z,t), and A(z,t) from step 1 and 2, respectively;

To globalize the optimization method, it is necessary to use a line search procedure to
determine the step length in Line 4 of Algorithm 5. Given two constants 0 < § < o < 1,
two common criteria are given by (see also [NW06, BCS17] for further discussion)

e the Armijo condition to ensure sufficient decrease of the cost functional,
J(u+ ad) < J(u) + da <ij(u), d>v : (5.33)
e and the Wolfe condition to ensure a sufficiently large step axdy,

<dk, ij(u + Oékdk)>v >0 <dk, gk)v. (5.34)

90



5.2. Numerical optimization schemes

In Algorithm 7, we implement the bisection line search strategy presented in [vWBO08]
which is very robust for quantum control problems. The idea is to first increase the step
size until the functional increases again after a local minimum. In the second part, the
interval determined in the first step is successively refined via bisection using the finite
difference approximation of the derivative of the functional defined in line 1.

Algorithm 7 Bisection line search

Input: Control u(t), search direction d, cost functional J ;
Output: Step length «;
1: define ¢() := J(u+ ad), dp(a) := ¢(Q+M%g$(a_6a), for fixed da;
2: a4 < 0, choose initial a¢?;
3: while ¢(a™") < ¢(a°d) do
4 afld anew
5. Increase o™V, e.g. @Y < (™" + ¢1)c2, c2 > 1;
6
7
8
9

: end while
oy 0, ap — o™,
: while |a, — a;| > tol do
if do (“5%) dp(oy) < 0 then

+ar .
10: e
11: else
12: oy + ater,
13:  end if
14: end while

15: return %;

5.2.2. Quasi-Newton methods

Quasi-Newton methods can be seen as extensions of the conjugate gradient method, in
which additional storage is used to accelerate convergence. To achieve this, approxima-
tions of the Hessian matrix are constructed using low-rank updates based on gradient
evaluations.

The BFGS method is a quasi-Newton method which makes successive rank-two up-
dates to a matrix B such that it serves as an approximation to the true Hessian. Notice
that the BFGS scheme may exhibit convergence rates superior to those of NCG schemes
at the expense of additional computational effort.

Denote by By the k-th BFGS approximation to the Hessian. Then the BFGS search
direction at the k-th step is given by pp = —Bk_1 gk, where g = ij(uk). Further,
denote the difference between two successive updates of u as ugy1 — uxy =: S = o pg,
where ay, is the steplength and denote by yi := gr11 — g the difference of the gradients.
The symmetric matrix By can be determined explicitly via the well-known recurrence
formula, see, e.g., [NWO06],

(Besk)(Brsk) T ykyy
s B t T
Lk PkSk Y. Sk

Byt1 = By — (5.35)

To compute the search direction, it is necessary to invert the matrix B. We denote its
inverse by H = B~!. Using the Sherman-Morrison-Woodbury formula, we can also
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establish a recurrence for H as follows:

sy Yk + Y Hyyk T Hyyes) + spy, Hy
T, )2 (swsp, ) — T
(55 Uk) Sp Uk

= H; + dkcksks,l— — ckzks,;r - ckskz,;r, (5.37)

Hyy1 = Hi + (5.36)

where we introduced the vector z; := Hypyx and the following abbreviations for the scalar
values: ¢j := (S;ij)_l and d; :==1+¢; y;—zj.

In the case where the control u and the gradient of the objective function VyJ are
elements in a function space instead of vectors in R", it is not immediately obvious how
to directly use the formula (5.37) since it requires forming outer products. Moreover,
to compute the search direction, we only need the action of H on a vector g and it is
not necessary to construct any matrix. These facts are discussed in [vWBO08], where a
matrix-free BFGS is formulated; see also [M199].

Suppose V is either L2(0,T;R) or H'(0,T;R) and that x, y € V. Then, we can denote
the function space analogue of the outer product as a dyadic operator t @y : V — V.
The action of this operator on a third element z € V' can be expressed in terms of the
inner product (z ® y) z = (y, 2)y, «, see, e.g., [MF53, § 1.6]. In general function spaces,
(5.37) is given by

Hy1 = Hp, + dpcgsg @ Sk — cpzi @ Sk — CipSk Q 2k (5.38)

Using this formula for Hy and (z ® y) z = (v, 2)y, =, we obtain the following result
concerning the action of Hy to an arbitrary vector x. We have

Hypx = Hp_ 12+ dp—16k—1 (Sk—1, T)y Sk—1 — Ch—1 (Sk—1, T)y Zk—1
— k1 (Zh—1, T)y, Sk—1
= Hp 12 + -1 (Sk—1, T)y Th—1 — Ch—1 (Zh—1, T)y Sk—1,

where we defined r; := d; and s; — z;. Using this formula recursively to eliminate all
Hy, k> 0, on the right-hand side leads to the following;:

Ea
—_

Hyz = Hoz + Y ¢ ((sj, )y 15 — (25, T)y, 55) - (5.39)

<
Il
o

Now, we illustrate the computational steps to compute the BFGS solution. We start
with the initial approximation uy and correspondingly determine gy = Vy-J (ug). We set
po = —go and minimize along pg with steplength «q given by a line search. We obtain u;
and g1, and therefore we can compute yo = g1 —go and sg = ag po. The first step requires
the initialization Hy = I, and we have zg = Hpyo and p1 = —Hpg1. Correspondingly,
minimizing along p; with line search with steplength a7, we obtain y; = ¢go — g1 and
S1 = 1 pP1-

Using (5.39) for © = yx and © = —gi1, we obtain the following:

k-1
2 = Hiye = Hoyr + Y ¢ ((sj, yehy 15 — (25, )y 55), k> 1, (5.40)
i=0
k
pri1 = —Hygror = —Hogerr — ¢ ({855 ge)y 15 = (255 Gkia)y 85) - (5.41)
=0

Notice that with both the NCG and BFGS schemes, the new control ug,1 is composed
of a linear combination of the original control and the gradients at every step. Further,
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in the BFGS approach the current approximation to the inverse of the Hessian is stored,
whereas in the matrix-free BFGS method the vectors {s;,y;, z;} are stored. These are
the s; vectors which are the search steps themselves, the y; which are the differences
between successive gradients, and the z; vectors which are elements in the space spanned
by {s0,...,8j—1}. As a counterpart, the matrix-free BFGS formula requires progressively
more computation for each optimization step, so it is important that the improved
convergence properties at least compensate for the increased computational effort. The
matrix-free BFGS scheme is implemented in Algorithm 8 below.

Algorithm 8 BFGS scheme

Input: Choose Hy = I, initial approx. ug, maximum k,,q;, tolerance tol;
Output: Approgimate optimal control uy;
1: Set go = Vv J(uo), po = —go;
2: Set k + 0;
3: while k < ka0, and ||gx—1]lv > tol do
Compute uy4+1 = uk, + a pg with ay satistying (5.33)-(5.34);
Compute gri1 = Vv J(uki1), Y& = Gkt1 — Gk» Sk = Ok Pk
Compute z;, with (5.40);
Compute and save ¢ = (s, yk)‘_/l, dip =14 ¢, (Yk, 2k)y, and 1, = dj S — 2g;
Compute new search direction pgy1 with (5.41).
9 Setk+ k+1;
10: end while
11: return wuy;

Notice that the superlinear convergence properties of quasi-Newton methods in Hilbert
spaces are obtained only if the initial Hessian approximation is chosen as a compact
perturbation of the Hessian at the optimal solution; see [Kup96, Sac86] for further
discussion.

5.3. Numerical experiments

In this section, we present results of four different numerical experiments demonstrating
the ability of our method to solve TDKS optimal control problems with different targets,

min  J(u),
uEHé (0,T;R)

where J consists of different terms specified below. As the first example (defined in
Section 5.3.1) is relatively fast to solve, we use this example to compare the NCG method
with the BFGS method, to compare H'! and L? optimization in Section 5.3.5 and to study
the dependence of the runtime on the particle number in Section 5.3.6. The code for
the experiments in this section is published in [SCB17a] and can be downloaded from
http://dx.doi.org/10.17632/p5gbhznkpy. 1.

5.3.1. Density tracking

In our first experiment, our objective is that the density of 2 electrons follows a prescribed
trajectory (8 =1, n=0),

o v ﬁ T
e R O A X )
0 Q
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Figure 5.4.: The cost functional J as a function of the iteration number for different
values of the regularization v.

To this end, we chose a control function v = u!**?, as an input to the TDKS model with
Vet (w,t,u) = 50(x? 4+ 23) +u®s! (t)(2? + 22), and compute the corresponding solution to
produce our target trajectory pgq, which determines the objective Jg. Starting with the
initial guess for the control u = 0, our purpose is then to track the density resulting
from the prescribed forcing term u'** (dashed line in Figure 5.5). The stopping criterion
for convergence is HVJAHH1(07T;R) <2-1077.

The results of this experiment are presented in Figures 5.4 and 5.5. In Figure 5.4,
the monotonic decrease of the cost functional J can be seen. Figure 5.5 shows the
initial guess u" for the optimization solver, the function w!®*!, which is used to generate
the target density pg, and the computed optimal control u°?* for different values of the
Tikhonov regularization v. As expected, the optimal control solution approaches !5t
for decreasing v; however an increasing computational effort is required for smaller v as
can be seen from the fact that the stopping criterion is only met after more iterations
(Figure 5.4).

The detailed values for the different terms Jg and J, forming J and the number of
iterations and the required CPU time are summarized in Table 5.1. It can be seen that
decreasing the regularization v is necessary to achieve small target values Jg because
otherwise J, dominates the cost. Runtime is increasing slightly for smaller v but only
by a factor of 2 while decreasing v from 1076 to 10710,

v J Js Jy iteration CPU
1079 | 3.124639-10~° 6.7896 - 1076 2.4457-107° 8 133
1077 | 4.432995-1076 4.9835-10"7 3.9346-1076 21 348
1078 | 5.164362-10"7 5.8570-107% 4.5787-10"7 14 238
1072 | 8.651593-10% 3.9841-10"% 4.6675-1078 15 246
10719 | 4.810496 - 1078 4.3453-108 4.6524 - 1072 16 267

Table 5.1.: Convergence for the NCG method with fixed stopping criterion
IV 1oy < 2- 10~7 for different values of v. “CPU” is wall runtime
in seconds, see also Section 5.3.6.
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Figure 5.5.: Controls obtained for different Tikhonov regularization parameters v.

Iteration J3 Ju HVjHH1(07T) step length
1 1.8076 - 1073 7.6244-10~*  5.6450 - 103
2 9.6777-107° 9.2621-10"1° 2.8632-107° 2.1488-10°
3 0.6494-107% 2.8289-107° 4.1384-107° 5.3055-10°
4 5.0980-107% 3.1314-107° 1.8770-10~% 9.0253-10°
5 3.5048 - 1076 3.2127-107° 1.9393-10"° 1.2541-10%
6 1.1619-107% 3.8234-10? 3.4086-10"% 1.4793-10*
7 1.0769-1076%  3.8382-1072 4.5825-107% 7.8308-10*
8 2.3851-1077 4.2691-107° 2.2667-10"6 5.4753- 103
9 2.2356 - 1077  4.2750-107° 4.2153-10"7 2.0166 - 10*
10 222041077  4.2757-1079 6.8748-10"7 3.7822-10%
11 2.1161-1077 4.2960-107° 2.4825-10"6 3.5691 - 10*
12 9.5702-10~%  4.5303-10"° 8.8414-10~7 1.1481-10*
13 9.0635-107% 4.5388-107Y 9.9239-10~7 3.0364 - 10*
14 7.7318-107% 4.5580-10Y 1.3960-10"% 2.8538-10*
15 4.6520-107%  4.6500-107° 9.2407-10~7 6.0270-10°
16 4.3489-1078  4.6526-107% 2.2688-10"7 3.3448-103
17 4.3453-10%  4.6524-107° 1.5028-10~"

Table 5.2.: Convergence of the NCG method for v = 10710,

In Table 5.4, we demonstrate that the BFGS quasi-Newton method can also be used
to solve TDKS optimization problems. The BFGS method is slightly more expensive
than the NCG method but provides a better guess for the step length as it collects some
information about the curvature of the cost functional. This can be seen by the fact that
the step length for the BFGS method (Table 5.3) is closer to 1 than for the NCG method
(Table 5.2). As determining the step length is the computational most expensive part
of the optimization, this is a serious advantage. However, the total computation times
in terms of seconds of CPU runtime are comparable.
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Iteration J3 Jy ||Vj||H1(0,T) step length
1 0.0018076 0 7.6243 - 10~ 5645.0
2 1.6052-107° 2.5242-107° 2.8632-107° 199981
3 5.1226-10~% 3.1481-1072 6.2073-10~° 1.0075
4 5.1132-107% 3.1071-1072 1.9644-1076 0.98288
5 5.1132-107% 3.1070-1072 1.8585-10"%  0.012353
6 5.1132-107% 3.1069-1072 1.8585-10"6  0.078476
7 5.1132-107% 3.1067-1072 1.8584-10"%  0.085039
8 5.1132-107% 3.1065-1072 1.8583-10"6  0.091601
9 5.1132-107% 3.1063-1079 1.8582-10"6 0.10035
10 5.1132-107% 3.1061-1079 1.8581-10F 0.11101
11 5.1132-107% 3.1058-10"2 1.8579-10"6 0.12195
12 5.1132-10°% 3.1055-10"9 1.8578-10"6 0.13835
13 5.1132-10°% 3.1052-1072 1.8576-10"6 0.15695
14 5.1132-10°% 3.1048-10"2 1.8575-10"6 0.18101
15 5.1132-107% 3.1044-107° 1.8573-10°F 0.21492
16 5.1132-10~% 3.1038-10"9 1.8571-10"6 0.25921
17 5.1132-107% 3.1031-1079 1.8569-10F 0.32921
18 5.1132-107% 3.1022-1079 1.8566-10~6 0.43621
19 5.1132-107% 3.1009-10"2 1.8563-1076 0.62786
20 5.1132-107% 3.0988-10~9 1.8560-10~6 1.0240
21 5.1131-107% 3.0945-1079 1.8557-10°F 2.0720
22 5.1122-107% 3.0815-1072 1.8562-1076 6.3308
23 5.0624-107% 2.9915-10"2 1.8659-10~6 45.229
24 2.3258 -10~7 4.5983-1072 2.2561-1076 95.796
25 2.6512-10~% 4.8440-10"9 2.4853-10"6 1.0569
26 2.6512-10~% 4.8440-1072 6.7373-1078

Table 5.3.: Convergence for the BEGS method v = 10710,
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v J Js Jy iteration CPU
1076 | 3.124073-107° 6.6715-1076 2.4569 - 10~° 12 143
1077 | 4.421684-107% 3.9128-10"7 4.0304-10°6 22 240
1078 | 5.423582-107% 5.1141-1076% 3.0953-10"7 4 60
1079 | 7.494184-10~% 2.6607 - 1078 4.8335-1078 25 267
10710 | 3.135697 - 10~8  2.6513-10"% 4.8440- 1077 25 268

Table 5.4.: Convergence for the BFGS method with fixed stopping criterion
IVJ| mio,r) < 2-1077 for different values of v. “CPU” is runtime in seconds.
For v = 1078 the algorithm stopped early due to an unsatisfactory search
direction.

5.3.2. Asymmetric double-well

The second experiment is inspired by a more physical aim as in [CWG12]. In this case,
we consider two electrons in the following asymmetric double well potential:

1 1 1 1
Vo(z) = 67433411 - Zl‘% + @w? + 530%7 (5.43)

as depicted in Figure 5.6. The initial condition is a Gaussian wave packet around the

100

S
N\t —
=\

T2

z1

Figure 5.6.: The potential V{ given in (5.43).

global minimum at (z1,z2) = (—3.6,0) which is close to the ground state of the system,
Y0(z) = 0.509803¢~(@1+4/3)*/3¢=23/2 with ||| ;2 = 1. The aim is to drive the electrons
to the right half-space x1 > 0. This is modelled by the target

~ 1% 2
J=Jy+ §HUHH1(O,T;R)u

Iy = [ xat@)pla, e, with A= {(a1,22) € Ry <0},

A cut along the line y = 0 of the initial density, the target region, and the potential 1}
(scaled by a factor of 10) can be seen in Figure 5.7. The control mechanism considered
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here is a laser pulse in dipole approximation in xj-direction, i.e. V() = x;. The
stopping criterion for convergence is || V.J || HY(0,TR) < O 1075,

The results of the second experiment are presented in Figure 5.8. The monotonically
decreasing cost functional J is shown in Figure 5.8a. The initial and the optimal control
can be seen in Figure 5.8b. In Figure 5.8c, the initial density and the density p°?*(T)
at the final time T obtained with the optimal control u°?* are presented. A cut through
Figure 5.8c at 9 = 0 in Figure 5.8d shows the details of the densities together with the
potential Vj.

0.8 | Vo/10 .
| — p(0) "

p and Vg

Figure 5.7.: The initial density p(0), the potential Vj and the target region x; > 0
(shaded in grey) along the line x5 = 0.

As the results presented in Figure 5.8a show, the cost functional can be reduced by
approximately 4 orders of magnitude and the density is almost completely localized in
the desired set, i.e. le<0 p(z,T)dz = 2.6 - 10~*. This result is obtained with v = 1077.
For smaller values of v, the stopping criterion is matched later and the objective can be
further improved.
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(a) The cost functional J as a function of the (b) The initial control u® and the optimal
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(c) The initial density p(0) and p°P*(T) ob- (d) The initial density p(0) and p°P*(T) ob-

tained with «°Pt.

tained with u°P! along x5 = 0.

Figure 5.8.: Results obtained for the asymmetric double-well experiment.
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5.3.3. Final time density

A common target in the literature, see, e.g., [KCM11], is to prescribe a terminal density
pr and minimize

A~ vV ")/
S A 1= 3 [ (olat) = prta) . (5.44)

Even though the proof of the existence of a minimizer from Section 4.3 cannot applied
here, we present a numerical experiment demonstrating the abilities of our code. We
remark that sometimes it can be difficult to prescribe the exact desired shape. If that is
the case, we recommend the usage of a target J,, as in the previous section 5.3.2, where
only the region where the density is desired to be at the final time is prescribed but not
its shape. However, in this and the next example it is essential to prescribe the exact
shape of p(T).

We consider the following problem. We have two electrons in coherent states of an
harmonic oscillator such that without control they oscillate along the x = y line. A
summary on coherent states can be found in the Appendix A.3.1.

At t = 0 they are at the turning point (:xgo), xgo)). The target density has the same

shape as the initial one, but is located at the mirrored point (xgo), —:céo)). This means
that the oscillation plane is rotated by 90° to the x1 = —x5 line.

For the time discretization, we use the final time T" = 0.31415 and 2000 time steps. In
space, we use a 41 x41 grid with h = 0.175. The regularization parameter is v = 108 and
the stopping criterion is given by | V.J| w071 < 10~°. The initial guess is a sinusoidal
control up = 100sin(10¢). The external potential is given by

Vet = 50(z3 + 23) + u(t)zy. (5.45)
The algorithm is successful in reducing the cost by three orders of magnitude as can

be seen in Figure 5.9. The resulting optimal control is depicted in Figure 5.10 which has
acquired several features compared to the simple initial half-sinus.

10°

1071
"~

102

1073

0 5 10 15 20 25 30 35
NCG iteration number

Figure 5.9.: The cost functional J as a function of the iteration number for the rotation
of the oscillation plain.

In Figure 5.11 the initial density pg is depicted together with the density pgee(7') that
results from the evolution without control and the achieved optimal control p(T'). Figure
5.12 shows the path of the centre of the density

1<j§p@;ﬂx1dx).

N \ Jq Pz, t)zz dz
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600

400
< 200
3

Figure 5.10.: The optimized control that rotates the oscillation plane of the electrons.

The blue path is the uncontrolled system whereas the red path shows the path with the
optimal control applied. The dots are plotted at equal time; this means the closer the
dots are the slower the density is moving. When the density is moving faster, a larger
length is covered between two points.

Figure 5.11.: The initial density p(0) and the optimized final density p(T') are shown
together with the density pgee(7') that the electrons attain if no control is
applied.
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Z2

x1

Figure 5.12.: The path of the centre of the density for the uncontrolled (blue) and the
optimally controlled (red) system. Dots are at equal time steps and indi-
cated the speed. The level sets of the confining potential (grey) are also
equally spaced.

5.3.4. Helium excitation

In this section, we present a numerical experiment directly motivated from physics.
We consider a neutral Helium atom in two dimensions with a so-called soft-Coulomb
potential

-2
\/x%%—av%—kl?

see, e.g., [KCM11]. The density starts in the 1s ground state. The goal is to reach the
2p, excited state at the final time 7. The initial wavefunction W and the target density
pr are obtained with DFT calculations in OCTOPUS ([CAO™06]). The initial and the
target density are presented in Figure 5.13. The control mechanism used is a x-polarized
laser pulse in dipole approximation. Therefore, the external potential is given by

Vo(z) =

-2

Vet (2,1) = — e
et{1) o+ a3+ 1

+ u(t)x. (5.46)

For the numerical optimization, we choose the following parameters: v =1, v = 107°
in (5.44), and tol = 2-10~%. The initial guess for the control is a sinusoidal laser with a
frequency given by the energy difference of the two states of AE = 0.2095 (obtained via
DFT calculations). The terminal time is then chosen to be six periods of the laser, i.e.
T = 7.898.

Table 5.5 shows the value of the cost functional and the norm of the gradient. The
NCG method converges in 22 iterations to a norm of the gradient of nearly 10™%. In this
procedure, the cost functional is reduced by nearly a factor of 40. The initial guess for
the control and the resulting optimal control are depicted in Figure 5.14.
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0.1
20
0
—20
10 0
20—20 T2 20—20 T2
1 x1

Figure 5.13.: The initial density of the 1s state (left) and the target density of the 2p,
state (right). The 2p, state is much more extended and no longer spherical
symmetric. Instead it is more widespread in the x;-direction and has two
separated peaks and a minimum along the x1-axis.

Iteration Jy Ju HVjHHl(QT)
1 8.1203-10"2 2.0195-10° 1.1031-10t
2 1.6869 - 1072 2.6017-107° 2.4866 - 103
3 8.6627 - 10~ 2.3876-10"% 1.0228-1072
4 8.4563-10~2 2.4868-10~* 1.1157-1072
5 5.5457 1072 2.4197-10~* 1.1522-1073
6 5.4486 - 1073 2.4309-10~% 4.1367-103
7 4.7181-107% 2.5769-10% 6.7271-1073
8 4.4747-107% 2.5819-10~% 1.0153-1073
9 2.5600- 1073 3.5726-10"%* 3.3595-1073
10 2.5206 - 10~ 3.6169-10~* 6.3656-10~*

20 2.3065 - 1072 4.0875-10"* 2.5977-10"*
21 2.2775-1073% 4.1855-10~* 1.0667-1073
22 2.2686 - 1072 4.2155-10~* 1.1010-10~%

Table 5.5.: Convergence of the NCG method.

Figure 5.15 shows the resulting optimized density p(T') in the z; — zo-plane. For
additional understanding and a better comparison to the target density pr of Figure
5.13, we provide comparisons along several lines.

First, in Figure 5.16a, we show p((z1,0),7T) and pr(x1,0) along the line zo = 0 as
function of 1. It can be seen that p(7T') exhibits the two peaks at the same position as
pr and a valley in between, even tough the valley does not fall off to zero. The decay
for large values of z1 is similar which means the states have similar extend.

In Figure 5.16b, we look at the densities as functions of xy for lines of fixed 1. We
choose the symmetric values of 1 = £3.6 which is close to the maximum of the peaks.
As pp is symmetric with respect to the line z1 = 0, pp(—3.6,22) = pr(+3.6,x2) there
is only one line for pp. The optimized density p(7) is not completely symmetric, as can
also be seen in Figure 5.16a. However, for both 1 = —3.6 and x = +3.6 both densities

103



5. Numerical implementation and experiments

Figure 5.14.: The optimized control for the excitation 1s — 2p, (solid line).

have a similar shape, height and decay rate for large values of y.
To summarize, with the optimal control u° it is possible to bring the density from
the 1s state to a state resembling the 2p, very closely in shape and extend.

1072

—-20

10
X1 20—20

Figure 5.15.: The optimized density at the final time p(T).
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(a) This picture shows a cut along 22 = 0 in (b) Cuts along ;1 = —3.6 and x; = +3.6
Figure 5.15 together with the target den- in Figure 5.15 are shown together with
sity (dashed). pr(x1 = £3.6) (dashed).

Figure 5.16.: The optimized density at the final time p(7") (solid line) and the target
density pr (dashed line) along the several lines.

5.3.5. Comparison of L?> and H' optimization

In this section, we want to comment on our choice of an H! optimization. We recall
that till today, all previous TDKS optimal control formulations consider L?(0,T) con-
trol spaces; see, e.g., [Casl3, CWG12, Wer(06]. This choice is certainly reasonable but
problematic for three reasons:

1. At the theoretical level, it appears difficult to prove existence of optimal solutions
to the corresponding optimality system:;

2. furthermore, it has not been shown that Jg is well-defined;

3. optimal controls in L? spaces may be very irregular and thus be difficult to imple-
ment in a laboratory.

On the other hand, we have that the forward and the adjoint equation (3.11) with
u € H'(0,T) can be proved to be uniquely solvable for any v € H'(0,T); see Chapter
3. We also mention that with u € H'(0,T) and the initial conditions 1/1? € Hy(Q) the
solution of the TDKS model results in a wavefunction ¢; € L*(0,T; L*(£2)) such that Js
is well-defined.

For these reasons, we strongly suggest to use an H' norm in .J, to penalize the cost
functional in H'(0,T). Now, given such an H! problem, using an L? gradient is prob-
lematic for the following reason. Finding the L?(0,T) gradient representation means to
find V,L € L*(0,T) such that D,L(6u) = (V,L, ou) 20,7y for all du € L?(0,T). This
is indeed possible if we assume that u € H?(0,T) and require that u(t) = 0 (or @(t) = 0)
att=0andt="1T.

DyL(u)(du) = v (u, 6u) g1 o 1y — (Re (A, Vu¥) 2, 5U>L2(07T)
Then integration by parts gives

Vol =v(u—1i)—Re (A, V,¥).. (5.47)
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We remark that in general u € H?(0,T) is an additional assumption. Next, notice that
if a gradient-type optimization scheme is used with V2 J (u) = VL, then we have the
problem that the update u* = ub~1 — aV;2J (uF~1) is inconsistent since the H' control
obtained at the (k — 1)th step is being updated with a L? function and the sequence
(uF); cannot be guaranteed to be in H'.

The most reasonable way to circumvent this problem is to work in the H'(0,T) space
using the corresponding scalar product. Thus, we obtain the H! reduced gradient and
the first-order optimality condition as given in (4.8e) where p can be computed by
solving the ODE problem (4.9). Notice that in this approach, while we do not require
u € H%(0,T), we obtain u € HE(0,T). For more details concerning the derivation of the
H'! optimality system, see Chapter 4.

In the remaining part of this section, we want to illustrate the difference in the nu-
merical behaviour between the L? and the H' optimization. To this end, we consider
the tracking problem from Section 5.3.1 again using both L? and H' optimization. We
remark that, due to the different norms determining the cost of the control, a compari-
son is not straightforward. To present a meaningful comparison, we consider parameter
settings that achieve similar values of the tracking term, which is the main goal of the
optimization.

L? ot
tol | v slo—pall3  IVe2JI2. &k CPU || fllp—pal} Vi Jl3, k CPU
106 | 10-8 2.6-10"7 9.3-1077 15 202 5.4-.10° 2.2.10"8 3 57
1010 1.9.-10°7 76-1007 22 288 4.4.10-6 5.9.10~8 3 59
1012 2.3-1077 84-10-7 17 228 4.3-10-6 6.6-108 3 59
10~14 2.7-1077 9.2-10°7 15 202 4.3-10-6 6.5-108 3 59
10—15 2.6-10~7 9.3-10°7 15 201 4.3-10-6 6.5-108 3 59
108 | 10°8 6.2-10~8 84-10-7 40 523 5.5-10° 2.2.1079 7 133
1010 6.3-10~8 1.7-100% 40 525 4.6-1077 6.9-10—9 9 175
1012 4.7-1078 1.2-10% 40 521 1.7-108 9.3.1079 14 271
10~14 4.6-10~8 38-10-7 40 519 1.5-108 5.5-1079 17 329
10—15 4.3-1078 1.8-10% 40 524 1.3-107 1.1-10~8 10 210

Table 5.6.: Comparison between the L? and H' optimization problems. CPU is the wall
time given in seconds (see Section 5.3.6 for discussion on time measurements)
and k denotes the number of iterations.

As shown in Table 5.6, to achieve tracking values in the order of 10~7 our code needs
a similar amount of CPU time for both problems. However, choosing a more strict
tolerance for the norm of the gradient, only convergence for the H! problem is achieved;
the L? solution process is stopped after the maximum number of iterations (k = 40),
which will possibly converge in a much higher number of iterations. For small values of
Jg of about 1078, the H! problem is solved significantly faster. This can be motivated by
the fact that H' is a smaller function space to search the optimal control in comparison
to L?.

5.3.6. Dependence on particle number

DFT was introduced to overcome the exponential increase in complexity of the multi-
particle Schrédinger equation. The Kohn-Sham problem (2.33) increases only linear with
the number of particles N. The aim of this section is to illustrate this fact by looking at
the computational performance of our code. To this end, we solve optimization problems
similar to the one described in Section 5.3.1 with different numbers of electrons involved.
Accordingly, the initial condition W° and the density pg are adapted such that the control
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N | £k Wall/s CPU/s Wall periter/s CPU per iter/s
2 |8 109 214 13.6 26.8
3 | 8 124 254 15.4 31.8
4 | 8 138 292 17.3 36.5
519 172 373 19.2 41.5
6 | 8 171 375 214 46.9
7| 8 188 418 23.6 52.3
8 |12 307 689 25.6 57.5
919 242 047 26.9 60.7
10 | 17 492 1119 28.9 65.8

Table 5.7.: Runtime of the optimization for different number of particles N. The number
of NCG iterations is denoted by k. Both, the wall time per iteration and the
CPU time per iteration increase linearly with the particle number N.

u?®s! is the same for all N. We use the following setting for these experiments: T = 0.1,

h = 0.175 in (5.6); M = 100, N, = N, = 41 in Algorithm 1; v = 10719 and tol = 1076
in Algorithm 5.

For particle numbers N = 2,...,10, we record the number of NCG iterations k£ and
measure the “wall time” and the “CPU time”. The “wall time” is the real time elapsing
on a clock between start and end of the optimization process. This time contains fluctu-
ation due to other processes that run on the computer in the background. To minimize
their influence the average of three different runs has been taken. The “CPU time” on
the other hand is the time spend only by the MATLAB processes on the CPUs. In
contrast to the wall time this is the sum of execution time spend on all CPUs.

The results in Table 5.7 show that the CPU time is relatively constant a factor of
2 — 2.2 times larger than the Wall time; this factor is slightly increasing for larger N.
This means that the built-in parallelization of MATLAB achieves to use on average 2
of the 4 available cores of the machine. The automatic built-in parallelization is mainly
used for the FFT, where most of the computation time is spent. However, due to the
spectral convergence of the method (see Section 5.1.4), the space grid can be relatively
coarse and thus the matrices that are transformed via FFT are relatively small (in this
example 41 x 41). It is well-known that the FFT cannot be efficiently parallelized for
such small matrices, see [FFT] for a speedup benchmark of the FFTW library used by
MATLAB.

We want to remark that in principle much better parallelization than this can be
achieved. Instead of parallelizing the FFT in the innermost loop, it is possible to paral-
lelize the outer loop over the particles (lines 5-7 and 9-11 in Algorithm 1 and lines 4-6
and 8-11 in Algorithm 2). Hence, it should be possible to arrive at nearly linear scaling
of parallelization with the numbers of cores used, as long as the particle number N is a
multiple of the number of cores. However, to implement this, detailed control over the
execution path and the access of the wavefunction is needed, e.g., to avoid unnecessary
synchronization barriers. This is not possible in MATLAB. Instead, a more low-level
programming language like C needs to be utilised for this. However, as the implementa-
tion of a high-performance computing software is a complex separate subject that was
not part of this project, we did not extend our work in this direction.

As can be seen in Table 5.7, the number of NCG iterations needed for convergence
of the algorithm varies with the particle number as the optimization problem differs
with V. To study the computational effort as a function of the particle number, we
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determined therefore the time (wall and CPU) per iteration, shown in the fifth and sixth
column of Table 5.7.

The values of wall time per iteration are depicted in Figure 5.17 together with the
linear fit of the data,

twalt fiter.pit(N) = (1.9446N + 9.6409)s, (5.48)

which shows that the runtime is a nearly perfect affine linear function of the particle
number.
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Figure 5.17.: The runtime of the optimization as wall time per NCG iteration is an affine
linear function of the particle number N. Plotted are the values from Table
5.7 together with the linear fit (5.48).

To verify from the data values that the increase is indeed linear, we considered the
model tyq11/iter = aN® + ¢. To this end, we subtracted the fixed offset of ¢ = 9.6409s
from the data points and did a fit of log N to log(tyau/iter/s —9.6409). From this doubly
logarithmic fit, we obtained and exponent of b = 0.99845. This result confirms that
twall/iter 18 indeed an affine linear function of N as expected and this demonstrates that
TDDFT is capable of dealing with quantum systems consisting of a large number of
particles.

5.4. Conclusion

This chapter consisted of three distinct parts. In the first part, we gave an introduc-
tion to operator splitting methods and discussed in particular the Strang splitting with
spectral evaluation of the Laplacian. This method is advantageous because it provides
second-order convergence in time and spectral accuracy in space thus leading to a very
fast algorithm. The convergence was numerically verified for both the forward TDKS
equation and the adjoint TDKS equation.

In the second part, we presented classical optimization method used to solve our op-
timization method. We introduced both the NCG and the BFGS method. A derivation
of the matrix-free BEFGS was shown.

Afterwards, we presented results of four different numerical experiments demonstrat-
ing the abilities of our method. Optimal control problems with different kinds of targets
were solved. Furthermore, we investigated the difference between L? and H! optimiza-
tion problems, showing the advantages of using the latter setting, and numerically con-
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firmed the linear increase in complexity as a function of the particle number which was
the main motivation for using TDDFT.
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6. Summary

In this thesis, a comprehensive analysis of optimal control problems governed by the
time-dependent Kohn-Sham (TDKS) equations was given. The TDKS equations are
one of the most successful frameworks to calculate many-particle systems. The active
control of chemical reactions on a molecular level is one of the ultimate goals of quantum
control. Due to its ability to deal with a high number of particles, the TDKS equations
seem to be the method of choice for the purpose of the control. There are already a
large number of optimal control applications using the TDKS equations. However, both
the theory of the TDKS equations and the theory of optimal control problems governed
by them were still in its infancy. The present work has provided many contributions to
close this gap.

First, the basic concepts of DFT and the Kohn-Sham approach were reviewed. Subse-
quently, this was extended to the time-dependent DFT framework of Runge and Gross.
A mathematical rigorous statement of the van Leeuwen’s theorem was given and a de-
tailed proof for this theorem was presented. Furthermore, the TDKS equations in the
LDA framework were introduced.

The TDKS equations were then analysed in detail. Using energy estimates and a
Galerkin framework, the existence of a unique solution of this PDE was proved in a
setting that is suitable for optimal control purposes. Furthermore, given stronger as-
sumptions on the initial condition, higher regularity of the solution was shown. These
results are essential for the TDKS optimal control problem to be well-defined.

With these preparations, it was possible to study optimal control problems governed
by the TDKS equations with both tracking type targets and terminal targets. This was
accomplished in the Lagrange framework. To this end, the differentiability properties
of the TDKS equations were analysed. This analysis was very challenging for several
reasons. One of the reasons was that the KS potential has a complicated nonlinear
dependence on the wavefunction. Another reason was that the KS potential is a real-
valued function of a complex variable, hence it is not complex differentiable. For the
latter issue two different approaches were presented. Thereafter, the differentiability
results were used to prove the existence of a minimizer of the optimal control problem
and to characterize its solutions via a first-order optimality condition. Furthermore,
the gradient of the reduced cost functional was derived which is essential for numerical
implementations of optimization methods.

In the final chapter, results of several numerical experiments demonstrated the abilities
of the method presented in this thesis. To this end, a very efficient discretization scheme
for the TDKS equations was presented and the convergence order of the scheme was
discussed. Moreover, gradient based numerical optimization methods were illustrated.
These methods were used to perform various numerical experiments with three different
kinds of optimization targets. Furthermore, L? and H' optimization problems were com-
pared. Finally, it was verified that the numerical complexity of the optimization process
scales indeed only linearly with the number of particles involved, thus confirming that
the TDKS model is an excellent choice for multi-particle quantum control applications.
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A. Appendix

A.1. Differentiability of the KS potential

In this section, we further discuss the issue of differentiability. In the discussion above,
the reduced cost functional is a real valued function of the real control variable. Complex
differentiability issues arise when trying to calculate the derivative using the chain rule
with intermediate complex functions such as W. This is a delicate step, and for clarity, in
this section, we analyse the methodology used above. Thereafter, we introduce a different
but equivalent approach rewriting complex equations as a system of real equations. A
somewhat different problem is considered in [TV16] where a problem with a complex
control is investigated.

The map defined by the linear SE is Fréchet differentiable in the standard sense.
However, in the nonlinear TDKS model, the Kohn-Sham potential is a map from C
to R; and it is known from standard results in complex analysis that this map cannot
be complex differentiable. This is because complex differentiability is stronger than real
total differentiability by the requirement that the Cauchy-Riemann differential equations
need to be satisfied.

Example A.1. As an example, we show that the complex absolute value squared,
2+ f(2) == |2|?, which also appears in the KS potential, is not complex differentiable
but only real-differentiable. To this end, we consider the directional derivative of f at z
i direction h,

(2 h) = lim (z+th)(z + th) — 2z
t\0 t
The map h — f'(z;h) = 2Re(zh) is obviously not complex linear. Hence, [ is not

complex differentiable. However, h — f'(z;h) is real-linear according to Definition 4.1
and therefore, [ is real-differentiable.

= zh +zh = 2Re(zh).

In the following theorem, we want to address this point and show that the discrep-
ancy between complex differentiability and real-differentiability is that the corresponding
derivative is linear with respect to complex, instead of real, scalars.

Theorem A.2. Let f : C — C and f : R2 — R2 such that f(z+iy) = f(z,y)1+if (z,y)2.
Then the following statements are equivalent:

1. f is totally differentiable from R? to R?;
2. f is real-differentiable from C to C.
Proof. First, we prove that 1. implies 2. We have

f(ﬂh + hy,x2 + hz) = f(ml, 1‘2) + (gi Z;i) (Z;) + Qg (hla h2) (A-l)

with

¢ (hh h2)
TN e ). A2
(h1,h2)—(0,0) [|(h1, h2)T |2 (A2
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From (A.1), we find

flzy +ixg + hy + ihg) = f(z1 +iza) + Df(h) + ¢(h1 + iha) (A.3)
where h = hy + ihg, ¢(h1 + iha) = ¢(h1, he)1 + id(h1, ha)a, and
Df(h) = d11h1 + d12h2 + id21h1 + idgghg. (A4)

Obviously, Df(h+ g) = Df(h) + Df(g) for h,g € C and Df(ah) = aDf(h) for a € R,
hence Df is real-linear. The fact that limy_,q elutiha) _ ) follows directly from (A.2).

||
Next, we prove that 2. implies 1. We have for z,h € C
fla+h) = J() + DI(h) + 6(h) (4.5)
with
lim Re ¢(h) +iIm ¢(h) 0 (A.6)
h—0 ‘h‘

and Df real-linear. Therefore, we have

fioemne = (S10) « () () vm

As Re D f(h) and Im D f(h) are linear with respect to real scalars, there exists a matrix

Df € R?*2 guch that <§§g§gzg> = Df (Z;)

i . Re¢(h)

. 1 _
From (A.6), it follows that lim,, 4,)-(0,0) TCRSLE (Imqb(h) =0. O
Remark. Df defined in (A.4) is in general not linear with respect to multiplication with
complex scalars. However, if the Cauchy-Riemann differential equations are satisfied, i.e.
di11 = dao and di2 = —da1, one can rewrite D f as

Df(h) = (di1 +id21)h
which is complex linear and hence f is complex differentiable.

Requiring only real-linearity of the derivative instead of complex linearity is therefore
equivalent to requiring total differentiability of the function as a map from R? to R?
without the requirement to satisfy the Cauchy-Riemann equations. All results that hold
for total differentiable functions f : R? — R? do not make use of the special properties
of complex differentiability and hold therefore also for real-differentiable functions from
C to C. In particular, the results known from real analysis as the mean value theorem,
the chain rule and the implicit function theorem hold for real-differentiable complex
functions. This is the approach used in Sections 4.3-4.4.

An alternative — and by Theorem A.2 fully equivalent — way of dealing with a
complex valued optimization problem is to rewrite the N complex equations in 2N
real equations for the real and imaginary part. As a supplement to the results already
obtained, we consider this approach in the reminder of this section. To this end, we
introduce the following vectors:

i Al
(el 1
3 wg r i A 5
U=yl ¥=Rey; ¢j=Imyy, A=\
Uiy Ny
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With this definition, the TDKS equations (4.8a)—(4.8b) can be equivalently rewritten

as
o [(yr 0 A\ [V Y Re ) :
()= 0) () (D) wo=(amap): imtem @)

where A := —V? + Vi (2, t;u) + Vigze(w, t; ¥). In this picture, the density is given by

N
p=> (V57 + (i) (A.9)

j=1
Then, the optimization problem reads as follows:

~ min J(W,u) subject to (A.8), (A.10)
(V,u)e(Z,HL(0,T))

where Z = {\il € Z‘ VS X*}, Z = L>®(0,T; H*(Q; R*Y) N H} (Q; R*N)) and the cost
functional is given by

~

T 14
_ g/o /Q(p(:p,t) —pd(x,t))dedt—l-g/gXA(l‘)p(‘TaT)‘if"'2”“”%’1‘

To derive the optimality system, we introduce the Lagrange multipliers A7, )\37 j =
1,..., N, and the following Lagrange function:

LW, A u +Z/ / Y <8t <_OA 0>) <ZJ;> dadt
+Z/ /x" <—AW> + ((%ZJFAwT) dzdt.

Similar as in the previous section, we take the directional derivatives with respect
to wjr-, ;», )\;7, /\;-, and u and require that these derivatives are zero for all admissible

variations. The variation with respect to X]T, /\3- reproduces the forward equation (A.8)
and the variation with respect to ¢7, ¢§~ gives the following system of adjoint equations:

9 (N 0 A\ (N b; 0 (A
J J J
5 (») (a0 () 0) (). (19
N v N
= Vi (2¢5(, 1)) (x,1) +2 a;C > i, t)—28(p— pa),  (A.1lb)
j=1 j=1
¢j(y, 1) = ¥5(y, N (5, £) — 5 (y, ) (1), (A.11c)
M(ﬁfi)) (w (x,T)>
] —
: = —nxa(z) | 7 (A.11d)
<)\j(l‘,T) ¢ (ZIS‘,T)
To derive the optimality condition, i.e. the zero gradient condition, the variation with

respect to the control u is considered. We obtain vu + p where u is the H'(0, T)-Riesz
representative of the functional

N T
—Z /0 /Q (=NfSuVoapl + XisuVyapy) dadt. (A.12)
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Comparing this result with (4.8), we realize the correspondence
As = —Re);, Aj =1Im )\ (A.13)

between the Lagrange multipliers of the two optimality systems. The differentiation of
the KS potential in (A.8) exhibits no subtleties as the KS potential is totally differentiable
over the field of the reals. Both the complex and the real approaches are equivalent and
arrive at the same results. The calculations in Section 4.3—4.4 can be performed in the
real setting without substantial changes by replacing, e.g., the complex absolute value
with the real Euclidean norm.

A.2. Functional analysis

A.2.1. Embedding theorems

In this section, we collect embedding theorems and convergence results and that are used
in this thesis.

Definition A.3. We say X is embedded in Y, written as X — Y, if X CY and there
exists a constant ¢ such that ||v|ly < c|jv||x for allv € X.

A map f is called compact, if f(A) is compact for all bounded sets A.

X is called compactly embedded in Y, written as X € Y, if X — Y with a compact
identity.

We recall the following statements from functional analysis, see, e.g. [Cial3, Dob06].

Theorem A .4. o Let X be a reflexive Banach space. Then the closed unit ball is
weakly sequentially compact.

o Let X,Y,Z be Banach spaces and X — Y — Z with one of the embeddings being
compact. Then X — Z is compact, i.e. X € Z.

e Let X and Y be Banach spaces and (f,)n be a sequence in X. If X € Y and
fm—finX, then fr - finY.

Theorem A.5 (Embedding of LP spaces). Let Q C R™ with pu(Q) < oo and 1 < p <
q < o0o. Then

L1(Q) — LP(Q), in particular L°°(Q) — LP(Q) — L'(Q) (A.14)

Theorem A.6 (Morrey, embedding into continuous spaces). If ) satisfies the cone
condition, then for p > n we have the embedding H"P(Q) — C(Q)NL>(Q). This means
that any function uw € H"P(Q) can be changed on a set of measure zero such that u is
continuous on €.

Theorem A.7 (Sobolev embeddings). Let Q C R™ be a domain that satisfies the cone
condition, m > 1, j > 0 be integers and 1 < p < co. Then the following embeddings
hold; see [AF03, Theorem 4.12]:

H™2(0) <> L(%) Lo m e
H™P(Q) — L) Joralll1 < q<ooifm=2,
HIiTmP(Q) < CIAQ) , 0 < A <m —n/p, if 5 <m<3+1,
HI+mP(Q) — CIA(Q) VO<A<lifm="+1,
HIT™P(Q) — C7H(Q) ifp=1andn+1<m.

For the embeddings to continuous spaces the Lipschitz condition on ) is needed that is
stronger than the cone condition.
All of the above embeddings hold for arbitrary Q if H™P is replaced with Hy"".
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The third embedding gives H'((a,b)) < C°([a, b]), but this is sharp in the sense that
for n > 2 H'-functions are not continuous (— log|z|* can be made to an example that
is discontinuous), see also [Cial3, p. 332].

The following theorem improves the embeddings to be compact and can be found in
[AF03, Theorem 6.3].

Theorem A.8 (Rellich-Kondrachov). Let Q@ C R™ be bounded and satisfy the cone
condition, m > 1, j > 0 be integers and 1 < p < oco. Then the following embeddings are
compact:
H™P(Q) € LY(Q) for all q with1 < q<p* = = mp
H™P(Q) € LUQ)  for all ¢ with 1 < q < oo if m= 7,
H™P(Q) e C(Q) if% < m.
All of the above embeddings hold for arbitrary Q if H™P is replaced with Hy"".

fm<f

This implies (using the first line for n > p, the second for n = p and the chain
H? € C < L* < LP) the following embedding independent of the dimension n:

HY(Q) € LP(Q), p>1. (A.15)

A.2.2. Evolution spaces

In this section, we collect some results concerning function spaces used to characterize
evolution problems. These spaces are also called Bochner spaces. The reason for the
introduction of Bochner spaces is that in evolution equations, like parabolic equations
and the Schrodinger equation, the time and space variables appear with a different order
of the derivative. This feature results in a different regularity of the solution in space and
time and suggests a separate treatment of the space and time variables. More details on
this topic and proofs to the statements presented here can be found in [Zei90, Chapter
23].

Definition A.9. Let X be a Banach space and 0 < T < co. Then C™([0,T], X) is the
space of all continuous functions u : [0,T] — X, which have continuous derivatives up
to order m, and is endowed with the norm

3

[wllem (0,77, %) 2. [nax [u ()] x. (A.16)

Further, we define the Lebesgue space LP(0,T; X)) as the space of all measurable functions
w: (0,T) = X with

T 1/p
uuumo,T;X):(/O Hu(t)!%dt> <. (A.17)

Next, we summarize some facts about the Lebesgue spaces LP(0,T; X).

Theorem A.10. Let X be a Banach space and 0 < T < oo, then the following state-
ments hold true:

e C"([0,T],X) and LP(0,T;X) are Banach spaces.
e C([0,T]; X) is dense in LP(0,T; X) and the embedding

C([0,T); X) = LP(0,T; X), (A.18)

18 continuous.
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o If X is a Hilbert space, then L*(0,T; X) is a Hilbert space.
o If X is separable, then LP(0,T;X) is separable for 1 < p < oo.
o If X — Y is continuous, then the embedding
L"(0,T;X) — LP(0,7,Y), 1<p<r <o, (A.19)
18 continuous.
e The dual space LP(0,T; X)* is norm-isomorphic to L4(0,T; X*) with % + é =1.
The generalized derivative in Bochner spaces is defined by integration by parts just
as the weak derivative in standard Sobolev spaces. In the following, we introduce the
Sobolev space W(0,T; V). For V.C H C V* we define the space
WO, T;V):={ue X :u e X*},
where X = LP(0,7,V). This is a Banach space with the norm

ullw = HUHLP(O,T;V) + HU/HL‘I(O,T;V*)~ (A.20)
For this space, we have the following embedding theorem.
Theorem A.11. The embedding W(0,T;V) — C([0,T],H) 1is continuous. More pre-

cisely there exists a unique continuous function @ : [0,T] — H that coincides almost
everywhere with w. Furthermore,

qax [la(t)|la < Cllullw. (A.21)

Moreover, the set of all polynomials w : [0,T] — V is dense in W(0,T;V), LP(0,T;V)
and LP(0,T; H).

The following compact embedding theorem is due to Aubin [Aub63] and Lions [Lio69,
1.5.2].

Theorem A.12. Given three Banach spaces By € B — By with By, By reflexive and
the embedding By — B being compact, then the space

W= {v|ve LP(0,T;By), v € L0,T;B1)}, 1<p,q<oo,
with norm
HUHW = ”UHLP(O,T;B()) + HU/HLQ(QT;Bl): 1< p,q < 00,
is compactly embedded in LP(0,T; B).

A.2.3. Functional derivatives

We summarize the different notions of derivatives in function spaces and recall the im-
plicit function theorem for Banach spaces.

Definition A.13 (Gateaux derivative). Let Vi, Va be locally convex spaces and f : Vi —
Vo be given. Take x,h € V1. We call f directional differentiable at x in direction h if
the limit

5F(w: h) = Tim L&) = /(@)

A.22
t\.0 t ( )

exists in Va.
The function f is called Gateaux differentiable at x if f is directional differentiable in
all directions and the mapping A : h— df(x;h) is linear and continuous. The mapping

A € L(V1,V3) is called the Gateaux derivative of f, §f(xz;h) = Ah. If and only if Vy is
the field belonging to Vi, the derivative is an element of the dual space V.
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Definition A.14. f : Vi3 — V5 is called Fréchet differentiable at a € 2 C Vi if there
exists an A € L(V1;Va) such that

Fla+h) = f(a) + Ah+ [[h] x6(k) with lim 5(h) = 0 € Va. (A.23)

Definition A.15. Consider the setting of Definition A.13. If V1 is a Hilbert space and
Vo is the field belonging to Vi, i.e. f is a functional, then the Riesz representative of
Df using the inner product of V1 is called the gradient of f and written as V f. Hence

Vfz) e W,
Df(z)(6x) = (Vf(x), 0x)y,

We conclude this section with the implicit function theorem as found in [Cial3, Thm.
7.13-1]. We remark that this theorem also holds for real-Fréchet differentiable functions.

Theorem A.16 (Implicit function theorem). Let V', Y and Z be three Banach spaces
and let O be an open subset of V. x Y. Consider a function ¢ : O — Z such that
c € C(O; Z) and assume that there exists a pair (%,79) € O such that

(a) c(#,9) = 0;
(b) c is Fréchet differentiable at (z,7);

(c) the derivative Dyc(x,y) € L(V,Z) exists at all points (z,y) € O and
Dyce C(O;L(V,2));

(d) Dyc(i,§) € L(V,Z) is a bijection, so that (Dyc(d,§)) " € L(Z,V),

where L(Z,V') denotes the set of all bounded linear operators from Z to V.
Then there exists a function x(y) of y in an open neighbourhood of § and it is differ-
entiable at § with derivative given by

Dye(§) = (~Dye(,9)) " Dyeli, ). (A.24)

A.3. Exact solutions of the harmonic oscillator

A.3.1. Coherent states of the harmonic oscillator

The coherent states of the harmonic oscillators — sometimes also called Glauber coher-
ent states in the honour of Roy Glauber, Nobel price 2005 for quantum optics — are
minimum uncertainty states in the harmonic oscillator; see also [Sch26] for their first
derivation. They possess the characteristic property that their position expectation value
performs a harmonic oscillation. Due to these two features they are in some sense the
most classical quantum states realized in a harmonic potential and allow the connection
between the quantum and classical harmonic oscillator via the Ehrenfest theorem.

The coherent states are important for application in quantum optics as they are used
to describe laser modes due to their non-dissipative character. Furthermore, they are
valuable test states in numerics. We make use of them as initial states for control
applications that have known analytical solutions in the uncontrolled case.

To derive the formulas of the coherent states ¢,, we follow the discussion in [Sch07]
and consider a harmonic oscillator in one dimension with the following Hamiltonian:

1 1
H = —§V2 + 5&]21'2, (A25)

119



A. Appendix

where we use natural units (A = m = 1). Introducing the characteristic length z¢ = ﬁ,
the energy eigenstates of (A.25) are given by

N S ) ()
(0 ST ﬁmoe N , (A.26)

where $),, is the nth Hermite polynomial defined by

2 d” 2
Hn(z) = (=1)"e" ——e™.

dx”

From the minimum uncertainty property, one can derive that the coherent states are the
eigenstates of the annihilation operator a which is defined as

at, = /nPp_1, n>1, ay = 0. (A.27)
The eigenvalue relation
Apo = pq, o€ C, (A.28)

allows an expansion of the coherent states into the energy eigenstates as follows:

—iwt) 2

«@ l’,t = e_(|0¢|2+iwt)/2 (0167
e X

Yn(2). (A.29)

The position expectation value can be calculated using the eigenstate property (A.28).
One finds

(z) = V2x0|a| cos(wt — §),

which is a harmonic oscillation and (x) has the same time dependence as the classical
oscillation.

From (A.29) and (A.26) an explicit formula for the coherent states can be obtained
as follows:

1 fwt o . V2)alz .
Yoz, t) = m exp (—z <2 — - sin 2(wt —0) + o sin(wt — 9)

1
23:(2)

(ac — V2xo|a| cos(wt — 6))2) .

Taking the absolute value squared, we find the probability density

2
[pa(z,t))* = \/719:0 exp (— (o= ﬁ%'a)pg%(wt —9) ) . (A.30)

The density (A.30) describes a Gaussian that has constant width. This is achieved
because all contributing states 1, stay in phase and justifies the name coherent states.

A.3.2. Two interacting electrons

To test the predictions of TDDF'T, it is useful to have access to exact solution of multi-
particle problems. Unfortunately, there are not many systems of interacting particles
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that can be solved analytically. Here, we present some analytic solutions of the two-
particle SE in the harmonic oscillator with the full Coulomb interaction between the two
particles. The solutions in this section are based on the results of [Tau93].

We find the eigenstates for the stationary SE

Ho(z) = E®(x),
2
1 1 1
H = 7v2 -2 2 -
> (3%t it + ey

and then also provide analytic solutions for the corresponding time-dependent SE (A.36).
In this section, we use natural units A = m = e = 1 and denote the positions of the two
electrons by r, = (zg, ), k= 1,2.

To separate the problem, we introduce the relative coordinate » = r1 — r9 and the
centre of mass (c.m.) coordinate R = %(ry + r2). Then the Hamiltonian H decouples
exactly into H = 2H, + %HR with

(A.31)

1 1

Hp = 5% + §w%R2, (A.32)
1 1 1

H.= V%4 w2r? + — A.
2VT+ 5WrT + Tk (A.33)

where wp = 2wy, w, = %wo. Due to the decoupling we can make the ansatz ®(r, R) =
d(R)p(r) for the wavefunction.

We begin with solving the c.m. problem. The solutions of the non-interaction harmonic
oscillator —%d@‘l—; + %wQ can be found in standard textbooks and is given in (A.26),

Jw
=—"—e¢
VTV 2!

where $),, is the n-th Hermite polynomial. Therefore, the eigenstates of the c.m. problem
Hro(R) = Er¢(R) are given by

Fneo(@) 5 5 (Vow),

¢nm,wR(Rz, Ry) = &nwa (Rl) &m,wR (Ry) ) (A‘34)
1+ 22 Y1ty
Rx - 2 ) Ry - 2 .

For special frequencies wg = ﬁ, Il =1,2,... the relative equation H,p = E,p can

be solved. To this end, the relative equation is decomposed using spherical coordinates
into a radial and an angular part. The angular part is given by the spherical harmonics
as both %wrvﬂ and % are only functions of the radius. For a given angular quantum
number [ the solution of the radial part is given by

u(p) 14+1/2 —s(f—il) ( 14 )
= 1+ ——7-—.

Combining this with the spherical harmonics, the solution to the radial equation in polar
and cartesian coordinates is given by

= ! ui(p) oilo
\/277(2 + 40! (34401 + V2(1 4 20)3/2T (1 + 1)) VP

o(z,y) = ©p (\/m, arctan g) .
T

)

(Pp(p7 0)
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A solution to the full two-electron problem (A.31) is given by the product
@i = PnmwpPiw,- For example, for n =m =0, =1 we find

(s = ]l +3) (1 = w2 + iy = yo))e” s (InI*+1m21?)

Doo1(r1,72) = — o1t 370 (A.35)
with energy eigenvalue FEyg; = %.
Solutions of the time-dependent SE
o 2 /1 1 1
ia(ﬁ,rz,t) = <; <2vi + 2w§\m||2> + |7"17"2||> U(ry,ro,t) (A.36)

can be obtained by multiplying the stationary solutions with the phase e?£nmi* such that
Wi (71,72, 1) = Pyt (r1, ro) e Fnmit,

1 2 2
_ 5 _ iy — 2.~ 15 (Ir I +lIr2l?)
lI’()Ol(rla T27t) = - (Hrl TQH * ) ($1 T2t Z(yl y2)) ¢ e’

25m4/440 4 75v 107

This analytic solution for two electrons interacting via the Coulomb force and confined
in a harmonic oscillator can be used as a test case for multi-particle problems. A more
detailed study on these exact solutions and applications to non-V-representability can
be found in [Tau93, TE10, TME09].

ol
~

(A.37)

122



List

2.1.

2.2.
4.1.

5.1.
5.2.
5.3.

5.4.
9.5.
5.6.
5.7.
5.8.
5.9.
5.10
5.11
5.12
5.13
5.14
5.15
5.16
5.17

of Figures

The different subsets of potentials, wavefunctions and densities and the
properties of the maps Myw and My 4 between them. . . . . . . . .. ..

The Quantum Monte Carlo fit for Vo used in the numerical experiments.
Structure of Section 4.3. . . . . . ..o

Accuracy of the numerical solution of the forward TDKS equation. . . . .
Accuracy of the numerical solution of the adjoint TDKS equation.

Comparison of the classical optimization methods applied to the Rosen-
brock function. . . . . .. ...

Tracking experiment; The cost functional J for different values of v.

Tracking experiment; controls obtained for different v. . . . . . . . .. ..
Asymmetric double-well; the external potential V. . . . . ... ... ...
Asymmetric double-well; initial density p(0) and target region . . . . . . .
Asymmetric double-well; results of the experiment. . . . . . . .. ... ..
Final time density; the cost functional oo
Final time density; the optimized control . . . . . . . . . .. ... .. ...
Final time density; initial and final density. . . . . . ... ... ... ...
Final time density; path of free and controlled density . . . . .. ... ..
Helium excitation; initial and target density. . . . . . . . . .. .. .. ...
Helium excitation; the optimized control. . . . . . . . ... ... ... ..
Helium excitation; the optimized density p(T') . . . . . . . . ... .. ...
Helium excitation; the optimized density p(7") along x; and zy direction. .

The NCG runtime as a function of the particle number N. . . . . . . . ..

95

95
97



List of Tables

List

124

2.1.

5.1.

5.2.
5.3.
5.4.

5.9.
5.6.
5.7.

O NSOt W

DFT’s function sets. . . . . . . . . . e

Tracking experiment; convergence for the NCG method for different values

of v, o e
Tracking experiment; convergence of the NCG method. . . . . . . . . . ..
Tracking experiment; convergence for the BFGS method. . . . . .. ...
Tracking experiment; convergence for the BFGS method with fixed stop-

ping criterion for different valuesof v . . . . . . . ... o000
Helium excitation; convergence of the NCG method. . . . .. .. .. ...
Comparison between the L? and H' optimization problems . . .. .. ..
Runtime of the optimization for different number of particles N . . . . . .

of Algorithms

Strang splitting method (forward equation) . . . . . ... ... ... ...
Strang splitting method (adjoint equation) . . . . . . . .. ... ... ...
Hartree potential . . . . . . .. . . .. ... ... ...
Steepest descent scheme . . . . . . ... L L Lo
NCG scheme . . . . . . . . . e
Gradient of reduced cost functional . . . . . . . ... ... ... ......
Bisection linesearch . . . . . . . . . ... ... ...
BFGS scheme . . . . . . . ...



Bibliography

[AC09)

[ADPM11]

[AF03]

[AH11]

[AMGGB02]

[Aub63]

[BBD02]

[BCS17]

[BGO3]

[BHOS]

[BIMO2]

[BIWMO0]

[BMC15]

A. Anantharaman and E. Cances, FEzistence of minimizers for
Kohn—Sham models in quantum chemistry, Annales de I'Institut Henri
Poincare (C) Non Linear Analysis 26 (2009), no. 6, 2425-2455.

L. Ambrosio, G. Da Prato, and A. Mennucci, Introduction to Measure
Theory and Integration, Ed. della Normale, Pisa, 2011.

R. A. Adams and J. J.F. Fournier, Sobolev spaces, Pure and Applied
Mathematics, vol. 140, Academic Press, Amsterdam, 2003.

B. Andrews and C. Hopper, The Ricci Flow in Riemannian Geometry,
Lecture Notes in Mathematics, Springer Berlin Heidelberg, 2011.

C. Attaccalite, S. Moroni, P. Gori-Giorgi, and G. B. Bachelet, Correlation
energy and spin polarization in the 2d electron gas, Phys. Rev. Lett. 88
(2002), 256601.

J.-P. Aubin, Un théoréme de compacité, C.R. Acad. Sci. Paris 256 (1963),
5042-5044.

C. Besse, B. Bidégaray, and S. Descombes, Order estimates in time of
splitting methods for the nonlinear Schréidinger equation, SIAM Journal
on Numerical Analysis 40 (2002), no. 1, 26-40.

A. Borzi, G. Ciaramella, and M. Sprengel, Formulation and Numerical
Solution of Quantum Control Problems, Society for Industrial and Ap-
plied Mathematics, Philadelphia, 2017, to appear.

T. Brixner and G. Gerber, Quantum control of gas-phase and liquid-phase
femtochemistry, ChemPhysChem 4 (2003), 418-438.

A. Borzi and U. Hohenester, Multigrid optimization schemes for solving
bose—einstein condensate control problems, SIAM Journal on Scientific
Computing 30 (2008), no. 1, 441-462.

W. Bao, S. Jin, and P. A. Markowich, On time-splitting spectral approxi-
mations for the Schrodinger equation in the semiclassical regime, Journal
of Computational Physics 175 (2002), no. 2, 487-524.

M. H. Beck, A. Jackle, G. A. Worth, and H.-D. Meyer, The multiconfig-
uration time-dependent Hartree (MCTDH) method: a highly efficient al-
gorithm for propagating wavepackets, Physics Reports 324 (2000), no. 1,
1-105.

J. A. Budagosky Marcilla and A. Castro, Ultrafast single electron spin
manipulation in 2d semiconductor quantum dots with optimally controlled
time-dependent electric fields through spin-orbit coupling, The European
Physical Journal B 88 (2015), no. 1, 15.

125



Bibliography

[Boi]

[Bor12]

[BS12]

[BSH02]

[BSVOS]

[CAO06]

[Cas13]

[Caz03]

[CB16]

[CBDW15]

[Cial3]

[CLYY]

[CL10]

[CM16]

[Con08]

S. Boixo, Lecture notes TDDFT, http://www.isi.edu/sites/default /files/
users/serboixo/lecturell.pdf, last checked March 28, 2017.

A. Borzi, Quantum optimal control using the adjoint method, Nanoscale
Systems: Mathematical Modeling, Theory and Applications 1 (2012),
93-111.

A. Borzi and V. Schulz, Computational Optimization of Systems Gov-
erned by Partial Differential Equations, Society for Industrial and Ap-
plied Mathematics, Philadelphia, 2012.

A. Borzi, G. Stadler, and U. Hohenester, Optimal quantum control in
nanostructures: Theory and application to a generic three-level system,
Phys. Rev. A 66 (2002), 053811.

A. Borzi, J. Salomon, and S. Volkwein, Formulation and numerical so-
lution of finite-level quantum optimal control problems, J. Comp. App.
Math. 216 (2008), 170-197.

A. Castro, H. Appel, M. Oliveira, C. A. Rozzi, X. Andrade, F. Lorenzen,
M. A. L. Marques, E. K. U. Gross, and A. Rubio, octopus: a tool for the

application of time-dependent density functional theory, physica status
solidi (b) 243 (2006), no. 11, 2465-2488.

A. Castro, Theoretical shaping of femtosecond laser pulses for wultra-
fast molecular photo-dissociation with control techniques based on time-
dependent density functional theory, ChemPhysChem 14 (2013), 1488-
1495.

T. Cazenave, Semilinear Schrodinger Equations, Courant Lecutre Notes,
vol. 10, American Mathematical Society, 2003.

G. Ciaramella and A. Borzi, A LONE code for the sparse control of quan-
tum systems, Computer Physics Communications 200 (2016), 312-323.

G. Ciaramella, A. Borzi, G. Dirr, and D. Wachsmuth, Newton methods
for the optimal control of closed quantum spin systems, STAM Journal on
Scientific Computing 37 (2015), no. 1, A319-A346.

P. G. Ciarlet, Linear and nonlinear functional analysis with applications,
Society for Industrial and Applied Mathematics, Philadelphia, 2013.

E. Cances and C. Le Bris, On the time-dependent Hartree-Fock equa-
tions coupled with a classical nuclear dynamics, Mathematical Models &
Methods in Applied Sciences 9 (1999), no. 7, 963-990.

D. Conte and C. Lubich, An error analysis of the multi-configuration
time-dependent Hartree method of quantum dynamics, ESAIM: Mathe-
matical Modelling and Numerical Analysis 44 (2010), no. 4, 759-780.

E. Cances and N. Mourad, Fxistence of optimal norm—conserving pseu-
dopotentials for Kohn—-Sham models, Comm. Math. Sci. 14 (2016),
1315-1352.

L. A. Constantin, Dimensional crossover of the exchange-correlation en-
ergy at the semilocal level, Phys. Rev. B 78 (2008), 155106.

126


http://www.isi.edu/sites/default/files/users/serboixo/lecture11.pdf
http://www.isi.edu/sites/default/files/users/serboixo/lecture11.pdf

Bibliography

[CRRO]

[CWG12]

[Dob06]

[DP10]

[ED11]

[Eval0]

[FFT]

[FLLS16]

[FNRM16]

[FOS15]

[FRAR15]

[FW16]

[GBC+15]

[GN92]

A. Castro, E. Résédnen, and C. A. Rozzi, Fxact Coulomb cutoff technique
for supercell calculations in two dimensions, Phys. Rev. B 80 (2009),
033102.

A. Castro, J. Werschnik, and E.K.U. Gross, Controlling the dynamics
of many-electron systems from first principles: A combination of optimal

control and time-dependent density-functional theory, Phys. Rev. Lett.
109 (2012), 153603.

M. Dobrowolski, Angewandte Funktionalanalysis, Springer, Berlin Hei-
delberg, 2006.

D. Dong and I. R. Petersen, Quantum control theory and applications: a
survey, IET Control Theory & Applications 4 (2010), 2651-2671.

E. Engel and R. M. Dreizler, Density Functional Theory, An Advanced
Course, Springer Heidelberg, 2011.

L. C. Evans, Partial differential equations, second ed., Graduate Studies
in Mathematics, vol. 19, American Mathematical Society, Providence,
RI, 2010.

http://www.fftw.org/parallel/xolas.html, last checked May 21,
2017.

S. Fournais, J. Lampart, M. Lewin, and T. @. Sgrensen, Coulomb poten-
tials and Taylor expansions in time-dependent density-functional theory,
Phys. Rev. A 93 (2016), 062510.

J.I. Fuks, S.E.B. Nielsen, M. Ruggenthaler, and N.T. Maitra, Time-
dependent density functional theory beyond Kohn-Sham Slater determi-
nants, Phys. Chem. Chem. Phys. 18 (2016), 20976-20985.

E. Faou, A. Ostermann, and K. Schratz, Analysis of exponential splitting
methods for inhomogeneous parabolic equations, IMA Journal of Numer-
ical Analysis 35 (2015), no. 1, 161-178.

J. Flick, M. Ruggenthaler, H. Appel, and A. Rubio, Kohn—Sham ap-
proach to quantum electrodynamical density-functional theory: FEzact
time-dependent effective potentials in real space, Proceedings of the Na-
tional Academy of Sciences of the United States of America 112 (2015),
15285-15290.

B. Feng and K. Wang, Optimal bilinear control of nonlinear Hartree equa-
tions with singular potentials, J. Optimization Theory and Applications
170 (2016), no. 3, 756-771.

J.S. Glaser, U. Boscain, T. Calarco, P.C. Koch, W. Kockenberger,
R. Kosloff, I. Kuprov, B. Luy, S. Schirmer, T. Schulte-Herbriiggen,
D. Sugny, and K. F. Wilhelm, Training schrodinger’s cat: quantum opti-
mal control, The European Physical Journal D 69 (2015), no. 12, 1-24.

J.C. Gilbert and J. Nocedal, Global convergence properties of conjugate
gradient methods for optimization, SIAM J. Optim. 2 (1992), no. 1, 21—
42. MR 1147881

127


http://www.fftw.org/parallel/xolas.html

Bibliography

[GUOY]

[HK64]

[HMMS13]

[HRBS07]

[HZ05]

[Jerl5)

[JP14]

[KCM11]

[Koc06]

[Kre09]

[KRG*89)

[KS65]

[Kup96]

[Lie83]

[Lie85]

[Lio69]

V. Gol'dshtein and A. Ukhlov, Weighted Sobolev spaces and embedding
theorems, Trans. Amer. Math. Soc. 361 (2009), no. 7, 3829-3850.

P. Hohenberg and W. Kohn, Inhomogeneous electron gas, Phys. Rev. 136
(1964), B864-B871.

M. Hintermiller, D. Marahrens, P. A. Markowich, and C. Sparber, Op-
timal bilinear control of Gross-Pitaevskii equations, SIAM Journal on
Control and Optimization 51 (2013), no. 3, 2509-2543.

U. Hohenester, P.-K. Rekdal, A. Borzi, and J. Schmiedmayer, Optimal
quantum control of Bose-FEinstein condensates in magnetic microtraps,
Phys. Rev. A 75 (2007), 023602.

W. Hager and H. Zhang, A new conjugate gradient method with guaran-
teed descent and an efficient line search, STAM Journal on Optimization
16 (2005), no. 1, 170-192.

J. W. Jerome, Time dependent closed quantum systems: nonlinear Kohn-
Sham potential operators and weak solutions, Journal of Mathematical
Analysis and Applications 429 (2015), no. 2, 995-1006.

J.W. Jerome and E. Polizzi, Discretization of time-dependent quan-
tum systems: real-time propagation of the evolution operator, Applicable
Analysis 93 (2014), no. 12, 2574-2597.

D. Kammerlander, A. Castro, and M. A. L. Marques, Optimal control of
the electronic current density: Application to one- and two-dimensional
one-electron systems, Phys. Rev. A 83 (2011), 043413.

0. Koch, Efficient computation of the MCTDHF approximation to the
time-dependent Schrédinger equation, Opuscula Mathematica 26 (2006),
473-487.

K. Kreutz—Delgado, The complex gradient operator and the CR-calculus,
arXiv:0906.4835 (2009).

R. Kosloff, S.A. Rice, P. Gaspard, S. Tersigni, and D.J. Tannor,
Wavepacket dancing: Achieving chemical selectivity by shaping light
pulses, Chemical Physics 139 (1989), no. 1, 201-220.

W. Kohn and L.J. Sham, Self-consistent equations including exchange
and correlation effects, Phys. Rev. 140 (1965), A1133-A1138.

F.S. Kupfer, An infinite-dimensional convergence theory for reduced SQP
methods in Hilbert space, STAM J. Optim. 6 (1996), 126-163.

E.H. Lieb, Density functionals for coulomb systems, International Jour-
nal of Quantum Chemistry 24 (1983), no. 3, 243-277.

, Density Functionals for Coulomb Systems, Density Functional
Methods in Physics (Reiner M. Dreizler and Joao da Providencia, eds.),
Nato ASI Series, 1985, p. 31-80.

J.-L. Lions, Quelques méthodes de résolution des problemes aux limites
non linéaires, Dunod; Gauthier-Villars, Paris, 1969.

128


https://arxiv.org/abs/0906.4835

Bibliography

[Lio71]

[Lub0g]

[MBO1]

[MF53]

[MI99]

[MMN*12]

[MOB12]

[MSTO6]

[MTO3]

[MUN*06]

[NWO6]

[Pas80]

[PDRSS]

[Penl6]

[Pit61]

[PR11]

J.-L. Lions, Optimal Control of Systems Governed by Partial Differential
Equations, Springer, Berlin, 1971.

C. Lubich, On splitting methods for Schrédinger-Poisson and cubic non-
linear Schridinger equations, Math. Comp. 77 (2008), 2141-2153.

N.T. Maitra and K. Burke, Demonstration of initial-state dependence
in time-dependent density-functional theory, Phys. Rev. A 63 (2001),
042501.

P.M. Morse and H. Feshbach, Methods of Theoretical Physics, Part I,
McGraw-Hill, New York, 1953.

S. McLoone and G. Irwin, A variable memory quasi-newton training al-
gorithm, Neural Processing Letters 9 (1999), 77-89.

M. A. L. Marques, N.T. Maitra, F. M. S. Nogueira, E. K. U. Gross, and
A. Rubio (eds.), Fundamentals of Time-Dependent Density Functional
Theory, Lecture Notes in Physics, vol. 837, Springer Berlin Heidelberg,
2012.

M. A.L. Marques, M.J.T. Oliveira, and T. Burnus, Libzc: A library
of exchange and correlation functionals for density functional theory ,
Computer Physics Communications 183 (2012), no. 10, 2272-2281.

Y. Maday, J. Salomon, and G. Turinici, Monotonic time-discretized
schemes in quantum control, Numer. Math. 103 (2006), no. 2, 323-338.

Y. Maday and G. Turinici, New formulations of monotonically convergent
quantum control algorithms, J. Chem. Phys. 118 (2003), 8191-8196.

M. A. L. Marques, C. A. Ullrich, F. Nogueira, A. Rubio, K. Burke, and
E.K.U. Gross, Time-Dependent Density Functional Theory, Lecture
Notes in Physics, vol. 706, Springer, Berlin Heidelberg, 2006.

J. Nocedal and S.J. Wright, Numerical Optimization, 2 ed., Springer,
New York, 2006.

J.E. Pasciak, Spectral and pseudospectral methods for advection equa-
tions, Math. Comp. 35 (1980), 1081-1092.

A.P. Peirce, M. A. Dahleh, and H. Rabitz, Optimal control of quantum-
mechanical systems: FEzxistence, numerical approrimation, and applica-
tions, Phys. Rev. A 37 (1988), 4950-4964.

M. Penz, The Density-Potential Mapping in Quantum Dynamics, Ph.D.
thesis, Universitat Insbruck, 2016.

L.P. Pitaevsk, Vorter lines in an imperfect bose gas, Soviet Physics
JETP-USSR 13 (1961), no. 2.

M. Penz and M. Ruggenthaler, Domains of time-dependent density-
potential mappings, Journal of Physics A: Mathematical and Theoretical
44 (2011), no. 33, 335208.

129



Bibliography

[PY89]

[RCW08a]

[RCW+08b]

[Rem91]

[RG84|

[RNvL13]

[RPvL15]

[RST78]

[Sac86]

[Sal05]

[SCB17a]

[SCB17b)

[SCB17c]|

[Sch26]

[Sch05]

[Sch07]
[SGGS07]

R.G. Parr and W. Yang, Density-Functional Theory of Atoms and
Molecules, Oxford University Press, 1989.

E. Résédnen, A. Castro, J. Werschnik, A. Rubio, and E. K. U. Gross, Opti-
mal laser control of double quantum dots, Phys. Rev. B 77 (2008), 085324.

E. Réasénen, A. Castro, J. Werschnik, A. Rubio, and E. K. U. Gross, Co-
herent quantum switch driven by optimized laser pulses, Physica E: Low-
dimensional Systems and Nanostructures 40 (2008), no. 5, 1593-1595.

E. Remmert, Theory of Complex Functions, Springer Heidelberg, 1991.

E. Runge and E.K.U. Gross, Density-functional theory for time-
dependent systems, Phys. Rev. Lett. 52 (1984), 997-1000.

M. Ruggenthaler, S. E. B. Nielsen, and R. van Leeuwen, Analytic density
functionals with initial-state dependence and memory, Phys. Rev. A 88
(2013), 022512.

M. Ruggenthaler, M. Penz, and R. van Leeuwen, Fxistence, unique-
ness, and construction of the density-potential mapping in time-dependent
density-functional theory, Journal of Physics: Condensed Matter 27
(2015), no. 20, 203202.

M. Reed and B. Simon, Methods of modern mathematical physics, vol. 4,
Academic Press New York, 1978.

E. W. Sachs, Broyden’s method in Hilbert space, Math. Programming 35
(1986), no. 1, 71-82.

J. Salomon, Limit points of the monotonic schemes in quantum con-
trol, Proceedings of the 44th IEEE Conference on Decision and Control,
Sevilla (2005), 5854-5858.

M. Sprengel, G. Ciaramella, and A. Borzi, A COKOSNUT code for
the control of the time-dependent Kohn—Sham model, Computer Physics
Communications 214 (2017), 231-238.

, Investigation of optimal control problems governed by a time-
dependent Kohn-Sham model, arXiv:1701.02679 (2017).

, A theoretical investigation of time-dependent Kohn—Sham equa-
tions, SIAM Journal on Mathematical Analysis 49 (2017), no. 3, 1681
1704.

E. Schrodinger, Der stetige Ubergang von der Mikro- zur Makromechanik,
Naturwissenschaften 14 (1926), no. 28, 664-666.

R. L. Schilling, Measures, Integrals and Martingales, Cambridge Univer-
sity Press, New York, 2005.

F. Schwabl, Quantenmechanik, Springer, 2007.

M. Seidl, P. Gori-Giorgi, and A. Savin, Strictly correlated electrons in
density-functional theory: A general formulation with applications to
spherical densities, Phys. Rev. A 75 (2007), 042511.

130


https://arxiv.org/abs/1701.02679

Bibliography

[Sha7s]

[Sto32]

[Tau93]

[TCNOY]

[TEL0]

[Thal2]

[TME09]

[Tr610]

[TV16]

[Vig04]

[vL99]

[vWBO08]

[VWBI10]

[VWBV10]

[Wal98]

D.F. Shanno, Conjugate gradient methods with inexact searches, Math.
Oper. Res. 3 (1978), 244-256.

M. H. Stone, On one-parameter unitary groups in Hilbert space, Annals
of Mathematics. Second Series 33 (1932), no. 3, 643—648.

M. Taut, Two electrons in an external oscillator potential: Particular
analytic solutions of a Coulomb correlation problem, Phys. Rev. A 48
(1993), 3561-3566.

M. Thalhammer, M. Caliari, and C. Neuhauser, High-order time-splitting
Hermite and Fourier spectral methods, Journal of Computational Physics
228 (2009), no. 3, 822-832.

M. Taut and H. Eschrig, Ezact solutions for a two-electron quantum
dot model in a magnetic field and application to more complex systems,
Zeitschrift fiir Physikalische Chemie 224 (2010), 631.

M. Thalhammer, Convergence analysis of high-order time-splitting pseu-
dospectral methods for nonlinear Schridinger equations, STAM Journal
on Numerical Analysis 50 (2012), no. 6, 3231-3258.

M. Taut, P. Machon, and H. Eschrig, Violation of noninteracting V-
representability of the exact solutions of the Schrédinger equation for a

two-electron quantum dot in a homogeneous magnetic field, Phys. Rev. A
80 (2009), 022517.

F. Troltzsch, Optimal Control of Partial Differential Equations, 1 ed.,
American Mathematical Society, Providence, Rhode Island, 2010.

F. Troltzsch and A. Valli, Optimal control of low-frequency electromag-
netic fields in multiply connected conductors, Optimization 65 (2016),
no. 9, 1651-1673.

G. Vignale, Mapping from current densities to vector potentials in time-
dependent current density functional theory, Phys. Rev. B 70 (2004),
201102.

R. van Leeuwen, Mapping from densities to potentials in time-dependent
density-functional theory, Phys. Rev. Lett. 82 (1999), 3863-3866.

G. von Winckel and A. Borzi, Computational techniques for a quantum
control problem with H'-cost, Inverse Problems 24 (2008), no. 3, 034007,
23.

G. von Winckel and A. Borzi, QUCON: A fast Krylov—Newton code
for dipole quantum control problems, Computer Physics Communications
181 (2010), no. 12, 2158-2163.

G. von Winckel, A. Borzi, and S. Volkwein, A globalized Newton method
for the accurate solution of a dipole quantum control problem, STAM Jour-
nal on Scientific Computing 31 (2010), no. 6, 4176-4203.

W. Walter, Ordinary Differential Equations, Graduate Texts in Mathe-
matics, vol. 182, Springer, New York, 1998, Translated from the sixth
German (1996) edition by Russell Thompson, Readings in Mathematics.

131



Bibliography

[Wal09]
[Wer06]

[WLAWLL15]

[Ysel0]

[Zi90]

[ZKT79]

R. M. Wald, General Relativity, Univ. of Chicago Press, Chicago, 2009.

J. Werschnik, Quantum Optimal Control Theory: Filter Techniques,
Time-Dependent Targets, and Time-Dependent Density-Functional The-
ory, Ph.D. thesis, Freie Universitat Berlin, 2006.

H.-Ch. Weissker, O. Lopez-Acevedo, R.L. Whetten, and X. Loépez-
Lozano, Optical spectra of the special Auiqq gold-cluster compounds: Sen-
sitivity to structure and symmetry, The Journal of Physical Chemistry C
119 (2015), no. 20, 11250-11259.

H. Yserentant, Regularity and Approzimability of Electronic Wave Func-
tions, Lecture Notes in Mathematics, vol. 2000, Springer, Berlin, 2010.

E. Zeidler, Nonlinear Functional Analysis and its Applications II/A,
Springer, New York, 1990.

J. Zowe and S. Kurcyusz, Regularity and stability for the mathematical
programming problem in Banach spaces, Applied Mathematics and Op-
timization 5 (1979), no. 1, 49-62.

132



	Introduction
	The framework of time-dependent density functional theory
	The multi-particle Schrödinger equation
	The density functional theory
	Foundations of density functional theory
	The Kohn-Sham approach

	Time-dependent density functional theory
	Conclusion

	The time-dependent Kohn-Sham equations
	Introduction
	The model description
	Preliminary estimates
	A Galerkin approach
	Energy estimates
	Existence of a weak solution
	Uniqueness of a weak solution
	Improved regularity
	Conclusion

	Optimal control of the TDKS model
	Introduction
	Formulation of TDKS optimal control problems
	Theoretical analysis of TDKS optimal control problems
	Analysis of the constraint equation
	Existence of a minimizer
	Necessary optimality conditions

	Another derivation of the first-order optimality system
	Conclusion

	Numerical implementation and experiments
	Discretization scheme
	Time splitting spectral methods
	Application to nonlinear Schrödinger equations
	Inhomogeneous Schrödinger equations
	Discretization scheme for TDKS equations
	The Hartree potential

	Numerical optimization schemes
	Nonlinear conjugate gradient method
	Quasi-Newton methods

	Numerical experiments
	Density tracking
	Asymmetric double-well
	Final time density
	Helium excitation
	Comparison of L2 and H1 optimization
	Dependence on particle number

	Conclusion

	Summary
	Appendix
	Differentiability of the KS potential
	Functional analysis
	Embedding theorems
	Evolution spaces
	Functional derivatives

	Exact solutions of the harmonic oscillator
	Coherent states of the harmonic oscillator
	Two interacting electrons


	List of Figures, Tables and Algorithms
	Bibliography

