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Abstract

This thesis is concerned with the study of certain aspects of semiconductor materials both from an
analytical point of view as well as from an optimization perspective. On the one hand, we focus on a
system of partial differential equations (PDE) which models the dynamics of negatively charged electrons
and positively charged holes inside a semiconductor. This PDE-system generalizes the Shockley-Read—
Hall-model which accounts for recombination, drift and diffusion of the charged particles by means of an
additional internal energy level. Our main result states that the charge densities of electrons and holes
converge to their equilibrium distributions at an exponential rate. Moreover, this convergence rate is
independent of the mean residence time of electrons in the additional energy level. On the other hand,
we investigate a material design problem in the context of photovoltaics. Given a density of positive
nuclear charges inside a photovoltaic cell, we determine the resulting electronic density by solving the
Kohn—Sham equations. In short, the structure of the charge density of the electrons may change under
the influence of incident light due to internal electronic excitations. We prove that there exists a certain
nuclear density which maximizes the change of the electronic density under the influence of a specific
light. A 1D simulation of an atomic chain reveals a pronounced charge transfer for certain nuclear
densities. Within a future application, one could use this charge separation to obtain an electric current.
At the end, we study a PDE-model for electrons and holes in a semiconductor including the influence of
the selfconsistent potential generated by these charge carriers. As the main result, we prove exponential
convergence to the equilibrium for the corresponding charge densities.
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Kurzfassung

Diese Arbeit beschéftigt sich mit der Untersuchung bestimmter Aspekte von Halbleitermaterialien. Dafiir
kommen sowohl analytische Methoden als auch Techniken der Optimierung zur Anwendung. Einerseits
betrachten wir ein System partieller Differentialgleichungen (PDG), das die dynamischen Prozesse ne-
gativ geladener Elektronen und positiv geladener Locher modelliert. Dieses PDG-System verallgemeinert
das Shockley—Read—Hall-Modell, das Rekombinationen, Drift und Diffusion der Teilchen mithilfe eines
zusétzlichen internen Energieniveaus beschreibt. Unser Hauptresultat besagt, dass die Ladungsdichten
der Elektronen und Locher mit exponentieller Rate zu ihren Gleichgewichtsverteilungen konvergieren.
Diese Konvergenzrate ist unabhingig von der mittleren Verweildauer der Elektronen im zusétzlichen
Energieniveau. Andererseits behandeln wir ein Problem der Materialgestaltung im Bereich der Photo-
voltaik. Zu einer gegebenen Verteilung positiver Kernladungen in einer photovoltaischen Zelle bestimmt
sich die resultierende Elektronenverteilung als Losung der Kohn—Sham-Gleichungen. Die Struktur der
Elektronenladungsdichte kann sich aufgrund elektronischer Anregungen unter dem Einfluss von Licht
dndern. Wir beweisen, dass es eine bestimmte Verteilung der Kernladungen gibt, die die Anderung der
Elektronenverteilung unter dem Einfluss eines bestimmen Lichts maximiert. Eine 1D-Simulation einer
Atomkette zeigt einen deutlichen Ladungstransfer fiir bestimmte Kernverteilungen. In zukiinftigen An-
wendungen konnte diese Ladungstrennung zur Erzeugung elektrischen Stroms genutzt werden. Am Ende
studieren wir ein PDG-Modell fiir Elektronen und Loécher in einem Halbleiter unter dem Einfluss des
selbstkonsistenten Potentials, das von diesen Ladungstrégern erzeugt wird. Das Hauptresultat ist der
Beweis exponentieller Konvergenz zum Gleichgewicht fiir die entsprechenden Ladungsdichten.
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CHAPTER 1

Preface

This thesis is concerned with the investigation of semiconductor materials both from an analytical point
of view as well as from an optimization perspective.

On the one hand, we study a PDE-model which describes recombination, drift and diffusion pro-
cesses of electrons and holes inside a semiconductor. This PDE-system is a generalization of the famous
Shockley—Read—Hall-model which explains the dynamics within a semiconductor material by means of
an additional internal energy level. A main result, which we were able to prove in this context, states
that the densities of electrons and holes approach their equilibrium distributions at an exponential rate.
Moreover, this convergence rate is independent of the average residence time of electrons in this additional
energy level. This project has been supervised by Prof. Dr. Klemens Fellner at the KFU Graz.

On the other hand, this thesis also contains the results of a project which has been carried out at
the TU Munich together with Prof. Dr. Gero Friesecke. Here, we consider a very general model of a
photovoltaic cell. We allow the positive nuclear density to belong to a certain class of measures defined
on the cell, and we determine the resulting electronic density by solving the celebrated Kohn—Sham
equations. In short, the structure of the negative charge density of the electrons may change under the
influence of incident light due to internal electronic excitations. The central result which we have derived
guarantees that there exists a certain nuclear density which maximizes the change of the electronic density
under the influence of a specific light. This charge transfer can reach values about half of the diameter
of the cell as we will show for a 1D model. Within a subsequent application, one could use this charge
separation to obtain an electric current.

Let us discuss an important issue of the first project. The key technique for showing that solutions
of the recombination-drift-diffusion system, for short RDD-system, converge to the equilibrium is the
so-called entropy method. This approach aims to derive a functional inequality between an entropy
functional E(n,p,n:.) and the corresponding entropy production D(n,p,ns.). In the context which we
will encounter later on, the variables n, p and ny,. denote the density of electrons (n and ny,.) and holes
(p) within certain energy levels. More important, the production D is defined as the negative temporal
derivative of the entropy F along solutions of the RDD-system. However, since we want to obtain a
functional inequality independent of the solution to the RDD-system, we shall prove that there exists a
constant Cggp > 0 such that

E(n,p,nt) — E(Noo, Poo, Ntr,ee) < Crep D(N, p, nty)

for all functions n, p and ng, which satisfy a certain conservation law, an L'-bound plus some natural
assumptions related to our specific model. We further demand that the constant Cggp within this
entropy-entropy production (EEP) inequality can be determined explicitly.

There are three important advantages when employing the entropy method. First, one can easily
deduce convergence to the equilibrium both in relative entropy and in L' provided one has shown an
EEP-inequality. This follows from an application of a Gronwall lemma (for convergence in relative
entropy) and a subsequent Csiszar—Kullback—Pinsker-type inequality (for L!-convergence). Second, we
do neither linearize the dynamic equations within this approach, nor do we use expansions in power series
at any place. The entropy method is, thus, a completely nonlinear technique. And third, we are able to
derive explicit bounds for the rate of convergence as the constant Cggp can be explicitly calculated.
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2 CHAPTER 1. PREFACE

In the literature, the entropy method has been successfully applied to a wide range of problems. Here,
we shall mention only a couple of them. A major amount of articles is devoted to semiconductor models
and related problems. The authors of [3] investigate a drift-diffusion-Poisson system on R™, whereas a
reaction-drift-diffusion system on R™ is considered in [I3]. Note that the former article does not deal
with reaction processes, while the latter one neglects the effects from a coupling to Poisson’s equation.
Exponential convergence to equilibrium involving drift, diffusion, reactions and Poisson’s equation is, in
fact, proven via the entropy approach in [21I] but only on bounded Lipschitzian domains in R? using a
non-constructive contradiction argument.

Another group of articles is concerned with reversible chemical reaction systems. In [9], explicit
exponential convergence to the equilibrium is shown by applying the entropy method to a system with
nonlinear reaction terms modeling reversible reactions of two and three species. Similarly, [10] studies
reversible mass action kinetics of four species on a bounded interval of the real line. We will subsequently
derive uniform-in-time L>°-bounds on n and p by interpolating the exponential decay in L' with the
polynomially growing H'-norm. This strategy has already been presented in this article.

Regarding the second project, we also run a simulation for studying the electronic structure within a
finite chain of atoms. This 1D model serves as a first step towards a computational investigation of charge
transfer phenomena in semiconductor materials. Now, there is one essential technique which allows us to
(approximately) calculate the density of the electrons in an efficient way — the Kohn—Sham equations
in the context of density functional theory. From a theoretical point of view, any existing information
about the density of n electrons is encoded within the wave function ¥ : R3® — C determined by the
n-body Schrédinger equation

HU = \U

including the Hamiltonian H. However, after a discretization of R with, say, 100 points, this problem
becomes practically unsolvable for many-electron-problems. In fact, this problem turns into H ¥ = AW
with ¥ € C1°°". Even in 1D, a problem involving 10 electrons results in a huge vector ¥ € C10*,

A widely-used alternative to the wave-function-approach is given by the density functional theory
(DFT). A major part of its theoretical basis is constituted by the Hohenberg-Kohn theorems [24], which
state that the ground state energy is correctly predicted by minimizing a functional E[p] which only
depends on the electron density p : R®> — R. Furthermore, this minimizing p is the density of a wave
function ¥ which minimizes the quantum-mechanical energy functional £[¥]. Instead of a minimization
process over functions from R3V into C, it suffices to consider a minimization over all possible densities
mapping from R? into R.

In order to tackle the problem of interacting electrons in an efficient manner, Kohn and Sham replaced
the set of interacting electrons by a set of non-interacting electrons which give rise to the same density
by moving in an effective potential V... The main task within this approach is to find an appropriate
approximation for V., in particular for the exchange and correlation effects (thus the name V,..). Due to
the absence of interactions between the electrons in this model, the corresponding wave function equals
a Slater-determinant consisting of n orbitals ¢1 to ¢,. These orbitals are determined by the Kohn—-Sham
equations

H[<,01; .- ~,<Pn]50i = A\ip;

first derived in [25]. In contrast to the Hamiltonian H above, the Kohn—Sham Hamiltonian H depends
itself on the orbitals ¢; via the effective potential V.. The calculation of ¢y to ¢,,, thus, has to be done
in a self-consistent iterative manner. See also [2] for existence of solutions to generalized Kohn—Sham
models, and [7] for a numerical treatment of a Kohn—Sham model within an optimal transport framework.
Chapter [2] is concerned with the RDD-system modeling the dynamics of electrons and holes in a
semiconductor. After the presentation of the central results, we shall prove a couple of propositions
which will be useful for the subsequent proofs of two abstract versions of an EEP-inequality. These
results are then used to prove the announced EEP-estimate and to derive exponential convergence to the
equilibrium. Chapter [3] presents the results of the charge transfer project, for which we first study the
Kohn—Sham equations and the ground state configuration in detail. We then come to the general existence
proof of optimal nuclear densities giving rise to a maximal charge transfer inside the semiconductor. The
1D simulation discussed afterwards shows that one can in fact “design” a material which results in a large
transfer of electronic charge. Finally, Chapter [4] establishes an EEP-inequality for a recombination-drift-
diffusion-Poisson system including a selfconsistent potential. We discovered some necessary techniques
in [T9] only a couple of weeks before finishing this thesis. As the authors in [19] investigate a similar
problem, some minor adaptions of the proof are already sufficient in order to apply it in our situation.



CHAPTER 2

A Recombination-Drift-Diffusion System
Modeling Band-Trapped States

Within the first part of this thesis, we consider the following PDE-ODE drift-diffusion-recombination

system:
atn =V- Jn(n) + Rn(n; ntT)7

atp = v : Jp(p) + Rp(p7 ntT)v (21)

€ 8tnt'r = Rp(p7 nt'r') - R, (n7 ntr)v

with

n -V
Jp =Vn+nVV, =pu,V{—|, L =€

. p -V
Jp = Vp-l—pVVp = /J/Pv <> s Hpi=c¢€ P,

Hp
1 1
Rn = (ntr - (1 - ntr)) 5 Rp = (]- — Ny — P ntr) P

Tn, Noln Tp DPofp

where ng, po, T, 7p > 0 are positive recombination parameters and £ € (0,g0] for arbitrary but fixed
€o > 0 is a positive relaxation parameter to be detailed in the following. The main goal is to prove
exponential convergence to equilibrium for solutions of system with explicit rates and constants
which are independent of €. This approach also allows us to study the limiting case ¢ — 0 leading to the
Shockley—Read—Hall model for semiconductor recombination.

2.1 Introduction and Main Results

The physical motivation for system originates from the studies of Shockley, Read and Hall [28] 23] on
the generation-recombination statistics for electron-hole pairs in semiconductors. The involved physical
processes are sketched in Figure The starting point for our considerations is a basic model of
a semiconductor consisting of two electronic energy bands: In this model, charge carriers within the
semiconductor are negatively charged electrons in the conduction band and positively charged holes (these
are pseudo-particles, which describe vacancies of electrons) in the valence band. The corresponding charge
densities of electrons and holes are denoted by n and p, respectively. In Figure the in-between trap-
level is a consequence of appropriately distributed foreign atoms in the crystal lattice of the semiconductor
material. In general, there might be multiple intermediate energy levels due to various crystal impurities.
In the sequel, we will restrict ourselves to exactly one additional trap-level. The intermediate energy
states facilitate the excitation of electrons from the valence band into the conduction band since this
transition can now take part in two steps, each requiring smaller amounts of energy. On the other hand,
charge carriers on the trap-level are not mobil and their maximal density ny, is limited.

The equations for n and p in system ([2.1) include the drift-diffusion terms V - .J,, and V - J, as well
as the recombination terms R,, and R,. The quantities V;, and V}, within the fluxes J,, and J, are given

3



4 CHAPTER 2. AN RDD-SYSTEM MODELING BAND-TRAPPED STATES

Energy

conduction band

——————————————— trap-level

valence band

Figure 2.1: A schematic picture illustrating the allowed transitions of electrons between the various
energy levels.

external time-independent potentials, which generate an additional drift for n and p. Note that more
realistic drift-diffusion models would additionally consider Poisson’s equation coupled to in order to
incorporate drift caused by a self-consistent electrostatic potential. However, including a self-consistent
drift structure into leads to great and still partially open difficulties in the here presented entropy
method and is thus left for future works.

The reaction term R, models transitions of electrons from the trap-level to the conduction band
(proportional to ny,.) and vice versa (proportional to —n(1 — ny,.)), where the maximum capacity of the
trap-level is normalized to one. Similarly, R, encodes the generation and annihilation of holes in the
valence band. But one has to be aware that the rate of hole-generation is equivalent to the rate of an
electron moving from the valence band to the trap-level, which is proportional to (1 — n4,). Similar, the
annihilation of a hole corresponds to an electron that jumps from the trap-level to the valence band,
which yields a reaction rate proportional to —pny,..

The dynamical equation for ny, in is an ODE in time and pointwise in space with a right hand
side depending on n and p via R, and R,. In the same manner as above, one can find that all gain- and
loss-terms for n., are taken into account correctly via R, — R,,. We stress that there is no drift-diffusion
term for ng.. This is due to the correlation between foreign atoms and the corresponding trap-levels
which are locally bound near these crystal impurities. As a consequence, an electron in a trap-level
cannot move through the semiconductor, hence, the name trapped state.

In the recombination process, ng,py > 0 represent reference levels for the charge concentrations n
and p, while 7,,, 7, > 0 are inverse reaction parameter. Finally, € > 0 models the lifetime of the trapped
states, where lifetime refers to the expected time until an electron in a trapped state moves either to
the valence or the conduction band. Note that the concentration n:. of these trapped states satisfies
ng- € [0, 1] provided this holds true for their initial concentration (cf. Theorem [2.1)).

A particularly interesting situation is obtained in the (formal) limit & — 0. This quasi-stationary
limit allows to derive the well known Shockley—Read—Hall model for semiconductor recombination, where
the concentration of trapped states is determined from the algebraic relation 0 = R, (p, 1) — R (1, M),

which results in .
Tn + Tp ToMn

Nty = .
_p_ _n_
T+ Tp 1 Tn Pokp T nQfn

Thus, the trapped state concentration ng. and its evolution can (formally) be eliminated from system
(2.1), while the evolution of the charge carriers n and p is then subject to the Shockley—Read—Hall
recombination terms

. _np
Rn(n’ nt"') = Rp(p7 ntr) = ToPOHn p )
T (14 p;;p) + 7 (14 noim)

Note that the above quasistationary limit has been rigorously performed in [22], even for more general
models. See also [26] for semiconductor models assuming a reaction term of Shockley—Read—Hall-type.
In the following, system is considered on a bounded domain 2 C R™ with sufficiently smooth
boundary 9. In addition, we suppose that the volume of € is normalized, i.e. |©2] = 1, which can be
achieved by an appropriate scaling of the spatial variables. We impose no-flux boundary conditions for
Jn and J,,
n-Jy,=n-Jp,=0 on 0, (2.2)

where 7 denotes the outer unit normal vector on O0f2.
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The potentials V,, and V}, are assumed to satisfy
Vo, Vp € W22(Q)  and  7-VV,, #-VV, >0 on 99, (2.3)
where the last condition means that the potentials are confining. For later use, we introduce
Vo= max([[Vall L= @), Vol L= ())-
Finally, we assume that the initial states fulfill
(n1,pr,ner1) € LT(Q)?, I16r 1| oo (@) < 1.
As a consequence of the no-flux boundary conditions, system features conservation of charge:
On—p+eny)=V-(Jy—Jp)
and, therefore,
/Q(n—p—%sntr)dx:/Q(nf—p1+5ntr71)do::: M, (2.4)

where M € R is a real and possibly negative constant and e € (0, g¢] for arbitrary e > 0.

The following Theorem [2.1|comprises the existence and regularity results which provide the framework
for our subsequent considerations. In particular, we will show that there exists a global solution to (2.1)),
and that ns,(¢,2) € [0,1] for all ¢ € [0,00) and a.a. z € Q.

Theorem 2.1 (Time-dependent system). Let ng,po, Tn, Tp and € be positive constants. Assume that V;,
and V), satisfy and that Q C R™ is a bounded, sufficiently smooth domain.

Then, for any non-negative initial datum (ny,pr,ney,1) € L(Q)? satisfying ||ner 1| o) < 1, there
exists a unique non-negative global weak solution (n,p,ms) of system , where (n,p) satisfy the
boundary conditions in the weak sense.

More precisely, for all T € (0,00) and by introducing the space

W5(0,T) == {f € L*((0,T), H"(Q))| 9, f € L*((0,T), H'()*)} = C([0,T], L*(2)), (2.5)
where we recall the last embedding e.g. from [§], we find that
(n,p) € (W2(0,T) N L*((0,T), L*(22)))”, (2:6)

and
ng € C([0,T],L%°(Q)),  Oyny, € C([0,T], L*(2)). (2.7)

Moreover, there exist positive constants Cy(||n1]lco, Va)s Cp(IP1lloco, Vo) and Ky, (Vy), Kp(V,,) indepen-
dent of € such that
Int, Moo < Cn+ Knt, |Ip(t,)]loo < Cp + Kpt, for allt > 0. (2.8)

In addition, the concentration n,.(t,x) is bounded away from zero and one in the sense that for all
times T > 0 there exist positive constants 1 = n(eo, T, Tn, Tp), 8 = 0(Cr, Cp, Kpn, K,) and a sufficiently
small constant (1, Cy,, Cp, Kp, K,) > 0 such that

2
1+06t

ng-(t,x) € [min{nt7 }, max{l —nt,1— }} forallt >0 and a.a. x € Q) (2.9)

v
146t
where the linear and the inverse linear bound intersect at time 7. As a consequence of (2.9), there exist
positive constants p, I' > 0 (depending on 7, n, 0, v, Vi, V) such that

t2

_—— > .a. Q 2.1
M2’1+0t} forallt>0 and a.a. x € (2.10)

n(t,z),p(t,z) > min{

where the quadratic and the inverse linear bound intersect at the same time T as above.
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Remark 2.2. The existence theory of Theorem for the coupled ODE-PDE problem combines
standard methods of parabolic methods with pointwise ODE estimates. The proof is postponed to Section
It follows previous related results like [22] by assuming L°-initial data and by proving L*°-bounds
in order to control nonlinear terms. We remark that the main objective of this chapter is the following
quantitative study of the long-time behavior of global solutions to system .

The main tool in order to quantitatively study the large-time behavior of global solutions to system
(2.1), is the entropy functional

E(n,pmtr):/ nln —~ — (n—nopn) +pln P —(p—po,up)—i—a/ ln( > )ds dz.
0 nofin Poftp 1/2 I—s

(2.11)
For n and p, we encounter Boltzmann-entropy contributions alna — (a — 1) > 0, whereas ny, enters the
entropy functional via a non-negative integral term. Note that the integral ff}g ln(l‘—js)ds is well defined
for all ng.(x) € [0,1]. The continuity of the entropy E along solutions of system will be shown in
Lemma 2.171
It is straight forward to verify that the entropy functional is indeed a Ljapunov functional: By
introducing the entropy production functional

d
D:=——F 2.12
£, (2.12)

the following relation holds true along solution trajectories of system (2.1)):

n p Ngr
D = — . 1 . | 1 .
(n,p, 1) /Q<(V Jn"'Rn) n(”oﬂn)+(v Jp+Rp) n(po,up>+€ n<1—ntr)8tnt7) dx
Jn J n p Ny
= Jn-—f—J-p—Rnln( )—Rln( )—ln( )R—Rn)daz
/Q ( n 7 op nofin P \ oty 1 —ny, (7 )
2 2 _
- / ("]"| P/, (”(1 ”““)) ~R,ln (p””" )) da. (2.13)
o\ n p o fnTtr Potp(1 = ner)

The entropy production functional involves flux terms, which are obviously non-negative, and reaction
terms of the form (a—1)Ina > 0. Thus, the entropy E and its production D are non-negative functionals,
which suggests that the entropy F is monotonically decreasing in time along solutions of system .
This will be proven in Lemma Note that the last two reaction terms in are unbounded for
ne-(t, ) — 0,1 or n(t, x), p(t, ) — 0 and that the entropy production is therefore potentially unbounded
even for smooth solutions. However, the regularity of n and p of Theorem as well as the bounds (2.9)
for ny, and the lower bounds for n and p allow to directly verify that any solution of system (2.1])
satisfies the weak entropy production law

t1
E(t1) + D(s)ds = E(to), for all 0 < tg < t1, (2.14)
to
i.e. that solutions of Theorem only allow for initial singularities of D — due to a lacking regularity
of the initial data or due to initial data n, ;(z) € [0,1], ns(x), pr(z) € [0, c0).

We will further prove that there exists a unique equilibrium (neo, Poc, Mir,00) Of System in a suit-
able (and natural) function space. This equilibrium can be seen as the unique solution of the stationary
system or, equivalently, as the unique state for which the entropy production vanishes. But
in both situations, uniqueness is only guaranteed if the equilibrium state satisfies the conservation law
for a fixed constant M. For simplicity of the presentation, we shall introduce the following notation
for integrated quantities.

Notation 2.3. For any function f, we set

7= /Q f(@) do

which is consistent with the usual definition of the average of f since |Q2] = 1. Using this notation, the
conservation law (2.4) rewrites as
n—p+eng =M eR.
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Theorem 2.4 (Stationary system). Let M € R, ¢ € (0,¢9] for arbitrary g > 0 and (Moo, Poos Nir,c0) € X
where X is defined via

X :={(n,p,nuy) € H'(Q)> x L®(Q) |[n—p+engy = M A3y >0)n,p>vae Any € [y,1 -] ael}.
Then, the following statements are equivalent.

1. (Moo, Poos Nir.co) 1S a solution of the stationary system

V. Jn(noo) + Rn(nooantr,oo) =0, (2.153)
V- Jp(Poc) + Rp(Pocs Nitrec) = 0, (2.15b)
Rp(pooa ntr,oo) - Rn(nooa ntr,oo) =0. (2156)

2. D(noc7p007ntr,oo) = 0.
3. Jn(noo) = Jp(Poo) = Rin(Moos Nir,00) = Rp(Poos Nir0o) = 0 a.e. in Q.

4. The state (Moo, Poo, Nir,c0) Satisfies

-V, -V, T Po
Noo = Nx€ 7 =pe P,n = = 2.16
(') 9 poo p 9 tr,00 N + no Ds +p0 ( )

where the positive constants n.,p. > 0 are uniquely determined by the condition

NsPx = NoPo (2.17)

and the conservation law
Nl — PiPp + € Nroo = M. (2.18)

(Note that the uniqueness of n. and p. follows from the strict monotonicity of

nopolTp +e Toy
Mk Ny + No

f(na) = nain —

on (0,00) and the asymptotics f(n.) — —oo for n. — 07 and f(n.) — oo for n, — 00.)

Consequently, there exists a unique positive equilibrium (Moo, Do, Nirco) € X given by the formulae in
(2.16). Furthermore, this equilibrium satisfies

n p

Nir,co = 7*(1 - ntr,oo)a 1- Nir,co = intr,oo- (219)

ng Po
Remark 2.5. Proposition below will moreover prove that for all M € R the solutions n., p. of
(2.16)—(2.18) are uniformly positive and bounded for all ¢ € (0,e], i.e. that there exist constants
(g0, M, ng,p0, V) and T'(gg, M, ng, po, V') such that

0< ’Y(€OaM7 n07p07v) S Ty Px S F(EOaMa nOap()aV) < 0

for all € € (0,e0] and arbitrary 9 > 0. This also implies that any solution of J,,(ne) = Jp(Peo) =
R, (Noos Mir,c0) = Rp(Pocs Mir,c0) = 0 ae. in  lies necessarily in the function space X for a suitable
choice v > 0.

The main objective of this study is to prove exponential convergence to the unique equilibrium
(Moo, Poo, Mitr,0o) for solutions of system (2.1)) and to obtain explicit bounds for the rates and constants of
convergence. For this reason, we aim to derive a functional inequality of the form

E(’ﬂ,p, nt?‘) - E(noc’Z)OO7nt7",oo) S CD(”,p, ntr‘)

where n, p and n;. are non-negative functions satisfying the conservation law , and C > 0 is a
constant which can be determined explicitly. This approach, which establishes an upper bound for
the relative entropy in terms of the entropy production, is referred to as the entropy method and has
up to now been applied in numerous articles about reaction-diffusion systems (see e.g. [16, 17, [12]
and the discussion in Chapter [If). Using a Gronwall-argument, this entropy-entropy production (EEP)
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inequality entails exponential decay of the relative entropy. Together with a Csiszar—Kullback—Pinsker-
type estimate, we finally deduce exponential convergence in L' for solutions to the reaction-diffusion
system .

The derivation of an EEP-estimate is quite an involved task in our situation. The crucial part is
the proof of an abstract EEP-estimate, which is first shown for spatially homogeneous concentrations
which fulfill the conservation law and natural L'-bounds (cf. Proposition . This result is then
extended to the case of arbitrary concentrations (cf. Proposition satisfying the same assumptions.

Theorem formulates the EEP-inequality, which is the main ingredient for proving exponential
convergence to the equilibrium. Note that the constant Cggp in the subsequent estimate is
independent of ¢ for € € (0, 0] and arbitrary €9 > 0. As a consequence, also the convergence rate of the
relative entropy is independent of € in this sense.

Theorem 2.6 (Entropy-Entropy Production Inequality). Let €o, 7, Tp, N0, Po, M1 and V' be positive
constants and consider M € R.

Then, there exists an explicitly computable constant Cggp > 0 such that for all € € (0,g¢], the
equilibrium (Mo, Poo, Ntr.co) € X from Theorem and all non-negative functions (n,p,ns.) € L1(Q)3
satisfying ||nir| L) < 1, the conservation law

A—p+engy =M

and the L'-bound
ﬁvi S Ml,

the following entropy-entropy production inequality holds true:
E(n,p, ntr) - E(nooapooy ntr,oo) < CEEPD(nvpa ntr)- (220)

Theorem provides an upper bound for the relative entropy in terms of the entropy production.
This already implies exponential convergence of the relative entropy. The subsequent proposition now
yields a lower bound for the relative entropy involving the L!-distance of the solution to the equilibrium.
This will allow us to establish exponential convergence in L'.

Proposition 2.7 (Csiszar-Kullback—Pinsker inequality). Let eg, no, po, M1 and V' be positive constants
and let M € R.

Then, there exists an explicit constant Ccxp > 0 such that for all ¢ € (0,e0], the equilibrium
(Noos Poos Nir.00) € X from Theorem and all non-negative functions (n,p,ns.) € LY ()3 satisfying
1ner|lLoe@) < 1, the conservation law

n—p+eng =M

and the L'-bound
ﬁvﬁ S M17

the following Csiszdar—Kullback—Pinsker-type inequality holds true:
E(n,p, ntr) - E(nocnpooa ntr,oo) Z CCKP(H” - noo||2L1(Q) + ||p - pooH%l(Q) + 6||nt7' - ntr,oo”%,l(g))-

Finally, Theorem establishes exponential convergence to equilibrium in relative entropy and in
L'. We stress that in both situations the convergence rate, subsequently denoted by K, is uniformly
positive for all € € (0,&p] and arbitrary €9 > 0. Up to our knowledge, this is the first time where the
entropy method has successfully been applied uniformly in a fast-reaction parameter.

Moreover, the relative entropy and the L'-distance to the equilibrium of n and p can be estimated
from above independent of € for € € (0,&0]. Only [|n4 — Ntr 00| L1 (o) is multiplied with a prefactor .

Theorem 2.8 (Exponential convergence). Let (n,p,n:) be a global weak solution of system (2.1) as
given in Theorem corresponding to the mon-negative initial data (nr,pr,ner) € L>=(Q)? satisfying
m6r 1l Lo (@) < 1

Then, this solution satisfies the weak entropy production law

ty

E(n,p,ns)(t1) + D(n,p,ng)(s) ds = E(n,p,ng)(to)

to
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for all 0 < ty < t1 < oco. Moreover, the following versions of the exponential decay towards the
equilibrium (Moo, Pocs Mr.0o) € X from Theorem hold true for all t > 0:

E(n,p, nt’!‘)(t) - E(noovpooa ntr,oo) < (EI - Eoo)e_Kt

and
17 = ool 210y + 1P = Pocll7r() + €llner = nercoll7 @) < C(Er — Ex)e ™ (2.21)

where C' = C(;Il{P and K := CEEIP are explicitly computable constants independent of € € (0,&q] for
arbitrary g9 > 0 (cf. Theorem and Proposition . Moreover, E; and E, denote the initial entropy
of the system and the entropy of the equilibrium, respectively.

Corollary 2.9 (Uniform L*-bounds). The L'-exponential decay (2.21) and the linearly growing L -
bounds (2.8]) yield uniform-in-time L -bounds for n and p via an interpolation argument, i.e. there exists
a constant K > 0 such that

I (t, oo, 12(E, oo < K for all t > 0. (2.22)

As a consequence, the uniform bounds (2.22)) allow to improve the bounds (2.9), (2.10) and to obtain
uniform-in-time bounds in the sense that for all ™ > 0, there exist sufficiently small constants n,~v, u, T’ > 0
such that

ng-(t,x) € [min{nt,'y},max{l —nt, 1 — ’y}] (2.23)
and
t2
n(t,x),p(t,x) > min{,ug,r} (2.24)
for allt >0 and a.a. x € Q where nt and v as well as ut?/2 and T intersect at time T > 0.

As already announced previously, the EEP-inequality stated in Theorem for € > 0 can be used to
derive an EEP-inequality for ¢ = 0. The main tool in this context is the e-independence of the constant
Cggp from Theorem [2.6] which allows us to perform the limit ¢ — 0 in (2.20). The limiting system
reads

dup = V- Jy(p) + Rln,p), (2.25)

where J, = Vn +nVV,, J, = Vp+pVV,, and

np
R , _ NoPoHnHp
(n,p) (4 52) + (1 + 22

denotes the Shockley-Read-Hall recombination term. This representation of R(n, p) results from solving
0 = R,(p,ny) — Rn(n,ny,) for ny, and evaluating the reaction terms at n;.. Using this approach,
exponential convergence to equilibrium for solutions of ([2.25) is then a direct consequence.

Theorem 2.1° (Time-dependent system for e = 0). Let ng, po, 7 and 7, be positive constants. Assume
that V, and V), satisfy and that @ C R™ is a bounded, sufficiently smooth domain.

Then, for any non-negative initial datum (ny,pr) € L°(Q)?, there exists a unique non-negative global
weak solution (n,p) of system satisfying the boundary conditions in the weak sense.

More precisely, for all T € (0,00) we find that

(n,p) € (Wa(0,T) N L>®((0,T), L=()))?, (2.26)

where the space Wo(0,T) — C([0,T], L*(2)) is defined in ([2.5)). Moreover, there exist positive constants
Cu(llnrllo, Vo), Cp(llprlloc, V) and Kin(Vi), Kp(Vy) such that

In(t, Moo < Cn+ Knt, |Ip(t, )]l < Cp+ Kpt, for allt > 0. (2.27)
We further deduce that for all times T > 0 there exist positive constants u, T', 8 > 0 (depending on T,
Ch, Cp, Ky, Kp, Vi, V) such that

n(t,z), p(t,z) > min{ut, forallt >0 and a.a. x € Q) (2.28)

e
1+6t
where the bounds ut and I'/(1 + 0t) intersect at time T.
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For the case ¢ = 0, we introduce the entropy functional

n p
Eo(n,p ::/ (nln — (n —noptn) + pln —(p—p )dm,
o(n,p) o — ( 0ttn) Dot ( 0ftp)

0fp

which is indeed an entropy (free energy) functional of the Shockley—Read—Hall model with the entropy
production (free energy dissipation) functional

d Jnl? J,|?
Do(n, p) i= — = Eo(n, p) = / (' /IR <”p)> dz > 0. (2.29)
dt a\ n p n0HnPo My
Next, we define nj! = nj!(n,p) such that R,(n,n;!) = R,(p,n;!), i.e.
Tn + Tp—
ned = = Propn . (2.30)
Tn+Tp+TnP0 +7 pnoﬂn

The quantity nj/(n,p) denotes the pointwise equilibrium value of the trapped states in for fixed
n and p, which corresponds to € = 0. Moreover, we observe that the Shockley—Read-Hall entropy
production functional can be identified as the entropy production functional D(n,p,ns?) along
trajectories of with € = 0 in the sense that ny. = n;!(n,p):

2 2 °d i
. eq)_/ <|Jn| P <<1n>) Ry <p”>)dx
o\ n p notn Ny Poip(1 = ni)
2 2
/(Uﬂ A Rl(“p)>MLMmm,
Q n p o HnPofp

where one uses R = R, = R, at ny, = nj and that the involved integrals are finite.
From the bounds in Theorem we conclude that any solution of system (2.25) satisfies the weak
entropy production law

%wmmﬂf”mWM@m:%m@%>

for all 0 < tg < t1 < o0.
Along the lines of Theorem [2.4] we deduce that in the case £ = 0 there exists a unique equilibrium
(N00,05 Poo,0) € Xo Where
Xo:={(n,p) e H'(Q)*|n—p=MA3y>0)n,p>vae.l}.
This equilibrium reads
Moo0 = Nw0€ ™, Pooo = Peg€ "? (2.31)

where n o, p«,0 > 0 are uniquely determined by

T, 0P%,0 = N0P0

and
N, 0ln — Px,0lp = M.

We are now in a position to formulate the EEP-inequality

Eo(n,p) — Eo(Noo,0,Pso,0) < CrepDo(n,p)

involving the entropy Fy and its production Dy by applying an appropriate limiting argument to the
EEP-inequality from Theorem [2.6]

Theorem 2.6’ (Entropy-Entropy Production Inequality for ¢ = 0). Let 7,, 7, no, po, M1 and V' be
positive constants and consider M € R.

Then, recalling the equilibrium (Neo.0, Poo,0) € Xo, the following EEP-inequality holds true for all non-
negative functions (n,p) € LY(Q)? satisfying the conservation law m —p = M, the L*-bound m,p < M,
as well as the conditions Ey(n,p), Do(n,p), D(n,p,n;}) < co:

Eo(n,p) — Eo(Noo,05Pos,0) < CrrpDo(n,p), (2.32)

where Cggp > 0 is the same constant as in Theorem [2.6
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A similar limiting process gives rise to a lower bound for Ey(n,p) — Eo(nco,0, Poc,0) in terms of the
L'-distance between the solution and the equilibrium.

Proposition 2.7’ (Csiszar—Kullback—Pinsker inequality for ¢ = 0). Let ng, po, M1 and V be positive
constants and M € R be arbitrary.

Then, together with the equilibrium (Neo,0,Poc,0) € Xo, the subsequent Csiszdr—Kullback—Pinsker-
type inequality holds true for all non-negative functions (n,p) € L*(Q)? satisfying the conservation law
n—p=M and the L*-bound m,p < M :

Eo(n,p) = Eo(noc,0,Poc,0) = Cokp ([n = nos 0ll71.(0) + P = Pos,oll71(@)):
where Coxp > 0 is the same constant as in Proposition @

Theorem 2.8’ (Exponential convergence for € = 0). Let (n,p) be a global weak solution of system (2.25))
as given in Theorem corresponding to the non-negative initial data (ny,pr) € L% (£2)2.
Then, this solution satisfies the weak entropy production law

Eo(n,p)(t1) + / " Do(n,p)(5) ds = Eo(n,p)(to)

for all0 < tg < t1 < 0o. Moreover, the following versions of the exponential decay towards the equilibrium
(Noo,0, Poo,0) € Xo hold true for all t > 0:

Eo(n,p)(t) — Eo(N100,0, Poo,0) < (Er — Exo)e Xt

and
7 = noo0llF1 () + 1P = PooollFr 0y < C(Er — Exo)e X! (2.33)
where C = C&lﬂj and K = gép are the same constants as in Theorem . Moreover, E; and E

denote the initial entropy of the system and the entropy in the equilibrium, respectively.

In the same way as in the situation of strictly positive € > 0, we may derive uniform-in-time L°°-
bounds for n and p also in the case e = 0. As before, these bounds further improve the lower bounds on
n and p.

Corollary 2.9’ (Uniform L*-bounds for ¢ = 0). There exists a constant K > 0 such that
[n(t; oo [P(t, Moo < K for all t > 0. (2.34)
And for all T > 0 there exist sufficiently small constants pu, T > 0 such that
n(t,z),p(t,x) > min {ut, T'} (2.35)
for allt > 0 and a.a. x € Q, where the bounds ut and I intersect at time T > 0.

The remainder of this chapter is organized in the following manner. Section [2.2| contains the proof of
Theorem @ as well as a result on the bounds of Neg, Do and 74 oo In Section @ we collect a couple
of technical lemmata, and within Section 2:4] we state a preliminary proposition which serves as a first
result towards an EEP-inequality. An abstract version of the EEP-estimate is proven in Section [2.5] first
for constant concentrations and based on that also for general ones. This strategy has also been applied
in [I6]. Section[2.6]is concerned with the proofs of the EEP-inequality from Theorem the announced
exponential convergence from Theorem [2.8 and the uniform L*-bounds from Corollary 2:9 Moreover,
the proofs of Theorem [2.6] and Theorem [2.87 are also part of this section. Finally, the existence proofs
of Theorem 2.I] and Theorem [2.17] are contained in Section

2.2 Properties of the Equilibrium

Proof of Theorem [2.7). We shall prove the equivalence of the statements in the Theorem by a circular
reasoning. Assume that (Neo, Pocs Nir0o) € X is a solution of the stationary system (2.15). In this case,

Jn(noo)a Jp(poo), Rn(nooantr,oo)v Rp(pooantr,oo) S L2(Q)
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We test equation (2.15a]) with In(ns/(nopn)). Due to no, € HY(Q) and ny > v ace. in Q, the test
function In(ne/(nopn)) belongs to H (). We find

0= —/Q ((V-Jn(noo)+Rn(nw,ntr,w))1n< oo >) d

Notn

2
:/ <|Jn(n°°)| Rn(noo,ntnoo)hl( Too )> dx.
QO Noo Notn

In the same way, we test equation (2.15b) with In(peo/(popp)) € H'(€2). This yields

2
0= / (|Jp(p°°>| — Rp(Poos Nir,00) It ( Poo )) dx.
Q Poo Poltp

Moreover, we multiply (2.15¢) with In(ns. 00 /(1 — ntr00)) € L*(2), integrate over ) and obtain

0= /Q ((Rn(noo,nmoo) — Ry (Poos o)) In (1”“”)) da.

- ntr,oo

Taking the sum of the three expressions above, we arrive at

(Jn<noo>|2 L )P

D(nooapoovntr,oo) = /

Q Noo Poo

noo(l — Nyp oo)) ( PooNir,0o )
— Ry (Moo, Moo ) In | 221200 ) R (o Mypoe) In | ——020 ) ) iz = 0.
( ! ) ( nOﬂnntr,oo p( ! ) pO,up(]- - ntr,oo)

A closer look at the formula above shows that

— Ry (Nogs Niroo) In (noo(l_nt”’o)) >0

T pnNtr co

where equality holds if and only if R, (neo,Ntr.c0) = 0. The same argument also applies to the other
reaction term. Hence, the relation D(nog, Poo,Ntr.c0) = 0 immediately implies J,(no) = Jp(poo) =
Ry, (Noos Mr,c0) = Rp(Poos Nireo) = 0 ace. in Q.

Because of Jy, (1) = Jp(pso) = 0, we know that

V. —
Noo = Nx€ ",  Poo = Ps€

Vp
with constants n., p. > 0. Moreover, R, (Moo, Nir.c0) = Rp(Poo, Nir,co) = 0 gives rise to

s D
Ntr.co = 7(1 - ntr,oo)a 1- Nir,co = —Nir,co-
no Po
Consequently, n.p, = ngpo and
T _ bo
Ny +No P« +Po

€ (0,1).

Nir,co =
The constants n, and p, are uniquely determined by the condition

N« Px = NoPo
and the conservation law
Nsfbn, — p*Vp + EMNtr.co = M.
Finally, the state

-V -V T Po
"y Poo = DPx€ Py Nir oo = =
Ny + No P« + Do

Noo = Nx€

obviously satisfies Jy, (o) = Jp(Poc) = Run(Noos Niroc) = Rp(Poo; Nir,eo) = 0 ae. in Q which proves
(Moo, Poo, Mir.00) 10 be a solution of the stationary system. O
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The announced e-independence of the convergence rate for € € (0,£0] and arbitrary £y mainly builds
on the subsequent “e-independent” bounds for n., p, and ny .

Proposition 2.10 (Bounds on the equilibrium). Let (Moo, Pocs Tr,00) € X be the unique positive equilib-
rium as characterized in Theorem (2.4l Then, for all M € R and for all € € (0,g0] and arbitrary €9 > 0,
there exist various constants v € (0,1/2) and T € (1/2,00) depending only on €y, ng, po, M, V such that

T, Px € ['Y,F]a Nir,co € [’77 1- ’Y]

and
0o (), Poo () € [7,T]
for all x € Q.

Proof. We recall the equilibrium conditions - ) from Theorem n and observe that in the
equation
H*W_M:M_Entroo:M_g o 3
N ’ T + N
the left hand side is strictly monotone increasing from —oo to +oo as n. € (0,00), while the right
hand side is strictly monotone decreasing and bounded between (M, M — ey) as n. € (0,00). Both
monotonicity and unboundedness/boundedness imply uniform positive lower and upper bounds for n,

as explicitly proven in the following: First, we derive that

M — ENtr,co + (M - Ent'r,oo)2 + nOpOVp
27t Ay Tin

>0 (2.36)

Ny =

for all € € (0,e0]. Note that ( is not an explicit representation of n, since n¢. o, depends itself on
. Because of ny o € (0,1), we further observe that

IM 5ntroo| Entroo /nopoup |M|+€0 /nopoup < B < oo,
\/ Tin

where 8 = B(gg, 7o, po, M, V). And as a result of the elementary inequality

Va+b>Va+ ——

N
for a > 0 and b > 0, we also conclude that

nOPOMp nopoﬂp
M —engr oo | M —eng oo

= — — +
Q,Un Q,un | M —enyr, 00‘ + [ mopofp ‘MH'EO [ nopofp
Iz Pn Pn

where a = a(eg, no,po, M, V). Similar arguments show that corresponding bounds « and g are also
available for p,. Hence,

>a>0

T

S a p

n , .

tr,00 a+ng B +ng

Due to ne = n.e” V", pos = pye~"» and the L>®-bounds on V,, and Vp, the claim of the proposition
follows. O

2.3 Some Technical Lemmata

The first two lemmata state that the entropy functional E(n,p,ns.)(¢) is continuous and monotonically
decreasing in time ¢t > 0 along trajectories of system (2.1]).

Lemma 2.11 (Continuity of the Entropy). The entropy

n P er s
E(n,p,ng, t:/ nln —(n —ngn) +pln —(p— —|—5/ ln< )ds dx
(n, p, ey ) () o ( Tokin ( 0kn) + P Doty (p — potip) 1/ 1_s

evaluated along solutions (n,p,ny.) of system (2.1) characterized in Theorem is continuous at any
time t > 0.
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Proof. The entropy can be reformulated as

n P ner s
E(n,p,ng)(t) = Nofn + +5/ ln( >ds dx
(s, ) (1) /Q< ok g(noun) poupg(popp) e T

where g : R>g — R>o, g(z) := zlnz — (z — 1) is a continuous function. From Theorem [2.1) we know
that n € C(]0,00), L#(2)) and, hence, u := n/(nop,) € C([0,00), L?()) as 1/u,, € L=(Q).
We proceed with proving that

g(u) € C(]0,00), L*(2)).
To this end, we choose a sequence (tx)reny C [0,00) converging to some ¢ € [0,00) and establish the
convergence g(u)(tx) — g(u)(t) in L1(Q) for k — co. Due to Vitali’s convergence theorem [15], u(tx) —
u(t) in L?(Q) implies u(tx) — u(t) in measure and the equi-integrability of (|u(tx)|?*)ren. We recall that
a sequence of measurable functions fi : @ — R converges in measure to f : Q — R, iff for every ¢ > 0,

lim [{z€ Q| |fiu(x) - f(2)] > e}| = 0.

And one calls a sequence (fi)reny C LP(R), p > 1, equi-integrable, iff for any € > 0 there exists a § > 0
such that for all £ € N and all Lebesgue-sets A C €2, the following implication holds true:

Al <6 = /|fk|pdm<e.
A

Moreover, Vitali’s convergence theorem not only provides a necessary but also a sufficient condition for
strong convergence in LP(Q). For verifying that g(u)(tx) — g(u)(t) in L'(Q), it thus suffices to show
that g(u)(tx) — g(u)(t) in measure and that (g(u)(tx))ken is equi-integrable.

The convergence u(t) — u(t) in measure implies that every subsequence of (u(t;))ren has a subse-
quence which converges to f a.e. (see e.g. [15]). Since g is continuous, this also holds true for g(u(t;))ren-
And as the above characterization of convergence in measure is in fact an equivalence, we deduce that
g(u)(tg) — g(u)(t) in measure.

Concerning the equi-integrability of (g(u)(t))ken, we first observe that g(z) < 1422 for all z € [0, 00).
Next, let € > 0 and choose §y > 0 such that
€

Al < 6 = / lu(ty,)|? do <
A 2

for all Lebesgue-sets A C 2. We then set 0 := min{e/2,dp}. Furthermore, let £ € N and A C 2 be an
arbitrary Lebesgue-sets which satisfies |A| < §. We now find

/A|9(u)(tk)|dw < /A (1+ |u(ty)?) dz = |A| + /A u(ty)|? do < % + % =
This proves g(u)(tx) — g(u)(t) in L'(Q) and further

n p n p
/(noung( )+poupg( ))dw —>/ (noung( )+poupg( ))dw
Q o fn Pofp Q oo n, Poltp

by applying the same arguments to the terms involving p and keeping in mind that i, p, € L>(Q).

It remains to derive the temporal convergence of the entropy contribution for n:.. Theorem
states that ny € C(]0,00), L*>(€2)). For any sequence (tx)ren C [0, 00) converging to some ¢ € [0,00), a
straightforward calculation shows that

// Tln( 5 >dsdz —// Tln( 5 )dsdx
QJ1/2 l—s o JaJije 1—-s .
ner(t) s 1/ preete) s \2 \2
< / / In ( ) ds|dz < / Ny (i) — 1 (t) (/ In ( > ds) dx
Q [ ne-(t) 1-s Q Ny (t) l—s

: Lrs Vo N o :
< [ o) = Oy ([ 0 (155) ) o = Tl ) = e gy 0

for k — co. As a consequence, the entropy E(n,p, n-)(t) is continuous at any ¢ € [0, c0). O

tr t
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Lemma 2.12 (Monotonicity of the Entropy). The entropy

(nln n — (n —nopn) +pln P —(p—poup)—i—a/ T1n<18 )ds)da:

Tofn Pottp 1/2 - S

B poar)(0) = [

Q

is monotonically decreasing at any time t > 0 along solutions (n,p,ng.) of system (2.1)) characterized in
Theorem [21l

Proof. For 0 < ty < t; < 0o, the weak entropy production law
ty
E(n,p, ntr)(tl) + / D(n,p, ntr)(s) ds = E(nvpa ntr)(t())a
to

guarantees E(n,p,ngy)(to) > E(n,p,ne)(t1). The continuity of E(n,p,n)(t) on [0,00) from Lemma
enables us to derive E(n,p, ngy)(to) > E(n,p,ny)(t1) for all 0 <ty < t; < oo, where now typ = 0 is
explicitly allowed. O

A particularly useful relation between the concentrations n, p and ny, is the following Lemma.

Lemma 2.13. The conservation law T —p + ey, = M and the equilibrium condition (2.19)) imply

Vt>0: (M—Tw)ln (Z) + (P — Do) In (p) =My — Niroo) In (1_"“"0) . (2.37)

0 Po Nir,c0

Proof. With Tics — Poo + € Nir.co = M (note that ny,. 0o = Miroo is constant), we have p— oo = T — Mg +
e(Mr — N0 ). We employ this relation to replace p — P on the left hand side of (2.37)) and calculate

(7 — M) In <n> +(p—px)ln (p) = (M—Tix)In (”*p*) + (Mir — Niroo) In (p> .

no Po NoPo Po

Now, the first term on the right hand side vanishes due to n.p. = nopo while we use p./py = (1 —
Nir,00)/Mir0o fOr the second term and obtain

- (22 ) 4 - g (2 ) = e — ) (120

o Po Ntr,co

as claimed above. O
Lemma 2.14 (Relative Entropy). The entropy relative to the equilibrium reads

E(napa ntr) - E(nOO7pooantr,oo) =

Ny ()
/ (nlnn —(n—nNeo) +p1n£ —(p— Poo) +5/ <ln (S) —In (ntroo)> ds> dzx.
Q Neo P Ntr, oo 1-s 1- Ntr 0o

Proof. By the definition of E(n,p,n) in (2.11), we note that

E(nap>ntr) - E(nooapooyntnoo) :/ (nln ( i ) — Neoo hl( Moo ) — (n — noo)
Q Notn Non

ntr(x)
+pln< P >—pooln<p°°)—(p—poo)+a/ ln( 5 )ds)dx.
Poltp DPoltp Nir oo 1-s

We now expand the first integrand as

n n Neoo
nln( ):nln()+nln< )
o n Noo o fn

Thus, with neo/pn = 1., we get
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/Q (nln (n;n) e ln (nﬁi) - (nnoo))dx
_ /Q <nln (TL’;) - (n—noo))dx—k (7 —7=) In (ZO) ,

Together with an analogous calculation of the p-terms, we obtain

E(n,p,n”)—E(noo,poo,nmo):/Q(nln (120) —(n—noo)+pln( p) (p— poo)>dac

N ()
+(n—noo)ln<n*>+(p Doo) ln( ) // ln( )dsdm.
o Ntr,oco

Lemma 2.13] allows us to reformulate the second line as
) dsdx

omn () rem (3) o (i
No Nir, 0o
— ]- ntroo nt,(w
= 5(71,“- — nt”r‘,oo) In +e€ In
Ntr 0o n

)dsdaz

ntr(x)
—5// ( ( 5 )—ln(ntr’oo)>dsdm,
Nitr oo - S 1- Ntr 0o

which proves the claim. O

Lemma 2.15 (Classical Csiszar—Kullback—Pinsker inequality). Let f,g : @ — R be non-negative mea-
sureable functions. Then,

f 3
i (f ()~ (- g)) do > == lf = glt o

Proof. Following a proof by Pinsker, we start with the elementary inequality

3z -1 <2z +4)(zlnx — (z —1)).

This allows us to derive the following Csiszar—Kullback—Pinsker inequality:

If =gl = / ’—1dx</\/ \/ LA ——1)d
/m\/fln -(f- gdx<\/T\// fln —(f—g))da:

where we applied Holder’s inequality in the last step. O

The subsequent Lemma provides L'-bounds for n and p in terms of the initial entropy of the system
and some further constants.

Lemma 2.16 (L!-bounds). Due to the monotonicity of the entropy functional, any entropy producing

solution of (2.1]) satisfies

ot

3
Vi>0: 7m,p< 3 max{nofin, Pofip} + iE(n(O),p(O),ntr(O)) =: M.

Proof. Employing Lemma [2.15] and Young’s inequality, we find

7 < nofin + |1 — noptnll L1 (@) < nofin + \/fn + no,un \// nln —(n— no,un)) dz
nOﬂn

< — .
nofln + 371-1- 3noﬂn + Q/Q (nln (noun) (n noun)> dx
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Solving this inequality for 7 yields

< > T + 3/ nln [~ (n —nopy) | dx
n < —nofin, + — — (n — nopn :
=5 op 4/, ot oK

Therefore, we arrive at

_ 5 __ 3 5 3
< Gnofn + ZE(n,p, Ngy) < 3 max{nofin, pofip} + ZE(H(O)vp(O), n(0))

where we used the monotonicity of the entropy functional in the last step. In the same way, we may
bound p from above. O

At certain points, we will have to estimate the difference between terms like n/n., and T/fi. Us-
ing Lemma below, we can bound this difference by the J,-flux-term and, hence, by the entropy
production.

Lemma 2.17. Let f € L*(Q) and g € L>®(2) such that f >0, g > v >0 a.e. on Q and f/g is weakly
differentiable. Then, there exists an explicit constant C(||f| L1 (o), |9l (q),7) > 0 such that

(F-(2)

Proof. Define

One obtains

and

Q||
I
S~
Q [~
&
lQHQ
/—\

136)

g/l g/l L
R 5] e < CPT“

o= (1) [ Lo
-0 < ()

by applying Poincaré’s inequality to § with 6 = 0 and some constant Cp(Q2) > 0. As g > v > 0 is
uniformly positive on 2 and g > ~, we arrive at
7 (3)
g

— <‘)
I lIlally, we deduce

(-G ==Y homfie O = om(e 252 Lo

employing Holder’s inequality in the second step. O

Therefore,

L)

<Cp ||9||L;°(Q)
Y

Qf ||

L)

2
dx

2.4 Two Preliminary Propositions
Notation 2.18. For arbitrary functions f, we define the normalized quantity

N.:i
IE 7
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The following Logarithmic Sobolev inequality on bounded domains was proven in [II] by following
an argument of Stroock [29].

Lemma 2.19 (Logarithmic Sobolev inequality on bounded domains). Let 2 be a bounded domain in
R™ such that the Poincaré (-Wirtinger) and Sobolev inequalities

16— Joy ]2y < PQ) VO[3 (g (2.38)
16120 < CL IVOI2a + Co() 6l1250y,  2=1— 2, (2.39)

hold. Then, the logarithmic Sobolev inequality

2
/ & In (ninz) v < L9, m) V6|20 (2.40)

holds (for some constant L(Q,m) > 0).

We now apply the Log-Sobolev inequality to bound an appropriate part of the entropy functional by
the flux parts of the entropy production. The normalized variables on the left hand side of the subsequent
inequality naturally arise when reformulating the flux terms on the right hand side in such a way that
we can apply the Log-Sobolev inequality on €.

Proposition 2.20. There exists a constant C(V) > 0 such that

(oG ) oo ()= [ (55450

Proof. From the definition of J, one obtains

| T |? fin n [ b 2 [ tn
—dzr = — |V — Undr =4n — der=4n | —
Q n Qn 225 Qn Q Mn
We set
o)== ai= [ Gwps
Mo Q

and define the rescaled variable y := o~ w2 where m denotes the space dimension. Note that 1ol 2 (dz)
is in general different from one, whereas [|¢[|2(qy) = 1. We now estimate with ||V, ||z~ @) < V and the
logarithmic Sobolev inequality ([2.40)

2 n
V| —
,un

v,/
[in

dx.

1 1 fin n
Zal_%*/ iln(g) dy:a_%*uf/ n <£> dz.
L Q Hn In Ln Q Mn Hn

The corresponding estimate involving J,, reads

9 ~
/ [nl” dx >4 *V/ V.o dz > —04 e 2V/nln (2) dz.
Q n L Q Hn

Using ||Vy]| () < V, we can bound « from above independent of the specific choice for n via v < eV
The same arguments apply to the terms involving p. O

The following Proposition contains the first step towards an entropy-entropy production inequality.
The relative entropy can be controlled by the flux parts of the entropy production and three additional
terms, which mainly consist of square-roots of averaged quantities. The proof that the entropy production
also serves as an upper bound for these terms will be the subject of the next section.
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Proposition 2.21. There ezists an explicit constant C(vy,T', M) > 0 such that for (Neo, Poos Nir,c0) € X

from Theorem and all non-negative functions (n,p,ny,.) € L (Q)3 satisfying ny,. < 1, the conservation
law

n—p+en, =M
and the L'-bound
ﬁ7ﬁ S M17

the following estimate holds true:

2 2
E(n7p7ntT) - E(nooapoo,ntr,oo) <cC (/ <Jn| + szj) d
Q

n

n

— 2 —— 2
n 2
+ ( () - ﬁ) + ( (&) - m) +e / (v — \/Titros) dx>. (2.41)
M Hp Q
(Note that the right hand side of (2.41) vanishes at the equilibrium (Moo, Poc, Ntr.co)-)

Proof. According to Lemma we have

E(”a]% ntr) - E(nooapooantr,oo) =

n p rr S Ntr,co
/Q (nlnnoo —(n—noo)—l—plnlg —(p—poo)—ka/ntrvoo (111(1_8) —In (1_%)0)> ds) dx.

Recall that n = N7, N = Moo Moo and N, = W,. Using these relations, we rewrite the first two

integrands as
n n n
nln(—)—(n—nw)—nln( )—I—nln( )—(n—noo)
Neo Hn Neo

and analogously for the p-terms. This results in
E(nﬂpvntr)_E(nooypomntr,oo):/ (NIH( )+p1n( ))d(b
Q Hn Hp
# (m () - (= -1)) W(pm(p)_(p_l))
Moo Moo Noo Po Po P
—+ 6/ / < ) —In (ntmo)> dsdx. (2.42)
Nir, oo -8 1- Nitr,co

The terms in the first line of ([2.42] - can be estimated using the Log-Sobolev inequality of Proposition
- Moreover, the elementary inequality zlnz — (z — 1) < (z — 1)2 for z > 0 gives rise to

(D) - () s (1) == (G ) (& )]

and an analogous estimate for the corresponding expressions involving p. The second term on the right
hand side of the previous line can be bounded from above by applying Lemma [2.17, which guarantees a

constant C(vy,I', M1) > 0 such that
2 2
1 n
xﬁi.c /*TLOOV(—”) dm§c1/|J|dx
4infone Jon Moo Q n

(=G0

for some constant ¢ (v, T, M7) > 0. Besides,

() =5 —:<

<z’1>+m (m@
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See Proposition 2.10] and Lemma [2.16] for the bounds on n., n. and n. We have thus verified that

(2t (20

for some co (v, T, My) > 0. A similar estimate holds true for the corresponding part of (2.42)) involving p.
Considering the last line in (2.42)), we further know that for all € Q there exists some mean value

0(z) € (min{n (x), nir oo b, max{ng (), N oo })

/n"f:c) In (1 f 5> ds =1In (19(;()55)) (N4 () = N0 (2.43)

B ey i e s

In fact, we will prove that there even exists some constant £ € (0,1/2) such that

0(x) € (§,1-¢)

for all € Q. Thus, the function (x) is uniformly bounded away from 0 and 1 on . To see this, we
first note that n. « € [y,1 — 7] using the constant v € (0,1/2) from Proposition In addition,

ngr () 1
[ w(5)e]
Nir, oo 1-s 0
for all z € Q. Together with (2.43]), this estimate implies
0(x)
In( 2222
! (1 - e<:c>>

We now choose an arbitrary = € ) and distinguish two cases. If |ny(x) — nyroo| > /2, then

(1250 <

As a consequence of In(s/(1 — s)) — oo for s — 17 and In(s/(1 — s)) = —oo for s — 07, there exists
some constant £ € (0,) depending only on v such that 8(x) € (§,1 —&). If |ny-(2) — niroo| < 7y/2, then
Nirco € [V, 1 — 7] implies ny- () € (v/2,1 —v/2) and, hence, 6(z) € (/2,1 —v/2). In both cases, the
constant £ depends only on ~.

As a result of the calculations above, we may rewrite the last line in as

/ /;mm < s) —In <71 nt;::oo)) ds dx

_ g/g (m (lf(;”()x)) “n (m» (en () = yoc) d

Applying the mean-value theorem to the expression in brackets and observing that

iln 5 = 1
ds 1—-s) s(1—s)
we find

(22 (522 -

1
=& | e ) = ) e ) = i)

such that

Consequently,

In (%) ‘ ds = 21n(2)

|14 (%) = roo| < 21n(2).
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with some o(z) € (min{é(z), nir 00}, max{0(x), Ny 00 }). Since both 8(x), nyroo € (§,1 — &) for all x € Q,
we also know that o(z) € (£,1 —¢) for all x € Q. Thus, (o(x)(1 — o(x)))~! is bounded uniformly in
in terms of £ = £(vy). Consequently,

ner(x)
//n (m _S)—l (1_t;:w))dsdx

< 603/ |6(z) — Ntr 00| [Mtr () — Nir 00| dz < €3 / (Ntr — Nitr00)? da
Q Q

=ecs / (VTr + /Mitro) > (Vtr — /Miroo)? da < 4603/ (Vier — /i)’ da
Q Q

with a constant c3(y) > 0 after applying the estimate |6(z) — Ny o] < |4 (2) — Ny oo| for all z € Q.
Finally, we arrive at

2 2
E(n7p7nt7”) - E(nooapooantr,oo) <C (/ <Jn| + JM) dx
Q

n p

() (D) e e

with a constant C'(vy, T, M7) > 0. O

2.5 Abstract Versions of the EEP-Inequality

Notation 2.22. We set

ro_ o
Ny =1 =N, Mgy oo =1 = Nir oo

and define the positive constants

n* Noo T p* Po nt ! -
o - 7,00 tr,oo " tr,00
V noﬂn pON;D

The motivation for introducing the additional variable n}, is the possibility to symmetrize expressions
like (n(1 — 1) — )% + (prge — (1 — n4rr))? as (nnl, — nyy)? + (png — n},.)%. Similar terms will appear
frequently within the subsequent calculations.

Remark 2.23. As already in the existence proof, we may consider n;, as a fourth independent variable
within our model. In this case, the reaction-diffusion system features the following two independent
conservation laws:

n
n—p—i—zs?m:noun( )—poup( P )—i—smT:MER, N (z) +ny,.(x) =1 for all x € Q.
notn Potp
The special formulation of the first conservation law will become clear when looking at the following
two Propositions There, we derive relations for general variables a, b, ¢ and d, which correspond to

\/n/ (nofn), \/p/ DPollp), /Mty and /ny,., respectively.
In addition, we have the following L!-bound (cf. Lemma [2.16} -

ﬁ7ﬁ S Ml-

The following Proposition establishes an upper bound for the terms in the second line of (2.41]
in the case of constant concentratlons a, b, ¢ and d. This result is then generalized in Proposition [2. 2
to non-constant states a, b, ¢, d.

Proposition 2.24 (Homogeneous Concentrations). Let a,b,c,d > 0 be constants such that their squares
satisfy the conservation laws

nofina® — po/pr2 +ec? =M = nofimvs — poprwgo +€ Z/ET’OO, FHdP=1= z/tr o T I/tr o
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for any e € (0,&9] and arbitrary eg > 0. Moreover, assume
a?,b* < C(no,po, M1, V).
Then, there exists an explicitly computable constant C(eg, ng, po, M, M1,V) > 0 such that
(@ —Voo)? 4+ (b — o)’ + (€ = Viroo)? < C ((ad — ¢)? + (be — d)?) (2.44)
for all e € (0,&0].

Proof. We first introduce the following change of variables: Due to the non-negativity of the concentra-
tions a, b, ¢, d, we may define constants py, ua2, pi3, g € [—1,00) such that

a:VOO(1+/J'1)’ b:WOO(1+M2)a C:VtT,OO(1+N3)v dzy{r,oo(]-‘i»/u“l)’

where Voo, Moo, Vireo and vy, o are uniformly positive and bounded for all € € (0,&0] in terms of
£0,M0,P0, M and V by Proposition 2.I0] Thus, the boundedness of a,b, ¢, d implies the existence of a
constant K (eg,ng,po, M, My,V) > 0, such that u; € [—1, K] for all 1 < ¢ < 4. The left hand side of
(2.44) expressed in terms of the u; rewrites as

(@ = Voo)? 4 (b = Too)? + (€ = Vir,00) = VAT + Tl + Vi oo 13-
Employing the equilibrium conditions , we also find
ad — ¢ = VooV, o0 (1 + p1) (1 + pta) = Vir oo (1 + 13) = Voo [(1 4 1) (1 + pa) — (1 + pi3)]
and
be — d = TooVir,oo (1 + p2) (1 + p13) = Vi oo (1 + pa) = Vi oo [(1 4 p2) (1 + p3) — (1 + p1a)] -
Moreover, the two conservation laws from the hypotheses rewrite as

oV (2 + 1) — PolpTac o (2 + pia) + € v o pi3(2 + p13) = 0, (2.45)
Vt2T7oo/’L3(2 + :u3) + Véf,oo:u’4(2 + /J'4) =0. (246)

The relations (2.45)—(2.46]) allow to express eus and ey in terms of py and po, although not explicitly:

7 nofinVa, 2+ i1 Py 2 4 fio

e * = ; + ; : 2.47
143 Ve 2+ 3 H B 2% pia [h2 Jr3(p1, ps)p + fo,3(p2, ps)po (2.47)
_Vt2r,oo 2+ H3

ey = epz =: —f3,4(us, pa) epz = fr.a(pa, 3, pa)pin — fo,a(po, 3, pa)pz,  (2.48)

Vt/r2,002+,u4

where the last definition follows from inserting the previous expression (2.47) for eus while the factor
2+ pg is bounded in [1, K + 2] since p; € [—1, K] for all 1 < i < 4. Therefore, all the terms f; ; are
uniformly positive as well as bounded from above:
0<Ci3< fiz<Ciza<oo, 0<Cy3< fo3<Cr3 <00,
0<C34<f34<Csa<00, 0<Ciu<f1a<Cra<oo, 0<Chq< fou4<Cy<o00.

All constants Cj; and C; ; only depend on eg, no, po, M, My and V, and there exist corresponding
bounds C > 0 and C > 0 such that for all 4, j

C<C;;,Ci i <C.

)

In order to prove (2.44), we show that under the constraints of the conservation laws ([2.45)—(2.46)
or, equivalently, under the relations ([2.47)—(2.48)), there exists a constant C'(gg, ng, po, M,C,C) > 0 for
all € € (0,¢0] such that

(@ —Voo)? + (b — 7o) + (¢ — Vir.oo)? <c
(ad — ¢)? + (bc — d)? -
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which is equivalent to
V3o + T3 + Vi oot}
2 2
Vinoo [(1+ p1) (14 pa) = (14 p3)]” + v [(1 4 p2) (1 + p3) — (1 + pa)]

Recall that v2, < T'/ng, 72, < T'/po and v, ., v € [v,1 —1] with v € (0,1/2) and T' € (1/2,00)
depending on &g, ng, po and M for all € € (0, 0] (cf. Proposition|2.10). Since numerator and denominator
of (2.49) are sums of quadratic terms, it is sufficient to bound the denominator from below in terms of

its numerator omitting the prefactors v2 , 72, anoo and Véﬁoo, i.e. to prove that

<C. (2.49)

(o) 1= [(1+ 1) (L4 pa) — (L4 )]+ (L4 p2) (14 ps) — (L4 pa))* > C (ud + 43 +13) . (2.50)

More precisely, we will prove that there exists a constant c(gg, C,C) > 0 for all € € (0, ] such that

(%) = (p1 + pa + papa — pi3)” + (2 + pis + props — pa)” > e (pf + 13)
and that
2 2
(%) = (1 + pa + papa — p3)” + (p2 + pa + pops — pa)” > 3.
For this reason, we distinguish four cases and we shall frequently use estimates like

i i = pi(L4+p5) >0 if p; >0 forall 1<j <4,

since pj > —1 for all 1 < j < 4. We mention already here that all subsequent constants c1, ¢y are strictly
positive and depend only on &, C' and C uniformly for ¢ € (0, g¢].

Case 1: 3 > 0 A pg > 0: If uz > 0, then (2.46) implies pg < 0 and o + i3 + popis — pg > p2. Moreover,
pa > 0 yields

fape > fiapr = Caspa > Cispnr = pe > Cr3/Cos
and
o + pi3 + piapis — pa > p2 > p2/2+ C13/(2C23) 1 > cr(pn + p2)-

Hence, () > (pa + pis + piafis — 1) > co(pi? + pi3). Besides, (x) > (2 + i3 + popts — pa)” > pi3-
If pz <0, (2.46) yields pa > 0 and g1 + pta + prapa — 3 > pq. Since ps < 0, (2.47) implies

fiap1 > faspe = Cispr > Cospa = p1 > Co3/Ch 3 s

and
p1 A+ g + papia — ps > pn > pa /2 + Cos/(2C1 3)pe > c1(pa + p2)-

As above, () > ca(1i2 + p3). The signs pz < 0 < pug, g yield (%) > (u1 + pa + papa — pz)” > pid.
Case 2: 13 > 0 A po < 0: (2.47) and (2.48) imply pus < 0 and uy > 0, and we deduce for all € € (0, gg]

1+ i+ papia — pz > pa — pz = H(fra+ frap — e (fas + foa)pe
> e5 ' (Crs+ Cra)lm| + €5 1 (Caz + Coa)lpal = er(|pa] + [p2l)

and, thus, (%) > (p1 + pa + papa — ps)® > ca(pf + p3). Since pg, ps < 0 < pig, we have

(%) = (pa — pz — p2 (1 + p3))* > 3.

Case 3: 3 < 0A p2 > 0: Here, us > 0 due to (2.47) and, thus, ps < 0 by (2.48), which yields for all
e € (0, &0

piz + 3+ pops — pa > ps — pa =€ (foz+ faa)pe —e (frz+ fra)m
> 5 (Crs+ Cra)lml + ey (Cas + Coa)luz| > er(|pal + |p2l)

and (%) > (u2 + p3 + popiz — pa)® > co(pf + p3). And as p1, p1a <0 < pg, one has

(¥) > (ua — pra — 2 (1 + pa))® > .
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Case 4: u3 < 0 A ps < 0: Supposing that pz > 0 and thus pus < 0 by (2.48)), we observe

|1 + pa + papa — pal = pa — pn — pra(l + pa) > —pn.

Furthermore, p3 > 0 enables us to estimate

fiamn < fagpe = Cispr < Cosps = —p1 > —Co3/Ch 3 la.

and
|1 + pra + papea — pg| > —pn > —p1 /2 — Co3/(2C1 3)p2 > ci (|| + |p2])-

Hence, (*) > (p1 + pra + papia — p3)? > co(u? + p3). The second estimate in terms of p3 follows
with g1, g <0 < pg from

(%) > (ps — pa — pa (1 + p1a))* > i3

In the opposite case that uz < 0 and thus py > 0 due to (2.48]), we estimate

|2 + ps + popis — pra] = pra — po — pa(1 4 p2) > —po

and
fospo < figpr = Cospa <Cisur = —po > —C13/Cos 1.

We, thus, arrive at
|po + ps + popis — pa| > —pa > —po/2 — Ci3/(2C23) 1 > 1 (|pa] + |pal)

and () > (2 + ps + popts — pa)® > co(p? + p3). The corresponding inequality for p3 reads

(%) > (s — ps — p2(1+ p3))* > pid,
which follows from pg, 3 < 0 < py.
The proof of the Proposition is now complete. O
Notation 2.25. From now on, || - || without further specification shall always denote the L?-norm in Q.

Within the subsequent Proposition the expressions (ad — ¢)? and (be — d)? on the right hand
side of will be generalized to [Jad — c[|? and ||bc — d||* in Equation (2.51)). We will later show in the
proof of Theorem that ||ad — c||? (and also ||bc — d||?) can be estimated from above via the reaction
terms within the entropy production when using the special choices \/n/(nopn), P/ (Potp), /Titr
and \/@ for a, b, c and d.

Proposition 2.26 (Inhomogeneous Concentrations). Let a,b,c,d : Q@ — R be measurable, non-negative
functions such that their squares satisfy the conservation laws

nopna® — poppb?® + € 2 = M = noinv, — PollpTa + € Vi no E+d=1=v}  +v,}
for any € € (0,&9] and arbitrary eg > 0. In addition, we assume
a2, b2 < C(no,po, M1, V).
Then, there exists an explicitly computable constant C(g9,ng, po, M, M1,V) > 0 such that
(Ve ) + (V=) e =il

< C (lad = clP + [lbe — d|P + | Val]> + [ V6] + la =l + [~ 5| + e — el + 4 — ). (251)
for all € € (0,¢&p).
Proof. We divide the proof into two steps. In the first part, we shall derive lower bounds for the reaction

terms |lad — c||? + ||bc — d||? involving (@d —¢)? + (b€ — d)?. This will allow us to apply Proposition
in the second step.
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Step 1: We show

_ 5 \2 _ - _ -
lad ¢l > 5 (@d —2)" — c1 ([la —al® + (b = 0| + [le — 2l|* + [|d — d]|*)

[N

and
1, =2 _ - _ =
lbe — d||* > 5(170— d)” —c1 (la=al® +[1b=b|> + e —2l* + ||d - d||*)

with some explicitly computable constant ¢; > 0. For this reason, we define

512:0,—67 5212b—5, (53220—67 54Z:d—d
and note that §; = 0 = 03 = 64 = 0. Moreover,
lad —¢l, [be —d| < C(no,po, M1,V)

due to Young’s inequality, a2, b2 < C(ng, po, M1, V) and ¢2, d% < 1.
We now define
S = {$€Q||61|§1/\‘(52| Sl/\|53‘ §1A|64| Sl}

and split the squares of the L?(£2)-norm as
lad — ¢||* = /(ad—c)2 dx—i—/ (ad — ¢)? dx (2.52)
s o\S

and

HM—dW::/am—dﬁdx+/‘(k—dﬁd@
S

o\S

respectively. In order to estimate the first integral in (2.52)) from below, we write
ad = (@+ 61)(d + 04) = ad + @y + ddy + 6104, ¢ =7c+ J3.

This yields
/(ad —c)¥dx = /(a& —o)%dx + 2/(6& — ) (@dy + doy + 0104 — 03) dx + / (@64 + doy + 6164 — 83)* d
S S S S

1/ - _ 1 [ - .
> / (@ — 92 do — /@54 F B+ 616y — 03 dr > / (@ ) dx — Clno.po. My, V) (5 + 5+ 57)
S S

S

where we used Young’s inequality 2xy > —x?/2—2y? for x,y € R in the second step and the boundedness
of §;, 1 <i <4, in the last step. Similarly, we deduce

1 _ _ S
/@udfmz§/®@MYM—CWM%MLW(%+%+Q)
S S

The second integral in (2.52)) is mainly estimated by deriving an upper bound for the measure of Q\S.
For all ¢ € {1,...,4} we have

o> 1) = [

1mg/ﬁm:§
{s2>1} Q

and, hence,
4
0S| <367 > 1} < 67 + 03 + 03 + o5
i=1

As a consequence of |ad — ¢ < C(ng, po, M1, V), we obtain

[ (@@= dz < Clon.po, M1, V) {\SY < Clno o, M1, V) (F 4 5+ 5+ 3).
oS
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This implies
1 _ S —
/ (ad—c)dezozf/ (@d —¢)? dx — C(no, po, M1, V) (5%4—554—5?4—53)
QS O\S

and, analogously,

/ (bc—d)dezozl/ (b5—8)2dx—0(n0,p0,M1,V)(5?+%+@+5?).
Q\S a\s

Taking the sum of both contributions to (2.52)), we finally arrive at

1, _ .

llad — ¢| > 5(ad—é)2 — c1(no, po, My, V) (5% + 02+ 02 +5§) (2.53)
and 1

Ibe — d|)? > 5(Ea-&)z — ¢1(no, po, My, V) (5% + 02402+ 53) . (2.54)

Step 2: We introduce constants p; > —1, 1 <14 <4, such that
a2 =vZ(1+m)? P=ri(l+p), A=vi (+ps), & =v(1+p)

We recall that Proposition |T1_TT| guarantees the uniform positivity and boundedness of Vo, Moo, V4,00 and
Vir.oo for all € € (0,&0] in terms of €g,ng, po, M and V. Therefore, the bounds a2, b2 < C(ng, po, M1, V)
and ¢2, d? < 1 give rise to a constant K (g9, 10, po, M, My, V) > 0 such that p; € [—1, K] forall 1 <i < 4
uniformly for e € (0, &g].

We now want to derive a formula for @ in terms of 6, and p;. Since a2 —@* = |la —al|? = ||61]|* = 62,
one finds L
— 52
a=Va2 - — =y (14— —— (2.55)
Va’+a a’+a
and analogous expressions for b, ¢ and d:
; 7 e _ 7
b=moo(l+ p2) — —=—, €= Viroo(1+ pi3) — —=—, d=V£T7oo(1+M4)—774,-
b2+ b Vet +e d’>+d
Furthermore,

2 2
2 2,2 \/12 2,2
( a? — VOO) = VoM1) ( b? — 7T00> = Moo l2
and, similarly,
2 5 o= 2
llc— Vt7'7<><>|| =c? - 2,00 + Vir,co

2Vtr 005 2Vt7" oS

2 2 2 52
:Vtr,oc<1+:u3) _2Vt7',oo(1+:u3 \/> +Vtroo _Vtroo:u3 5 :
+c Ver+e

One observes that the expansions above in terms of @ are singular if, e.g., a2 is zero. We therefore
distinguish the following two cases.

Case 1: a2 > k2 A2 > k2 A2 > k2 Ad2 > k2 The constant x > 0 will be chosen according to the
calculations in the other Case 2. Here, we have

1 1 1 1 1
) — ) — ’ — — Sf
Va*+a Vb¥+b V4 Vd&E+d F

and

Vtr,oc Vtr,oo Too
Va+a VP+b Ve+e \f+d

for all € € (0,e0] due to the bounds on vy, and 74 from Prop031tlonm Equation (2.55)) further implies

< C K’ 507”07p07M V)
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Voo(1 + :U/l) ?_ Vtr oo(l + N4) (52

V& +1d ! Va2 +a

(ad —¢)* = (VooVér,oo(l + pa) (1 + pa) —

— 2
Vtroo1+ﬂ3
(Va +a (vd +d \ﬁ—i-c)
> 2 (L ) (14 pa) — (L p3))” — cal, 0,10, pos M, My, V) (62 + 63 + 63)

with some explicit constant cy thanks to VooV, ., = Virco (compare Equation (2.19)) and | uﬂ,@ <

c1(€0, 10, po, M, My, V). In a similar fashion using TVt 00 = V4. o0, ONE obtains

Too(L+ p2) 55 Veroo(1+ 13) 55
— 3 ——a—
Ve e V2 +0

2
1 (52
5 l/troo(1+/~b4 )
+d

\F+b\F+c Va

> ngoo((]- + /1‘2)(1 + M3) - (1 + N’4))2 - CQ(H,Eo,no,po,M, Mlav) (@+57§+g)

(5E - 3)2 = (Wothr,OO(l + ,UQ)(l + ,U3) -

In order to finish the proof, it is — according to Step 1 — sufficient to show that

BN N R W ”“W<&@WW+WW

f—&-c
(Ed—é)2+%(gé—3) — 2¢1(ng, po, My, V) (5%+5§+5§+62)> +Co (5?+67§+@+67§>

for appropriate constants Cq,Cy > 0. But due to Step 2 it is sufficient to show that for suitable constants
C1,C5 >0,

QVTOO
&ﬁ+ﬂw+@m@+fﬁ<QQWWHWW
vVe2+e
2 /2
Vir,co 2 7,00 2
=5 (L p) (Lt pa) = (U 1))+ =52 (L p2) (L pis) — (1 jua)

- 63(‘%7607n07p07M7M1aV) (E+g+@+g) > +02 (57%4_%_'-%4_%) .
Collecting all 57-2—terms on the right hand side, one only has to prove that

&ﬁ+&ﬁ+@m@sa@wWwa

+ oo (U 1) (14 1) = (14 13))” + /2 (1 + ) (1 + pi3) — (14 u4))2>
+(Co = C(C1, 20, m0,00, MM, V) ) (5 + 53+ 33 + )
or, equivalently,
(Ve =) + (VP —7) + (V@ =)
<c ((\/EJZ?— Va) + (VEVE - VE) 4 |Val? + ||Vb||2>
+ (€2 = C(Cr k20, m0,00, M, M, V) ) (7 + 03+ B +57) . (256)

In order to verify (2.56)), we start with the estimate

— 2 2 2 —
( az_yoo> <2 A Hn0” /2
Hn Hn
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and a corresponding one involving b. The last term on the right hand side satisfies

2 — —\2 9
— = (2 - @) W >
I _Vaz| = S<— (B e gc/ [vva| e = ¢Vl
Hn (\/ﬁ+\/az) K Hn Q

Hn

due to Lemma with a constant ¢(k, ng, po, M1,V) > 0. Similarly,

2

= 2 Mpb2 2
( b2 _7Too) S C(K/anOapOaMhV) F — Teo + ||VbH
P

Proposition m (with a2, b2, ¢? and d? therein replaced by p,a% /Ty, 11,02 /iy, c2 and d?) tells us that
there exists an explicitly computable constant C(eg, ng, po, M, M1,V) > 0 such that
2 2

a2 b2 — 2
N% — Vo + u/jj — Teo + ( C2 - Vtr,oo)
n p

2

2 = —
<C Hnt? \f f + “l‘jjb@—vw (2.57)
P

for all € € (0,0]. Using an analog expansion as before, we further deduce with d2 <
— 2 — 2
pp— — S — — 2 — —
B2 E VE| - (VavE vas (B vE| vE
Tin

Tin
S — —\ 2
< ¢(k, ng, po, M1, V) ((\/a?\/ﬁ \/072) + ||Va2) )

As a corresponding estimate holds true also for the other expression on the right hand side of (2.57), we
have shown that there exists a constant C1(k,eq,no,po, M, M1,V) > 0 independent of € for € € (0, &]
such that

(V=) 4 (VP )+ (VE —vir)
<C ((\f\f \f) (\/ﬁ\/?\/d?fﬂwanuuvw).

Choosing Cs > 0 now sufficiently large, Equation (2.56) holds true.

Case 2: a2 < K2V b2 < Kk2V 2 < k2Vd? < k% In this case, we will not need Proposition and we
shall directly prove Equation employing only the result of Step 1. In fact, for x chosen sufficiently
small, the states considered in Case 2 are necessarily bounded away from the equilibrium and the following
arguments show that consequentlally the right hand side of (2.5]] 1s also bounded away from zero, which
allows to close the estimate . As aresult of the hypothcscs a2 b2 < C(ng,po, M1, V) and ¢2, d2 <1,
we use Young’s inequality to estimate a,b,¢,d < c(ng,po, My, V) and

— 2 — 2 9
(V=) + (VI = 1) + lle = v 12 < Cleo, no, po, M, M, V)

with C' > 0 uniformly for ¢ € (0,e0]. We stress that the subsequent cases are not necessarily exclusive.

Case 2.1: 2 < k% First, ¢ = V& < V@ < k. This yields

B=1-3>1-w2=d = -02>1-02 2=

(be—d)*>d —2bed>1-6 —k*>—2dr > 1 — 62 — k% — C(no, po, M1, V) k
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For x > 0 sufficiently small, we then have 0 < 1 — C(ng,po, M1, V)k — k% < (be — d)? +§ and, hence,
— 2 — 2
(V= 1)+ (VI = 1)+ lle = vy, 2 < Cleo, mo, p0, M, My, V) <
K(be—d)? + K62 < 2K ||be — d||? + (2K ¢1(no, po, M1, V) + K) (6?+ 62 +%+6T%)

by (2.54) with some K (k, &g, no,po, M, M1,V) > 0. Let us call the parameter x from above k..

Case 2.2: d?> < k% Nowd = \/82 <Vd? < k and

E=1-B>1-k*=F=2-03>1-03 K=
(@d—2)° > —2aed > 1— 02 — k> —2ack > 1 — 62 — k> — C(no, po, My, V) k.
Again x > 0 sufficiently small gives rise to 0 < 1 — C(ng,po, M1,V)k — k? < (ad —¢)? + @ and
(\/a:2— Voo)2 + (\/b:2— WOO)Q + |l¢ = Vtr.oo|* < C(0, n0, P, M, M7, V) <
K(ad—70)?+ K82 < 2K |jad — ¢||? + (2K 1 (no, po, M1, V) + K) (5?+%+%+5§)

for some constant K (k,eq, no, po, M, M1,V) > 0 using (2.53). This x > 0 shall be denoted by xg4.

JR— — 72 PR— JR—
Case 2.3: a2 < k?: We first notice that @ < x and 2¢d < ?+d < c? + d?> = 1. Now, we choose
Kkq = k > 0 sufficiently small such that 25 < 2. Then, if ¢2 < 2k, we have ¢2 < k2, and the estimate

( aﬁ—yw)z—&—(\/b:2—7roo)2+||c—utr’oo||2 < 2K ||be—d||*+ (2K ¢1(no, po, M1, V)+K) (6?4—%4—@4—%)
with K (k, €0, no, po, M, My, V) > 0 immediately follows from Case 2.1. And if ¢2 > 2k, then
PP -R>2%m—02 = (ad—0c)’ > —2acd > 2k — 62 — k= K — 0%.
Consequently, 0 < k < (@d — )% + 62 and
( a? — Voo>2 + <\/b:2* Woo)2 + [le = virool* < Cleo, 10, po, M, My, V) <
K(@d—o)* + K03 < 2K lad — c|[* + (2Ke1(no, po, My, V) + K) (87 + 03 + 33 + 33 )
due to with a constant K (k, g, ng, po, M, M1,V > 0.
Case 2.4: b2 < k?*: Again b <  and 2¢d < @ —1—32 §§+d7 = 1. Here, we choose kp := k > 0

sufficiently small such that 2x < ni. If d2 < 2k, we have d2 < ,%37 and due to Case 2.2 there exists some
K(K’ €0, 10, Po, M7 M1> V) > 0 such that

(\/a:27yoo)2+(\/b:2f7roo)2+||cfutm||2 < 2K]jad—c|*+(2Ke1(no, po, Ma, V) + K) (7 +33+33+3 ).
If d2 > 2k, then
& =B-32>2%-0= (be—d)’>d —2bcd > 2k — 62 — k=K — 02,

This implies 0 < x < (b — d)? 4 62 and

(\/;72* lloo>2 + <\/b:2 - TI'OO)2 + [le = Virsol? < C(0,10,p0, M, My, V) <

K(0e—d)? + K62 < 2K|[be — || + (2K ¢y (no, po, M1, V) + K) (E+ @+%+Fz)

with K (k,e0,n0,po, M, M1,V) > 0 employing .

All arguments within Step 2 remain valid, if we finally set x := min(kq, kb, ke, kq). We also observe

that the constants K > 0 above are independent of € € (0,e¢]. And since x only depends on ng, po, M;
and V', we may skip the explicit dependence of Cs on k at the end of Case 1. This finishes the proof. O



30 CHAPTER 2. AN RDD-SYSTEM MODELING BAND-TRAPPED STATES

We already pointed out that [lad — ¢||* and ||bc — d||? can be controlled by the reaction terms of the
entropy production, if we replace a, b, ¢, d by \/n/(nopn), /p/(Pottp)s \/Toer and \/nj, (see the proof of
Theorem in Section for details). In this proof, also || Va|?, |[Vb|?, [la —@l||? and ||b — b]|?> may be
bounded by the entropy production. However, ||c —¢||? and ||d — d||? may not be estimated with the help
of Poincaré’s inequality since this would yield terms involving Vn,., which do not appear in the entropy
production.

Instead, we are able to derive the following estimates for |lc — ¢||? and ||d — d||?, which describe an
indirect diffusion transfer from ¢ to b and from d to a, respectively: Even if ¢ and d are lacking an explicit
diffusion term in the dynamical equations, they do experience indirect diffusive effects thanks to the
reversible reaction dynamics and the diffusivity of a and b. This is the interpretation of the following
functional inequalities.

Proposition 2.27 (Indirect Diffusion Transfer). Let a,b,c,d : @ — R be non-negative functions such
that

A+d=1
holds true a.e. in Q. Then,
le =2l < 4(llbe —d|* + [b=bl*)  and  [|d—d|* < 4(|lad | + ||la —a]?).

Proof. We only verify the second inequality; the first one can be checked along the same lines. First, we
notice that

lad — ¢|| = |lad — ¢+ (@ — a)d|| < |lad — ¢|| + ||a — @]| (2.58)
because of the bound 0 < d < 1. Besides, we deduce
[a*d® — || = ||(@d + ¢)(ad — ¢)|| < (1 +a)|[ad — |

employing 0 < ¢,d < 1. For the subsequent estimates, we need two auxiliary inequalities: For every
function f : 2 — R and all A € R, we have

T2 — _ T2 — N2 o (T 702 da
£ =712 = [ (F=3+A=TPdo= [ (7 =22 =20 = NF =2+ F = ?)d

- /Q (f = N2de — (F = N2 < [If = AI%. (2.59)
And for all > 0, one has

1+ _\/1+2x+x2<\/2(1+x2)_ﬂ
V14 22 Vitz? T V1422 '

Since ¢? + d? = 1, we obtain
[@2d® — || = |2 + &> — 1] = [|(1+@*)d® —1]| = | (V1+@2d+ 1) (V1+ad—1)|

> |Vi+atd—1|| = v1+a® \/1172‘>\/1+a2|d—d||
a

d—

where we applied (2.59) in the last step. Consequently,

l1+a
—|lad — || < v2|[ad — |
a

Vita

ld —dl| < [@d® — || <
2

1
vVi+a
and

ld = d||* < 2|[ad — c|* < 4(l|ad — c|* + [|la - al|*)

using (2.58)). O
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2.6 EEP-Inequality and Convergence to the Equilibrium
We are now prepared to prove Theorem

Proof of Theorem [2.6. Let (n,p,n;) € L'(Q2)% be non-negative functions satisfying ny < 1, the
conservation law 7 — p + efi,, = M and the L'-bound 7,p < M;. Keeping in mind that v = v/n./no

and T = \/P«/po (cf. Notation , Proposition guarantees that there exists a positive constant
C1(vy,T, M) > 0 such that

2 2
E(n7p>ntT) - E(nOO’pOO,ntr,oo) <y (/ (|Jn| + |J;|> d
Q

n

— 2 —— 2
+ng (\/ L I/oo) + Do (1 / P__ 7Too> + 5/ (vVner — /nmoo)2 dx). (2.60)
Notn Pottp Q

Next, we have to bound the second line of (2.60)) in terms of the entropy production. To this end,

we apply Propositionm“iith the choices a := \/n/(nopn), b := /p/(Potip), ¢ := /Mar and d := /0,
(as always nj, = 1 — ny.). The hypotheses of this Proposition are fulfilled as a consequence of the
conservation law 7 — P + ey, = M and the L'-bound 7, p < M;. As a result, we obtain

9 2
n
<\/ noftn VOO) M ( p]jﬁp ﬂroo) + IV = el
nn” 2 n
ntr + V
noln nofn

2
n _ n p _ p _72 T 7112
+H e\ +H B R e e Fntrn)

for all € € (0,e0] with a constant Cy(eg, ng, po, M, M1,V) > 0. Thanks to Poincaré’s inequality, we are
able to bound the last two terms in the second line and the first two terms in the third line from above:
n

1 " C T |?
_ :CP/ 1 uv(w e < P /| ®
nopin non nofn al2V non  \u, T dnginfopu, Jo n

2 2
/ < Cp H v,/ < ,CP / || dz
poup Doltp poup dpoinfo up Jo p

Moreover, the elementary inequality (v/z —1)? < (z — 1) In(x) for > 0 gives rise to

2 2
nn nn nn, nn’
= e :/ntr i dxg/ntr — 1t 1) ln{ — ) da
o fon Q nonMotr Q Non My o fn Moty

1 — ng, 1 — ny,
:/ (n( i) —ntr> In (n( Dir ) /R ln( nt7)) dz
Q Totn T n Moty noUnMtr
and similarly

/ R, ln< Py )dx.
Pofip(l — ngr)

nntr nt
r
noln

2 2

p
Poltp

H pntr ,
Poltp t

+[v

2

H pntr
Pokp
Proposition further implies that

v/ — Vi || + ||m - Tn;r\f

H nO,Un V nofn H Polp \/ Polp

2

H pntr /
Poltp t
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Combining the above estimates, we arrive at

2 — 2
n
(\/i_”w) +< poip—%o> + Ve = /sl
2 2 _
<C/(|J| LB (“W)_Rpln(p””»
p noHn ity poty(1 — nr)

with a constant Cs(go, Tn, Tp, N0, Po, M, M1, V) > 0 uniformly for € € (0,go]. With respect to (2.60)), we
now find

—_— 2 — 2
n 2
no ( - Voo) =+ Do P__ Too + 5/ (\/ Nty — \/ntr,oo) dx
Noln Poltp Q
— 2 — 2
n
< maX{nmPo,So} (\/ ot - Voo) + ( pOZL - 7700) + H\/ntr - \/ntr,ooH2
n P

Tl T2 1 — ngr .
< (4 max{no,po,eo}/ (| | | | —R,In ((nt)) —R,In (pm)) )
p nofn Mgy potp(l — nir)

And since the constant Cy in (2.60) only depends on &g, ng, po, M, M7 and V (via the constants v and
I'), we have finally proven that

E(n7p7 ntr) - E(nooapooa ntr,oo)

2 2 1 —ng :
<o [ (Ve gy () (e ),
Q n p noMnNtr poﬂp(l — Nyr)

for a constant C4(eq, Tn, Tp, 10, Do, M, M1,V) > 0 independent of € € (0, go]. O

Proof of Proposition[2.7. Due to Lemma [2.14] we know that the relative entropy reads

E(n,p, ntr) - E(nooapomntr,oo) =

/(nlnn—(n—noo)—l—plnp—(p—poo)—i—e/ ’ (ln< i )—ln(%)>ds>dm‘.
Q Neo Poo 7 1-s ]-_ntr,oo

Vtr, oo

Similar to Proposition [2.21] we employ the mean-value theorem and observe that

d 5 1
—1 = >4
dsn<1—s> s(1—s) —

for all s € (0,1). Thus, there exists some o(s) between 7, . and s such that

S (n(725) - () aaeme [ [ aee

> 48// s—nt,.oo)dsdx—%/(ntr nt,oo) dx > 2¢||ny, —nt,ooHLl(Q)
aJn Q

tr,oc0

where the last inequality holds true since |2 = 1. Moreover, we utilize the Csiszér—Kullback—Pinsker-
inequality from Lemma to estimate

n 3
/Q (”111 (noo> —(n— noo)) do > WH” nooH%l(Q) > clln — nOO||2L1(Q)

where ¢(e9, ng, po, M, M1,V) > 0 is a positive constant independent of € € (0,e9]. As a corresponding
estimate holds true also for p, we have verified that

E(n,p,nir) = E(Noo, Poos Nitr,00) > C(|In — ”oo||2Ll(Q) +p _p00||2Ll(Q) + &llner — nt7',00||2L1(Q))

for some C'(eg, no, po, M, M1,V) > 0 uniformly for £ € (0, ¢]. O
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Now, we are able to prove exponential convergence in relative entropy and in L'.

Proof of Theorem [2.8. We first prove exponential convergence of the relative entropy

'(/)(t> = E(n,p, ntr)(t> - E(nOCHpOO; ntr,oo)

using a Gronwall argument as stated in [32]. To this end, we choose 0 < to < t; <t < T and rewrite the
entropy production law as

t t
Y(t) — ()= | Dn,p,ne)(s)ds > K | (s)ds (2.61)
t1 t1
where we applied Theorem [2.6| with K := C’E_EIP in the second step. Furthermore, we set
t t
U(ty) := P(s)ds = — P(s)ds
t t

and obtain from (2.61]) the estimate KWU(t1) < ¢ (t1) — ¢ (¢t) which yields

d

(W) ) = gl 4 K0 < (e

Integrating this inequality from ¢; = to to t; =t and observing that ¥(¢) = 0 gives rise to

—\I/(t())eKtO < _%(elﬂ _ eKtO).

As a consequence of with t; = tg, one has —¥(tg) > (¥(t) — ¥(to))/K and, hence,
—p(to)e™ < —p(t)e”".
But this is equivalent to
E(n,p, 1) (t) = E(Noo, Poos Nirso) < (B(1, p,niay) (to) — Eoo)e™ KEt0) (2.62)
In order to arrive at
E(n,p,14:)(t) — E(Noos Doos Ntro) < (Ep — Eog)e X,

for all t > 0, we observe that this relation holds true for ¢ = 0. For ¢ > 0, we have proven above that
is true for all ty € (0,¢). We may, therefore, take the limit ¢, — 0 in . This results in
the announced exponential decay due to the continuity of the entropy E(n, p, ni-)(to) from Lemma
Finally, exponential convergence in L! follows from Proposition O

Proof of Corollary[2.9. We first observe that the linearly growing L>°-bounds together with parabolic
regularity for system (2.1)) (see (2.81) and (2.84))) and assumption (2.3]) entail polynomially growing H!-
(2.84

bounds for n and p. In detail, we employ w = e""n and rewrite ([2.84)) as
Ow — Aw = f1 + fow + fsVw

where f; € L*([0,00), L>*(Q)) for i € {1,2,3} and 7 - Vw = 0 on 0N. Testing this equation with —Aw
yields
1d

2dt
and further

/|Vw|2dx+/ |Aw|? dz < 1/ (f1+f2w+f3Vw)2dx+1/ |Aw|? da
Q Q 2 Ja 2 Ja

d
@/ |Vw|2dx+/ |Aw|2d:c§3/ (ff + f3w® + f3|Vw|*)dz.
Q ) )

Together with C' > 0 satisfying |f;(¢,7)?| < C for all i € {1,2,3}, ¢t > 0 and a.a. = € Q, we derive

d
—/ |Vw|2dx—|—/ |Aw|2dx§30<1+/w2dx> —|—F/ \w|2dsc—|—/ |Aw|* dz,
dt Jq Q Q Q Q
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where the last two terms result from an integration by parts and Young’s inequality with I' > 0. Hence,
d 2 2 2 2
= [ IVul®de < (3C+F)(1+7 (C + Kpt) ) < A+ Bt
Q

by estimating w < yn with some v > 0 and via bounding the L?-norm of n with the linearly growing
L*°-bounds from ({2.8]). For any fixed ¢ty > 0 and all ¢ > ¢y, we now have

B
V@720 < Vwlto)liz@) + Al —to) + (£ = 13),

which proves the desired polynomial growth of ||Vwl|z2(q) and ||Vn||L2(q).
Next, we use (see e.g. [30]) the Gagliardo-Nirenberg—Moser interpolation inequality

1 1
[nllee < GE)IVnlz:Inl 72 - (2.63)
Then, interpolating with the exponentially decaying L'-norm of n — n.,, we obtain

1 1 1
12(, ) lloo < lncolloc + 7 = Noolloe < lnccllec + GlIV (7 = noo )l f2lln = s ll&clin — noollfr < K

due to the exponential convergence to equilibrium (2.21f). The estimate for p follows in the same way.
The improved bound ny, > 7 results from the same reasoning as in the proof of Theorem[2.1] Instead

of (2.87), we now have

58,571157« Z 1-— ?ntr

with some 7 > 0, which yields the time-independent lower bound ~ > 0 as announced. And the cor-
responding lower bound n, p > T’ can now be derived from (2.88]) and the subsequent arguments when
applying the lower bound ny,. > 7. O

Proof of Theorem [2.6]. Our goal is to derive an estimate of the form

Eo(n,p) — Eo(Noo,0,Pso,0) < CrepDo(n,p)

eq __
tr

by applying the EEP-inequality from Theorem directly to the functions n, p and ny!, where n
ngl(n,p) is defined in (2.30). However, since we assume that n and p satisfy

ﬁip:M,

the triple (n, p,ng?) does not satisfy the conservation law with right hand side M but

m—p+end =M +enfd.
In order to resolve this issue, we shall apply the EEP-inequality from Theorem to a suitably defined
family of non-negative functions (n.,pe,nec) € LY(Q)3 which fulfil In¢rellLe(@) < 1, the L'-bound
Tz, - < M7 and the conservation law

77'76717764’57%1”,5 = M.

A convenient choice is n. := n, p. := p + eny, and ny.. = n;. For this choice, we derive the stated
EEP-estimate for the case ¢ = 0 via the following steps, which are proven below:

EO(nyp) - EO(noo,O;poo,O) = gg% (E(nmpf;‘a ntr,s) - E(nooapoov ntr,oo)) (264)
< lim (OEEPD(n57p€7ntr,e)) (265)

e—0
= C’EEPD(n,p, n;?) = CEEpDo(n,p). (266)

We recall that n and p are assumed to satisfy Eq(n,p) < oo and Dg(n,p), D(n, p,n;!) < oo, which implies
that Dg(n,p) = D(n,p,n;}) as discussed in the introduction.

T
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Step 1. Proof of (2.64): We first show that

EO (nup) = ;I_I}%) E(nmpsa ntr,5)7 (267)

where (ne, pe, nure) = (n, pe,ny,). Recalling that

E(n,ps,nif):/<n1n L (n— nopn) + peIn L= —(ps—poup)+6/ Tln<18 )d8>dx,
Q

o Mn Potp 1/2 - S

we notice that p. = p + eng. — p monotonically decreasing for ¢ — 0 for all x € Q. Thus, by using
My < 1 and the elementary estimate p.Inp. < 2p(Inp + In2) for p > max{eg,e"'}, the Lebesgue
dominated convergence theorem and Ey(n,p) < oo imply the convergence of the p.-integral in .
The convergence of the third integral follows directly from

ng (@)
5/ In 5 ds
1/2 1—s

EO(noo,Oapoo,O) = il_r)% E(noovpooa ntr,oo)~

e—0

! s
Ss/ In ds —— 0.
1/2 -S

Next, we verify that

Due to (2.36) in Proposition [2.10, we know that n, — n. ¢ and p, — p.o for e = 0. And as V,,,V, €
L*>(Q), equations (2.16) and (2.31)) imply that ne; — Moo and Pes — Poo,o uniformly for € — 0. In
addition, since ny, and ps are uniformly bounded w.r.t. € Q and € — 0, we have that

n n
Noo In — = nogln = —» Noo,0 1N =2 = Noo,0 1N 00,0
Qo hn no 0 o fn
and »
Poo I - = Poo Il = — poc o In —= = pc o In 0.0
Poltp 0 Poltp

both uniformly for € — 0. Besides, also

Ntr, o0 (T)
5/ In 5 ds
1/2 1—s

for e — 0. Consequently, E(Noo, Poos Nir,00) = £0(Noo,05 Poo,0) for e — 0.

! s
Ss/ In ds — 0
1/2 -8

Step 2. Proof of (2.65): The functions (ne, pe, n4rc) = (n, p+eng, ni,) € L'(Q)? satisfy ||ns || Lo ()
< 1, the conservation law
Ne — Pe + ENgr e :ﬁ*p:M

as well as the L'-bounds m; < My and p; < p + &’ where € € (0,¢'] C (0,20]. Because of p < Mj, we
have p; < M; for ¢’ > 0 sufficiently small. As a consequence,

E(n7p57 ntT) - E(noo;pOO7 ntr,oo) S CEEPD(WPa ntr)

where Cggp > 0 is the same constant as in Theorem [2.6

Step 3. Proof of (2.66): As the constant Cggp > 0 is independent of € € (0, g¢], it suffices to show
that
lim D(n65p67 ntr,s) = D(n,p, n;(«])

e—0

To this end, we consider the representation

Jnl? Vpl|?
D(ne, pe,Nire) = / <|| + ﬂ +2Vp- VYV, +pE|VVp|2
Q

n De
1— eq 1 €q
~R.In (”(”tq>> n ( Pe_pea (1 — nfg)) <1npf”” —In(1 — n§§)>> da,
non Ty Tp \Polp Pottp
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where we have already taken into account that n. =n, Vp. = Vp and ny,. . = ny)! for all £ > 0.
We first note that the convergence of the second, third and forth integral follows from the pointwise
convergence of p. for all x € Q and from the Lebesgue dominated convergence theorem by estimating

0< |Vpl? +2Vp-VV s _ VDl 2 o 2 ‘Jp|2 2
S TP VYAV S T 2V YV A pIV T A (e —p) VY7 < = 4 el VIR
€
where the function on the right hand side is integrable due to the finiteness of D(n,p,ng?).
Secondly, the product

eq €q
(pa n?ﬁ—(l—nff)) (lnpen”—ln(l—nff))+< P nfﬁ—(l—nfﬁ>) (lnp"”—ln(l—nff))

Pottp Pottp Poltp Polp

converges pointwise for all x € Q as € — 0. In order to conclude the convergence of the corresponding
integral via the Lebesgue dominated convergence theorem, we use similar to Step 1 the elementary
inequality p. Inp. < 2p (Inp + In2) for p > max{eg,e~'} and the finiteness of D(n, p,n;!). This yields

1 eq €q
lim [ — ( Pe ngt—(1— nfg)) <lnpsntr —1In(1 - nff)) dr = —/ R,In <pntreq> dz
=0 Jo T \ Poltp Polp Q porp(l — ngy')

and therefore, D(n., pe,ni-c) = D(n,p,ny}) for e — 0. O

Proof of Proposition 2.7 We employ a technique similar to that from the proof of Theorem [2.6
For ¢ > 0 sufficiently small, we define (ng, pe, iy ) := (n,p + €ngr, nyyr) and deduce a CKP-estimate for
e = 0 as follows:

EO(nap) - EO(noo,Oupoo,O) = il_{% (E(napeantr) - E(noovpooantr,oo))
> tim Corcr (I — o2+ gy + 192 — e B ey + ellmer — a2 ey) (2:68)
= Coxp ([In = 1o 0l 110y + 1P = PocollF1 () -

The equality in the first line has already been shown within the proof of Theorem (Eq. )
And the last equality essentially follows from arguments within the proof of Theorem [2.67] too: When
deriving , we have seen that 1. — Neo,0 and Poo — Poo,0 both uniformly for ¢ — 0. Obviously,
also p. = p + eng — p uniformly for ¢ = 0. And due to 0 < Ny, Moo < 1, we further have
el|ner — ntr,ooH%l(Q) —0ase—0.

Concerning , we observe that the condition |n4|pe@) < 1, the L'-bounds @ < M; and
Pe <P+e < M as well as the conservation law 7 — Pz + €y, = M hold true for € > 0 small enough.
Proposition thus, results in

E(nap&‘antr) - E(nooapooantr,oo) > CCKP(”” - noo‘lil(g) + ||p€ _poo||2Ll(Q) + aHntT - ntr,oo||2L1(Q))

where Ccxp > 0 equals the constant from Proposition 2.7} O

Proof of Theorem [2.8]. As a consequence of the bounds on n and p from Theorem the entropy
production law is fulfilled for all 0 < ¢ty < t; < co. Besides, the relation describing the exponential decay
of the relative entropy is trivially satisfied at time ¢ = 0. We are thus left to verify the exponential decay
property for times ¢ > 0.

We first check that the assumptions on the finiteness of the entropy E and its production D within
Theorem are satisfied when evaluating them for solutions to at ¢ > 0. Due to the uniform
L>-bounds of n(t) and p(t) for all t > 0, we know that Ey(n,p) < co for all ¢ > 0. Similarly, we deduce
that Dg(n,p) and D(n,p,n;!) are finite for all strictly positive ¢ > 0 since then n and p are bounded
away from 0 uniformly in €2. The exponential decay of the relative entropy for ¢ > 0 then follows from
the EEP-inequality within Theorem [2.67 using the same arguments as in the proof of Theorem [2.8]

Exponential convergence in L' now follows from the Csiszar-Kullback Pinsker inequality stated in
Proposition 2.7] O
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Proof of Corollary[2.9] We are able to derive polynomially growing H'-bounds and uniform-in-time

L°-bounds for n and p by following the same strategy as in the proof of Corollary [2.9] Here, we use
\%

z = e'"n and derive (similar to (2.84)))
1—e"pz

_ —— . Vo = = P~
Oz — Az VV,-Vz+e St Vipta

= fi+ foz + [5Vz
with appropriate f; € L*([0,00), L>()) for ¢ € {1,2,3}. This allows us to proceed as mentioned above.

The lower bounds n, p > T follow from (2.98)) together with the subsequent arguments and the
time-independent lower bound d(t) > . O

2.7 Proofs of the Existence Theorems

Proof of Theorem [2.1]. In order to simplify the notation, we set the parameter 7,, := 7, := 1 and
ng := po := 1 throughout the proof. All arguments also apply in the case of arbitrary values for 7, 7,
ng and pg. The structure of system (2.1)) can be further simplified via introducing new variables

V; Ve
n, vi=e2

n
2

ui=e p.

One obtains
1 va V. Vn 1 2 1
Vu = 2¢ 2 VV,n+ez2 Vn and Au=e™ (An +Vn-VV, + Zn|VVn| + §nAVn)

which results in

()

Vo Va va (1 9 1 Vo
Ou=e2 0n=e2 (An+ Vn-VV, +nAV, + Rn) =Au—e> (Zn|VVn| — inAVn) +e2 R,
1 1 2 Yo v,
= Au+ (QAVn — Z\VVM )u +e2 ny —emu(l —ny).
Analogously, we derive
1 1 2 %2 \Z
O = Av + <§AVP — Z|VVp| )v +e2 (1 —nyg) —ePong,.

For convenience, we also introduce the abbreviations

1 1 1 1
Ap 1= S AV, = 1|vvn|2 EL®(Q),  Api= AV, - Z\VVPF € L™(Q)

as well as a, 8 > 0 such that the following estimates hold true a.e. in €
A%
Aul A <o and e F e F Ve < B,

Next, we introduce the new variable

ny,. =1 —ny, (2.69)
for reasons of symmetry. In fact, we can prove the positivity of n},. in the same way as for ny,., which
then implies the desired bound 0 < ny,. < 1. A further ingredient for establishing the positivity of the
variables u, v, ng- and nj,. is to project them onto [0,00) and [0, 1], respectively, on the right hand side
of the PDE-system. In this context, we use Xt := max(X,0) to denote the positive part of an arbitrary
function X and X! := min(max(X,0),1) for the projection of X to the interval [0,1]. The modified

system now reads

Ou—Au=Au" +e = n[o U_ V"u"'n [0, 1],
D0 — Av = Apv n e‘{; n/[o 1] va+n[0 1])
o] 2 [0,1] [0,1] e /[0 1] (2.70)
0y =my —e2 v ng T —ng e g
. Vi
ey, = n£2 4 eVTu+nt£9’1] [O Uyes v+n[0 1,
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The no-flux boundary conditions of (2.1 transfer to similar conditions on u and v. In detail, we have
Vi 1
e 2Vu=Vn-+ inVVn
and, hence,
Vn+nVV, = e F (Vu+ 3 Ly, ).
Therefore, the corresponding boundary conditions for v and v read
1 1
e (Vs 5uvvn) = (Vo+ 5vvvp) = 0. (2.71)
Furthermore, we assume that the corresponding initial states satisfy
(ur, V1, Nr,1, My 1) € LY ()4, Nerg + Ny = 1. (2.72)
In this situation, |[n4, 1]z~ @) + |7y, 1llL=(@) > 1 and we set

I = lurll Lo () + vzl @) + [1ner 1l oo @) + 1724 1l Lo () > 1.

We now aim to apply Banach’s fixed-point theorem to obtain a solution of (2.70)—(2.72)).

Step 1: Definition of the fixed-point iteration. For any time 7' > 0 (to be chosen sufficiently
small in the course of the fixed-point argument), we introduce the space

Xr:=C([0,T],L*()*
and the closed subspace
My = {(u,v,n4r,n,) € X7 | (u(0),v(0), 14 (0), n,.(0)) = (ur, vr, M1, Ny 1) A

max ()]l ca(es max (02, mavs e ()22, mmas g, (0o < 20 A

[ull Lo (0,1 x )5 1Vl Loe(0,1)x0) < 21} C X
The fixed-point mapping S : X7 — X7 is now defined via
S(U, 0, Ngpy 1y,) 1= (U, 0, N, M)

where (u,v,n4,n},.) is the solution of the following PDE-system subject to the boundary and initial
conditions specified above:

~[0,1] v, ~4+~1[0,1]

Ou — Au= A,u* +62n — eV Ny, ::flv

O —Av= A" +e? n’[O U Vogtplol = fa, (2.73)
A R A '
e o), = iy e%rm}f’” L B L

We first show that (u,v,n4,1},) = S(&, U, figr, 7},) € X provided (@, 7, iy, 72},) € Xp. Due to fi,
f2 € L?((0,T) x Q), it is known from classical PDE-theory (see e.g. [§]) that

u,v € Wo(0,T) = {f € L*((0,T), H(Q)) | 0. f € L*((0,T), H'()*)} < C([0,T], L*(2)).
And since
ner(t) = 140 / fa(s
for all ¢t € [0, T, we deduce

T
[mer ()| 22(0) < 74 (0) | L2(0) + = / 1 £3(5)ll 20y ds < T+ *OQ&XTHJCS( Nzz)-

Hence, ny,. € L>=((0,T), L*(Q)). And for [0,T] > ¢, — t € [0,T], we observe that

|tn t| n—oo
._._)
0ot I£3(s s)|lz2() 0.

<

1| [t~
) = s Oy < | [ 156y s
t

This proves ng,. € C([0,T], L*(€2)). The same arguments can be applied to n},.
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Step 2: Invariance of My. Now, let (@, v, N4, n},.) € Myp. Similar to the strategy of e.g. [Il 22 B3],
we perform the subsequent calculations for any ¢ € 2N, and every ¢ € [0, T]:

t t t
/ /—dxds—/ /uqflatuda:dSZ/ /uqflAudxds—F/ /uqflfldxds
dss 0 JQ 0 JO 0 JQ
1t _ t
—«q—ly/‘/1ﬂ-ﬂVuFdxmw—§/'/'uﬂﬁ-vwﬂwds+ufmpwmngy/l/|m¢*dx¢
0 Jo 0 Joa

(mﬂ+ﬂ+2W /HWmm)

Note that the first two terms in the second line are both non-positive due to ¢ € 2N, and assumption
(2.3). Introducing v := 2al + 8 + 231, we obtain

t
nmwﬂqunwmmMWSqu\mwmg@w& (2.74)

This inequality already implies a linear bound on the L>°-norm of u as we shall see below (cf. [14]). We

define
fm/nuumm

and note that U(0) = 0. Estimate entails

g—1 g—1

wm:m@wma@)q§m@+w@wmﬁwm)q

for all ¢ € [0,T], where n > 0 is an arbitrary constant, which guarantees that the expession X :=
n+ |u(0 )||Lq(Q U(t) is strictly positive. Multiplying both sides with X(1~9/9 and integrating from 0

to t gives
1—gq

¢ ¢
| (150010 +U0) T 00 s < [ s
We now substitute o := U(s) and deduce

U(t) . 1 . 7@
q'ytZ/O (n+\|u(0)||Lq(Q)+o-) do=q<n+IIU(0)lqu(Q)+0) o

= (0 1O Ly + VD) = 2+ O aey) " > 210D = 2+ O a)

where we have used (2.74)) in the last step. Therefore,

Ju®llzaey < (0+ 10Oy ) * +t
and, taking the limit n — 0,

[u@®)||Lae) < [[w(0)l|lpa) + 7t < T+t
As the bound on the right hand side is independent of ¢, we even obtain

lu(t)l| Loy < T+t (2.75)
for all ¢ € [0, T]. This result naturally gives rise to
lull Lo (0, myx0) < 1 +7T.
An analogous estimate is valid for v. As a result, we obtain
1wl Lo 0,7y x5 1Vl Lo 0,7y x ) < 21

for T > 0 chosen sufficiently small.
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Employing (2.75)), we also derive

< o < .
wax ez < max fu(®)llre@) < I+

The same argument is applicable to v, which results in

<
goax [[u()llze (@), max [lv(t)l|ze() < 21

for sufficiently small 7' > 0. The corresponding bounds on ns, and nj}, can be deduced from the formula

Ny (t) = ng-(0) + é/o f},(s) ds

and from an analogous one for nj,.. In fact,

1 [t~ T
e (t)| 22y < [Im6r(0) [ L2¢02) + g/o Hf3(5)HL2(Q) ds < I+ ;(2 +4p1)

and, hence,

e e () 120y, e [, (8) 2oy < 21

for T' > 0 sufficiently small.

Step 3: Contraction property of S. We consider (ﬂ1,51,ﬁtr,1,ﬁér,1), (ﬂg,ﬁg,ﬁmgfﬁém) € My and
. . / ~ A~ A ~/ li

the corresponding solutions (u1,v1,Mer 1, My 1) = S(U1, V1, Mgy 1, Ny ) € Mr and (ug, V2, N2, Ny, ) =

S(uz, Vo, N2, Ny, o) € Mrp. We further introduce the notation

U= U — Uz, U= U] — Uy
and similarly v, ng., n},., U, N and n},.. Then, we have to show that
[ (w, v, 1y, n;’r‘)HXT < || (, v, e, ﬁ;&r)”XT
with a constant ¢ € (0,1) on a time interval [0, 7] small enough. The norm in Xr is defined as

1(w, v, 0y, i) | 7 = Oglt{XTHU( MLz + Jnax, lo(®)] L2 +0I£ta§XT”ntr( )z + max 174 ()| 22(02)-

We obtain the following system by taking the difference of corresponding equations of the system for the
1- and the 2-variables, respectively:

o b= A )+ G ) - ) =
o= i) ) o) =
e Oy = Ty — iy — e (5Irn£0 U _ 57l 1])
ﬁ£3 }] + n,[fr 2] + eVT" (ﬂfnt[fll] ~+ﬁ2[7921]> _. f},, (2.76)
cont, a1 -l % st i)
=i+l e (sl - wEly ) =

We mention that v and v are subject to the boundary conditions

N 1 . 1

f - (Vu + §uVVn) =N- (Vv + §UVV;,) =0
and the homogeneous initial conditions

u(0) = v(0) = n-(0) = ny,.(0) = 0.
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First, one finds

OfgngTHU( M2 < Cillullw, o,y < C1C2|lf1llL2(0,1)x2)

where C; > 0 is the constant resulting from the embedding W5 (0,T) — C([0,T], L*(2)). The constant
Cy > 0 originates from well-known parabolic regularity estimates for ||ul/w,(o,r) in terms of the L?-norms

of fi and u(0) = 0. Therefore,

orgta<XT [u()][z2(0) < C1C2 (a”ﬂf - ag”m (0,T)xQ) + 6””1&2 i] - ﬁyz«; HL2((0,T)xQ)
+Bllaf — HL2((0 T)XQ)Hﬁ;TOll ||L°O((0 T)xQ)
B N oy een [ = e oy

< C1Cy (BlTerl 20,1y + (@ + B)Ull L20.1)x02) + 28117 | L2 (0,1 x9)) -

Moreover, every f € C([0,T], L?(Q)) fulfills

T
o = [ [ Pawaes [ " max £ (03 0) = T2 qom)0200
and we proceed with the previous estimates to derive
goax Jlu(t)r2) < C1Ca(a + 280DV (|[fer | oo ry.L2 () + l@lleqo.r.c2@) + 7 oo L2 @) -
In a similar way, we arrive at

max [[v(t)|| 20y < C1C2(a + 2BDVT (|7, |lcqo.r),229)) + I0llcqo.r,e2)) + el oo,r.c2@))-

0<t<T
1 [t~
ne(t) = f/ f3ds
€Jo

for t € [0,T] and, using similar techniques as above,

Due to n-(0) = 0, one obtains

TR VT  ~
OQ&XTHMT( Mz < g/o [ f3ll2(0) ds < T||f3||L2((07T)XQ)
14281
€

< VT (@l 2(0.1)x ) + 10|22 0.1y x9) + Ter |22 0.1y x0) + 70 122 0,7y x ) )

1+ 281
+6T

< (I1allc(o,r1,2(0)) + I0lleo,m,L2@) + el eom,e2 @) + 17l eqo,m,z2@)))-

Note that because of fy = —fs, the last estimate equally serves as an upper bound for lne (t)[ 22 (o)
Taking the sum of the above estimates and choosing 7" > 0 sufficiently small yields

|| (’LL, U, Ny n;r) ||XT <c ”(67 57 ﬁtm ﬁ;r) HXT

with some ¢ € (0,1).

Step 4: Solution of . Step 2 and Step 3 imply that for 7' > 0 sufficiently small the mapping
S : Mp — My is a contraction. Banach’s fixed point theorem, thus, guarantees that there exists a unique
(u, v, N4, my,) € Mp such that S(u,v,ng,ni,.) = (u,v,n4,ny,.). Moreover, due to standard parabolic
regularity for (u,v), the fixed-point (u, v, ns,nj,.) is the unique weak solution of

Ou—Au=Au" +e = n[o U_ V"u"'n [0, 1],
o — Av = Avt +e ? n, [O U va+n[0 1},
1[0,1] Yo [0 1] [0,1] Vi /[0 1] (2.77)
0y =my —e2 v ng T —ng e g
n Vi
ey, = n£2 4 eVTu+nt£9’1] [O Uyes v+n[0 1,
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In order to prove the non-negativity of u, v, ns and nj,., we adapt an argument from [33]. First, we
define
h := min(0, u)

on [0,7] x € and notice that h < 0 and h(t = 0) = 0 a.e. since u(0) > 0 a.e. We now multiply the first
equation in (2.77) with h and integrate over (0,¢) x Q for ¢ € [0,T]. This yields

t t t t
/ /asuhd:cds:/ /Auhdazder/ /Anu+hdxds+/ / (e%"nﬁ?f] 7ev"u+n;[ro’1])hdxds.
0 JQ 0 JQ 0 JQ 0 JQ

(2.78)
The first term on the right hand side of (2.78)) can be seen to be non-positive using integration by parts
and the boundary condition from (2.71]):

t t t
//Auhda:dSZ—/ /Vu-Vhdxds—l// whn-VV, dods
0 Ja 0 Ja 2 Jo Joa
t t
—/ /Vu-Vhdxds:—/ /Vh~Vhdacds§0
0 Ja 0 Jo

due to uh > 0, - VV,, > 0, and since VA # 0 holds true only in the case u < 0, where we have Vu = Vh

in L?, see e.g. [20]. Moreover,
t
/ /Anu+hdxds =0,
0 Jo

and the third term in (2.78) is again non-positive as an integral over non-positive quantities:

¢
/ / [0 1 V"iﬁnﬁf’”) hdrds = / / e%n,[gfl] hdzxds <0
0o Jo

as a consequence of uth =0 in L?(2). The left hand side of (2.78)) can be reformulated as

t
//8suhdxds:/ Oshhdrds = - // h2 ds dx = - ||h(t)||i2m).
0 JQ 0 JQ

For the first step, we have used that the integrand dsu h only contributes to the integral if h < 0. But in
this case, u = h and, hence, dsu = dsh in L?, see e.g. [20]. This proves [|h(t)||12(q) < 0 for all ¢ € [0,T],
which establishes h(t) = 0 in L?(2) for all t € [0, T], and thus u(t,x) > 0 for all t € [0,T] and a.e. = € Q.
In the same way, one can show that v(¢,x) > 0 for all ¢ € [0,7] and a.e. = € Q.

The non-negativity of ny, follows from a similar idea using

h :=min(0, ng,).

Again, h < 0 and h(t = 0) = 0 due to n-(0) > 0. Multiplying the third equation of (2.77)) with h and
integrating over (0,t) x Q, t € [0,T], we find

//8ntrhda:ds—// ’[‘“ —eFutpll 0l oyt [O”)hdxds

As before, all terms under the integral on the right hand side involving n,[fi’l] vanish. Consequently,

t t
RO = s/ / Oshhdz ds = / / (ngﬁ?’” + eVT"qun;[f’”)hdx ds <0
2 0 Jo 0 Jo

for all ¢ € [0, T]. The same result holds true for n},. Therefore, we have verified that ns, (¢, ), ny,.(t, ) >0
for all t € [0,T] and a.e. z € Q.
The non-negativity of n. and nj,. together with nj, = 1 — ng, from (2.69) now even imply

ner(t, @), ny,(t,z) € [0,1], forall te€0,7] anda.e. z€Q.
This allows us to identify the unique weak solution (u,v, ny., nj,.) of to equally solve
Ou — Au = A, u + eVTnntr — eV"u(l — Ngr),
O — Av=Apv+ e%(l — ) — P vy, (2.79)

Vp Vn
e0ney =1 —ny — e vng —ngy +e2 u(l —ng),
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which is the transform version of the original problem ([2.1)).
Up to now, we have proven that there exists a unique solution (u, v, ns,.) € C([0,T], L?(2))3 such that
(u, v, N4, 1 — nyg,) € My on a sufficiently small time interval [0, T7.

Step 5: Global solution. We now fix T > 0 in such a way that [0,7*) is the maximal time interval
of existence for the solution (u,v,n,.) € C([0,T], L?())? of ([2.79). Moreover, we choose some arbitrary
q € N> and multiply the first equation in (2.79) with u?~!. Integrating over Q at time ¢ € [0,T*) gives

/—dx—/uq_latudx:/uq_lAudac+/Anuqu—l—/uq_1<e%ntr—ev"u(l—ntr)> dx.
dt Jq Q Q Q

Integration by parts and the estimates |A4,| < «, |eVT" ner — eV u(1 —ng)| < B(1 + u) further yield

d I
— —dgc< (q—l)/uq_2|Vu|2dx—f/ / uqﬁ~VVndads+a/uqu—&—ﬂ/(uq_l—i—uq)dx.
dt Q 2 Jo Joa Q Q

Moreover, we derive

q
/uqfldx:/ uqflder/ u—dxﬁ/lder/uqu:lJr/uqu
Q {u<1} {u>1} U Q Q Q

where we used || = 1. Hence,

;lt/ﬂuqqdx§5+(a+26)/ﬂuqu§’y<1+/Ququ) (2.80)

after defining v := o + 28. This results in

d/uqu<'yq(1+/uqu>,

which can be integrated over time from 0 to ¢:

t
sy < IOy + 70 [ (1 Tl e)
0
From this generalized Gronwall-type inequality, we deduce (cf. [14])
(O oy < IO )€+ €79 — 1 < (1 (04 ) ™™

and
()] Lage) < (1+ [[u(0)]|paay)e? < T

since 1+ [|u(0)]|za(a) < 1+ [[u(0)]| L) < I. As Ie?* is independent of ¢, we even arrive at
lu(t)l| Lo (o) < T
In the same way, we can show that [[v(t)| p=(q) < Ie?* for all t € [0,T*). As a consequence, we obtain

|
that the solution (u,v,ny.) € C([0,T], L*(Q ) can be extended for all times, i.e. T* = oo.

Step 6: L°°-bounds for n and p. We now prove the linearly growing L*°-bounds (2.8]) for n and
p. We only detail the bound for p and sketch how the bound for n follows in a similar fashion. After
recalling (with 7, =1 w.lo.g.)

8tp:vjp+ (1-7’Ltr — pepv’rL“-) s Jp:e*VPV (pevp) ,
0 P

we introduce the variable w = pe» and observe that V- .J, = V - (e*VPVw) =e V% (Aw — VV, - Vw)
and thus,

0w = Aw —VV, - Vw + evr (1 — Ny — ?w) (2.81)
0
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while the no-flux boundary condition #i-J, = 0 on 02 transforms to the homogeneous Neumann condition
A - Vw = 0 on 0N.

Next, by testing with the positive part (w — r — st)4 := max{0,w — r — st} for two constants
r,s > 0 to be chosen, we calculate by integration by parts in the first two terms

d1

%i/g(w—r—st)idz:/g(w—r—st)Jr (Aw—VVp-Vw—l-eVP(l—ntr—T;torw>—3) dx

(w—r — st)?

:—/ ]lw>r+st|Vw|2dx—/ vV, -V * da
Q Q 2

Nty
+/w—r—st (evp 1—ny — —w —s)dx
( R )

AV, oo T
gw/(w—r—st}idm—f—/@’—r_“ﬁ (e‘/p(l—ntr—ntw)_S)dxv
2 Q Q

DPo

since 7 - V,, > 0 by assumption (2.3). Moreover, since n, € [0,1] and w > 0, we have

d1 AV, |00
—7/(11)77'7 st)3 dx < %/(w —r— st)idxqt/(w —r— st)+(||evp||oo - s)dm.
a2 Jg 2 Jo 0
Thus, by choosing s := ||€"?|| s and 7 := ||w(7, )| s for some time 7 > 0, we conclude that
d
— [ (w—r—st)dr < ||A‘/})||Oo/(w—7"—81&)2+ dx,

and a Gronwall lemma implies
llw(t, Moo < lw(T,)|loo + €Y7 |00 £, forallt > 7> 0. (2.82)

Transforming back, this yields
1 \Z \Z
Ip(t, oo < ] (Ip(r. )lsclle”lsc + €77l t) . forall t > 7 > 0. (2.83)

In order to deduce the analog bound for n in (2.8)), we consider (with 7, =1 w.l.o.g.)

on=V-J,+ (ntr—n():w(l—ntr)) , Jn:e_V”V(neV").

We introduce the variable z = ne"" and observe that V - J,, = V - (e_V“ Vz) =e Vn (Az —VV, -Vz)
and thus,

1 - r
Oz=Nz—VV, -Vz+e'm <nt7« - 1t z) . (2.84)
no
Following the same arguments as above,

l2(t, oo < |l2(7, ) loo + ||eV”Hoot, for all t > 7> 0. (2.85)

Transforming back, this yields

1
In(t, oo < m (||n(7'7 -)||oo||6V"||oo + HeV"HOOt) , forallt >7>0 (2.86)

and thus (2.8]).

Step 7: Regularity and bounds for n.. We still have to verify n,. € C([0,T], L>(f2)) for all T" > 0.
Now, let T' > 0 and recall that

1 t
N (t) = ng-(0) + - / (1 — g — e png —ng +eVrn(l — ntr)) ds
0
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in L2(Q) for all ¢ € [0,T]. Considering a sequence (t,,)nen C [0,7T], t, — t, we thus arrive at

‘tn_t‘

L] [
||ntr(tn) - ntr(t)HLw(Q) < g ’/ ||1 — Nygr — GVPPntr — Ngpr + evnn(l - ntT)HL‘X’(Q) ds < CT —0
t

for n — oo. This proves the assertion.

The claim dyny, € C([0,7T], L?(2)) for all T > 0 is an immediate consequence of the last equation in
together with the L?-continuity and L*°-bounds of u, v and ng,.

Next, concerning the bounds , we recall system and observe that for all € € (0, gg]

€8tnt7' = h(ntr) = Rp(p7 ntr) - Rn(na nt’!'))

in the sense of L?(2), where h(ny = 0) > 1/7, > 0 and h(ny, = 1) < —1/7, < 0 uniformly for all
non-negative n and p. Therefore, wherever ng.;(x) = 0 (or analogous ny, r(z) = 1), an elementary
argument proves that ny,.(t,z) grows (or decreases) linearly in time and decays back to 0 (or 1) at most
like (a + bt)~1. More precisely, we reuse the transformed variable w = pe'» and find

1 - 1 t
aatntrz[l—(1+“’+”w”)mr} 2{1—(1+T”+T+5 )nt}
T,

D Tn Po Tp Tn Po

due to the estimate (2.82)). Setting 7,, := 7, := 1 w.l.o.g., we have
satnt,« > 1-— (?+ §t)ntr (287)

with appropriate 7, s > 0 independent of €. This implies, for some fixed time 7 > 0,

1
ner(t, ) > ST forallt > 7 and a.a. x € Q,
as can be seen from the following argument. Assuming that this claim is false, there exists an arbitrarily
large tg > 0 and some z € 2 such that

1
nir(to, @) < o
But since 0_¢ne(t, ) < —1/(2e0) < 0 whenever ng,.(t,x) < 1/(2F + 2st), we find by propagating into the
negative time direction that n,.(0,2) < 0 provided ¢ is chosen large enough. This proves the announced
decay property.
For the linear increase, we distinguish two cases. If

1
0 5 T o
ner (0,) < 2F + 257
then 9yny-(t, ) > 1/(2e9) > 0 (at least) as long as ny,-(t, ) < 1/(2r+257) and ¢ < 7. Hence, there exists
a T, <T:=min{eg/(r + $7),7} such that

N (T, ) and  ng(t,z) >

t
>__ - — forallt <T,.
T 2r 4 2sT ~ 2g orant=
An analogous argument shows that ny,.(t,x2) > 1/(2r 4 2s7) for all ¢t € [T}, 7]. As a consequence, we first
have that n,(t,z) > t/(2¢) for a.a. z € Q and all t € [0,T]. And second, n¢,(t,z) > 1/(2F + 257) for

all t € [T,7] and a.a z € Q. In the other case, when
+(0, >,
nir (0, 7) 2r + 2st

we directly obtain ns,(t,2) > 1/(2r 4 257) for all ¢ € [0,7] and a.a. = € Q. Adapting the coefficients
of the linear increase and the inverse linear decrease appropriately, we obtain bounds which intersect at
any prescribed time 7.
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Step 8: Lower bounds for n and p. Finally, we prove the bounds (2.10). We will only detail
the argument for the lower bound on n, as the bound for p follows in an analog way. Recalling the
transformed equation for u = e"»/2n, we estimate

1
Oy — Au = (§AVn — |VV |? — )u +e 3 ner + € ung. > cu + dng, (2.88)
where ¢ € R and d > 0 are constants due to the assumptions (2.3)) and eVrung > 0.

Next, we use ([2.9)), i.e. that for all 7 > 0 fixed, there exist constants 7, § and ~ such that ng,.(¢t,x) > nt
forall 0 <t < 7 and a.a. x € , while ng-(t,z) > /(1 4 6t) for all ¢ > 7 and a.a. x € Q. Then, by

introducing the negative part (u)_ := min{u,0} and testing (2.88) with (u — %) for a constant pu > 0
to be chosen below, we estimate

;ltl/(u—'uj)z_dx:/g(u—Mj)_(@tu—ut)dm:/g

2
(u - ﬂ) ‘ (—Au — cu — dny + ut) de

pt?
<— [ 1 _,e|Vufde —|—/ (u - —)
/sz ust 0 2 /-

Thus, for 0 < ¢ < 7 when ny,(t,2) > nt, we have

dl pit?\ 2 ut? [it?
al _ptt < ut? pt? §
dtQ/Q(u 2 )_dx—/g (u )_ el 5 = dnt + pit ) dw <0,

2
provided that we choose (|c|T/2 4+ 1) < dn. Hence, since [, (u(0, m)) dx = 0, we have

(u - %2) _’ (—0pu + put) dx

(leju — dngy + pt) da.

+2
/(u—’u—> dx =0, forall 0 <t <,
Q 2

which yields in particular u(t,z) > “t2 for all 0<t<r7andaa. z€Q.

Moreover, for ¢ > 7 when ny,.(t, :v) > 9, we test (2.88) with (u— ﬁ)_ for a constant I' > 0 to
be chosen below, and estimate similar to above

d1 r r ro
%5/9(“ 1+9t> de = /Q(“_1+9t)_<at“+(1+9t)2>dz
r g
< - A S LA
_/Q(u 1+9t>—< u+cu+dntr+(1+0t)2)dx
r ¥ Te
<— /1 2 — <
= /Q e d”/Q ( 1496 ) ’(' |1+0t 1+ 6t (1+9t)2>dm—0
pr?

provided that we choose |c|I" < dv. By further reducing either I or p, we are able to satisfy 1-1-% =5

2
On the one hand, this implies that [, (u(T, x) — H%) dr = 0, which results in

/Q(u(t,x) 1 —f@t) dx =0, for all t > T,

and, hence, u(t,x) > 1+9t for all ¢ > 7 and a.a. = € €. On the other hand, the increasing and decreasing
bounds now again intersect at time 7 as desired. O

Proof of Theorem [2.1]. As the major part of the proof is very similar to that of Theorem we only
detail the relevant differences. We again set the parameter 7,, := 7, := 1 and ng := p := 1 throughout
the proof and introduce the variables

VY A7
ui=e7z2n, vi=e72p.
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The equations for u and v then rewrite as
Vo Vo
w 1l—e2e2uv

1 1
dpu = Au + (§Avn - Z|vvn|2)u te

Yp Vi
24e2v+e2u
and

Vo Vp
l—e2ezuv

1 1 9 p
3tv:Av+(§AVp—Z|VVp| )v—i—e? v -

24e2v+e2u
We also maintain the abbreviations

1 1
SAV, = 1V € L(@)

as well as a, 8 > 0 where
|An], |4p] < and eT,el,eV",eVP <g a.e. in Q.

We shall also recall the notation X := max(X,0), which denotes the positive part of an arbitrary
function X. We now consider the system

Vo Vp
1—eZezutot

Vi
2

Ou—Au=Aut +e 7 T
2+e2 vt +ez2ut

2.89)
Vn Vb (
v, 1—ezezutot

8tv—Av:Apv++eTp ipzezuvv .

2+e2 vt +e3ut
The corresponding boundary conditions for v and v read
1 1

e (Vu+ 5uvvn) = (Vo+ 5vvvp) —0, (2.90)

the initial states are assumed to satisfy
(ur,vr) € LT(0)? (2.91)

and we set
I:= ”uIHL‘X’(Q) + ||UI||L:>o(Q) +1>1.
Subsequently, we will apply Banach’s fixed-point theorem to derive a solution of (2.89)—(2.91).

Step 1: Definition of the fixed-point iteration. We define the space
Xr = C([0,T], L*(9))?
for any T' > 0 as well as the closed subspace
M = {(u,v) c Xt | (u(0),v(0)) = (ur,vr) A

<
onax fu(t)llze(), max [[v(t)lze) <21 A

[l o 0,7y )5 1Vl Loe 0,7y x0) < 21} C X
Here, we define the fixed-point mapping S : X7 — Xr via
S(w,v) == (u,v)
where (u,v) is the unique weak solution of the PDE-system

Vn Vp . o
- Vi l—ezezqutot ~
Ou—Au=A,u" +e> - =: f1,
P~ Vin ~
2+e2 0t +e2ut

Vo Vb
1—ezezautot

(2.92)

V; ~
81;U*A’U:Ap:lj++67p = f27

7 Vi
24 et e qt

subject to the previously defined boundary and initial conditions. Due to fl, ]?2 € L%((0,T) x ), we
know that

u,v € Wo(0,T) = {f € L*((0,7), H'(Q)) | 8, f € L*((0,T), H'(2)*)} — C([0,T], L*(2)).
As a result, we have verified that (u,v) = S(u,v) € Xp.
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Step 2: Invariance of M. In the same way as in the proof of Theorem we start with (u,v) € Mrp
and calculate for any ¢q € 2N and every t € [0, T]:

d

t
/— —dacds<(20&f+ﬂ+4/33]2 / ||u||Lq @ @
o ds

Introducing 7 := 2al + B + 48312, we have

t
I oy = Oy < 7 [ o) 520y . (2.93)
Using the Gronwall-type reasoning from the proof of Theorem 2.1} we obtain
lu(t)|| o) < T+, (2.94)
for all ¢ € [0, T]. Corresponding arguments for v show that
2]l oo (0,7yx2)s 10l oo 0,y x ) ST +AT <21
for T > 0 chosen sufficiently small. From the estimate in , we also get

< <
onax fu(t)l|zz(), max, [v®)|z2) < T+7T <21

Step 3: Contraction property of S. We take arbitrary (uy, 1), (U2,02) € Mr and consider the
corresponding solutions (uy,v1) = S(u1,v1) € Mp and (ug,ve) = S(usg, V2) € Mp. We recall the notation

Ui= U] — Uz, U:=TU] — U
and similarly v, v. Then, we want to show that

1, )| xr < el (@, 0) [ x 1

for a constant ¢ € (0,1) on a time interval [0, 7] small enough. The norm || - || x, is defined via
)l 5= i, a0y + g, o010

The subsequent system results from taking the differences of corresponding equations for the 1- and
2-variables:

Vn Voo 4o ~4
~ n 1—eZezuy oy 1—e2ezu + ~
= A ) % (A I )
2+e2 0] ez 2—|—eTv2 —|—eTu2
Vo Vo4 ﬁﬁ~+~+
~ Vp l—e2e2ujv l—ezezu ~
O — Av = A, (¥ — )Jrez( Vo [rpee 2n~) = fa.
2+eva+eTui~' 2+62v +ezu+

The variables v and v are subject to the boundary conditions
1 1
i (Vu+ 5uvvn) — - (Vo+ 5vvvp) —0
and the homogeneous initial conditions
u(0) = v(0) = 0.

We again start with the estimate

O@&XTHU( Mz < Cillullw, o,y < C1Cal| f1llL2(0,1)x0)

where C; > 0 arises from the embedding W2(0,T) < C([0,T], L*(Q)) and Cy > 0 from well-known
parabolic regularity estimates for ||ul[y,(o,7) in terms of the L?-norms of f; and u(0) = 0. Therefore,

~f o~
OIEEE(T”“( Nz < C1C2 (O‘Hul — Uz ||L2((0,T)x9)

ot Vo Yoogy
1—e2ezu1v1 I —eze2uyv,

+5)| (295)

’VL~ \7 ~. N~
2+e2 “ ”1 +e2 + 2+eTpv§r+eVTu§r LZ((O,T)xQ)>
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The main task is to derive an upper bound for the expression in the second line in terms of ||| z2(0,7)x )
and [|V]|z2(0,7)x0). We deduce

1 Yy ~ ~- n Vi ~.
o R R 1

V n o~ v o~
24 eV +e U 24 €T +e Ul 1L2((0.1)x9)

H(l—evz evzulvl)(2+62v +eFul) — (1—6‘/26211,21)2)(2—}—621) +eF )

(2+ eTvl +eFah)(2+ eTv2 +eFul)

L2((0,T)xQ)

Tl ~. \ o~ 1 ~. . .
and define N := (2+e ? o e N2+ e 0 + eVTug) as a shorthand notation for the denominator.
Expanding the expressions in the numerator yields

7= ‘ ~(eF @ —ah) +eF @ - o)

Yo Yp Yo oy~ ~
oot e @ —aw) T E @ - ) + e Fa @ - T))

L2((0,T)x€)

and, consequently,

~ By~ B~
r < Z”uHLZ((O,T)xQ) + Z”U”LQ((O,T)XQ)
+ Bl 20,1y x0) + Bl L2 0,1y x2) + BTl L2(0,1yx2) + BTl £2((0,7)x ) -
We can now continue the estimate in (2.95)):

0Tt [u(®)][z2(@) < C1Cs <(a + 352)||1~‘||L2((0,T)x9) + 3ﬁ2||a”L2((O,T)><Q)) :

And since every f € C([0,7T], L*(£2)) fulfills

T
112200y = / /Q 2 dedt < / dt max 70320y = T2 0.71.2(0

<t<T

we may proceed with the previous estimates to arrive at

g2ax [lu()llzz i) < C1Ca(a+ 352)\/T(Hﬂllcqo,ﬂ,m(m) + ||5||C([0,T],L2(Q)))-

In the same manner, we obtain

o2ax [lo(®)llz2@) < Cr10x(a+ 352)\/T(Hﬂllcqo,ﬂ,m(m) + ||5||C([0,T],L2(n)))-

Adding the last two inequalities and choosing T > 0 sufficiently small gives rise to
1(w, 0)Lxr < e[ (@, V)| xr
with some ¢ € (0,1).
Step 4: Solution of (2.25). Step 2 and Step 3 guarantee that S : My — My is a contraction provided

that T > 0 is sufficiently small. Due to Banach’s fixed point theorem, there exists a unique (u,v) € Mr
such that S(u,v) = (u,v). This fixed-point is the unique weak solution of

Vn Vp
va 1l—ezezutot
Ou—Au= A, ut +e7

Vp % )
2+€T'U+ +€%U+ (2 96)
Vn Vp :
v 1—ezezyutTot

O —Av= At +e2

Vb Vi ’
24+ez vt +ezut
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The non-negativity of u and v now follows in the same way as in the proof of Theorem Consequently,
one can identify the unique weak solution (u,v) of (2.96) to equally solve

Vo Vp
l—e2e2zuv

Ou — Au = Anu+eVTn

Vp Vi 0
2+ezvtezu (2.97)

Vo Vp
% l—e2e2uv

0w —Av=Apw+e v —
24+ ez vteu

which is the transformed version of the original problem ([2.25)).

Step 5: Global solution. We notice that the transformed Shockley—Read—Hall reaction term satisfies

1 Vn Vp

Vi —e2 ez uv

€2 Vp Vo SB(]-—"_U)?
24e2v+e2u

which allows to proceed in analogy to the proof of Theorem[2:1} As a result, the local solutions constructed
above may be extended to all times 7" > 0 and satisfy the bounds

()| oo )s 1o(E)l|Loe () < T

for v := a4+ 24.

Step 6: L°°-bounds for n and p. Due to the upper bound

1—e"eVenp

2+ eVep +eVan —

we can establish linearly growing L°°-bounds for n and p by applying the same reasoning as in the proof
of Theorem 2.1l

Step 7: Lower bounds for n and p. Now, we prove the bounds (2.28)), where we will only present the
arguments for the lower bound on n, since the bound for p follows analogously. Employing u = e"»/?n,

we estimate
Vo

e 2
du— Au > Apu — eV u +

v o > cu+d(t), (2.98)
24+ezv+ezu
where ¢ € R is a constant and d(¢) € R for all ¢ > 0. The L*>*-bounds on n and p tell us that there exist
positive constants 6 and + such that d(t) > /(1 4 6t) for all ¢ > 0.

We further choose 7 > 0 arbitrarily and recall the notation for the negative part (u)_ = min{u,0}.
Testing (2.98]) with (u — Mt), for a constant p > 0 to be chosen below, we estimate

%%/ﬂ(ufut)idx:/Q(ufut>7(8tufu)dx:/Q

g/ﬂ (u—ut)_‘(—Au—cu—d(t)+u)dx

< _/ ]lugm\Vu\zdx—&-/
Q Q

Thus, for 0 < ¢ < 7 when d(t) > n for some appropriate n > 0, we have

%%/Q(u—uty_dxg/ﬂ

provided that we choose (|c|T + 1) < n. Hence, since [, (u(0, m))z_dm =0, we arrive at

(u - ,ut)‘ (=0 + p) dx

(u - ut)_‘ (le|u — d(t) + p) dz.

(u—ut)_’(ICIMt—nJru)deO,

2
/(u—ut) dx =0, forall0 <t <,
o _



2.7. PROOFS OF THE EXISTENCE THEOREMS 51

which yields in particular u(t,z) > ut for all 0 <t < 7 and a.a. x € Q.
Furthermore, for ¢ > 7 when d(t) > /(1 + 0t), we test ([2.98) with (u — 35;) _ for a constant ' > 0
to be chosen below, and estimate similar to above

d1 I 2 r ro
%5/9@7 1+9t)7dx’/ﬂ<“* 1+9t)7 <a“‘+ (1+9t)2>dx
</(U—L) Au—|—cu+d(t)+i dx
= S\ T Tre) - (1+ 61)?

r r g I
< — 1 r 2 ~ 1 L 0t - N =
- /Q u§1+et|vu| dx_‘_/{z (u 1+9t>—‘ (C|1+9t 1+ 6t (1+9t)2>dx_07

provided that we choose |¢|T" < 7. Reducing either I" or u appropriately, we are able to satisfy H_Fﬁ = uT.

2
On the one hand, this implies that fQ (u(T, x) — H_%) dz = 0, which yields

T \2
/Q(u(t,x) - m)f dx =0, for all t > 1,
r

and, hence, u(t, ) > Tt for allt > 7 and a.a. = € . On the other hand, the increasing and decreasing
bounds now again intersect at time 7, which finishes the proof. O






CHAPTER 93

Material Design for Optimal Excitation Induced
Charge Transfer in Photovoltaic Devices

The second part of this thesis is devoted to the investigation of a microscopic model for a certain kind
of a photovoltaic element. The major part of the work was carried out together with Prof. Dr. Gero
Friesecke at the TU Munich.

3.1 Introductory Material

We consider a bounded domain € C R3, which describes the photovoltaic unit, and a compact subset
Qnue C Q, wherein the positive nuclear charge is distributed. Our modeling paradigm builds upon the
assumption that every nuclear density distribution p. inside ,,,. results in a specific distribution p, of
the negative electronic charge. Moreover, we will employ the widely-used representation of the electronic
charge in terms of occupied and unoccupied orbitals (see e.g. [27]). In a simple picture, one can think
of orbitals as predefined spatial distributions according to which an electron is spread over Q (occupied
orbital) or not (unoccupied orbital). These orbitals are solutions to the Kohn—Sham equations

H[<,01a .- ~7<Pn}s0i = X\

which are a coupled system of n nonlinear Schrédinger-type equations in the case of n occupied orbitals.
But note that due to the additional spin degree of freedom, every orbital can be occupied by two electrons
having opposite spin. As the so-called Kohn—Sham Hamiltonian H is self-adjoint, all eigenvalues A; are
real. One can, thus, arrange the orbitals ¢; in such a way that the corresponding orbital energies A;
form an increasing sequence. Let us assume for the remainder of these introductory paragraphs that the
sequence (;); is strictly monotonously increasing.

Our studies shall focus on the structure of the electronic density p. in the ground state and the first
excited state of the atomic system. More precisely, we are interested in the change of p. when such an
excitation of the system takes place. One may think of a chain of different atoms (sketched as black ticks
on the left of Fig. whose electrons arrange to electronic orbitals which are possibly distributed over
all of 2. For the subsequent studies, we will restrict ourselves to pairwise occupations of orbitals. Every
orbital may thus be unoccupied or twice occupied by two electrons. In the ground state configuration,
the lowest n electronic orbitals up to the highest occupied molecular orbital (HOMO) are all occupied
by two electrons. And the first excited state only differs by the fact that HOMO is unoccupied but the
lowest unoccupied molecular orbital (LUMO) is now occupied by two electrons (see the right of Fig. [3.1)).
This excitation can be achieved by an absorption of photons with an appropriate frequency.

The main goal of this chapter is to find a certain nuclear distribution p,,. such that the difference
between the electronic density in the ground state and the first excited state, respectively, becomes as
large as possible. The reason for studying such a situation is motivated by a possible application in
photovoltaics. Think of a flux of photons which excites the atomic ground state configuration inside the
photovoltaic unit in such a way that the pair of electrons in HOMO is transferred to LUMO, as depicted
on the right of Fig. If the spatial distributions of HOMO and LUMO are accumulated to different
sides of the atomic chain (or different regions of 2, in general), this excitation simultaneously implies
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photons s «—— HOMO
] [ [ [ } b €T
0 L
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«— LUMO
f 1 I I I > T
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Figure 3.1: Top: The spatial distribution of HOMO and the ground state configuration of occupied
orbitals. Bottom: The distribution of LUMO and the orbital configuration of the first excited state.

a transfer of electronic charge, as shown on the left of Fig. [3.I] This charge transfer could then be
harvested by embedding the atomic system into an appropriate photovoltaic device to obtain an electric
current, but this is beyond the scope of this thesis.

As we want to maximize the electronic charge transfer caused by the excitation itself, we may assume
that the distributions of all orbitals ¢; remain unchanged. This approach is justified because we are
at this point not interested in any time-dependent relaxation properties of the orbitals but only in the
“instantaneous” charge transfer from HOMO to LUMO. Furthermore, we measure the distance between
HOMO and LUMO by calculating the difference between the center of mass of HOMO and LUMO. Since
we are working in R3, we additionally prescribe a direction e € R3, |le|| = 1, along which we want to
determine the charge transfer. We are, therefore, concerned with the following optimization problem:

max J[F, pruc] = '/Q (|‘Pn+1|2 - |<,0n|2) (z-e)dx

where we maximize over all admissible p;,,. specified below and all corresponding ground state orbitals
B :=(¢1,.--,¢nt1). The functional J[F, ppuc] will be called charge transfer functional.

We allow the nuclear density p,u.. to belong to a certain subset (to be specified below) of M(R?),
which is the set of all signed measures p : B3 — R defined on the Borel-sets B2 in R3. A signed measure
p:B? — R is a function satisfying p(0) = 0 and p(Ug—; Ak) = ey #(Ag) for any family (Ay)gen of
pairwise disjoint Ay € B. A norm on M(R?) can be defined via ||p| perz) := |p|(R?) where |u] is the
variation of u given by

||(A) := sup { Z |e(Ag)] ‘ A= U Ay, (Ar)ken C B° pairwise disjoint}
k=1

k=1

for all A € B3. The value ||p| pqre) is called the total variation of p. The following result [4, 15] will be
essential for our subsequent studies.

Theorem. The mapping ® : M(R?) — C}(R?),
W) f o= [

is a norm-perserving isomorphism. Moreover, p > 0 holds true if and only if fRS fdu > 0 for all
feCo(R?), f>0.

In this context, Co(IR?) denotes the set of all continuous functions f : R* — R with the following
property: For every € > 0, there exists a compact set K C R? such that |f| < ¢ holds true on R*\ K. The
fact that Co(IR3) is separable allows us to apply the Banach—Alaoglu theorem. This gives rise to another
important feature [4] of M(R?).
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Theorem. For every bounded sequence (u*)ren C M(R3), there exists a subsequence (1*);en C (uF)pen
and some p € M(R?) such that

fduf — / fdp
R3 R3

for all f € Co(R®). In other words, u* is weak* convergent to p (u* = p).

The electronic orbitals 1;(z, s) are assumed to belong to Hg () x Z3) and to be pairwise L%(Q)-
orthonormal. The first component represents the spatial variable z and the second one the spin variable
s. The set of admissible electronic orbitals thus reads

Aen = {0 € HYQ x Z2)™ | (1i(-, 8), (-, 8)) £2(0) = 0ij for all 5 € Zo} (3.1)

where the subscript n determines the number of orbitals under consideration. Note that Dirichlet bound-
ary conditions for ¢; are incorporated directly via the function space.

We still have to specify the class of admissible nuclear densities pp,. € M(R?). First, we demand
Pnuc > 0 as it shall represent a physical charge distribution. Second, we have already mentioned at
the beginning of this chapter that the nuclear charges are assumed to be contained in a compact subset
Qpue C Q. We, thus, impose the condition supp ppue C Qnue where the support [4] of a signed measure
€ M(R3), denoted supp p, is defined as the smallest closed set S C R3 such that |u|(R3\S) = 0. And
third, we request that pp,.(R?) = 2n, which ensures an electrically neutral system in the case of n twice
occupied orbitals and a total number of 2n electrons. Therefore, we define the set A, of admissible
nuclear densities as

Anuc = {pnuc S M(R?)) ‘ Pruc > 07 Supp Pnuc C Qnuca pnuc(Rg) = 2”} (32)

In Section we will prove the existence of a ground state and derive the Kohn—Sham equations
by employing a variational principle. Section [3.3] contains the announced proof for the existence of an
optimal nuclear charge distribution which causes a maximal electronic charge transfer by a light-induced
excitation. And the simulation of the 1D system describing a chain of atoms is documented in Section
together with the presentation of the employed algorithms and the obtained results.

3.2 Ground State Orbitals and the Kohn—Sham Equations

As a first step towards investigations of an excitation induced charge transfer, we have to take a closer
look at the ground state configuration of the electronic orbitals. More precisely, we shall prove that there
exists a collection of occupied orbitals which minimizes a certain energy functional and, hence, represents
a ground state configuration. Uniqueness of the ground state orbitals cannot be expected in the general
case, as we will discuss below. Nevertheless, we are able to identify at least one of these configurations
by solving the optimality system for a minimizer of the energy functional. This gives rise to the famous
Kohn—Sham equations.

As explained above, we are given a bounded domain £ C R3, which corresponds to the (microscopic)
photovoltaic element, and a compact set 2,,,. C 2, which serves as the admissible set for the distribution
of the nuclear charges. We introduce the electronic energy functional

Eppnc W] = ;i/ﬂ@xz [Vs]® + %/W (‘—1| x pe)pe + /RS exlpe) — /Rg (‘—1| « pnuc)pe. (3.3)

In this context, ¢ := (1,...,¥n) € Acp (defined in (3.1)) denotes the vector of those n electronic
orbitals which are occupied. The electronic density is defined via

n

Pe = pew_;] = Z Z |w1(78)|2

i=1 s€Zs

This formula is the same as for the density of the Slater-determinant [¢; ..., ) known from quantum
mechanics. Moreover, ppuc € Apue (defined in (3.2))) represents the nuclear density as discussed above.
The last part of the energy functional &, _[1] models the energy due to the interaction between electrons
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and protons, whereas the first quantity corresponds to the kinetic energy contained in the electronic
system. The following two terms represent the electron-electron Coulomb interaction and the p-dependent
exact Dirac-exchange contribution

o= ~Cop. 0= 2 (2)")

Lemma 3.1. The exchange functional e;[p.| satisfies the following properties:
1 L*(Q) D pk = pe € LX(Q) = [fps xlpl] = [ps exlpe]-
2. HY QX Zo)" D% = € HY QX Zo)" = fos €20F] = fias €xlpe)-

Proof. The first statement is obvious due to the continuous embedding L?(Q) C c L3(Q
claim follows from the first one when using the compact embedding H} () CC L*(2)
(

(©). The second
for QCcR3. O

Lemma 3.2. Letm €N, ¢ € A, Ve Aens Pruc € Apue and p =3 10, > sz, 10 s)|%.

1. The kinetic energy is bounded from below via
S warzL [ evee
2 i—1 ]R3><Zg ¢ - 2 R3

2. There exists a constant ¢(m) > 0 independent 0f$ and ppyc such that

Gl

c. [ ot etm+g [ vV

R3

3. The electron-proton interaction satisfies the bound

1 1
/ (— * pnuc>p < 16m(2n)? + */ IV/p%
s | 8 Jps

4. As a consequence of the previous bounds, the electronic energy admits the estimate

_42 [, 196 ) = s

Proof. 1. We first calculate

|owvir= |

The discrete version of the Cauchy—Schwarz inequality now entails

/w IV\/fJI?é/ (ZI@ )Vl )|>2

</Rg;(z|¢z<, 9 ) (vt - Z/ s

L, S

1vpf” i

_ Vpl? 1 ’ y .
4/]1{3 5 Zq%  8) Vil 5) + i, $) V(- 9)

2. We employ Holder’s interpolation inequality

_ 1
I£1lg < IAIRIFIR0, where Pl ;

top=1,¢q=4/3,r=3and f = p. This yields § = 5/8 and

4/3

5/6
lelly)s < llelly

1/2
ol
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We further recall the embedding H'(Q) C L%(Q) which gives rise to a constant C's > 0 such that

lolls” = IValls < CslValaia) < CsCrlIVy/pll2.

The constant Cp > 0 results from Poincaré’s inequality as \/p € H}(2). Together with Young’s
inequality, we thus obtain

Cy | p5 < Ca(2m)8CsCh - ||V /s < 202CECH(2m)3 + f||vwn2

R3

3. Applying Fubini’s theorem we find

1 ()
/ <7 * pnuc)p = / / p(y) dy dpnuc(x) < 2n sup / p(y) dy =2n sup / P (y) dy
R \| - | s Jrs |y — 7 wer? Jrs |y — 2 cer3 Jrs Y

where p(*) (y) := p(y+z). Subsequently, we apply the Cauchy-Schwarz inequality and the classical
Hardy inequality in R3. This ensures that for any = € R3

L= [ e dy<</nes S dy></R P )dy>1
< (f oy ) e v (o ol )

where the last expression is independent of x. We, finally, derive

/R3 (\%I *pnuc)p<4nf </ |v\[|2)1 < 16m(2n)? / V.72

where we have used Young’s inequality in the last step.

4. From the definition of £, . [@Z] and the lower bound on the kinetic energy, we see that

N
5pm[1/}]212/ Vil + / [V/pel? = Co / pé — / *pnuc Pe-
i=1 R3XZQ

The previous bounds further imply

which proves the claim. O

Up to now, we have not further specified which orbitals 1; are occupied in the ground state configu-
ration for a fixed nuclear charge distribution p,c € Apye, and in general, these orbitals are not uniquely
determined. Nevertheless, the characteristic property of ground state orbitals is the minimization of
the electronic energy functional £, . [¢)]. One therefore calls a tupel (¢1,...,9n) € Ae,n ground state
orbitals, if they satisfy

(p1,-+,¢n) € argmin {Epmc [1/7] | 1/7 € Ae,n} .

We will now show that there exists at least one minimizer of £

Pnuc

[1/)] by employing a well-known
technique in the context of variational problems. First, one ensures that &, . [1/7] is bounded from below,
which enables one to choose a minimizing sequence. Havmg established boundedness of such a minimizing
sequence, we are able to extract a weakly convergent subsequence. This weak limit will then turn out to

be a minimizer of the energy functional &, . [1/7]
Lemma 3.3. &, . [1)] is bounded from below on Ae .

Proof. This claim is an immediate consequence of Lemma [3.2] O
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As a result of the boundedness of &£, .. from below, we can now choose a minimizing sequence
(z/;k) C Ae.n. The following Lemma shows that this sequence (/%) is bounded in H{ (2 x Zy)™.

Lemma 3.4. Minimizing sequences (¥*) C Aen for & are bounded in H(Q X Zy)™.

nuc

Proof. Lemma [3.2] guarantees that

yMH

pn uc /l];} Z

SY MCCEORECOR

for all 1/_; € A, . As the left hand side is bounded along the minimizing sequence (15’“)7 this also holds
true for the kinetic energy term on the right hand side. O

We are now able to prove the existence of a ground state configuration by showing that the weak
limit of an appropriate subsequence of a minimizing sequence is actually a minimizer of £

nuc’

Proposition 3.5. There exists a minimizer g € A, for &

nuc®

Proof. From Lemma , we know that a minimizing sequence (1/7’C ) C Ae p exists, which is even bounded
thanks to Lemma Due to the reflexivity of H{ (2xZ2)™, there exists a weakly convergent subsequence
FF — @ € HY(QxZy)". The limiting vector ¢ again consists of pairwise orthonormal components, which
results from the strong convergence of (¢*) in L?(Q x Zy)™. Hence, @ € A, ,,. For demonstrating that &
is a minimizer of &£ it suffices to check that

Pnuc?

&

pnuc

[7] < hmlnfé’pmc[ k], (3.4)

where the electronic energy functional is given by

Eppuel Z/}sz Vil + / (| |*pe)pe+/]Rs ez [pe] —/RS (ﬁ*pmc)pe. (3.5)

We know that each summand within the first term is weakly lower semi-continuous as a function of
;i € HY(Q2 x Zg) since it equals the square of the L?-norm of V; € L?(Q x Z3). And as Lemma
shows that the third term is continuous as a function of p. € L?(£2), both expressions satisfy a relation

analog to (3.4).

Concerning the convergence of the second term within (3.5)), we keep in mind that p¥ — p. in L?(£2)
because of g% — @ in H}(Q x Z)™ and the compact embedding of Hg(Q) into L*($2). Holder’s inequality

further implies
1
(PE = pe)
/Q |z — [

The desired convergence of the electron-electron Coulomb energy now follows from an additional L?(£2)-
L?(Q) Holder estimate:

Kz(m*ps)pgé(h*pe)pe

We are now left to verify the convergence of the fourth term within (3.5)). To this end, we interchange
the order of integration using Fubini’s theorem and argue that

1 1
/ (7 * plg)dpnuc — (7 * pe)dpnuc~
re M - EONE

Above, we have already established uniform convergence of the integrand on R3. This results in

1 1
/ (7 * pf)dpnuc - / (7 * pe)dpnuc / dpruc — 0.
R3 | : | R3 ‘ ’ | Loo(R8) JR3

As a consequence, (3.4)) is proven and ¢ € A, , is a minimizer of &, _, . O

nuc

1
H|| * (Plec — Pe)

ok — pellz2(@) — 0.
L2(2)

< sup

TER3

= sup
L>(R3) TER3

|z =]

pell g2 = 0
L2

1 1
SH . *p]: ||p§pé‘||L2+H*(pI:pe)
R 7> B

< H|1| *(pf = pe)
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Having demonstrated the existence of ground state orbitals, we will briefly comment on the fact that
they are not unique. This is a direct consequence of the unitary invariance of the electronic energy
functional &€

Pruc*

Proposition 3.6. Let 1/7 € Aep and U € C™*™ be a unitary matriz. Then, U@/; € A.p and

é‘pnuc [w] = gpnuc [Uﬂ}} .
In particular, the set of ground state orbitals is invariant under unitary transformations.

Proof. The unitary invariance of A, can be verified by an elementary calculation. A closer look at

the definition of &,,,. [)] in (3.3) reveals that the energy functional is unitary invariant provided the
kinetic energy and the electronic density are unitary invariant. Since the reasoning for the kinetic energy
is practically the same as for the electronic density, we shall only detail the argument for p.. We set

w Uw and find
:ZZ |¢:(7S)|2: Z(1#1‘(33),.'.,¢;(-,S))U*U(¢1(~,S)7...,’Q/Jn ) S Z Z sz )
=1 s€Zo SEZo 1=1 s€Zs
which is equivalent to p,, = pe. O

Despite the lack of uniqueness of ground state orbitals, one can derive optimality conditions for
minimizer of £, and solve them for the corresponding orbitals. This approach results in the famous
Kohn—Sham equations.

Proposition 3.7. Let 7,/7 € Ae,n be a minimizer of £,,.,.. Then, there exists a unitary matriz U € C™*"
such that g := Uz/_; satisfies
1 1 ,
H@i = iA + ﬁ * (pe - pnuc) + ez[pe] Yi = )\1901
The operator H is called the Kohn—Sham Hamiltonian and the corresponding equations are referred to
as the Kohn—Sham equations.

Proof. We start by choosing a vector 1/7 € A, which is a minimizer of

Eppucl® Z/R&% [Vabi|* + / (ﬁ *pe)pe + /RS exlpe] — /RS (ﬁ *pnuc)pe-

For each component v;, we now perform a variation v; — 1; + ex where ¢ € R and x € H}(Q x Zy)
fulfills the constraints (1;, x) = 0 for all 1 < j < n. As a result of the orthonormality of {4;(-,s)}; for
all s € Zs and the assumption on Yy, the norm and orthogonality constraints on v; + €y are preserved in
the following sense for all s € Zs:

(i +ex, Vi +exX)re) =1+ O(E%) and (¥, ¢; +eX)r2@) =0 for j #i.

As € = 0 is optimal for the mapping € — &, _[¥1,...,¢%; +€X,...,1¥,], there exist Lagrange multiplier
A;; € C such that

4
de

d

gﬂnuc[d)h"'?wi +5X7"'71/}n] =A},—

“ e (wja X>L2(Q)

<wl+5X 1/Jz+€X L2(Q +ZAzgd

e=0 e=0 j#i

A couple of elementary calculations gives rise to

Re(/ V7 Vx + / <7 * Pe)Qwi X+ / 6;[/7@]21/’1‘ X — / (7 * Pnuc>2¢i X) =
RSXZZ RSXZQ | . | RSXZZ RSXZQ | ) |
2AfiRe/ six+ 3N / Wix. (3.6)
RSXZQ

J#i REXZo
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Since x € H}(Q x Zy) is arbitrary, we first get rid of the real parts by taking the sum of (3.6)) as above
and 7 times (3.6) where x is replaced by —iy. Moreover, we integrate by parts the first term on the left
hand side and collect the terms on the right hand side. We then arrive at

_ 1 1 , -
H’(/}i = (_ §A + W * (pe - pnuc) + %[Pe])lﬁi = ;Amdh
Due to the self-adjointness of H, we further conclude that (A;;);; is hermitian:
Nij = (Y5, Hipi) = (Hpj,10i) = (¢i, Hipy)™ = A,
As a consequence, there exists a unitary U € C"*" and )\; € R such that

A
U AU = -
An

Defining @ := U4 thus gives a solution of the Kohn—-Sham equations

1 1
H@i = (_ §A + ﬁ * (pe - pnuc) + e{p[ﬁe])@i = )\i(Pi-
And this @ is also a minimizer of £, . as the electronic energy is invariant under unitary transformations

due to Lemma 3.6 O

3.3 Existence of Optimal Nuclear Densities

We now come to the main result of this chapter, which guarantees that there exists a certain distribution
of the nuclear charges such that the resulting electronic charge separation between HOMO and LUMO
attains its maximal value. As above, we choose a domain 2 C R3 being open and bounded, as well as a
compact subset ,,. C €). The set of admissible nuclear mass distributions reads

Apye = {pnuc € M(RS) ‘ Pruc = 0, Supp pnuc C Qnue, pnuc(RB) = QTL}

It contains all non-negative, bounded Borel-measures on R? which are supported inside §2,,,,. and describe
a total nuclear mass of 2n. Additional constraints are possible as long as they do not violate the
compactness property from Proposition below. In Section we will investigate nuclear densities
which are the sum of a certain number of Gaussian distributions at fixed positions representing the atomic
cores. All subsequent results hold true also for mass distributions of this type (see the discussion at the
end of this section).

In the previous section, we have studied the ground state configuration of n orbitals which are all
twice occupied. In this situation, we did not pay attention to a specific order of the orbitals. However,
if we are dealing with HOMO and LUMO, we have to specify which of the n orbitals corresponds to
HOMO. And we also need a condition which characterizes LUMO. We, therefore, consider n+1 electronic
ground state orbitals & := (¢1,...,9nt1) € Ae nt1 which satisty the subsequent conditions (i), (ii) and
(iii).

For technical reasons, we introduce the following shorthand notations for certain components and
subvectors of any @ € H (2 x Zy)"** and related objects like 3*:

- ¥
B (1) -
’U::(Spla"'a(p 71)7 o —_——~
" Y = (@1, ey Pn—1, Pn ’<Pn+1)- (37)
X = Pny W= Pndl, —~~ ——
X w

The main advantage of this notation consists in preventing additional subindices which determine the
components and parts of ¢, respectively.

The first condition demands that the orbitals ¢1,..., ¢, are all twice occupied in the ground state.
This constraint has already been used in Section [3.2]
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(i) (¢1,...,9n) € argmin {Ep”uc [(5] | (E € Ae,n} where

I 1 1 1
&l =3 [ vl [ (Fee)ect [ elod = [ (7 oo
prue 2; RS xZs 2 Jrs N R3 s M
We recall that

pe=)_ > loil9)

i=1 s€Zso

The following constraint guarantees that ¢,, is indeed the energetically highest orbital which is occu-
pied in the ground state. Literally, we are looking for that orbital which lowers the electronic energy at
most when removing it from the set of occupied orbitals.

(ii) ¢p € argmin {55’%“ [¢]| ¢ € {1, .-, gpn}} where

65 8= Ep i~ 3 / L / ealpd + / Ceafpe= 3 1o o)

SE€ZLa
+ /RZ (ﬁ * (Pnuc — pe)) |6 + % /RZ (ﬁ * |¢|2)|¢\2.

The third condition determines possible choices for LUMO by the solution of another variational
problem. In this case, both the electronic potential generated by ¢, ..., ¢, and the nuclear potential
serve as external quantities independent of the choice for LUMO. This is also the reason for the factor
1/2 in (i) and the factor 1 in (iii) in front of the electronic potential.

(i) @p+1 € argmin {5;,%“ [0]| ¢ € A, ¢(,5) L {pi(-s)}ie, forall s € Zg} where

it =5 [ o [ (Srtoempua) o= [ eclod + [ ecfoer S loC. o],

SEZ2

We are now able to state the optimization problem which we are going to investigate in this section.
Our aim is to maximize the charge transfer functional J[Z, pnuc] as a function of the ground state orbitals
@ € Acnt1 and the nuclear density ppyc € Anuye:

max J[@y pnuc} = ‘/Q (“pn+1|2 - |90n|2) (3j ’ 6) dx

Here, e € R3, |le|| = 1 serves as the direction along which we calculate the resulting charge transfer
from HOMO to LUMO. The optimization is performed simultaneously over all (F, pnuc) € Aent1 X Anue
such that (i), (ii) and (iii) are fulfilled. In other words, (¢1,...,¥,) are ground state orbitals, ¢,, equals
HOMO and ¢,,+1 equals LUMO.

In order to prove that there exists an optimal nuclear density resulting in a maximal charge transfer
from HOMO to LUMO, we first prove that the set of all pairs (@, ppuc) € Aent1 X Anuc satisfying (i),
(ii) and (iii) is weakly x weak™ sequentially compact. Together with the weak x weak* continuity of the
charge transfer functional J[@Z, pnuc], we are able to deduce the existence of an optimal nuclear charge
density. But most of the work is necessary for the subsequent compactness result.

Proposition 3.8. The subset

A = {(&, pruc) € Acnt1 X Anue| (1), (i), (i) are satisfied}

is weakly x weak* sequentially compact in H}(Q x Zg)" T x M(R3).
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Proof. Let (&%, pk,.) C A. We first show that there exists some C' > 0 such that || ¥ || g1 (@xz,)n1 < C

for all k. Besides, we recall the notation (Jk,wk) = g* with 1/_)7“ € A, and wh e Ac,1 introduced in
(3.7). Thanks to Lemma we have

1 Z/RSXZQ IV < E [67] + e(n) +8(2n)° < E [§] + c(n) + 8(2n)°

1 n/ 112 1/ 1 / / 3
<z Vii|* + = — % p, ) p. +c(n) +8(2n)°, (3.8
32 oo, 1TV [ (et )ol el 820, (38)

where 1/7' € A, is an arbitrary trial function. As the right hand side is independent of both @* and
pr e, the bound on ||/ll_}'kHH1(Q><Z2)n follows.
Using the elementary inequality (a + b)*/3 < 22/3(a*/3 4 b*/3) for all a,b > 0, we derive the estimate

ol 2 [ 1000 [ (o)l =x [ (oo 3 istoor)’

SEZL2

2 1 1 5 %
>+ / \Y 2_/ T * Pnuc 2_2§Cz/ S 230/ e
(G+3) [, wok= [ (Feru)ia [ (T o) o}
1 2 2 1 —
> 7/ |Vo|> — 16(2n)? — 23¢(1) — 23 (c(n)—i—Z/ wﬁ)
8 R3 X Zo 8i:1 R3 X Zo

where ¢(1) and ¢(n) are constants introduced in Lemma Evaluated along (&%, pk ) = (¥F, Wk, pk ),
the term at the end of the last line above is bounded independent of k due to . Consequently,
there exists a constant C; > 0 independent of k such that for some trial function w’ € A, satisfying
w(-,8) L {wi(-,s)}, for all s € Zy one has

1
g/ VWP < &f o W+ Ci <& o W]+C
R3 X Zs PerPruc PerPruc
1 712 1 k 712 k
<o IvwPe (e )P = | ealol]+
2 R3 X Zo R3 X Zo || R3
1/ 1
<1 |w|2+H | el et / VAP + Oy
2 R3 X Zo || L2(Q) s% @ Z R3 X Zo
1
< */ |Vw'|? + 2n| — W' (-, 5) + G
2 Jr3xz, | ol j7, L2(Q)

with a constant Cy > 0 independent of k due to . Here, we have applied Young’s inequality for
convolutions in the third line. This proves the bound on ||wk||H1(QX22) and, hence, on H(ﬁk||H1(QX22)n+1
as claimed above.

We further have

Due to the Banach—Alaoglu theorem, there exists a subsequence (G%, pft ) (3%, pk ) such that

G = Fe HY(Qx Zy)"™ and  pf, > ppue € M(R?).

We show that ppue € Anue and (G, pnue) satisfy (i), (ii), (iii). Concerning ppu. > 0, we take an
arbitrary f € Co(R?), f > 0, and obtain [, f dppuc = iMoo fgs f dpl,. > 0 since pft,. > 0 for all
. Next, assume that supp ppue ¢ Qnue- Then, there exists some © € Supp pnuc\2nue and a compact
neighborhood U of z satisfying U C R3\Q,,c and ppu.(U) > 0. Besides, there exists some f € Cp(R?)
such that f =1on U, f =0 on Q,,. and f > 0. This gives rise to fRs fdpnue > fU I dpnuwe = pruc(U) >
0. On the other hand, [os f dpnuc = limy_yo0 [gs f dpkl,, = lim_o0 fQ fdpf, . =0 — a contradiction.
And for proving ppu.(R3) = 2n, we choose some f € Cy(R?) satisfying f =1 on Q.. and calculate

pHUC(R?)) = /3 dpnuc = /3 fdpnuc - hm fdpnuc - hm / dpnuc - hm pnuc(Rg) = 2n
R R
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For proving that ¢ € A¢ 41, we only need to show that (@;(-,s),;(:,8))r2() = 05 for all s € Zs.
But this is a trivial consequence of the compact embedding of Hg(£2) into L?(£2) and the resulting strong
convergence ¢ — @ in L2(Q).

It remains to establish (i), (ii) and (iii) for the pair (F, ppuc) € Aen+1 X Anue. This will be done via
the subsequent lemmata, which will be proven immediately after the proof of this proposition. We first
show that (@, ppuc) satisfies (i). For this reason, we recall the separation (¢, w) = @ with ¢ € A, and
w € A, as defined in (3.7). The same notation will be applied to sequences.

Lemma 3‘9‘ Let (’l;k7wk7p7kzuc) C A) (Jk?wk) - (,(/_;7(*}) E Ae,n+l; p’,rcluc L pnuc E Anuc- Then7

E e [w] < liminf & x C[zzk].

k—o0

Lemma 3.10. Let (0%, wF, pk, ) C A, (0%, %) = (4, w) € Aensts PEue = Pruc € Anue. Then,

—

limsup &, [1/76] < &[]

k—o0

where Y, € A¢ p is a minimizer of £

nuc*

Thus, 1 is a minimizer of Epnue and (1, W, prue) = (B, pruc) satisfies (i). One can proceed in a similar
way to show that (F, pnue) also fulfills (ii). In order to prevent confusions with the notation introduced
in (3.7), we mention that (7, x,w) = @ where ¥ € A, ,,_1 and x,w € Ac 1.

Lemma 3.11. Let (0%, x*, ¥, pk,.) C A, (7%, X%, wF) = (T, x,w) € Acnt1, Pl X poue € Apue. Then,

E- [ <lminfé- , "

YiPnuc k—oo  ¥F.05uc

Lemma 3.12. Let (G°, x*,wk, pk ) C A, (T%, x*,w®) = (T, x,w) € Acnit, PEue = Prue € Anue. Then,

limsup £, <é&= X«
k— 00 w P nuc [ ] Y, Pnuc [ ]
where X« € Ae1 s a minimizer of Eip
This proves that x is a minimizer of £~ and, hence, (U, x, w, pnuc) = (B, pnuc) satisfies (ii). Along

sPnuc

the same lines of arguments, one can Verlfy that also (iii) is fulfilled by (&, pnuc). Here, we will use the
notation (1/1, w) = ¢ as introduced in , where w €Acn,andwe Ag ;.

Lemma 3.13. Let (J’“,wk,p’fmc) C A, (wk,wk) — (w,w) € Aent1, p’fmc = Pruc € Apue. Then,

er [w] < liminf &Y,

k
PesPruc koo PEPEuC )

[w

Lemma 3.14. Let (Jk,wk,pfmc) C A, (PF,wh) = (Y,w) € Aenits PEue = Prue € Apue. Then,

hmsu[)g e 503 o) Wi
k—oco ef ﬁ,u(‘[ ] ’ WHC[ ]
whe‘r@ Wk S 116 1 Zé a mlnzmz f PesPnuc”

As a consequence, (iii) holds true for (F, pruc) € Ae nt1 X Anue, which finally proves (&, ppuc) € A. O

Proof of Lemma [3.9. We recall the electronic energy functional for (¢, w¥, pk ) C A:

1
Epp, [0 Z/ Vo7 + / ( Pe)p§+/ ex[pt] —/ (**pﬁuc)p’é-
R3 XZo ‘ | R3 R3 | . |

The same arguments as in the proof of Proposition [3:5] show that the first three terms are weakly lower
semi-continuous as a function of 1/1’“ € H}(Q x Zy)™. The convergence of the last integral,

1
u/" (444’* pe>(1pnuc — j/ T pe)(ipnuc;
AN
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where we have already interchanged the order of integration using Fubini’s theorem, has to be considered
separately due to the simultaneous convergence of p* and p%, .. To this end, we rewrite

/ (ﬁ * pl(j)dp’lriuc - / (ﬁ * pe)dpnuc <

R R3 -
1 1 ) 1

/]Rz (ﬁ * pl;)dp'];uc ) /Rs (ﬁ * pe)dpfm + /]RS (ﬁ * pe)dp’:m — /RS (ﬁ % pe)dpmw

and observe that the first term on the right hand side satisfies

1 1
/ (7 * plec>dp7liuc - / (7 * pe)dpﬁuc / dpﬁuc — 0.
s M- s M- L= (R3) /R3

The employed L*°-convergence |- |~ % p¥ — |- |71 % p. follows from the same reasoning as in the proof
of Proposition It remains to verify that

1 1
/ (7 * pe)dpfbuc — (7 * pe>dpnuc~
2 N 2 N

The main part consists of proving that the integrand is in fact continuous. The claim then follows from
an additional decay property of the integrand, which allows us to pass to the limit using the weak™*
convergence pk = p,... First, the embedding H} () — L5(Q) in R? implies p, € L3(2). Together
with Young’s inequality for convolutions, we derive |-|~1xp. € L>°(R3) since both ||~ and p. are square-
integrable in R%. Using Holder’s inequality and again Young’s inequality, we obtain Vp, € L3/2(Q) and,
hence, |- |71 * Vp. € LP(R3) for all p < co. Consequently, |- |~ x p, € WHP(R3) for all p < oo and

<[t -0

||t % p. € C¥15(R3) for all € > 0.
For x € R3\Q, we further calculate

1 1 1 1 2n
(ﬁ*ﬂe)(ﬂﬁ) :/R3 mﬂe(y) dy:/ Iz — |Pe(y) dy < m/ﬂpe(y) dy = dist(x, Q)

This proves | - |71 % p. € Co(R?) and we deduce

1 1
/ (7 * pe)dp'rk“iuc - (7 * pe)dpnuc
re M re M

as a consequence of the weak™ convergence of p&. . to ppye. O

Proof of Lemma [3.10. Let k € N be arbitrary and ¢, € A, be a minimizer of Epnue- As ok is a
minimizer of £y, we obtain

e, [F] < Epr [1]

1 & / , 1 1 o,
=3 IV%*I + */ (7 * pe,*)pe,* +/ ez[Pe,*] - / (7 * pnuc)pe,*
2; RS X Zs 2 Jgs \|-]| RS R \| -]
1 — / , 1 1 1 -
— = |v¢1,*| + */ (7 * pe,*)pe,* +/ ez[pe.*] - / (7 * Pnuc)Pe,* = 'nuc[ *]
2; R3 X Zy 2 Jrs \| | R3 ’ e N - .

where the last integral converges due to the same reasoning as in the proof of Lemma [3.9] O

Proof of Lemma [3.11]. A closer look at the energy functional

B 1n71
G D=5 X [ = el + [ el = o]

SEZso

1 1 1
+/ (**(p’éuc*p’é))\xk\ug/ (**|Xk|2>|xk|2,
R3><Zz | ' | RSXZQ ‘ .|
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where (3%, x*,w¥, pF ) C A, shows that the convergence behavior of all appearing quantities has already
been investigated in the proofs of previous lemmata. In detail, the weak H'-convergence of 1/)’“ and x*

implies a corresponding strong L2-convergence of p¥ and |y*|2. The two expressions in the second line
above converge to the same expressions but without the index & (see the proof of Lemma for details).
And both integrals over the exchange energy e, converge due to Lemma [3.I] The gradient terms, finally,
are weakly lower semi-continuous as a function of ¢; € H}(Q x Zs). O

Proof of Lemma [3.12. Choose some arbitrary k € N and let x. € A.; be a minimizer of &;

Pruc
Since x* is a minimizer of 51;k) ., one finds
— k —
glﬁk’pﬁuc[X] 5117 pnuc[x*]
- 1
Ce [ [l [ et X o]
£ 0 5 Rgxzzl wl? = [ ealel] o |0F =D Ixal

SEZs2

1 1 1
L B (e R ) [N I C R [
RSXZQ | : ‘ 2 R3><ZQ | : ‘

From Lemma [3.10, we deduce

limsup €y [*] < &,,,.[0.] < €, [¥]

k—o0

as P, € Ae, is a minimizer of £
side, we arrive at

Due to the convergence of the remaining terms on the right hand

nuc®

limsupE- . [XF] <& (Xl

k— 00 sPruc U, Pruc

as claimed above. O

Proof of Lemma [3.13, The energy functional

1 1
oot =5 [, 9P [ (Pt st [ el [ ecfibe 3 o]
Pe»Pnuc[w] 2 R3><Zz| w ‘ + R® xZ, ‘.|*(pe pnuc) |w‘ RSB_ [pe] Pet |w

SEZL2

evaluated at (z/_;k ,wk pk )y C A is closely related to the energies investigated above. In particular, the
first integral term is weakly lower semi-continuous with respect to w € H} (2 x Zs). And the remaining
three quantities converge to their counterparts without the index k due to the strong L2-convergence of
p¥, the L2-continuity of e, and the weak* convergence of p¥ .. Compare the proof of Lemma [3.9| for
further details. O

Proof of Lemma . We select a minimizer w, € A.1 of £ , —and pick some arbitrary k € N.

As w¥ is itself a minimizer of 5 bk We deduce

E o, WS E ] =
1 1

=5 L el [ (et =) [ el + [ e[+ 3 leoP]
2 R3XZo R3XZo | ! | R3 SE€Zo
1 1

- = |VUJ*|2+/ (f*(pe—pnuc)>|w*|2—/ ezpe +/ ea: Pe"‘ZW* ;S :|
2 R3 XZo R3XZo | ' | R3 SE€Zs

_ o+
= Ep e Wil

The convergence of the various expressions is a consequence of the reasoning which has already been
presented in detail above. O

Proposition 3.15. J[3, ppuc| is weakly x weak* sequentially continuous in H}(Q x Zz)" T x M(R3).
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Proof. Let (3%, pF..) C Acni1 X Apue and (B, prue) € Aent1 X Anue, Where we assume
G — @ in H} (2 x Zo)"™ and  pF . = ppue in M(R?).

The weak convergence @* — @ in H} (€ x Zy)"T! yields strong convergence ¢* — @ in L2(2 x Zy)"+1.
This already implies

I[3", proue) = ‘/ﬂ (lenal? = lenl?) (z - e) do | — ‘/ﬂ (lens1l* = lonl?) (@ - €) da | =T[5, puuc]

and, hence, the announced continuity. O]

Theorem 3.16. There exists a mazximizer of J[@, pnuc| in A. In particular, ppue € Anuc s an optimal
nuclear charge density giving rise to the largest charge transfer possible.

Proof. As the charge transfer functional J is bounded from above, there exists a maximizing sequence
(@*, pk ..) € A. Due to Proposition there exists a subsequence (G,

Prtue) € (8", Plhue) and a pair
(B, pruc) € A such that G — @ and pkt . = p,... Finally, Proposition enables us to conclude that

sup (6 onue] = Jim J[E*, ) = lim T[] = T8, e,
(¢:0nuc)EA *° e

which demonstrates that ppuc € Apye 18 an optimal nuclear charge density. O]

In the next section, we will be concerned with nuclear densities

Pruc = Z aj pja

where p; and o are the fixed positions of N nuclei and the width of the normalized Gaussian distributions,
respectively. Thus, pp,. only depends on the coefficients a;. Due to modeling issues explained below, all
a; are integer valued and bounded. The set of admissible nuclear mass densities then reads

Ape = Pruc = Zaj (pj,0%) |a; € [As, A7]

where Al . C Ay is a consequence of the assumptions 0 < A, < A* < oo, Z;\f:l a; = 2n and the fact
that the normal distribution can be regarded as numerically zero outside a certain neighborhood of the
points p; (see Fig. for a visualization). All results presented above for the set A, are equally valid
for A;mc There is just one point where a careful reconsideration is necessary. In the proof of Proposition
we choose a subsequence pk. = converging weak* to pp.. € M(R?). Here, we have to assure that

Pnuc € AL .- We know that

N
k _ k; 2
pnluc - Za’j N(pj,O'
=1

with afl € [As, A*]. Therefore, there exists a sub-subsequence
k A
pnl'z;nc ZajlmN(pj702)
j=1

where a?"m — a;? € [A, A*] holds true for all 1 < j < N. This sub-subsequence pﬁ'u"c converges uniformly
and, hence, weak* towards

N
p;kzuc = ZG;N(pja 02
=1

The uniqueness of weak* limits, finally, implies that ppue = €A .

*
p’l’L’lLC
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3.4 Numerical Results for a Chain of Atoms

In order to illustrate the practical applicability of an appropriate nuclear density distribution concerning
a significant charge transfer within the material, we investigate the following 1D problem. Consider
a chain of 20 atoms where each of them coincides with carbon at the beginning of the optimization
procedure. This corresponds to a total number of 120 protons inside the atomic cores and 120 electronic
states, which may either be localized to certain atoms or delocalized between the atomic cores. During
the subsequent optimization steps we only change the number of protons at the given sites of the chain
preserving the total number of 120 protons. Apart from that, we will also have a look at the “continuous”
dependence of the charge transfer functional on the atomic configuration. In other words, we calculate
the charge transfer also for certain non integer-valued proton numbers in order to study the underlying
mechanisms in more detail.
In this simplified one-dimensional setting, the optimization problem reads as follows:

L
max J[ppuc] = '/LLE (Ienl® = lontal?) dz

where [—L, L] is the spatial extent of the system and ¢; — implicitly depending on the nuclear density prq.c
— is the i-th electronic eigenstate of the Kohn—Sham Hamiltonian H = —1/2d?/dz? + V corresponding
to the i-th lowest eigenvalue \;. Hence,

Hopi = Xigi.
For the following modeling approach, we only take the Coulomb part of the Kohn—Sham potential V'
into account. We therefore skip the contribution of the exchange-correlation part of V. The state ¢,
denotes the highest occupied molecular orbital (HOMO) and ¢,,41 the lowest unoccupied molecular orbital

(LUMO) in the ground state configuration. Thus, n = 120 in our situation. We will subsequently refer to
J[pnuc) as the charge transfer functional. But we will also encounter the signed charge transfer functional

L
I[Pnuc] = /L$ (|90n+1‘2 - |<pn|2) dz,

which can attain both positive and negative values.
In 1D, the Coulomb potential V' cannot be obtained by the convolution of 1/| - | with the charge
density as 1/] - | is not integrable in 1D. Instead, we employ an effective potential [5] 6]

T x? x
va(z) = 57 P | 17 erfC(Qd)

which results from the integration of 1/| - | over the lateral degrees of freedom inside a thin wire. The
constant d is related to the diameter of the wire, and erfc denotes the complementary error function. We
will set d = 0.01 throughout all numerical simulations. The Coulomb potential is then calculated from

V= Vg * (pe - pnuc)
where

n
Pe = Z |50i|2
i=1

is the electron density of the ground state and

N
Pnuc = Zaj/\/(pja 02)
j=1

defines the nuclear density. Moreover, N = 20 equals the number of atoms in the chain and the 20-
component vector a contains the proton numbers of the corresponding atoms. The nuclei are modeled
as sharply peaked Gaussian distributions of width ¢ > 0 at fixed positions —L < p; < ... < py < L.
For all subsequent simulations we employ o2 = 1/2000. The variables which we aim to optimize are
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Figure 3.2: Top left: The pure carbon chain does not yield a non-vanishing charge transfer. Top right:
The nuclear configuration resulting from our optimization method which generates a significant increase
of the charge transfer functional compared to the elementary perturbations below. Middle and bottom:
Six phonon-type perturbations of the undoped state and the corresponding value of the charge transfer
functional J. Note that J = 0 for the two symmetric configurations in the center.

the components of a. In order to conserve the total number of 120 protons and to exclude atomic
configurations containing noble gases, we impose the additional constraints

20
D a;=120 and 3<a; <9
j=1

Our approach to construct an atomic configuration a which satisfies the previous constraints and
generates a significant difference between ¢, (HOMO) and ¢,,+1 (LUMO) is based on randomly chosen
directions h € {—1,0,1}?". According to these directions, the proton numbers are decreased at certain
positions and increased at other sites. If we investigated a chain of only five atoms, a typical configuration
may be given by

a=(6,5,6,6,7),

which encodes a chain with three carbon, one boron and one nitrogen atom. A generic direction for
adapting this configuration could be
h=(1,-1,-1,0,1).

Within the optimization procedure we shall only deal with integer-valued configurations and, hence,
restrict ourselves to possible updates ™%V = a9 £ h.

Some typical values of the charge transfer functional J when applied to a couple of atomic config-
urations are shown in Fig. [3.2] Perturbing the undoped carbon chain with a phonon-type pattern of
a certain frequency, we are in general not able to clearly exceed a value of J = 5. We may even end
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Algorithm 1: Optimization method for finding local maxima of the charge transfer functional J

Input: n, p, iter

Output: a
1 begin
2 a+ (6)2,
3 for i =1:iter do
4 generate n(i) random directions h € {—1,0,1}%° with P(1) = P(-1) = p(4), iozl hr =0

and a + h € ([3,9] N Z)*°
5 a < a+ tih, where t, € {—1,0,1} and a + t.h, yields the maximal J[a 4 th] amongst all
t € {—1,0,1} and h generated so far such that a + th € ([3,9] N Z)?°

up with a vanishing charge transfer J = 0 in case that the resulting configuration of proton numbers is
symmetric around z = 0. However, if we apply our optimization technique presented subsequently, then
we may even obtain configurations which allow for a charge transfer J > 10.

The structure of our optimization method is sketched in Algorithm [} In detail, we start from a
chain of 20 carbon atoms and then perform a prescribed number of iterations iter giving rise to a final
configuration a,. The fact why the algorithm does not finish due to an a-posteriori stopping criterion but
due to an a-priori one will be explained in a moment. In the ¢-th iteration step, we randomly generate a
certain number n(i) of admissible directions for updating the current atomic configuration. Depending
on the iteration step, we also impose certain probabilities p(i) that an entry of the update direction
equals 1. Increasing the amount of directions allows for a more detailed exploration of the configuration
space in a neighborhood of the current iterate, but demands a higher computational effort. And varying
the probability of +1 influences the step length of an average search direction. At the end, we update
the current iterate a by adding t,.h. where a + t,.h, gives rise to the largest charge separation under all
admissible configurations a + th generated before. We further stress that this optimization algorithm is
based on a stochastic approach. Therefore, one can expect to obtain different final configurations a,. in
each run of the algorithm.

For our purposes, we decided to set

iter =4,  n=(10,20,40,80),  p=(1/3,1/6,1/12,1/24).

The exponentially increasing number of search directions n(7) and the exponentially decreasing probabil-
ity for +1 result in a structure of the algorithm which is similar to simulated annealing. Within the first
iteration step we perform 10 quite large steps (corresponding to a relatively high probability of a 1) which
allow for a significant change of the pure carbon chain. During the following iterations we then reduce
the length of an average step by decreasing the probability for a 1 within the update direction. And we
simultaneously increase the number of generated directions in order to approximate the local maximum
as close as possible (provided there actually exists one in a neighborhood of the current iterate). Now,
it is also clear why we terminate our algorithm after four iterations. The fifth step would generate a
1 within an update direction with a probability of only 1/48, but since we skip all proposed directions
being identically zero, there would be almost no difference concerning the sparsity of the search directions
compared to the fourth step.

Another essential part of our investigations is the calculation of the orbitals @1, . .., @121 in the ground
state, i.e. when exactly the orbitals ¢1, ..., 199 are occupied. A possible method which one can apply
in this situation is the self-consistent field (SCF) iteration sketched in Algorithm [2| One starts from an
initial approximation pie‘}it of the electronic density and iteratively improves it until a certain stopping
criterion is fulfilled. For our purposes, we terminate the SCF-iteration if the resulting signed charge
transfer I changes less than a given threshold € from one iterate to the other. In each iteration, we first
calculate the potential V' generated by the electronic and the nuclear density and then determine the
121 lowest eigenfunctions 1, ..., @121 of the Hamilton H. We can now easily calculate the new iterates
for the electronic density p.; and the signed charge transfer I. In order to numerically stabilize this
method, we also add a small portion of the previous iterates of V and p.; to the corresponding new ones.
Whenever we perform such an SCF-iteration, we use € = 0.0001 and n = 0.9.

The outcome of our optimization method is depicted in Fig. [3:3] We start from a pure carbon chain
and arrive at an atomic configuration which includes elements from beryllium to nitrogen. In detail, the
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Algorithm 2: Self-consistent field (SCF) iteration calculating the ground state electronic density
Input: pnuc, €, 7

Output: pg;
1 begin
2 | pe ot
3 while |17V — [°Md| > ¢ do
4 V<_7]'Ud*(/)el _pnuc)+(1_7])v
5 calculate the 121 lowest eigenstates ¢1, ..., @121 of the Hamilton H = —1/2 dg/dl‘Q +V
120
6 per 1 32y [@il? + (1= n)per
7 Iold « Juew
8 Y — [ (Jer1]* = |p120]?) © da
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Figure 3.3: Left: The initial nuclear density — a homogeneous chain of 20 carbon atoms. Right: The
final nuclear density at the end of the optimization procedure.

resulting vector of proton numbers reads

a,=(6765656657
5577646777).

We further mention that the Gaussian charge distributions do not intersect each other from a practical
point of view due to the small width of the Gaussian peaks. In the same sense, the nuclear charge is
contained in the interval [—9.9,9.9], which fits to the generic assumption within this chapter that the
nuclear charge is supported in a compact subset of the domain under consideration.

Since we are not only interested in time-independent properties of the electronic system but also
in the temporal evolution of the excited system, we have to deal with the time-dependent Schrédinger
equation

iOrpi = Hlpe]op:
applied to the orbitals ;. Using the electronic density

119
pe =Y _loil*> + o121 ]?
i=1

within the Hamiltonian H, we are able to determine ;(¢) for ¢t > 0, if we employ the initial condition

©i(0) = pio

where the orbitals ¢; o are calculated for the ground state configuration p, = lei(i | Here, we

shall apply a Crank—Nicholson scheme to calculate electronic orbitals also for times ¢ > 0. Apart from

2.
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Spatial meshsize Ax ‘ 0.005 0.01 0.02
Charge separation for the ground state ‘ -11.0819 -11.3343 -12.1975

Temporal meshsize At ‘ 0.001 0.002 0.005
Charge separation at time T'=5 | -10.8021 -10.0394 -6.0738

Table 3.1: Robustness of charge separation with respect to numerical discretization. For our purposes,
we choose Az = 0.01 and At = 0.002. See Fig. for another comparison of different values for At.

Cen%e[ of Mass of HOMO and LUMO for different temporal meshsizes

6

1 \ A
/ Vi

0 2 4 6 8 10
Time t

Position x

Figure 3.4: A comparison of the temporal evolution of the center of mass of [HOMO|? and [LUMO|? for
different temporal step sizes.

an appropriate choice for the spatial mesh size Az, we thus have to decide for a reasonable temporal
step size At too. A comparison between results arising from different values for Az and At is given in
Table 3.1} First of all, we notice that the existence of a significant charge separation between HOMO
and LUMO is a robust effect independent of minor changes of the spatial mesh size Az. Similarly, a
reduction of the temporal step size At only slightly affects the results of the temporal evolution provided
At is smaller than a certain threshold. For all subsequent numerical implementations we shall use

Az =0.01,  At=0.002,

which accounts for a reasonable compromise between numerical accuracy and computational effort, which
is about four times larger for Az = 0.005. Likewise, At = 0.001 increases the number of necessary
calculations by a factor 2, while the difference concerning the temporal evolution of the charge separation
is almost negligible (cf. Fig. [3.4).

The spatial distribution of the electronic density in the ground state, where all orbitals up to the
120" one are occupied and all higher ones are unoccupied, is depicted on the left of Fig. As
we would expect, the overall shape of the electronic density resembles the distribution of the nuclear
charges. According to the homogeneous Dirichlet boundary conditions, which we imposed to the system,
the electron density approaches zero at the boundary. But it is interesting to note that the electron
density is bounded far away from zero in the interior of the atomic chain. This shows that a significant
number of electronic orbitals is delocalized over the whole range of the system. Only the lower orbitals are
typically concentrated around one or several atoms resulting in the peaks of the electron density at the
sites of the atomic cores. A remarkable property of HOMO and LUMO is their macroscopic accumulation
to the left and the right end of the system, respectively, while being delocalized over the whole atomic
chain at the same time. This is depicted on the right side of Fig. [3.5] The physical interest in such a
separation of HOMO and LUMO lies in the possible generation of an electric current by an appropriate
excitation of the electronic system. In more detail, one might think of a light-induced excitation of the
ground state (orbitals 1-120 occupied) to the first excited state (orbitals 1-119 and 121 occupied but not
120). If HOMO and LUMO are now concentrated to different sides of the atomic chain, this excitation
also implies a charge transfer from one side to the other, which could be harvested to obtain an electric
current. But this is only possible as long as the separation in space is large enough.
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2. Electron Density of Ground State 05 Densitiy of HOMO and LUMO in Ground State
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Figure 3.5: Left: The electron density of the ground state (black) together with the density of HOMO
(blue) and LUMO (red). Right: A more detailed presentation of the density of HOMO and LUMO. A
small triangle and a vertical line indicate the center of mass of [HOMO|? and [LUMO|? in the two plots.

An interesting theoretical feature of the signed charge transfer functional I can be seen when in-
vestigating also configurations with non integer-valued proton numbers. In many cases, the functional
I reveals a surprising substructure which cannot be seen when considering only integer-valued atomic
numbers. Fig. details for a couple of phonon-type perturbations inc the dependence of I[6+ s-inc] as
a function of s. In other words, we study the sensitivity of I when perturbing the pure carbon chain with
certain phonon-type and random patterns. A remarkable property of phonon perturbations with one,
three and five half-periods is the suggested inverse correlation between the frequency of the perturbation
and the frequency of the signed charge transfer functional along this perturbation. Furthermore, we note
that — at least for all numerical examples which we have considered — the charge transfer is identically
zero for all atomic configurations being symmetric around = = 0.

In order to study the temporal evolution of the system in more detail, we run a simulation over 5000
time steps where each step has a length of At = 0.002 atomic units of time. We thus cover a period of
10 natural units of time (about 2 - 10716 5) in total. Fig. depicts on the left side in the first row the
electronic density of the atomic chain as a function of time ¢ and position z minus the electron density
of the ground state. We clearly notice that the electron density is larger close to x = —10 compared
to positions near z = 10 over the whole range for T € [0,10]. This shows that one is not forced to
harvest the charge transfer instantaneously but only within a certain period of time, which is presumably
significantly larger than 10 atomic units of time. The plot on the right in the first row shows the positions
of the center of mass for HOMO and LUMO. Despite the significant motion in time of the two center of
mass, they never change the relative position to each other. The center of mass of HOMO always stays
to the right of the center of mass of LUMO during the first 10 atomic units of time. In addition, the
average positions of both center of mass only marginally change over the simulated period of time. The
variation around this mean position is the much more relevant process taking place in a different order
of magnitude.

The electronic density after 10 atomic units of time is depicted on the left of the bottom row of Fig.
37 together with the spatial distribution of HOMO and LUMO at the same time. We notice that there
is no distinctive difference between the total charge density at time 7" = 10 and the ground state density.
Single orbitals, in contrast, may change their overall shape more visibly, as can be seen from the density
of HOMO and LUMO at time T' = 10 shown on the right of the bottom row. At the (artificial) end of
the simulation, these two orbitals reveal a more detailed substructure including kind of a macroscopic
plateau around = = 0.
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Figure 3.6: The plots in the second and fourth row show the dependence of the signed charge transfer
functional I on non integer-valued configurations arising from phonon-type and random perturbations of
a carbon chain depicted above within the first and third row. The resulting phonon-type configurations
at s = 1 and the corresponding value of the charge transfer functional J are shown in Fig. [3.2



74 CHAPTER 3. MATERIAL DESIGN FOR OPTIMAL EXCITATION INDUCED CHARGE TRANSFER

Center of Mass of HOMO and LUMO

——CoM of [HOMOJ?
" . ——CoM of |LUMOJ?
Electron Density relative to Ground State 6
10 [Ho.4
8
03 4r
6
4 0.2 ol
x
c 2 01 :
S S ol
5 0 0 E
2 o
9 2 0.1 Sl
-4
-0.2
-6
,4 L
-0.3
-8
-10 -0.4 6F
1 2 3 4 5 6 7 8 9 10
Time t
8 . . . . )
0 2 4 6 8 10
Time t
Time T=10 Time T=10
12 0.4 T T T
03| —CoM of [LUMOJ? | |
“
0.2 W
8 0.1
10 5 0 5 10
sl
4
—Electron density
—|HOMOJ2
2 v CoM of [HOMOJ?
—|LUMOP
v CoM of |LUMOJ?
o M M . AN
-10 -5 0 5 10 -
Position x Position x

Figure 3.7: Top left: The electron density at time ¢ and position x minus the electron density of the
ground state. Top right: The temporal evolution of the center of mass of [HOMOI? and [LUMO|2.
Bottom left: The electron density at time 7' = 10 together with the density of HOMO and LUMO.
Bottom right: The density of HOMO and LUMO at time 7" = 10.



CuaprTeER 4

A Recombination-Drift-Diffusion System with
Selfconsistent Potential

We consider the following recombination-drift-diffusion-Poisson system on a bounded domain 2 C R™
with sufficiently smooth boundary 9€2:

o =V - Ju(n,9) — R(n,p),

Owp =V - Jp(p,¥) — R(n,p), (4.1)
—eAYp=n—p—C,

where
Jn :=Vn+nV(p+V,) =nVe,, ¢, =Y+ V, +1nn,
Jp :=Vp+pV(=ty +V,) =pV,, ®p = -+ Vp +Inp,
R:=F(n,p,x)(np— e V"~ "7), 0<Cp < F(n,p,x),

V,,V, € W22(Q) are external potentials and C' € L*>() is the internal doping concentration. We

impose homogeneous Neumann boundary conditions for the potential ¢ and no-flux boundary conditions
for J, and Jp:
n-Jy,=n-Jp=n-Vipy=0 on 09

where 7 denotes to outer unit normal vector on 9€2. We may also assume that the volume of Q is
normalized, i.e. |Q2] = 1, which can be achieved by an appropriate scaling of the spatial variables.

4.1 Introductory Comments

Remark 4.1. Taking the sum of the dynamic equations for n and p in (4.1]), we see that the total charge
is conserved as a function of time:

4 / (n—p)dx=0

dt Jo pjos ="

Thus, starting with initial concentrations ny and p; satisfying fQ (ny—pr—C)dx = 0, the system features
charge neutrality for all times ¢ > 0:

/(nfpr’)dx:O. (4.2)
Q

For any function f, we set

f=1 fla)de
Q

which is consistent with the usual definition of the average of f since |Q2] = 1. Using this notation, the
conservation law (4.2)) rewrites as -
n—p=CeR

75
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Remark 4.2. Consider the homogeneous Neumann-problem

Au=f in Q,
A-Vu=0 on 09,

with f € L?(€2). This system has a weak solution u € H'(Q2) iff f = 0 (compatibility condition). In this
case, there exists a unique solution u € H'(2) satisfying u = 0. Here, we have n — p — C' = 0. Therefore,
there exists a unique 1 € H*(£2) with the following properties:

—eAYp=n—p—C in Q, -V =0 on 0, 1 = 0. (4.3)
In the sequel, the potential ¥ always refers to this special solution of the Poisson-equation.

Remark 4.3. Let us assume that there exists a sufficiently smooth global solution of (4.1)) corresponding
to appropriate initial states (nz, pr) (cf. [33] for results in this direction on R3). Additionally, the
stationary system

V- Ju(n,¢) — R(n,p) =0,
V- Jp(P,l/f) - R(nap) = 07
—AYp=n—p—-C,
together with 7 - Vi = 0 on dQ and 1o, = 0, shall have a unique solution (1ec,Pec; %) Which is

sufficiently smooth as well (cf. [33] for results concerning solutions to the stationary system in R™,
m > 3). These equilibrium states noo, Poo and Yo, satisty Jy, (Moo, Yoo) = Jp(Poos Yoo) = 0 which implies

Moo = Cpe Yoe=Vn and Poo = C’peﬂ"”_vp
with constants C,,, Cp, > 0. Moreover R(neo, Poo) = 0, hence,
—Vu—V,

NooPoo = €

and C,C, = 1. Uniqueness of the equilibrium states is only achieved if they satisfy the conservation law
Mo — Poo = C, or equivalently,

Cre—PeVa — Cpet=—Vr = C. (4.4)

Furthermore, we observe that 1., is only determined up to an additive constant unless we employ the
condition s, = 0. The equilibrium states n., and ps,, however, are independent of the special choice of
oo = ¢ € R. This is a consequence of the formulas for C,, and C,, in and below.

In addition, we assume o, € L*°(£2) and define

Koo = |[thscll Loy and Vo 1= max {||Va| (@), IVpll L) }-

The boundedness of 1., follows from a general existence result presented in [3I] in the case of bounded
Lipschitzian domains 2 C R™ for m > 2. Apart from that, there exists a constant Cp > 0 such that for
all ¢ € HY(Q), ¢ = 0, the Poincaré inequality

9ll2(0) < CPIIVOllL2(0)
holds true. Finally, || - || without further specification shall always denote the L2-norm in €.

Lemma 4.4. The following bounds in terms of Koo, Voo and |C| hold true:
Cy, O < effootVoo (1+1C]) and Mooy Nty Poo, Pt < @2 Koot Voc) (1+1C]).

Proof. We recall C,,C, =1 and solve (4.4]) for C,, > 0:

— —2 _ — S
C C eVoo—Vp C eV —Vo _
Cp=—t =+ < €] + < effetVoo (14 (C)). (4.5)
26_wm_vn 46_1‘[)00_‘/” e_woo_vn e_woo_vn e_woo_vn
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Likewise, we can solve (4.4) for C, > 0:

6 6 _woo_vn 6 _woo_vn J—
C,=— _ 4 — + = <19/ <eff=tVe(14[C)).  (4.6)
2ewoo_vp 4€w°°7VP ewoo_vp ewoo_vp ewoo_vp

The bounds on ns, no, peo and pyl directly follow from the bounds on C,, and C, when keeping in
mind that C,,C), = 1. O

Remark 4.5. We introduce the relative entropy

E(n,p, ) :—/Q<n1n”(nnoo>+p1np(ppm>) dw+§/Q|V(w—woo)|2dm

nOO o0

and the entropy production

which satisfies

Tal? )2 v,
D(n,p,v) = /Q (lnl + |; + F(n,p,z) (np—e " ~"7)In (e_‘clﬁvp)) dx
= / (n|V<I’n\2 +p|V®, > + F(n,p,z) (np— eV~ "*) In (%)) dx. (4.7
Q "or

Both the entropy F and its production D are non-negative functionals.
Consider an arbitrary state (N, P, ¥) which fulfills D(N, P,¥) = 0. We conclude that J,(N,¥) =
Jp(P,¥) = R(N, P) =0 and, hence,

1
N=N,:=ae ¥V, P=P,:= =¥ W
a

and
—eAUV =N, —P,—C in9Q, A-V¥ =0 on dQ, U =0.

However, none of these intermediate equilibria can be attained by the system unless it equals the equi-
librium (7o, Poos Yoo ). This fact can be seen from two perspectives. On the one hand, (N, P,, V)
necessarily has to satisfy the conservation law N, — P, — C = 0, if the system is able to reach this state.
On the other hand, Poisson’s equation with homogeneous Neumann boundary condition only admits a
solution if the right hand side integrates to zero, i.e. N, — P, —C = 0. But this additional constraint
coincides with within Remark This demonstrates that (Ng, Pa, ¥) = (Neo, Poo, Yoo) (provided
there exists a unique equilibrium state as assumed in Remark . In addition, replacing the condition
W =0by ¥ = c € R results in a shift of the potential in terms of the constant c. But the states N and
P remain unchanged due to the same reasoning as in Remark [1.3]

Our aim is to prove convergence to equilibrium for system and to obtain an explicit bound for
the rate of convergence. For this reason, we want to derive an entropy-entropy production inequality of
the form

E<CggpD

with some constant Cggp > 0. To this end, we define the functional

Gn.p) ::/Q<(n—noo)2+ (p—poo)Q)dx

Moo Po

and establish F < ¢1G and G < ¢ D with explicit constants ¢1,co > 0. This follows from an adaption of
a technique presented in [19].
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4.2 Derivation of an EEP-Inequality

Proposition 4.6. There exists an explicitly computable constant c; > 0 such that

E(nap> w) S ClG(n7p)

for all n,p € L*(Q) where 1 € HY(Q) is the unique solution of ([4.3). More precisely, this inequality
holds true for

c1 =1+ % 2ot Voe) (1 4 |C]).

Proof. From the elementary inequality Inxz <z — 1 for z > 0, we derive

”hl(n) —(n—nm)§n<n—1> —n—i—noo:w

Noo Moo Noo

and an analogous relation involving p and p.,. Furthermore, we obtain

e/QW(w—woon dxz—e/nwwmm(w—ww)dx:/ (1= 100) — (0 — poc)) (¥ — thnc) dt

Q

which follows from an integration by parts, the homogeneous Neumann boundary conditions for ¢ and
Yoo, as well as from —eA(¢Y — Yo) = (N — Noo) — (P — Po). Applying Holder’s inequality and Young’s
inequality with some v > 0, we find

1/1
e [ 190 = vl de < 5 (210 =) = G- pl 4 = ).
As a consequence of 1 — 1o, = 0, we may apply Poincaré’s inequality giving rise to
1 €
¢ [ 1V =) de < 2 (ln = nl + 0 = o) + 51V = )

if we choose v :=¢/Cp. We thus arrive at

5 [ V0=l de < [ () + (0= po)?) da

_ 2 _ 2
< &eQ(KQQJFVOO)(l + |€|)/ ((n Noo) + (P — Poo) )dm,
Q

B Noo Poo

where we have employed the bounds from Lemma[4:4] This proves the claim. O

Proposition 4.7. There exists an explicitly computable constant ca > 0 such that
G(n,p) S CQD(?LP, 1/})
for all n,p € L?>(Q) where 1 € HY () is the unique solution of ([&.3)). In detail, this estimate is valid for

) _ 1
e 1= 5 62(K°°+V°°)<1 + |C|) max {EeQ(K“JrV“’)(l +10)), CF}

Proof. From the representation of the entropy production in (4.7)) we deduce that

E/mn p 1 v, np
D(”aPﬂﬁ) ZC/Q <2(noo|vq)n|2+poo|vq)p|2) +§ (npfe Vi Vp)ln <6anp>>dx (48)

where

2
¢ := min fefz(K”+V°°);f,2CF .
€ 1+1(C|
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A couple of elementary manipulations show that

2
VD, P = LV + Vi + Inn) 2 = "‘V(wwn +10Cy — thog — Vo +1n ("))‘
Noo Noo Noo Moo

= |V (¥~ +In (nl))r = VW )P 2V (W ) - V() +4|v . 2
> 2V (b — ) V() =2V — o) - V(- 1),

Likewise, one finds

Z%wcppﬁ = iw(—va +Inp)? = pf;‘v(— U4V, +ICy + e =V, +1n (p’;))r
2 2
- pi'V(w — v —In (pi))‘ = IV~ o) P =29 ( ) V() +4'V\/ﬂ

> 2V ( — o) - v(pi) = —2V(¥ — o) - V(- - 1),

o0 (o]

Combining the previous estimates results in
€ n P n P
5/ (—|V<I>n|2 + —|vq>p|2)dx > 5/ V(% — o) ~V(( - 1) - (— - 1)>dac.
As a result of (4.3), we arrive at
€ n 9 D 9 n D
e _ . > — —(p— _ _ Y
[ (e Zwe,P)asz [ (0w - 6-p0) (2 - 1) - (L -1) o
n— Neo )2 — Doo)? 1 1
:/ <( ) Jr(p P ) (nnoo)(ppoo)<+>>dx'
O n

By introducing
QO = {:c € Q‘ (n(x) — noo(x)) (p(:c) fpoo(x)) > 0},
we further observe that

I3

n 2 p 2 - _ _ i L
,/Q<E|V<I>n| +IZ|V<I>,J| )dsz(n,p) /Q+(n Noo ) (P poo)( + )dm.

2 Noo P

Due to the bounds on ng! and p} from Lemma this implies

G < 5 [ (o0 + Lo (98, )do + 220 (14 O] [ (=)o = pc) o (49)
2 Jo \Neo Do O+

Subsequently, we shall prove that

V. — np
4(n = Noo ) (P — Poo) < (np—e Vn V”)hl (m)

This will follow from the elementary inequality (z — 1)Inz > 4(y/z — 1)? for all > 0 and some careful
manipulations of the involved expressions. We first notice that

() = - ) ()
(np—e ») In (eivnivp =e » = 1)In V.,

2
24 ([ 1) =4l v

Following the arguments of [19], we are able to verify that
_Vv, — np 2
(np_e Vi Vp)ln (m) 2 4(\/np—\/noopoo)

= (Wi~ VI (B + VB) — (Vi + Vi) (VB — V)
FAW — V(B — Vi) (Vi V(B + )

Z 4(” - noo)(p 7poo)'
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This shows that
1 V. — np
2/Q+(n — Neo) (P — Poo) dx < 3 /Q+ (np—e Vi Vp) In (m)dx
which — together with (4.9) and (4.8) — yields

2 Koot Vo) (1 4. (O (. 20 P e 2) 4 L (e Ve Ve (P
G(n,p) < e (1+|O|)/Q<2(noo|v¢>n| AL )+5 (e ) In (evnvp)>dx
1

D(n,p,)

_ £ _
< 62(K°°+V°°)(1 + |C|) max {2 62(K°°+V°°)(1 + |C|), BT

and, hence, the assertion. O

Theorem 4.8. There exists an explicitly computable constant Cggp > 0 such that

E(’I’L,p, d)) S OEEPD(n7pa 1/})

for all n,p € L*(Q) where ¢ € HY(Q) is the unique solution of (4.3). In particular, we may employ
1 — — 1 C —
Cepp = 3 2o tVe) (1 + |C) max {5 e2HoetVee) (1 4 |CY), C’} <1 + TP oot Voo) (1 |C)>
F

Proof. This is an immediate consequence of Proposition [£.6| and Proposition [£.7] O

4.3 Convergence to the Equilibrium

Lemma 4.9. Any entropy producing solution of (4.1)) satisfies
5 — 3
Vt>0: n,p< 562(K°°+V°°)(1+|C|)+ZE[ =: M;

where E7 denotes the initial entropy of the system.

Proof. Lemma [2.T5] and Young’s inequality entail

<o +[In = nool| L1 () < oo + \/fn—i— noo\// nln (n—noo))dx
noo

2 1
<n°°+3n+3n°°+2/9<nln(noo) (n—noo)>dx.

Solving this inequality for 7 yields

Therefore, we arrive at

5 3 5 — 3
< ST + (B pw) < 5 =214 [C) + S By
2 4 2 4
where we used Lemma [f.4] and the monotonicity of the entropy functional in the last step. In the same
way, we may bound p from above. O

Proposition 4.10. There exists an explicitly computable constant Coxp > 0 such that
E(n,p, ) 2 Coxr (In = nlfsa) + I = pocllise )

for all n,p € L?(Q) satisfying m, p < My where 1 € HY(Q) is the unique solution of ([&.3). More
precisely, one can choose

—1
1
Cokp = (362(K°°+VOO)(1+ IC1) + 2E1) .
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Proof. We observe that

E(n,p,) 2/

(nlnn —(n—nw) +pln£ — (p—poo)) dx
Q p

thanks to Lemma [2.15] Owing to the assumption 77, p < M; and Lemma [£.4] we continue the estimate

_ 3 -1
E(n,p,1) > 3<9 2 KetVoe) (1 4 [C]) + 2E1) <||n — noollZ1 ) + I _pooHQLl(Q))a

which finishes the proof. O

Theorem 4.11. Let (n,p) be a global solution of system ([4.1) as assumed to exist in Remark [{.3
Furthermore, we assume that this solution satisfies the weak entropy production law

E(n,p.)(t1) + / " Din,p, 6)(s) ds < E(n,p, ) (t0)

for all 0 <ty < t; < oo. Then, the solution decays exponentially to the equilibrium (Moo, Pso) aS @
function of time t > 0:
E(’I’LJD, ’l/}) < (EI - EOO)e_Kt

and

17 = noo|l71 () + 1P = Poc 10y < C(Er — Bso)e™ ™!

where C' 1= C(,_*}l(P and K := CE}EP are defined in Theorem and Proposition . In addition, Ey
and Eo denote the initial entropy of the system and the entropy of the equilibrium, respectively.

Proof. The claim of this theorem follows along the same lines as the proof of Theorem [2.8] O






CHAPTER D

Remarks and Outlook

Below, we collect a couple of ideas for future research which could be investigated within some follow-up
projects. Note that we do not claim the following list of comments to be exhaustive.

In Chapter [2, we studied the PDE-ODE system which describes drift, diffusion and recombina-
tion of electrons and holes in semiconductors. But since electrons and holes are charged particles, one
should also take the electrostatic interaction between them into account when designing a physically more
precise model. From a mathematical point of view, this results in an additional Poisson-equation which
determines the electrostatic potential 1) generated by electrons and holes. But this Coulomb potential
itself influences the motion of the charged particles, which results in a coupling of the Poisson-equation
to the dynamic equations of electrons and holes:

on =V - Jp(n) + Rp(n,ne),

Op =V - Jp(p) + Rp(p, mar),
€ 8tnt7“ = Rp(p7 ntr) - Rn(na ntr)7
—NAY =n—p+en,

with
Jn =Vn+nVW+V,) = u,V (:) , fin =€ ¥V,

Jp :=Vp+pV (= +V,) = p,V (5) , pp = eV Ve,
P

1 n 1 D
Rn = (ntr - (1 - ntr)) ) RP = (1 — Nty — ntT) .
Tn nofin Tp Doty

Here, we encounter the same quantities as in Chapter [2] plus a constant 7 > 0 which encodes the
permittivity of the material. However, this additional coupling to the Poisson-equation causes further
difficulties regarding the proof of an EEP-inequality with explicit constants. To our knowledge, this
problem is still open in the literature. A possible approach could build on an adaption of the strategy
from Chapter 4| to system . But here, we encounter two species of recombination terms, R, and
R,, and the additional variable n,. Moreover, R,, and R, measure differences between time-dependent
quantities, whereas the recombination term R in is proportional to nmp — NeePso- A thorough
investigation of this approach (maybe combined with techniques from Chapter [2)) might be the subject
of subsequent studies.

Moreover, we assumed initial data (ny,pr) € L>=(Q)3, an assumption which could possibly be weak-
ened to (ny,pr) € L?(Q)3. For sure, we need the L>-assumption within the existence proofs in Section
to control some nonlinear terms, especially when proving that the fixed-point iteration constitutes a
contraction. But one could possibly get around this difficulty by employing more elaborate arguments
for proving the contraction property. A completely different approach could be taken by using the con-
cept of renormalized solutions introduced in [I8] for general reaction-drift-diffusion equations. In this
article, renormalized solutions are shown to exist globally in time under some natural assumptions on
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the structure of the system for initial data ug € L'(Q2) satisfying fﬂ ug Inug dr < co. Nevertheless, this
result is not directly applicable in our situation as we are lacking diffusion for ny,.

At the beginning of Chapter [3] we restricted our considerations to pairwise occupations of orbitals
and pairwise excitations of 2n electrons. On the one hand, this assumption enabled us to easily identify
the ground state configuration and the first excited state. In the former case, all orbitals up to HOMO
are twice occupied, and identically in the latter case except that now HOMO is unoccupied but LUMO
is twice occupied. This fact further implied a simple structure of the charge transfer functional

I8, puuc] = ‘ [ Gl = lon?) e ) |,

which was presumably by far more complicated if we did not stick to pairwise occupations. On the other
hand, as this restriction is artificial for the most part, one should remove it in order to obtain physically
more relevant results about the process of charge transfer and the corresponding material design problem.

Obviously, there are various directions for generalizations of the 1D simulation in Section [3.4] The
extension of our approach to a 3D simulation is, for sure, desirable but probably related to a computa-
tional effort which only allows one to study few-electron-configurations. We also plan to investigate the
possibility to gain an electric current by harvesting the charge separation appropriately. This demands
for certain boundary conditions for the Kohn—Sham equations which model the outflow of the electric
charge. Since we have proven the existence of an optimal nuclear charge density in Section for or-
bitals with homogeneous Dirichlet conditions, these more general boundary conditions could also impose
a challenge for this existence proof. Furthermore, one could also skip the restriction to a prescribed
number of protons and electrons (120 in our simulation) inside the atomic system. Even if we keep this
constraint on the particle number, we might try to add the positions of the atoms as additional variables
to the optimization procedure. We see there is enough space for future studies on this problem.
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