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Abstract

This thesis studies the mathematical and numerical analysis of macroscopic models for
multispecies systems. The derivation of a new model will also be part of the manuscript.

Multispecies systems describe real world phenomena in which several entities of different
species interact. Importantly, the interactions among species are crucial in determining the
behaviour of each species and the system as a whole.

The thesis begins with a study of mixtures of finite-size ions species immersed in a polar
solvent. They move through channels or nanopores. The evolution of the ion concentrations is
described by systems of partial differential equations of modified Poisson-Nernst-Planck type
with mixed Dirichlet-Neumann boundary conditions. Since the ion size is not significantly
smaller than the channel diameter, size exclusion effects must be taken into account in the
model. The so-called "size exclusion" or "volume filling" constraint is imposed, implying
that the sum of the ion and solvent concentrations is constant. This saturation introduces
cross-diffusion effects into the system of PDEs. In addition, a drift term, accounting for
electrostatic interactions, is contained in the equations’ fluxes. It can be expressed in terms
of the electric potential gradient, which is coupled to the concentrations via a Poisson-type
equation.

This thesis’ first work presents two finite volume approaches for a degenerate Poisson-
Nernst-Planck system. Both methods employ a two-point flux approximation and belong
to the exponentially fitted scheme framework. The two approaches differ in the use of the
Stolarsky mean for describing the drift term, derived from a self-consistent electric potential.
The first method (SQRA) uses a geometric mean, extending the square-root approximation.
In contrast, the second method (SG) employs an inverse logarithmic mean, generalizing the
Scharfetter-Gummel scheme. Both approaches ensure the decay of some discrete free energy.
Classical numerical analysis results follow, investigating the scheme’s long-time behaviour.
Numerical simulations show that both schemes are effective for moderate Debye lengths. The
SG scheme demonstrates greater robustness in the small Debye length limit. Nevertheless,
simulations also point to a possible slow convergence to equilibrium.

The thesis’s second work analyses a Poisson—Nernst—Planck—Fermi system. The concentra-
tions solve cross-diffusion equations, which are thermodynamically consistent. In particular,
the correlated electric potential depends nonlocally on the electric potential and solves the
fourth-order Poisson—Fermi equation. The existence of global bounded weak solutions is
proved using the boundedness-by-entropy method. This work’s novelty lies in proving the
weak—strong uniqueness property. In contrast to the existence proof, the solvent concentration
is included in the cross-diffusion system, leading to a diffusion matrix with nontrivial kernel.
The proof is based on the relative entropy method for the extended cross-diffusion system and
the positive definiteness property of a related diffusion matrix on a subspace.

The final part of the manuscript explores aerosols mixtures. It proposes a non-isothermal
kinetic model of the interactions between dust particles and gas molecules. Gas-dust collisions
follow a diffuse reflection mechanism on the surface of dust particles. The surface temperature
of the particles is treated as a function of time and space, satisfying a transport-like equation.
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The main novelty of this approach lies in two aspects. First, the model allows for the
conservation of the total energy of the system. Secondly, the work presents a derivation of
an explicit expression for entropy. After an appropriate scaling of the equations, a formal
diffusive asymptotics to a two-species Maxwell-Stefan model is carried out. In particular,
the case of vanishing mass and velocity ratios between gas and dust, as well as the Knudsen
number, are analysed.

Keywords: Ions mixtures; Aerosol mixtures; Cross-diffusion; Boundedness-by-entropy meth-
ods; Weak-strong uniqueness; Finite Volume schemes; Exponential fitting; Kinetic theory;
Boltzmann equation; Diffusive asymptotic.
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Kurzfassung

Diese Dissertation untersucht die mathematische und numerische Analyse makroskopischer
Modelle fiir Multispezies-Systeme. Die Ableitung eines neuen Modells wird ebenfalls Teil des
Manuskripts sein.

Diese Systeme beschreiben reale Phanomene, bei denen mehrere Entitdten verschiedener
Spezies interagieren. Wichtig ist, dass die Interaktionen zwischen den Spezies entscheidend fiir
das Verhalten jeder Spezies und des gesamten Systems sind.

Die Dissertation beginnt mit einer Studie {iber Mischungen von Ionen endlicher Grofe,
die in einem polaren Losungsmittel eingetaucht sind. Sie bewegen sich durch Kanéle oder
Nanoporen. Die Entwicklung der Ionenkonzentrationen wird durch Systeme von partiellen
Differentialgleichungen vom modifizierten Poisson-Nernst-Planck-Typ mit gemischten Dirichlet-
Neumann-Randbedingungen beschrieben. Da die lonengréfie nicht wesentlich kleiner als der
Kanaldurchmesser ist, miissen Gréfenausschlusseffekte im Modell beriicksichtigt werden. Die
sogenannte 'Groflenausschluss’ oder ’Volumenfiillungs’ Beschrankung wird auferlegt, was
bedeutet, dass die Summe der Ionenkonzentrationen und der Lésungsmittelkonzentrationen
konstant ist. Diese Séattigung fithrt zu Kreuzdiffusionseffekten im System der PDEs. Zusétzlich
ist ein Drifterm enthalten, der elektrostatische Wechselwirkungen beriicksichtigt. Dieser kann in
Form des elektrischen Potentialgradienten ausgedriickt werden, der iiber eine Poisson-Gleichung
mit den Konzentrationen gekoppelt ist.

Die erste Arbeit dieser Dissertation stellt zwei Finite-Volumen-Ansétze fiir ein degenerier-
tes Poisson-Nernst-Planck-System vor. Beide Methoden verwenden eine Zwei-Punkt-Fluss-
Approximation und gehoéren zum Rahmen exponentiell angepasster Schemata. Die Ansétze
unterscheiden sich in der Verwendung des Stolarsky-Mittels zur Beschreibung des Drifterms,
der aus einem selbstkonsistenten elektrischen Potential abgeleitet wird. Die erste Methode
(SQRA) verwendet ein geometrisches Mittel und erweitert die Quadratwurzel-Approximation.
Im Gegensatz dazu verwendet die zweite Methode (SG) ein inverses logarithmisches Mittel
und verallgemeinert das Scharfetter-Gummel-Schema. Beide Ansétze gewédhrleisten den Abfall
einer diskreten freien Energie. Es folgen klassische numerische Analyseergebnisse, und das
Langzeitverhalten des Schemas wird ebenfalls untersucht. Numerische Simulationen zeigen,
dass beide Schemata fiir moderate Debye-Langen effektiv sind, aber auch auf eine méglicher-
weise sehr langsame Konvergenz zum Gleichgewicht hinweisen. Doch das SG-Schema zeigt
eine groflere Robustheit im Fall kleiner Debye-Léangen.

Die zweite Arbeit der Dissertation analysiert ein Poisson-Nernst-Planck-Fermi-System. Die
Konzentrationen 16sen thermodynamisch konsistente Kreuzdiffusionsgleichungen. Insbesondere
héngt das korrelierte elektrische Potential nichtlokal vom elektrischen Potential ab und l6st
die Poisson-Fermi-Gleichung vierter Ordnung. Die Existenz global beschrénkter schwacher Lo-
sungen wird mit der Entropie-Methode bewiesen. Die Neuheit dieser Arbeit liegt im Nachweis
der schwach-starken Eindeutigkeit. Im Gegensatz zum Existenzbeweis wird die Losungsmit-
telkonzentration in das Kreuzdiffusionssystem einbezogen, was zu einer Diffusionsmatrix mit
nichttrivialem Kern fiihrt. Der Beweis basiert auf der relativen Entropie-Methode fiir das er-
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weiterte Kreuzdiffusionssystem und der Eigenschaft der positiven Definitheit einer zugehorigen
Diffusionsmatrix auf einem Unterraum.

Der letzte Teil des Manuskripts untersucht Aerosolmischungen. Es wird ein nichtisother-
mes kinetisches Modell der Wechselwirkungen zwischen Staubpartikeln und Gasmolekiilen
vorgeschlagen. Die Arbeit geht davon aus, dass Kollisionen zwischen Gas und Staub an der
Stauboberfliche einer diffusen Reflexion folgen. Die Oberflachentemperatur der Partikel wird
als Funktion der Zeit und des Raums behandelt und erfiillt eine transportahnliche Gleichung.
Die Hauptneuheit dieses Ansatzes liegt in zwei Aspekten: Zum einen ermdéglicht das Modell
die Erhaltung der Gesamtenergie des Systems. Zum anderen wird eine explizite Entropieformel
abgeleitet. Nach einer geeigneten Skalierung der Gleichungen wird eine formale diffusive
Asymptotik zu einem zweispezifischen Maxwell-Stefan-Modell durchgefiihrt. Insbesondere
werden die Félle verschwindender Massen- und Geschwindigkeitsverhéltnisse zwischen Gas
und Staub sowie die Knudsen-Zahl analysiert.

Schlisselworter: Ionenmischungen; Aerosolmischungen; Kreuzdiffusion; Boundedness-by-
Entropy-Methoden; Schwach-starke Eindeutigkeit; Finite-Volumen-Schemata; Exponentiale
Anpassung; Kinetische Theorie; Boltzmann-Gleichung; Diffusive Asymptotik.



Die approbierte gedruckte Originalversion dieser Dissertation ist an der TU Wien Bibliothek verfligbar.

The approved original version of this doctoral thesis is available in print at TU Wien Bibliothek.

[ 3ibliothek,
Your knowledge hub

Résumeé

Cette these étudie 'analyse mathématique et numérique des modeéles macroscopiques pour les
systemes multi-especes, y compris la dérivation d’un nouveau modéle.

Ces systemes décrivent des phénomenes réels ou différentes espeéces interagissent, et ces
interactions sont cruciales pour déterminer le comportement de chaque espece et du systéme
dans son ensemble.

La thése commence par une étude des mélanges d’ions de taille finie dans un solvant polaire,
se déplacant a travers des canaux ou nanopores. L’évolution des concentrations d’ions est
décrite par des équations aux dérivées partielles de type Poisson-Nernst-Planck modifié avec
des conditions aux limites mixtes de Dirichlet-Neumann. Comme la taille des ions n’est pas
beaucoup plus petite que le diametre du canal, les effets d’exclusion par taille doivent étre
modélisés. La contrainte "d’exclusion par taille" ou "de remplissage de volume" est imposée,
signifiant que la somme des concentrations d’ions et de solvant est constante, introduisant
des effets de diffusion croisée. Un terme de dérive pour les interactions électrostatiques est
également présent dans les flux, exprimé en termes de gradient du potentiel électrique, couplé
aux concentrations via une équation de type Poisson.

Le premier travail présente deux approches de volume fini pour un systéme de Poisson-
Nernst-Planck dégénéré. Les deux méthodes utilisent une approximation de flux a deux points
et appartiennent au cadre des schémas exponentiellement ajustés, différant par I'utilisation de
la moyenne de Stolarsky pour le terme de dérive dérivé d’un potentiel électrique auto-cohérent.
La premiere méthode (SQRA) utilise une moyenne géométrique, étendant ’approximation
par racine carrée, tandis que la seconde (SG) emploie une moyenne logarithmique inverse,
généralisant le schéma de Scharfetter-Gummel. Les deux approches assurent la décroissance
de I’énergie libre discrete. Les résultats classiques de ’analyse numérique suivent, et le
comportement a long terme est étudié. Les simulations montrent que les deux schémas sont
efficaces pour des longueurs de Debye modérées, mais signalent une convergence possiblement
lente vers 1’équilibre, le schéma SG montrant une plus grande robustesse pour de petites
longueurs de Debye.

Le deuxiéme travail analyse un systeme de Poisson-Nernst-Planck-Fermi ou les concentrations
résolvent des équations de diffusion croisée thermodynamiquement cohérentes. Le potentiel
électrique corrélé dépend non localement du potentiel électrique et résout 1’équation de Poisson-
Fermi du quatrieme ordre. L’existence de solutions faibles globales bornées est prouvée en
utilisant la méthode de la bornitude par ’entropie. La nouveauté réside dans la preuve de
I'unicité faible-forte. Contrairement a la preuve d’existence, la concentration de solvant est
incluse dans le systéme de diffusion croisée, conduisant a une matrice de diffusion avec un
noyau non trivial. La preuve repose sur la méthode de ’entropie relative pour le systeme
de diffusion croisée étendu et la positivité définie d’'une matrice de diffusion associée sur un
sous-espace.

La derniére partie explore les mélanges d’aérosols et propose un modele cinétique non
isotherme des interactions entre particules de poussiere et molécules de gaz. Le travail suppose
une réflexion diffuse pour les collisions gaz-poussiére. La température de surface des particules
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est traitée comme une fonction du temps et de l'espace, satisfaisant une équation de type
transport. La principale nouveauté réside en deux aspects : le modele permet la conservation
de I’énergie totale et présente une dérivation explicite de ’entropie. Apres une mise a 1’échelle
des équations, une asymptotique diffusive formelle vers un modeéle de Maxwell-Stefan a deux
espéces est réalisée, analysant les rapports de masse et de vitesse nuls entre gaz et poussiere,
ainsi que le nombre de Knudsen.

Mots-clés: Mélanges d’ions ; Aérosols ; Diffusion croisée ; Méthodes d’entropie; Unicité
faible-forte ; Schémas de volumes finis ; Exponential fitting ; Théorie cinétique ; Equation de
Boltzmann ; Asymptotique diffusive.
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Summary of Part | - Introduction

This introduction provides the non-mathematical motivations as well as the mathematical
tools for the study of multicomponent systems.

Chapter 1 introduces multicomponent systems, focusing on how interactions between species
determine their behaviour. Special attention is given to the role of diffusion, which in multi-
component systems does not follow the conventional rule of diffusion ’against the gradient’.
Examples will then be presented from the fields of chemistry and physics where there is
evidence for such diffusive ’anomalies’. Particular emphasis is placed on the dynamics of gases
and ions. This is the main subject of the thesis.

Having provided a framework for the main subject of study, Having provided a framework
for the main subject of study, an explanation of the mathematical techniques used to study
multicomponent systems is given. In Chapter 2 I will explain what is meant by cross-diffusion
systems and the mathematical difficulties encountered in their analysis. Then the boundedness-
by-entropy method and the finite volume schemes discretisation will be explored.

The kinetic description of such mixtures is reserved for Chapter 4. I will discuss the concept
of the diffusive limit, moving from the mesoscopic to the macroscopic scale of description.

Finally, Chapter 5 will discuss the outlines of the thesis.
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Chapter 1

General Introduction

1.1 Multi-component systems: the role of interactions

Multispecies systems frequently appear in biology and sociology, as well as in engineering.
These systems consist of many types of interacting entities, such as communities of organisms
including plants, insects, animals or humans. At the microscopic level, they consist in
mixtures of gas particles, colonies of bacteria, populations of cells. As one might expect, the
individual behaviour of each species changes when considering the species embedded in a
community of different entities. Inter-species relationships play a crucial role in determining
how species behave. In population dynamics, resource consumption, movement, and inter-
species aggression introduce behavioural patterns that are not a priori included in the individual
strategies [146], [152], [162]. In a closed market, capital and labour can influence their spatial
distribution [15]. Moreover, the so-called "Ouzo effect", observed when water is added to an
aniseed-based alcohol, results from the involvement of all the driving forces of the constituents
(water, ethanol, trans-anethol) in determining the flux of each constituent species [130].
Therefore, modelling interactions is important.

1.2 Diffusion in multi-component systems

Section 1.1 illustrated how important the role of inter-species interaction in determining the
behavior of entities in multicomponent systems is. Explaining more precisely what happens
and trying to translate it into mathematical language is the aim of this section.

1.2.1 What does "'diffusion' mean?

Diffusion is the tendency of particles, initially concentrated close to a point in space, to spread
out over time, gradually covering a larger area around their origin [146], [168]. However, this
definition is likely to lead to confusion. Particles in uniform rectilinear motion, that is each
with its own constant speed and direction, move away from their original point, occupying
larger and larger areas. This, however, is not the result of diffusion. Diffusion is a macroscopic
phenomenon that results from the irregular motion of each particle at the microscopic level.
Thus is related to the concept of randomness. The irregular microscopic motion of each
particle gives rise to regularity in the motion of the total group of particles. The phenomenon
of diffusion describes this regularity and thus pertains to the macroscopic level.

Diffusion quantities are not confined to particles. In fact, the first studies of diffusion
concerned heat, diffusing from hot to cold areas. Spreading quantities can be concentrations,
momentum, information, ideas, prices. Every such process can diffuse and its evolution may
be governed by mathematical analysis.
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2 1 General Introduction

1.2.2 Different scales to describe the problem

As emerged from the previous section, the scale of observation of the interaction between
entities plays a crucial role in the observation and study of the phenomenon itself. Consider a
flock of birds, the trajectory of each bird may be described. However, it is only when zooming
out that one observes the flocking motion of the whole crowd [16] [1] [73]. Depending on the
phenomenon of study, one must therefore choose the correct ‘position’ of observation.

The microscopic description

The microscopic approach uses ordinary differential equations to track the movement of
individual particles based on interactions and external forces. In a system of N particles,
denoted by (7;(t))Y; and (v;(t))Y; their positions and velocities, respectively, Newton’s law
[145] describes their evolution by

%l‘l(t) = ’Ui(t),
{ L0t) = F(1), (1)

where F; represents the force acting on the i-th particle. Hence, given the initial position of
each particle, the dynamics of the system is described by 6N (if in R3) coupled first-order
ordinary differential equations. Although conceptually simple and extremely detailed, this
method is computationally demanding for large particle numbers N. In addition, observing
the behaviour of particles at the microscopic level does not capture interesting phenomena
such as diffusion. This scale is only suitable for describing the dynamics of a system with a
few entities. An example is the planets in the Solar System. This approach is not suitable for
the motion of fluids or rarefied gases.

The macroscopic description

In this situation, particles are observed from far away. From this reference point, the set of
particles appears as a fluid, whose evolution in space and time can thus be described through
the concentration variable u(xz,t). The evolution of the latter will be dictated by partial
differential equations. One of the most basic and classical example of macroscopic model, the
main model for diffusion, is the (linear) heat equation

Ou — Au = 0. (1.2)

It was first proposed by Fourier in 1822 [95] to mathematically model the propagation of heat,
described here by the space-time function u. This family of equations also includes the Euler
and the Navier-Stokes equations.

The mesoscopic description

The kinetic or mesoscopic description of a particle system, proposed by Boltzmann in the late
19th century, is placed between the micro and macro ones. In this approach, a distribution
function F' = F(t,z,v) gives the probability of finding a particle with velocity v in the space
position z at the time ¢. In particular the integral

/ F(t,z,v)dzdv
XxV
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1.2 Diffusion in multi-component systems 3

gives the number of particles at the time ¢ in the space-velocity domain X x V. The system’s
degrees of freedom are significantly reduced compared to the microscopic description, as
it focuses on "typical" displacements rather than exact positions and velocities of particles.
This approach retains molecular interaction information, that are lost in the macroscopic
description. Moreover, it allows physical observables like matter, velocity, and temperature
to be interpreted through probabilistic measures on the F' density (mass, expectation, and
variance).

The kinetic description holds for rarefied particle systems, where the mean free path of a
molecule is comparable to a length scale of the problem, i.e. the ratio between the mean free
path and the characteristic length (called Knudsen number (Kn)) is near or greater than one.
The free transport equation, Vlasov and Boltzmann-type equations are classical examples of
kinetic equations (see Chapter 4 for an in-depth discussion).

Collisions between particles are usually described by means of an operator, which is usually
non-linear and an integral term in velocity. Such collisional kernels, for non-trivial collisional
mechanisms are difficult to treat from a mathematically. This is especially true in multi-species
dynamics, where multi-species kernels are involved. A macroscopic model is hence preferable
to study in this case.

The change of scaling

In many situations, the macroscopic description is the most appropriate scale to capture
interesting observable phenomena. It is also the easiest to handle numerically. Unlike the
microscopic description, it describes collective behavior without requiring a large number of
unknowns. Unlike the mesoscopic description, it does not involve non-trivial collision kernels.

However, it is difficult to write a macroscopic equation at a glance that takes into account
observable large-scale effects. One would have to add ad hoc terms without knowing whether
these result from the microscopic interaction between the particles. Consequently, the formal
way to obtain macroscopic models is to start at the microscopic or mesoscopic level. To pass
from the microscopic to the macroscopic scale, one idea is that as N — o0, the particles behave
as "one" and become independent in the limit. Hence, from a microscopic system of ordinary
(stochastic) differential equations, we obtain a PDE (mean-field limits). Moreover, we can
transition from the mesoscopic to the macroscopic scale by performing a proper dimensionless
analysis and then passing to the limit in the Knudsen number (Kn — 0). In this way, "cost
effects" can be added to the macroscopic model without altering the macroscopic equations
themselves. Instead, one simply analyzes the relationship between particle interactions and
the working scale (diffusive limit, hydrodynamic limit, etc.). Furthermore, depending on
which parameter we neglect, we obtain different equations in the limit. Thus, the relationship
between the kinetic level and the macroscopic description also specifies the range of validity
of the target equations as well as the relationship within the model hierarchy. An in-depth
discussion of kinetic equations, particularly the passage from the mesoscopic to the macroscopic
scale via the diffusive limit, can be found in Chapter 4.

Another way to deduce macroscopic equations is to start working on a discrete equidistant
spatial grid of mesh size h (lattice model). One divides the space into discrete sites and models
the movement of the population based on the probability that an individual jumps from its
current location to a neighboring site [10, 149, 167]. Here, u(x,t) represents the probability of
finding a particle at node = at time ¢. This description is often referred to as a microscopic
description because the pattern of movement of the population emerges from individual-level
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4 1 General Introduction

assumptions. By refining the spatial discretization (h — 0), one can obtain, in the limit, a
partial differential equation for u. This scaling via a hopping process will be discussed again
in Chapter 6. Here the hopping process introduced in [38] will be used as a starting point for
the definition of a numerical scheme for the limit (macroscopic) equation.
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Chapter 2

Macroscopic description of multi-species
systems

The concept of diffusion, a common denominator throughout this thesis, is the focus of this
chapter. The following sections provide a mathematical understanding of mass diffusion at
the macroscopic level. Starting with Adolf Fick’s first model, experimental data and model
inaccuracies when dealing with multi-species systems will be discussed. Then, diffusion will
be outlined in a more general sense (not just of matter). Lastly, this chapter presents an
explanation of diffusion in thermodynamic terms.

2.1 Fick’s laws of mass diffusion

The first qualitative understandings of mass diffusion date back to the first half of the 19th
century, when the foundations of cell theory were laid, and the new concept of the atom
emerged in the scientific community. Chemist Thomas Graham, while studying gases [110,
111], discovered that the effusion rate of a gas® is inversely proportional to the square root
of its molecular weight (heavier gases diffuse more slowly). Ten years later, physician and
physiologist Ernst Wilhelm von Briicke focused on experiments involving liquids passing
through a membrane. Graham deduced that

"the flux caused by diffusion is proportional to the concentration difference of the salt.”

Flux J;
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Fig. 2.1: Diffusion of matter

!The process in which a gas escapes from a container through a hole of diameter considerably smaller than
the mean free path of the molecules.
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6 2 Macroscopic description of multi-species systems

However, it was not until 1855 that Adolf Fick [91] translated these experimental results
into a mathematical formulation. He stated that diffusion can be described on the same
mathematical basis as Fourier’s law of heat conductance:

Q= —kVT, (2.1)

where @ is the heat flux, k is the thermal conductivity, and T is the temperature. Similarly,
diffusion can also be described analogously to Ohm’s law for electrical conduction:

j=—oVo, (2.2)

where j is the electric current, o is the electric conductivity, and ® is the electric potential
[71].

If @ x (0,T) corresponds to the spatio-temporal domain, let u;(x,t) denote the concentrations
or volume fractions of I particle species. In his first law, Fick predicted a linear relationship
between the flux of any species and its own concentration gradient. More precisely, species
move down their concentration gradient, in a process called downhill diffusion (as illustrated
in Figure 2.2). Hence, the flux J; of the i-th species satisfies the equation:

Ji = —D;Vu;, (2‘3)

where D; denotes the diffusion coefficient specific to the i-th species.

= Ji = —D;du
3 dx
=
e
+
<
=
=
g d
Uq
8 dx
@)

Distance ()

Fig. 2.2: Illustration of the first Fick’s law of diffusion in 1D.

Moreover, with Fick’s second law, better known as conservation of mass equation in absence
of chemical reactions, he describes the evolution in time and space of u;:

Opu; + div J; = ri(u), i=1,...,1, (2.4)

with 7;(u) representing the reaction rates. If the matrix A = A(u) € R’/ such that A; = D;
and the vector u = (uq,--- ,us) are introduced, then

Ji = —AiiVui, 1= 1,...,[. (2.5)

The system (2.4) can be rewritten in the vector form as

Oyu — div (AVu) = r(u), (2.6)
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2.2 Diffusion in gas mixtures 7

with r being a vector of all the reaction terms. The matrix A is called diffusion matriz and it
is diagonal in this case.

Such laws, which work well for single-component problems, encounter inaccuracies when
more than one species is involved. The following example is intended to demonstrate the
inadequacy of Fick’s law to describe multi-component phenomena in gas mixtures.

2.2 Diffusion in gas mixtures: A first experiment highlighting the
fallacies of Fick’s law

In 1962, Ducan and Toor [84] considered a ternary gas mixture made of hydrogen, nitrogen,
and carbon dioxide. Their experiment involves two bulbs connected by a capillary tube with
a tap. The latter, when opened, allows the two bulbs to communicate (see Figure 2.3). At
the beginning of the experiment, the tap on the capillary is closed. The bulb A contains an
equimolar mixture of nitrogen and carbon dioxide, while the bulb B an equimolar mixture
of nitrogen and hydrogen. The level of nitrogen in both bulbs is the same. According to

Bulb A Bulb B

Hs=0.0 H5=0.501
N9=0.501 N9=0.499
C09=0.499 C0O9=0.0

Fig. 2.3: Initial composition of the bulbs

Fick’s first law of diffusion (2.3), there should be diffusion of CO2 from bulb A to bulb B
and diffusion of Hy from B to A. In addition, the nitrogen should not move as its gradient
concentration is zero. However, by letting the gases free of moving between the bulbs, one
observes that, not only hydrogen and carbon dioxide diffuse till the level of the two gases
reaches a plateau, but also nitrogen does. In contrast to the Fickian expectations, the nitrogen
composition of bulb A decreases, while the one of bulb B increases (uphill diffusion). The
nitrogen diffusion continues till the plateau is reached again.

This phenomenon is not unique to hydrogen-nitrogen-carbon dioxide. It usually occurs in
any multi-component context, especially when dealing with entities of different sizes: Larger
molecules, as in a crowd of people, push smaller ones to move even though they are already in
equilibrium. A better understanding of uphill diffusion is relevant in several applied contexts,
such as in medicine, where helium is used to facilitate the diffusion of oxygen in patients with
chronic obstructive bronchopneumopathy [29, 55, 118|. Further examples can be found in [129,
131].
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8 2 Macroscopic description of multi-species systems

2.2.1 The Maxwell-Stefan diffusion

James Maxwell in 1866 [140] and Josef Stefan in 1871 [164] independently suggested a
modification of the Fick’s laws to account cross-diffusivity effects. Together with the set of
equations (2.4), they added the equations

w;d; — uiJ; )
Vui:_z JzD“Z]’ i=1,-,1, (2.7)
J#i i

where also Zle u; = 1, and D;; represents the diffusion coefficient of the species ¢ respect to
the j-th one. The linear dependence between flux J; and concentration gradient Vu; for the
same species 7 is broken. The proposed equation (2.7) describes a nonlinear relation between
fluxes and concentration gradients. The flux J; depends not only on Vu;, but also on the
gradients of the other species, namely Vu; with j # ¢. In terms of the diffusion matrix A
which appears in the vector form of the system (2.4), i.e. in equation (2.6),

L (dy4(do—dp)ur  (do—di)us
Au) = a(uw) ( (do — da)us dy + (do — dy)us ) (2.8)

for a mixture of I = 3 components, where uz and d; ;2 are expressed as uz = 1 —u1 —ug, and
diyj—2 = D;j, and a(u) = dida(1 — u1 —u2) + do(di1ur + daus) [121]. The first thing to observe
is that the off-diagonal elements of the matrix A are no longer zero. The diffusion matrix has
lost the diagonal structure predicted by Fick’s law (2.6). Note also that A is not symmetric
either. Before presenting a second example, a more detailed discussion of the structure of A is
given. It is not peculiar to the Maxwell-Stefan system, but common to many other situations
of multi-component interactions. Such interactions give rise to cross-diffusion effects, which
are well described by cross-diffusion systems of equations.

2.3 Cross-diffusion effects and systems

As the previous example shows, in multi-species contexts, entities influence each other’s
diffusion process. This phenomenon goes by the name of cross-diffusion, precisely to emphasise
how the diffusion of one component also leads the others to spread. This shows the inadequacy
of first Fick’s law, which postulates diffusion of each species as non-interacting. Mathematically,
cross-diffusion implies that the flux J; of each species depends not only on Vu;, but also on
the concentration gradients of all other species Vu;, for j # i. As a consequence, although
the structure of these systems is similar to (2.4) or (2.6), the diffusion matrix A, as in
Maxwell-Stefan, no longer has a diagonal structure: Non-zero off-diagonal terms represent the
cross-diffusivity coefficients. Thus J; will have a more complicated structure than in (2.5):

I
JZ' = — Z AijVuj. (2.9)
7j=1
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2.4 Diffusion in ion mixtures 9

More broadly, given the spatial (bounded) domain Q C R¢, with Lipschitz boundary, and the
time domain [0, +00), the general structure of cross-diffusion systems corresponds to

d
0 Ou,j ,
o= S o (A gt ) =nw. =1L (2.10)
j=1k¢=1
where u(z,t) = (u1(x,t),- -, ur(z,t)) are the unknowns, A¥f are the diffusion coefficients, and

r;(u) the reaction terms. Hence, cross-diffusion equations are quasilinear parabolic equations.
To study the system (2.10), we need to provide additional information of the behavior of the
solutions on the boundary of €2 and at the initial time. Here, we assume no-flux boundary
conditions on the entire boundary to have an easier weak formulation of (2.10) which does
not involve boundary integrals. Called v = (v1, - -+ ,14) the exterior unit normal vector to the
boundary 02, on 02, for ¢t > 0, they correspond to

d .
S w <Aff(x,u)gu3> =0, i=1,--,I (2.11)
=1k =1 Lt
Moreover, for x € €2, we take
ui(x,0) = ud(x), i=1,---,1I (2.12)

Usually, the matrix A is not symmetric, nor positive-definite. These characteristics make
cross-diffusion systems highly nonlinear and entail coupled partial differential equations, posing
significant challenges for study, particularly complicating mathematical and numerical analysis,
as will be discussed in Chapter 3.

2.4 Diffusion in ion mixtures: A second experiment highlighting the
fallacies of Fick’s law

A second example [172] of cross-diffusion is now presented by a new particle behaviour. Let us
consider a box that is divided into two parts by a membrane, permeable to cations (negative
ions) but not to anions (positive ions). A dilute electrolyte solution of sodium chloride (Na™
and Cl~ plus water) is placed in the right part of the compartment. The left side contains a
much more concentrated electrolyte solution of hydrochloric acid (H* and C1~ plus water).

2.4.1 Volume filling constraint: The advection effect of water

The first thing to notice is that the ionic particles of the electrolyte solution are surrounded
by a solvent.The solvent, which is not stationary, transports the suspended components
(advection). In doing so, it modifies their motion. Therefore, when modifying the fluxes, a
drift term due to the water must be included. In dilute solution, this term is relatively easy
to define: It will be of the form u;v, where v refers to the velocity of the solvent, which can
be assumed to be independent of the ion’s motion. However, this velocity becomes more
difficult to express when dealing with concentrated solutions or narrow geometries, such as
the membrane, or general biological channels or nanopores. If the diameter of the channel and
that of the ions are of comparable order of magnitude, ions can no longer be considered points.
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10 2 Macroscopic description of multi-species systems

Ions occupy a no-negligible volume, and so the mixture is saturated (volume filling constraint).
Mathematically, if the volume available is normalised as unity, then the constraint reads

I
ug:=1— Z“i’ (2.13)
i=1

namely the volume fraction of the solvent ug corresponds to the remaining volume not occupied
by ions. Since the solvent speed v is usually a function of Vug, due to the volume filling
constraint (2.13), J; will also depend on all the Vu;, where j # ¢, with an expression similar
to (2.9). The expression of the diffusion matrix A for this model will hence be similar to the
Maxwell-Stefan one (2.8). Modelling concentrated dilute solutions is an active field of research
in mathematical modelling. Indeed, such solutions have many applications in physiology, for
example to describe the motion of ions through protein channels such as cellular channels,
or in electrochemistry modelling batteries. Therefore, several models have been developed,
trying to improve the theory or taking into account new phenomena. A significant example,
used in [38], is reported. For I = 2, the matrix corresponds to

Au) = ( D1g2;2u2) D23131u1) ) , (2.14)

Again non-diagonal and non-symmetric matrix, encoding cross-interactions is obtained.

For the time being, only the effect of the solvent on the particles has been considered.
However, the particles are charged. This influences the definition of the flux, as explained in
the next section.

2.4.2 The electromigration effect and the Nernst—Planck equation

Returning to the experiment, at the beginning of the diffusion process, the highly mobile
H™T diffuses ahead of Na™, creating a positive excess charge in the right compartment. This
induces an electrical gradient that maintains electrical neutrality in the box. Consequently,
Na™ diffuses from right to left, but does not stop when its gradient concentration becomes
zero. The electrical gradient forces the sodium ions to the left and limits the amount of
hydrogen that can be transferred. Thus the Na™ - attracted by the negative Cl1~ on the left -
can continue to move until its concentration in the left compartment is many times greater
than that in the right (see Figure 2.4). As a result, the transport of ionic species is invariably

e e @ ut
@ Cl
Q Nat

o 2% o

) egi

Fig. 2.4: Ions’ movement due to electro-neutrality effect.

coupled with partner ions due to electro-neutrality constraints. This in turn accelerates or
decelerates a specific ion. Between 1888 and 1890, Nernst [143, 144] and Planck [156, 157]
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2.5 Thermodynamic definition of diffusion: Onsager’s generalisation of Fick’s law 11

refined a new model of Fick’s equations to include the effects of charged interactions: The
Nernst-Planck equation. Given ® the electrostatic potential, and z; € Z the ionic valences (+1
for Na™ and H*, —1 for C1") the expression of the flux results

This allows to obtain a new drift term describing electromigration. Typically, the electric
potential ® is not provided, as its value over time and space depends on the ions themselves.
To close the system, a Poisson-type equation is usually added, as outlined later on.

Considering the two effects together, electromigration and volume filling constraint, the
flow becomes cross-diffusion, with an electrical drift term. In the example with the diffusion
matrix (2.14), J; becomes

2
Ji=— Z Aijvu]‘ + z;D;u; VO |,

ij=1

where ® usually satisfies a Poisson-type equation. This family of new models is called
generalised Poisson-Nernst-Planck. They better capture phenomena such as current saturation
in crowded channels [68]. Generalised Poisson-Nernst-Planck equations will be the argument
of Part II of this thesis.

2.5 Thermodynamic definition of diffusion: Onsager’s generalisation
of Fick’s law

Section 2.4 gave an example of the strong correlation between diffusion-type phenomena,
such as how matter transport can cause an electromotive force and vice versa. In general,
when several irreversible transport processes (e.g. heat conduction, electrical conduction,
diffusion) occur in a system, they often interact with each other. One process typically induces
others, resulting in 'coupled’ transport. For example, a temperature gradient in a solution can
create a composition gradient, leading to thermal diffusion and its reverse effect, among other
interactions [147]. These considerations illustrate the interdependence of heat, electricity, and
matter transport. Without interaction, individual flows follow empirical laws such as Fourier’s
(2.1), Ohm’s (2.2), and Fick’s laws (2.3). When interactions are significant, phenomenological
relations describe currents as linear combinations of all gradients. For instance, diffusion J
and heat flux Q can be expressed as:

J = —(DVu+ DrVT),
Q = —(kVT +k,Vu),

where D, Dp, and k are diffusion, thermal diffusion, and thermal conductivity coefficients,
respectively. More often, these relationships are expressed in terms of the forces producing
such currents. If u represents the chemical potential, namely the energy absorbed or released
when the particle number of a given species changes, then J and ) can be rewritten in terms
of Vi and V(1/T), where Vu represents the force of diffusion. Moreover, as discussed in
Sections 2.2 and 2.3, in multi-component solutions, there is also mutual interaction among
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12 2 Macroscopic description of multi-species systems

solute transports (cross-diffusion effects). The question of how to interpret and define diffusion
in general therefore arises.

Generally speaking, diffusion is an drreversible process, in which energy dissipates and
entropy grows. It was Lars Onsager [147, 148] who laid the foundations for a rigorous theory
of diffusion. For a general flux (of matter, heat, electricity, etc.) J,, where a encodes the
transport phenomenon under consideration, it holds

Jo = LagV [,
B

where L,g encodes the Onsager matrix of transport coefficients, linking the driving forces
V fs to the fluxes J,. The Onsager matrix is symmetric, meaning that

Lag = Lga.

Moreover, the entropy production or dissipation associated to the system, can be written in
terms of the Onsager matrix as }_, > 3 (V fa)TLa/BV fs. Since the entropy production cannot
be negative, the Onsager matrix is hence positive semi-definite.

Hence, if p; represents the potential of the i-th species, which includes all the possible
diffusive effects, the flux J; of the i-th species can be expressed as

Ji = =Diui V.

Explicitly, p; reads ‘
pi = = logui+ 2@

and depends on the diffusive phenomena involved. In this reformulations of the fluxes, Fick’s
and Nernst-Planck laws are included. In concentrated solutions, as in the example of Section
2.4, when the finite size of the ions needs to be taken into account, an excess chemical
potential p$* must be included in the definition of y;. Bikerman [25] suggested the choice
ps* = —log(l — >  u;) = —logup. I find these last remarks extremely interesting, as they
seem to bridge the diffusion theory with the boundedness-by-entropy method which will be
discussed in the next chapter. Here the entropy variables are strongly related to the potentials
p; arising in thermodynamics (see [121, Remark 4.1]).
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Chapter 3

Mathematical and numerical study of
cross-diffusion systems

In Section 2.3 the general structure of quasilinear parabolic cross-diffusion systems was shown
(Equation (2.10)). In this chapter, and in the rest of the thesis, the focus will be on a simpler
structure of the diffusion matrix A. The framework is the same as in Section 2.3. Thus, given
the spatial (bounded) domain  C R with Lipschitz boundary and the time domain [0, +00),
the matrix A satisfies

A%(SL‘,U) = Ajj(u)dke, i,j=1,---,1

where I is the total number of species. In the examples (2.8) and (2.14) the diffusion matrix
has this structure. Hence, being J; as in (2.9), the cross-diffusion system (2.10) reads

I
8tui —div (Z AZ](’U,)VUJ) = n(u), 1= 1, s ,I, (3.1)

J=1

or, written in vector form,

O — div (A(u)Vu) = r(u). (3.2)

For the sake of simplicity, no-flux boundary conditions are imposed on 0f2. Initial conditions
are also given. The vector r(u) = (r1(u),--- ,rr(u)) encodes the reaction terms. For the cases
analysed in this thesis, the unknowns u(t) = (u1,--- ,ur)(-,t) : @ — R! have the meaning
of concentrations or volume fractions of the components. If u represents the vector of con-
centrations, it is expected to take values in an open set D C (0, —i—oo)l . If it represents the
vector of volume fractions, it should take value in D C (0,1)!. While in the first case the
unknowns u; should only be positive, in the second case they should be positive and bounded
(not exceeding the maximum available volume, i.e. 1).

The equations studied in Part II include both cross diffusion and drift term. Moreover,
an additional unknown is included in the system. This unknown will be called ug and will
satisfy the volume filling constraint (2.13), namely

I
ug = 1-— Zu,
=1

The systems considered, with both cross-diffusion and drift, can be summarised by the formula

I
Oru; — div (Z (Aw(u)Vuj + Ql](u)VQD)) = ri(u), i=1,---,1,
j=1
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14 3 Mathematical and numerical study of cross-diffusion systems

where ® represents the electric potential satisfying a Poisson or Poisson—Fermi equation. In
the following, the drift coefficients Q;; of the I x I matrix Q(u) will take the form

Qij = uidyy  or Qi = uouids;.

However, for simplicity sake, this chapter will focus on cross-diffusion system of type (3.1).
Yet the case involving a drift term is treated similarly. A more in depth treatment can be
found in Part II.

The mathematical analysis of cross-diffusion systems is very difficult. The main difficul-
ties arise from the strong coupling of the equations and their nonlinearity. A standard tool
such as the maximum/minimum principle is generally not applicable to show bounds on
solutions. Moreover, the fact that the diffusion matrix A is often neither symmetric nor
positive semidefinite has made the study of the global-in-time existence of weak solutions a
challenge for mathematical research. General regularity results do not apply in this context,
so solutions can develop singularities in finite time.

Amann has shown [6] the existence of a unique local-in-time classical solution to quasi-linear
parabolic cross-diffusion systems under restrictions on the regularity of the spatial domain 2
and on the spectrum of the diffusion matrix.

Ladyzenskaya et al. [132] proved that L° bounds on the local solution u and its gradient,
under some growth conditions on the nonlinearities of the model, are enough to obtain global-
in-time existence of classical solutions. Amann in [7] formulated the concept of W1 weak
solutions and he showed that, if the local solution u with maximal existence time 7" satisfies

sup |[u(t)|lw1rq) < oo, for p>d,
0<t<T

then the local solution v can be continued globally in time. However, such conditions are
often not fulfilled, in particular when d > 2. Stara and John in [163] and Pierre and Schmitt
in [155] found some examples of parabolic systems with solutions that exhibit blow-up in finite
time. In general, therefore, it is not possible to show global solvability for general systems of
the cross-diffusion type. Additional conditions are needed to prove that local-in-time weak
solutions are bounded and can be continued globally in time. Le and Nguyen in [134] discovered
that structural assumptions on the diffusion matrix A are required.

In the next section the existence of global solutions for cross-diffusion systems with an
entropy structure is discussed. The boundedness-by-entropy method is explored to show the
global-in-time existence of weak solutions of the system (3.1). Bounds on the solutions can
also be derived.

3.1 Boundedness-by-entropy method

The boundedness-by-entropy method is a useful tool to show the global-in-time existence of
bounded solutions. It is applicable to a large class of physically relevant, strongly coupled
parabolic systems such as (3.2), which have a formal gradient flow structure or entropy
structure. To illustrate the method, the concept of (mathematical) entropy is first introduced.
This discussion is based on the works [46, 121, 123].
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3.1 Boundedness-by-entropy method 15

Entropy structure An entropy density associated with the system (3.2) is a function h : D C
R? — R satisfying the following hypotheses:

- It is convex and C?(D);
- Its first derivative &' : D — R and the Hessian A" : D — R! x R! are invertible,

- The matrix h"(u)A(u) is positive semidefinite for all u € D.

The functional H(u) = / h(u)dz is its corresponding entropy. If we identify the variational
Q

derivative of H, namely Méiiu), with its Riesz representative w := h'(u) (entropy variable), we

can formally rewrite a system (3.2) with an entropy functional in the vector form
Ou — div (B(w)Vw) = r(u), (3.3)

where B = B(w) = A(u)h”(u)~! is the mobility matriz. Structure (3.3) is called entropy or
gradient flow, and has been observed in many cross-diffusion systems.

Remark 3.1 (How to determine if a system has an entropy structure?). For models coming
from physics or chemistry, the existence of entropy often follows from physical considerations.
However, there seems to be no general strategy for determining whether a cross-diffusion
system has an entropy structure or not. In [64] the authors showed that every cross-diffusion
system with an entropy structure has a normally elliptic diffusion matrix. This means that
the real parts of all its eigenvalues are positive. Therefore, if A(u) is not normally elliptic,
then such an entropy structure cannot exist. If A(u) is normally elliptic for all u € D and
furthermore h”(u)A(u) is symmetric for some convex function h(u), then the system has an
entropy structure. However, the last result does not give an explicit expression of an entropy
associated with the system.

Global-in-time existence and boundedness One of the consequences of the gradient flow
structure is represented by the following entropy inequality. Thanks to (3.3), integration by
parts and homogeneous Neumann boundary conditions, the time derivative of the entropy
becomes

& [ wtde = [ o wwyde = [ o wde = [ Vu: B)Vuds+ [ 1) wd,
(3.4)

where “:” denotes the Frobenius matrix product. For simplicity, the assumption 7(u)-w < 0 is
imposed. Thanks to the positive semidefiniteness of h”(u)A(u), and thus of the matrix B(w),
the inequality

dH

= <

dt —
is derived. The functional H is consequently a Lyapunov functional, decreasing in time along
the solutions of the system. It is therefore a mathematical entropy. The latter is the same as
the physical one, but with the opposite sign.

0 (3.5)
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16 3 Mathematical and numerical study of cross-diffusion systems

The term [, Vw : B(w)Vwdz is called entropy dissipation. Under certain conditions on
the matrix h”(u)A(u), the entropy dissipation is crucial to deduce uniform estimates on the
gradient of u. Indeed, for example, if h”(u)A(u) is positive definite uniformly in w, then

/ Vw : B(w)Vwdz = / Vu : h"(u)A(u)Vudr > c/ |Vu|?dz, (3.6)
) Q Q

holds, for some ¢ > 0. The positive definiteness of h”(u)A(u), which implies (3.6), can be
weakened. Having a positive definite matrix h”(u)A(u) with a constant depending on u € D

is enough: There exist mq,--- ,m; > 0 and ¢ > 0 such that
I
2R (u) A(u)z > Zu?(mi_l)z?, Vz e Rl ueD. (3.7)
i=1

The key idea of the proof is to work with the reformulation (3.3), in the entropy variable w.
In particular, the existence proof combines the study of the existence for an approximated
problem with compactness result. The main points of the existence proof for the approximated
problem are summarised:

- First, the time derivative dyu(w) is replaced by its implicit Euler discretisation to avoid
problems with time regularity and to work only with elliptic equations. This introduces
a time discretisation parameter 7 > 0..

- Since the operator
w — div(B(w)Vw)

is not uniformly elliptic, a higher-order regularisation term e((—A)™w + w), where
m > d/2, e > 0 must be added in (3.3). The new operator is thus uniformly elliptic, which
guarantees global solvability in w € H™(£2). The second advantage of this regularisation
lies in the choice of m > d/2. Indeed, for such m the embedding H™(Q) — L*°(£2) holds,
and the boundedness of w ensues. As a consequence, the relation w = h/(w) can be
inverted, and the inverse u(w) = (h’)~!(w) is well defined. Since b’ : D — R!, then

u(w) = (W)} (w) € D.

Therefore, if D is bounded, the bound on u follows automatically, without using tools
like the maximum principle.

- The global-in-time existence of the variable w for the discretised and regularised system
is proven by a standard fixed-point argument. Thus, one should linearise the system by
"freezing" the non-linearity; show that the linearised problem is well defined (e.g. using
Lax-Milgram theorem); prove that the resulting solution operator associated with the
linearised equation admits at least one fixed point, namely a solution to the non-linear
problem.

At this point, if w(™ denotes the constant-time interpolation of the discrete solutions, the
goal is to show convergence for u(w(™) as (¢,7) — 0. Compactness estimates are needed
to identify the limit with a weak solution of (3.2). They follow from the lower bounds on
entropy dissipation (3.7). The main tool for carrying out this limit is a discrete version of the
Aubin-Lions lemma as written in [80]. It provides the almost everywhere convergence of the
sequence of discrete solutions (up to subsequences), which allows to identify the nonlinearities.
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3.2 Uniqueness of weak solutions 17

Moreover, when passing into the limit (7, €) — 0, the solution varies in D. If the latter is
bounded, so is u(w).

An illustrative example is the Maxwell-Stefan system discussed in Section 2.2.1, with [ = 3
species. In the following discussion, u = (u1, u2) actually denotes a discrete solution of the
approximated problem. The concentration of the third species can be expressed in terms of uy
and wug, namely us = 1 — u; — ug, then

D :={u=(u1,uz2) € (0,1)2 tup +ug < 1}

Furthermore, the entropy density for the system is defined as:

2
h(u) = ui(logu; — 1) + (1 — ug — ug)(log(l — uy —ug) — 1), wu € D.
i1

Therefore,
oh Ul oh U2
w; = — =log— and wy =—-—— =log—,
ouq u3 Oug U3
implying
() = — g
ui(w) = ,
' 1437, evi

for ¢ = 1,2, which is a function with image D. Therefore, u; are automatically bounded.

Remark 3.2. As shown in [77], the regularising term (—A)™ 4 Id) can be avoided for systems
of the form
0w — Aa(u) = r(u),

with a : RT — R invertible function, by using instead the operator (M — A)~ : L™(Q) —
L>(Q), with m > d/2 and M > 0. The procedure allows to prove strict positive lower bounds
for the solutions and also the study of the limit T — 0 only.

3.2 Uniqueness of weak solutions

For strong solutions of cross-diffusion systems, uniqueness follows from standard L? estimates.
However, the uniqueness of weak solutions remains largely unresolved. From the entropy
method presented above, it is usually not possible to deduce the uniqueness of the solution.
The fixed point operator defined by the solution of the linearised problem usually only fulfils the
assumptions of the Leray-Schauder fixed point theorem. This allows to deduce the existence
but not the uniqueness of solutions of the (approximated) nonlinear problem. And even if one
could prove uniqueness for the approximate problem, this would not imply uniqueness for the
continuous problem. In fact, compactness provides only one convergent subsequence. There
may be another that converges to a different limit.

The main problems in proving uniqueness arise from the coupling of the system equations
and their nonlinearities. To the best of our knowledge, there is no general uniqueness result
for cross-diffusion systems, and only a few partial results have been obtained for specific cases.
The first result for diffusive systems was given by Alt and Luckhaus in [5]. They showed
uniqueness in the class of weak solutions under the integrability assumption on d;u; and the
linearity of the elliptic operator. A relaxation of these hypotheses can be found in [151] by
Otto and in [2] by Agueh. However, both results are only valid for scalar equations. Results
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18 3 Mathematical and numerical study of cross-diffusion systems

for cross-diffusion systems can be found for example in [174], for cross-diffusion systems with
volume filling, under simplifying assumptions on the nonlinearities, or in [37] and [106] for
initial data sufficiently close to the constant steady states.

Another discussion for cross-diffusion equations with drift term is in [64] where they used
the H~! method, combined with a Gajewski method, to improve the results of [126] and
[174]. The mentioned methods are presented hereafter. Even in the linear diffusion case of the
one-species Fokker-Planck equation

Oyu — div(Vu + uVP) =0,

strong assumptions on the data are required (see [123]). The electric potential ® should be
such that V& € L>®(0,T; L4(Q)).

The method of Gajewski and H~! method will be discussed, and later the concept of weak-
strong uniqueness will be introduced. The latter is more appropriate to show the uniqueness
result in the context of cross-diffusion.

The method of Gajewski Gajewski in [97] developed a method, again based on an entropy
method, to obtain uniqueness of weak solutions of drift-diffusion models for semiconductor
devices. For the Fokker-Plank equation, this technique allows to obtain uniqueness under a
weaker regularity assumption on the potential ® (namely ® € L2(0,T; H'(Q2))).

The idea of the Gajewski’s method is to use a semimetric to compare two bounded solutions
u and v. Such semimetric is defined in terms of the entropy density A, namely

d(u,v) = /Q <h(u) + h(v) — 2h <“ ; “>) d.

The main idea of the method is to show that ¢t — d(u(t),v(t)) is decreasing in time. If u
and v are two solutions of the same Cauchy problem, they have the same initial data, i.e.
u(0) = v(0). Therefore, d(u(t),v(t)) < d(u(0),v(0)) = 0. Since the semimetric can usually be
bounded from below by the difference of u and v in the squared L?(Q)-norm, the equality
u(t) = v(t) follows for t > 0, i.e. in Q.

Gajewski’s method can also be applied in the context of cross-diffusion. For example, in
[102] it was used to show the uniqueness of a generalised Poisson-Nernst-Planck model with
volume filling constraint (2.13). However, strong assumptions on the diffusion coefficients
are needed to rewrite the system in Fokker-Planck form and thus prove uniqueness. Another
application in the context of cross-diffusion can be found in[174].

H~! method The H~! method [79, 122, 141, 154] is another technique often applied in
this context. This method is a dual approach, which involves choosing a test function y that
satisfies an appropriate elliptic problem. Consequently, uniqueness is reduced to the existence
of x € L*(0,T; H'(£2)) for the Poisson problem:
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3.2 Uniqueness of weak solutions 19

with homogeneous Neumann boundary conditions on 9€2, where u and v are solutions of the
cross-diffusion system (3.2), starting from the same initial data. If it can be shown that

d
gglﬂvXFdxﬁov (3.9)

then y must be constant, leading to the conclusion that u = v. However, deriving an inequality
like (3.9) typically requires strong assumptions on A(u)Vu =: ¥(u). Specifically, we have:

& [ 19 e = @-a0.%)

(@

= (O(u =), x)

(V- (V¥(u) = V¥(0)),x)
= —(¥(u) = ¥(v), Ax).

Since x solves (3.8), we need to assume the monotonicity of ¥ to get:
— (W () — U(), Ax) = —(W(u) = (v),u—v) < 0.

The monotonicity assumption on ¥ can often be weakened. However, the new conditions that
replace it are still quite restrictive in practice.

Weak-strong uniqueness Many recent works have demonstrated that establishing weak-
strong uniqueness appears more feasible. For instance, weak-strong uniqueness has been
proven for the compressible Navier-Stokes system [88], the Fourier-Navier-Stokes system [89],
and for the (isentropic) Euler equations [34, 112]. For hyperbolic-parabolic systems the result
has been shown in [66],whereas [35] and [105] proved it for the Navier-Stokes-Korteweg and
Euler-Korteweg systems, respectively. Additionally, this approach has been successful for the
Navier-Stokes equation with surface tension [94], reaction-cross-diffusion systems [65, 116, 125,
133], entropy-dissipating reaction-diffusion equations [94], energy-reaction-diffusion systems
[115], and Maxwell-Stefan systems [119]. These studies illustrate that weak-strong uniqueness
is a viable approach for various complex systems.

The method consists in comparing strong and weak solutions. Strong solutions are weak
solutions that are more regular. Weak-strong uniqueness states that if both a weak solution
u and a strong solution v exist for the same initial-boundary value problem with the same
initial data, the weak solution must coincide with the strong solution for as long as the strong
solution exists. Hence, given a strong solution, it coincides with any weak solution. Thus the
two classes of solutions coincide. The approach discussed ensures that every strong solution
coincides with every weak solution, leading to the uniqueness of solutions in both categories.
However, this approach typically involves complex calculations. Additionally, establishing the
existence of a strong solution is required.

Sometimes, the comparison between the two kind of solutions can be achieved by working
directly with the weak formulation, thanks to linear energy estimates [20]. More often, the
weak-strong uniqueness approach relies on employing the relative entropy

Hulo) = [ (h(u) = h(v) = H'(0)(u =) da.
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20 3 Mathematical and numerical study of cross-diffusion systems

where h signifies the entropy density, to compare u and v. Indeed, typically, H (u|v) acts as an
upper bound for the L?(Q)-distance between the two solutions, and it is better adapted to the
equation in consideration. By using a right test function in the weak formulation, a bound like

with C(v) > 0 depending on the strong solution only can be established. This enables the
application of Gronwall’s lemma, leading to the conclusion H(u(t)|v(t)) = 0 and consequently
u(t) = v(t), for t > 0.

Note that the relative entropy has similarities to the Gajewski semimetric. The transition
from one expression to the other is still not fully understood. The link between the two
expressions is that they are both "nonlinear formulations" of |u — v|2. Some comments are
made in [64, Remark 4].

3.3 Finite Volume schemes

The numerical approximation of cross-diffusion systems is also complex due to the non-linearity
of the fluxes. Since cross-diffusion systems of parabolic type are studied in this thesis, it is
essential to introduce discretization both in time and space.

In the cross-diffusion community, the implicit Euler method is commonly used to discretize
the time derivative. For the explicit Euler method, the entropy decay, which provides stability
estimates, is subject to a stability constraint (see [92]). Additionally, when physical parameters
are considered, this stability condition depends on those parameters. It can happen that these
parameters are small, leading to an inefficient scheme (see inequality (2.14) of [17] for the time
step, where the bound is proportional to the square of the Debye length parameter ~ 107°).
On the other hand, implicit Euler guarantees unconditional stability with respect to the time
step.

Regarding space discretization, finite volume and finite element methods are the most
popular in the literature on numerical studies of cross-diffusion systems. The main goal is
to define schemes that preserve the structure of the continuous problem as much as possible,
namely the non-negativity or bounds on the solutions, and the decay of the entropy. Moreover,
accurate schemes are sought.

The advantage of finite element methods is that they search for solutions in a finite
dimensional subspace of the space where weak solutions of the continuous problem lie. However,
these schemes do not encode the physics of the problem and they restrict the space of usable
test functions to show properties on the discrete solutions. They are therefore unable to prove
important properties such as the non-negativity of solutions.

On the contrary, finite volume approximations are more suitable and attractive methods
when dealing with conservation laws, like (3.1) in absence of reactions. They guarantee local
and global mass conservation, positivity/bounds of solutions, thermodynamic consistency,
which are not always possible to show in the finite element context. On the space-time domain
2 x [0,+00), a general conservation law reads as

Owu + div J(u, Vu) = 0, (3.10)
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3.3 Finite Volume schemes 21

where the initial condition is set as u(+,0) := up(-), and boundary conditions are specified on
09). For simplicity, no-flux boundary conditions are adopted. It is first noticed that cross-
diffusion equations are part of this category. After introducing a partition 7 of 2 in polytopes
(call control volumes or cells), the principle of the finite volume method is to approximate the
mean value of the fluxes on the edges of each control volume. The scheme is hence based on

Fig. 3.1: Example of neighbouring cells satisfying the orthogonality condition

local balanced laws. Denoting by £ the set of edges of K € T, one can apply the divergence
theorem to obtain:
/ Opudz + Z J(u, Vu) - vyds =0, (3.11)
K o€EK o
where v, denotes the exterior unit normal vector to the edge o. As initial data for (3.11), one

takes
uly = i/ uo(x)dzx, VK €T,
mg JK
with mg the Lebesgue measure of K. Moreover, since (3.10) involves also a time derivative, a
time discretisation ("), of [0, +00) is also introduced and the approach proceeds via the
implicit Euler method. Consequently, the following finite volume scheme for the unknowns

u' is derived:

BE (W —ul ) + Yoegy Fite =0, VK ET, ¥n>1,
u

= #KfK uo(z)dz, VK eT,

where At is the time step and FF, is the numerical flux.
How to define the numerical flux Fp, 7 It should be consistent, namely it should be an
approximation of [ J(u,Vu) - v5ds. Moreover, it has to be conservative:

Fil =—F' VK LeT,VneN.

This property is important to conserve the total discrete mass, in absence of reactions. Finally,
the flux approximation should ensure that the resulting scheme retains, at the discrete level,
several important properties from the continuous level, such as the positivity of concentrations,
bounds for volume fractions, decay of free energy, preservation of thermodynamic equilibrium,
and long-time behavior of the solutions. Some of these properties are also crucial for proving
the convergence of the scheme. The interesting thing to note is that there is no systematic way
to define the numerical fluxes for a given equation or system. There may be several definitions
of Fy that satisfy the above properties. Among these definitions, the choice falls on the flux
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22 3 Mathematical and numerical study of cross-diffusion systems

with the highest order of convergence or the one that best suits the properties one wants to
study.

In this thesis, the focus is on the two-point flux discretisation method, where, for an edge
o = K|L, the numerical flux F}}_ depends solely on the discrete values of the variables in
the cells K and L. If the flux J(u, Vu) is linear, like for example in the case of Fick’s law
J(u, Vu) = —Vu, then a good approximation of it is provided by finite-difference discretisation

of the gradient:
Mg

do

where m, is the R9~! —Hausdorff measure of o, and d, := d(xx,zr) denotes the distance
between the cell centers xx and xy. Under the orthogonality condition of the mesh, i.e. the
vector connecting the center xx of the cell K to the one of the neighbour cell L, namely zp, is
orthogonal to the shared edge o, this approximation of the flux is consistent [87]. However, when
the flux J(u, Vu) includes an advective effect, the numerical fluxes are no longer straightforward
to define. For example, consider the drift-diffusion flux J(u, Vu) = —Vu — uV®, where @ is a
given electric potential. The drift term poses the challenge of approximating the value of u
over o. Since the approximation u% is constant over K, and the approximation v’} is constant
over L, a priori, the value of u over 0 = K|L is not well defined. Several schemes have been
developed in this regard. A simple definition consists in taking u]} as the average between the
value of the unknown on both sides of o, namely u} and u’} (centred scheme):

Fio = —=(uf —up),

Mme

do

_ Mo U +up

F}}O’ = d 2
g

(uk —up) (Pr — @), (3.12)
where ® g represents the discretisation of the electric potential over K. This scheme introduces
very little numerical diffusion in the discretization of the drift term, but it is therefore also not
very stable if the convection is much stronger than the natural diffusion. When advection is
predominant, one of the most natural choice would be the upwind scheme. The latter consists
in choosing as u either u- or u7, depending on the sign of the approximated gradient, namely

the versus of the speed flux related to u:

n Mo n n
Freg = —(ug —up) — — (3.13)

my | Wk(Pr —PrL), if (P —®1) >0,
do do | up(®p —®r), if (P —PL) <O,
The resulting scheme is more stable than the centered one, but additional numerical diffusion
is introduced.

Both the upwind and centered schemes reproduce a discrete version of the entropy inequality
[52]. However, they do not preserve the form of the thermal equilibrium at the discrete level.
This means that by substituting the discrete version of the thermal equilibrium u = e® in the
discrete flux of the scheme, one does not obtain F7, = 0. An interesting scheme that preserve
the thermal equilibrium is the Scharfetter-Gummel scheme (SG). First proposed in [159] to
discretised one-dimensional drift-diffusion equations, it makes use of the Bernoulli function
B(r) = z%5 to discretise the fluxes:

Mg

Flo 1= 37 (B(®1 — 1c)u — B(®x — r)uf)). (3.14)
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The latter can be seen as an "interpolation" of the upwind and centered scheme, inheriting the
good properties of both schemes. The latter are obtained in the cases of very large or very
small advection. In general, both the fluxes (3.12) and (3.13) can be written in the form (3.14)
by using an appropriate B-function, see the work [51]. Here the authors proposed a way to
unify and simplify the notation. Inspired by the Scharfetter-Gummel scheme, they suggested
to write the numerical fluxes via a Lipschitz continuous function B, such that B(0) = 1,
B(z) > 0, and B(z) — B(—z) = —uz, for all z € R.

An alternative flux discretisation, which preserves the thermal equilibrium, is the squareroot
approximation scheme (SQRA), which can be written in the form (3.14) using the function
B(s) = e¥/2. This choice, however, does not fit the definition of B-functions of [51], as
B(x) — B(—z) # —z. In [114], a generalisation of the B-functions was proposed (see Table 1
of [114]). Such function do not have to fulfil the equality B(z) — B(—z) = —z. The scheme,
which is part of exponentially fitted schemes, is based on flux reformulation via the Slotboom

variable w := ue®:

J(u,Vu) = e *Vuw.

Finite difference is employed to discretise the gradient, whereas different Stolarsky mean
weight functions on the edges, denoted by 9t in Part II, can be used to approximate e~®. This
family includes both the SG and SQRA schemes. The convergence order mainly depends on
mesh quality and, to a lesser extent, on Stolarsky weights. The Scharfetter—-Gummel scheme
has the best analytical convergence properties, but a range of Stolarsky means offers similar
quality.

Thanks to its good properties, the Scharfetter—Gummel method has spread from the
semiconductor field into the numerical community to simulate other equations as well. See for
example the work [137] for the Keller-Segal equation in 2D and the work [4] for the Keller-Segal
and Fokker-Planck equations. The flow is reformulated with the variable Slotboom and the SG
scheme is used. Recent progresses have been done in the application of the Scharfetter-Gummel
scheme for drift-diffusion problems with nonlinear diffusion [23]. The extension to nonlinear
diffusive systems with drift term was developed in [39)].

In cross-diffusion systems, with pure diffusion, the flux is given by J(u, Vu) = —A(u)Vu.
Approximating the diffusion part alone is inherently tricky, even without considering advection.
Since u is no longer scalar, the term A(u)Vu = 37, ; A;;j(u)Vu; requires careful handling.
Specifically, one needs to understand how to approximate A(u) on o. Reformulation of the
flux are sometimes useful in this regard.

The upwind method has been widely employed to express numerical fluxes in terms of
A(ul) and A(u?) only, depending on the sign of the discrete gradient of u [3, 14, 45]. As in
the discretization of convection, the main limitation is that upwind methods only provide
first-order accuracy in space. To achieve second-order accuracy, a natural approach would
be to reformulate the flux and use the arithmetic mean to approximate the values on the
edges. Hence values on ¢ are defined as the mean between their values on the cells K and L
(centered scheme) [72].

However, this choice may not preserve the entropy inequality at the discrete level when
the volume filling constraint (2.13) is enforced. Using the arithmetic mean to define the
values over o does not lead to this deduction. Some studies have utilized the logarithmic
mean, as discussed in [44, 127]. With this approximation, the chain rule for entropy density is
preserved at the discrete level, allowing for deduction of stability properties while maintaining
second-order accuracy.
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24 3 Mathematical and numerical study of cross-diffusion systems

This thesis analyses numerical schemes for cross-diffusion systems, with finite volume
constraint, that also include a drift term. The first complete study of a nonlinear drift-diffusion
system for two species can be found in [50, 53]. The main focus of the thesis is on the definition
of good approximations of the flux J(u, Vu) = —(A(u)Vu + uV®), where both the difficulties
of cross-diffusion and advection are involved. The discussion is postponed to Chapter 6.
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Chapter 4

The formal diffusive limit to derive macroscopic
systems

As mentioned in Section 1.2.2, writing equations that describe the macroscopic dynamics
of a system of interacting agents often involves adding terms that are not justified by the
microscopic dynamics of the entities. The derivation of multicomponent equations from
a system of Boltzmann equations represents a significant bridge between the microscopic
dynamics of molecules and the macroscopic behavior of mixtures. This derivation provides a
theoretical framework that explains how interactions at the molecular level lead to observable
diffusion phenomena in multicomponent systems.

In this chapter, an overview of the Boltzmann equation for single and multiple species will
be given. Then, a general explanation of the hydrodynamic limit in general, and the diffusion
limit in particular, will be provided. The main focus will be on deriving diffusion partial
differential equations from the Boltzmann equation.

4.1 General introduction to kinetic theory

As already discussed in Section 1.2.2, in this approach, a distribution function F' = F(t,x,v)
gives the probability of finding a molecule with velocity v at the spatial position x at time ¢.
The integral

/ F(t,z,v)dxdv
XxV

gives the number of molecules at time ¢ in the space-velocity domain X x V.
The basic equation of kinetic theory is the free transport equation

OF +v- -V, F = 0, (41)

which is satisfied by F' when no forces are involved. Thus, in the absence of forces, given the
initial distribution of the molecules, Fy(z,v), the distribution at time ¢ at position x with
velocity v will be the translation of Fy:

F(t,z,v) = Fo(z — tv,v).

When forces are involved, the motion of molecules is no longer rectilinear, and equation (4.1)
needs to be modified accordingly. One type of force that can be involved is those occurring on
non-negligible spatial scales relative to the spatial scale of the model. For example, this is the
case with the gravitational potential of Saturn acting on the "dust" composing its rings [61].
Other examples include the mutual interaction between the dust molecules themselves or the
mutual electric attraction or repulsion between ions in an ion mixture [107].
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26 4 The formal diffusive limit to derive macroscopic systems

Since the force is external, or many entities are involved in determining it, it can be
represented via F = F(z,v). In the second case, F will be an average field accounting for the
effect of all the entities. This leads to the so-called Vlasov-type equations, where an additional
term like F - V, F' is added to equation (4.1):

HF +v-VF +F-V,F=0. (4.2)

When molecules interact via forces that occur on spatial scales negligible compared to the
spatial scales of these models, the interactions are referred to as collisions. In this case, forces
are not modeled by a mean field but are localized. At each instant ¢ and at each fixed point
in space x, these interactions depend only on the statistical distribution of velocities at this
instant ¢ and at this point in space z, not on those at another point 2’. These interactions are
encoded in the equation (4.1) via an operator C, and the resulting equation is:

OF +v -V F =C(F(t,z,)(). (4.3)

The expression of the operator C depends on the assumptions made for the collisions. In the
next section, the Boltzmann collisional operator will be considered and discussed [104, 108].

4.2 The mono-species Boltzmann equation

The Boltzmann equation
OF +v-V,F=Q(F,F), (4.4)

has the objective to describe a rarefied monoatomic gas, where only binary collisions happen.
Such collisions, encoded in the operator Q(F, F'), are also assumed to be elastic, localised in
time and space, and micro-reversible (reversible when modelled on a microscopic scale: during
a collision, the probability that the velocities of the two molecules (v',v}) are exchanged in
(v,v,) is equal to the probability of observing the inverse transformation). Moreover, only
decorrelated molecules collide (molecular chaos assumptions: the collision process contains
a past-future asymmetry that allows correlations between molecules to increase over time).
At the microscopic level, if one molecule with velocity v’ € R? collides with another one with
velocity v, they change their velocities according to

(W, 0h) = (v —[(v =) n]n, v+ [(v— 1) 0] 0). (4.5)

In this parametrisation, the post-collisional velocities (v, v,) are completely determined by the
pre-collisional ones and the parameter n € S2. In particular, from (4.5), the momentum and
the kinetic energy conservation at each collision follow:

/ /
UV + U, = U+ Uy

[V + [vu]* = o] + [vi]*.
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4.3 The Boltzmann equations for mixtures 27

The operator Q(F, F) represents the variation of the number of molecules with velocity v. For
elastic, localised, micro-reversible collisions of decorrelated molecules, Q is non-linear and can
be defined [49] as

Q(F,F)(v) := /R3 /82(F(vfk)F(v’) — F(vy)F(v))B(v — vy, n)dnduv,, (4.6)

where B(v — vy, n) is the collisional kernel. It encodes, heuristically, the probability that a
collision between a molecule with velocity v and one with velocity v, happens, keeping track
of the microscopic interaction. It has the classical form [108]:

UV — Uy
n-

) , (4.7)

B(v — vy, ) = Cpplv — vy|b <|v—fu*], R

.
where b > 0 is the specific differential cross-section, which has unit area over mass, and ¢, is
the scattering cross-section between two colliding molecules.

Hard-sphere kernel For the simplified case of hard sphere collisional kernel, the collision
kernel (hard-sphere kernel) corresponds to pairwise elastic collisions between such hard spheres:

B(v — vy, n) = cppl(v —vy) - nl. (4.8)

The reader should note that such an approximation do not account for electrostatic interaction
between the constituents.

Maxwell kernel Another particular case of collision kernel is the Mazwell kernel. Here, the
collision kernel does not depend on the relative velocity, but only on the deviation angle. The
Maxwellian kernel is widely used as it simplifies the expression of the collisional operator.
However, it does not have a physical justification. It consists in:

- v — Uy
B - pu— b - —
(v —vs,n) = cpp <’n P—

) s

with b an integrable and nonnegative function.
In the next section the attention is shifted to mixtures. A kinetic description of them will
be given in two different circumstances.

4.3 The Boltzmann equations for mixtures

In this section, two cases are treated. The first discussed model is ideal to treat mixtures that
collide without exchanging energy. The second one fits more for aerosol mixtures. In this
case, indeed, the big difference in size and mass between the species causes exchange of energy
between them.

Boltzmann equations for multi-species mixtures of ideal gases To describe multi-species
mixtures of ideal monoatomic gases, a Boltzmann-type model was proposed in [33], for a
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28 4 The formal diffusive limit to derive macroscopic systems

mixture of I gases, each described via a distribution F; = F;(t,z,v), for i = 1,--- ,I. The
system of equations satisfied by the unknowns is hence
OWF;+v-VoF; = Qi(F, Fy) + Y Qi(Fy, Fy), i=1,---,1. (4.10)
J#i

The latter is a generalisation of (4.4) for the multi-species case. The operator Q; accounts for
collisions among the i-th species:

Qi(F, F)(v) := /R 3 /S (F()F(W) ~ F(0.)F (0)Biv — v, n)dndo,. (4.11)

Here, the pre and post collisional velocities still obey (4.5) and B; represents the collision
kernel of the i-th species. On the other hand, the operator Q;; describes collisions between
molecules of the species i and j # i. For two different functions F' = F(v) and G = G(v4), it
can be written as:

Qi (F,G)(v) := /R 3 /S (GOW)FW) ~ Gu.)F(©)By(v — vam)dndv,,  (412)

where B;; contains information about the cross collisions between a molecule of the species 1,
with mass m; and velocity v" and one with velocity v} of the species j, with mass m;. The
relation between the pre-collisional velocities and the post collisional one (v, v,) is

m;v + m;v m;
v = — LT LT (v —v,),
mi +m; mi +m;
, miv + MU m;
v, = - To(v — vy).
mi +m; mi +my;

where T, (2) = z — 2(n - 2)n,Vz € R3 [31].

Boltzmann equations for aerosol mixtures The collision operators (4.12) do not account
for internal energy or chemical reactions among the different species. When dealing with an
aerosol, i.e.; a gas in which solid or liquid microscopic particles are suspended, the nature
of the dust cannot be considered solely by introducing different masses for the species. In
[59], a novel model for the case of I = 2 species was proposed. It has the same structure as
(4.10), but with different collision operators. The collisions between dust particles (with mass
my) and gas molecules (with mass m,) are assumed to be inelastic and described by a diffuse
reflection mechanism (at a fixed temperature) on the surface of dust particles.

This collision mechanism accounts for the macroscopic character of dust particles compared
to gas molecules. According to diffuse reflection, gas particles that strike a microscopically
rough wall get reflected at some random angle that is uncorrelated with their angle of incidence.
This is due to particle-wall interaction, which imparts some information from the wall to the
reflected particles. In a collision between a particle and a molecule, the post-collisional relative
velocity is picked from a half-Maxwellian distribution at the temperature of the particle surface
T,. The collision mechanism between dust and gas thus introduces, for n € S?, the probability
density h,, of post-collisional relative velocities, given by:

1 mg _mglz?
(n ’ Z) e **BTp ]l{z-n>0}7

ha(2) = =52
G = g
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4.4 The hydrodynamic limits of the Boltzmann equation 29

where kg denotes the Boltzmann constant.

The collision operators to describe this mechanism have been derived in [57] for the case of
a fixed surface temperature 7}, of particles (independent of time and space). Here, hard-sphere
kernels ¢(v — w,n) = |(v — w) - n|, where ¢y, is the scattering cross-section between the
two colliding species, were considered. If F) = F(t,x,v) represents the distribution of dust
particles and Fy = Fy(t, 2, w) represents the distribution of gas molecules, then

mg\v,—w,|2 mg\v—w\Z
Qus (Fi F) (tav) =con [ [ [ [Fg () F (/)¢ 55T — Fy(w)Fi(v)e 670 1

mg|v7w\2

x¢(v—w,n)e 28T hy,(t,x,z)dzdndw

and

mglv'—w'|? mglv—w|?
Qo1 (F1, B)(1, , w) = Cgp/]RS /]RS /S2 [Fz (w') F1(v') e 5Ty — Fy(w)F1(v)e 5Ty ]

mg\v—w\z

X ¢(v—w,n)e 28T hy,(t,x,z)dzdndo,

where
f_ MUt mgw My
- 9
mp + My Mg + My
mpU + MW m
w = L g+ P__».
mp + My Mg + Myp

Now that the kinetic setting is introduced, the main topic of the chapter can be discussed.

4.4 The hydrodynamic limits of the Boltzmann equation

The problem of the hydrodynamic limit can be described as the transition from the Boltzmann
description of dilute gases to a hydrodynamic description on large spatial and temporal scales.
Reviews addressing this topic are available in [170] and [108]. Before delving into the subject
of hydrodynamic limits, the Boltzmann equation in dimensionless variables is introduced.
Subsequently, the attention shifts to the method of moments, the Hilbert expansion, and the
Chapman-Enskog expansion.

Collision invariants and conservation laws The connection between kinetic and macroscopic
theory relies on local macroscopic quantities such as density, mean velocity, and temperature
(referred to as physical observables). As noted in Section 1.2.2, these quantities can be
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30 4 The formal diffusive limit to derive macroscopic systems

interpreted as the mass, expectation, and variance of the particle distribution F. For a single
species, these quantities are defined as:

p(t, x) :/ F(t,z,v)dv,
R3

/R3 F(t,z,v)vdv, (4.13)

b o) = )

0(t,z) = #(pm) [ F( o) o= ut,2) do,
where kp is the Boltzmann constant and m,, is the particle mass.

In the case of multiple species, local macroscopic quantities extend to a family of densities
(pi)1<i<r, velocities (u;)1<i<r, and temperatures (0;)1<i<s, each associated with their respective
distribution functions (F;)i<i<s. For a detailed discussion on mixtures, readers can refer to [26].
The following discussion, for the sake of simplicity and readability, focus on the mono-species
case. Similar considerations hold for mixtures, where the procedure needs to be repeated for
each species.

The conservation laws (8.4) are expected to have counterparts at the macroscopic level.
One would expect to deduce conservation laws for the macroscopic quantities in (4.13) by
integrating the Boltzmann equation (4.4) over velocity, suitably test function ¢(v). These

functions are ¢(v) = 1, vy, @ for £ =1,2,3. The first good news is that ¢(v) = 1, vy, @ for
¢ =1,2,3 are collisional invariants for (4.6). This means:
P(v") + B(vy) = ¢(v) + d(vs),
for every (v,vs,n) € R? x R? x S2. Consequently, these invariants imply:
[, 9F P @) dv =0, (4.14)
R3

where Q(F, F') represents the collision operator. This equality is derived by using the weak
formulation:

Q(F, F)(v)p(v)dv = 1/ / FFE(¢ + ¢l — ¢ — ¢+)B(v — vy, n) dv dvy dn,
R3 2 Jr3 Jr3 Js2

where the notation F = F(v), F, = F(v.), F' = F(v'), and F, = F(v,) (and similarly for ¢)
is adopted. This notation will be used throughout the rest of the thesis. While integrating the
Boltzmann equation (4.4) with these invariants yields local conservation laws for (4.13), the
resulting system is not closed. Each equation for the time derivative of a moment involves
higher-order moments such as V - (fgs Fv ® vdv) and V - ([gs F|v|?vdv), which are not
expressible solely in terms of p, u, and 6.

Each equation for the time derivative of a moment involves higher-order moments such as
Vo (Jgs Fo®vdv) and V- (fps F|v|?v dv), which are not expressible solely in terms of p, u,
and 6.

Thus, the central challenge in transitioning from the Boltzmann equation (4.4) to a system
of local conservation laws for p,u, and 0 is: How can this conservation law system be closed?
One approach is to specify a functional form for the distribution function F', tailored to the
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4.4 The hydrodynamic limits of the Boltzmann equation 31

specific regime of interest. This choice is crucial for accurately closing the conservation laws
for the primary variables (p, u, 0).

The dimensionless Boltzmann equation To facilitate the closure of the conservation laws,
it is necessary to rescale the problem. Let L, t°, T°, and V° the macroscopic length scale, time
scale, reference temperature, and reference velocity of the particles. The latter corresponds
to the thermal speed of the particles with energy %k:BTO, being kp the Boltzmann constant.

Hence
Ve /?kBT 7
3 my

where m,, corresponds to the particle’s mass. One then defines the dimensionless variables

A € % t N v
xr = — = — v = —
L to’ Ve’
and the dimensionless unknown:
aon o F(t,z,v) o N,
F(t,z,0) = o with F° = L

where N, is the density of particles in a volume L3. The collisional kernel, being the relative
velocity times the scattering cross-section of the particles, is rescaled as

1

B(%,n) o

(z,n), where 2 = %.
Introducing the Strouhal number v and the Knudsen number §, (mean free path over charac-
teristic length)

L 1
= — d 6,=——
Ty MR TN L
the dimensionless Boltzmann equation takes the form:
~ ~ 1 ~ ~ =~
YO F + 1 -V F = 5—Q(F, F), (4.15)
P

where

A, A A

Q(F, F) = /R . S2(F(@;)F(@') — F(0,)F(9))B(d — 0y, n)dndb,.

One needs to clarify what happens when the parameters get small. When J, approaches
zero, the distance between two collisions will be negligible compared with the spatial scale.
Hence the gas can be thought as a fluid. Moreover if the Strouhal number ~ is constant, or
approaches zero as well, then from (4.15), one can deduce that in the limit also the collisional
operator becomes null. Let’s try to interpret what Q(F, F') = 0 means. The starting point to
do so is the H-theorem and the notion of entropy.

Entropy and equilibrium The functional

H(F)(t) = /]R , L, Flta.0)log F(t,a, v)deda, (4.16)
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32 4 The formal diffusive limit to derive macroscopic systems

is called (mathematical) entropy associated to (4.4). The H-theorem shows that

d
ZH(F)(t) <0, (4.17)
dt
meaning that the entropy decreases in time along the solutions of the Boltzmann equation.
Indeed, by defining the dissipation as the functional

D(F)(t,x) == / Q(F, F)(t, z,v) log F(t, z,v)dv, (4.18)
RB
then p
CHF) ) = — [ DF) )z <0,
dt R3
thank to the weak formulation
1 ! 1/ / /
QP F)@ody = 5 [ [ | (PP~ FFE)@ + .~ 0= 6.)B0 - v.,n)dvdidd)
R3 R3 Jr3 Js2

of the collisional operator Q(F, F'). Moreover, another important result stated in this theorem
is that [107]

R3 (27m0(t,x))3/2 20(t, x)
<~ Q(F,F)=0.

x v —u(t,r)|?
D(F)(t,z)dx =0 < F(t,z,v) = Lexp (—‘M> =: M(pu0)(t; 2, 0)

Therefore, even though it is not a solution to the Boltzmann equation, the local Maxwellian is
an equilibrium for the Boltzmann equation, in the sense that it is a minimum of the entropy
functional. Saying that Q(F, F') = 0 is equivalent to say that F' is a local Maxwellian. When
dp approaches zero, F' approaches a local Maxwellian in the parameters (4.13).

Hydrodynamic limits As mentioned in previous discussions, closing the system of local
conservation laws requires choosing an expression for F' in an appropriate regime. In the fluid
regime, i.e., 6, — 0, the distribution function approaches the local Maxwellian M, ,, g) (t,z,v).
Hence, a proper approximation of F' is a perturbation of the local Maxwellian.

Such an approximation is valid when the size of the system and the time scale of interest
are large compared with the typical space and time scales of collisions, i.e., the mean free path
and the mean time between collisions. In this regime, the role of collisions is considerably
enhanced, as their effect is to bring F' closer and closer to a local Maxwellian. Moreover, a
physical regime with frequent collisions is also where the set of particles can be considered a
fluid.

From the previous discussion, it emerges that changing the time-space scale of the problem
is necessary to approximate F' as a local Maxwellian M, , ¢. This change allows for closing
the conservation law system for the primary variables (p,u, ).

One way to perform such a limit is to directly pass into the limit in the conservation laws
for the perturbation. Such a method is called method of moments. An example will explain
better how it works. For example, the compressible Euler equations are obtained in the limit



Die approbierte gedruckte Originalversion dieser Dissertation ist an der TU Wien Bibliothek verfligbar.

The approved original version of this doctoral thesis is available in print at TU Wien Bibliothek.

[ 3ibliothek,
Your knowledge hub

4.4 The hydrodynamic limits of the Boltzmann equation 33

0p =: € < 1, when v = 1. By omitting the hats on the rescaled variables and underling the
dependence of the unknown on €, we have that F° = F*(t, x,v) satisfies

1
OF +v-VoF* = —Q(F, F). (4.20)

In the limit € — 0, the distance between two collisions will be negligible compared with the
spatial scale considered. The gas can be hence be thought as a fluid. Obviously, one expect
that

F¢— F, while Q(FF¢) —0=Q(FF),

in the limit ¢ — 0. This justifies the assumption of F, being close to the local Maxwellian
M(p,u,0). Indeed, as a consequence of the H-Theorem, Q(F, F') = 0 implies that the limit F
is a local Maxwellian. Hence, under some assumptions on the initial distribution F*¢|;—g, we
can pass into the limit in the local conservation laws for F'¢ and obtain the Euler equations
satisfied by the Maxwellian’s parameters (p, u, ) in the limit.

Another approach to pass to the macroscopic description is to use asymptotic expansions
of the function F°. Namely, one seek solutions of the equation (4.15), with € = §,, as formal
power series in €:

Fe(t,z,v) = Z €"F,(t,z,v).
n>0
The leading order Fj is expected to be the hydrodynamic limit, while the successive corrections
account for the finite Knudsen effect. Hence, in this way, higher order hydrodynamic corrections
to the compressible Euler equation are taken into account.

The diffusive scaling The set of the scaling is relevant to the phenomena one wants to
observed. By taking v = 1 and J, = € < 1, we have seen that hydrodynamics equations can
be deduced in the limit. What about diffusion equations? Another example consists in setting
€:=1/L =F° V° =1, and t° = €2. This scaling is part of the so-called diffusive scaling. It
consists in taking a time scaling much bigger than the spatial one. Indeed, diffusion occurs
on time scales much larger than transport phenomena. Hence the adimensionalised equation
becomes .

€OF +v- -V F = EQ(FE,FE). (4.21)

In this situation, when ¢ — 0, on the one hand, the penalisation of the collision term forces
the solution F'° to be an equilibrium state. On the other hand, the diffusive scaling allows to
obtain a diffusion equation for the macroscopic quantities in the limit. A diffusion equation
for equation (4.21) can be obtained by performing a formal expansion of F© as explained in
detail, for example, in [74]. An additional scaling has to be imposed in order to generate
velocities of order €. This is achieved by considering initial distributions close to a uniform
Maxwellian. Then the moments of F'¢ converge to the ones of the local Maxwellian. Moreover,
under suitable assumptions on the initial (scaled) distributions, it is proved that a similar
perturbation of the local Maxwellian, taken for the initial distribution, holds true also for the
solution F“ [153].

The convergence in the macroscopic limit to a drift-diffusion model can be found in [54].

Recently, there has also been a strong interest in performing the diffusive limit for multi-
species systems of type (4.10). The multispecies interaction would indeed lead to Maxwell-
Stefan type systems in the limit [26, 33], which include cross-diffusion (see Section 2.2.1). The
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method used in this context is usually the method of moments. The choice of the perturbation

F¢ is detailed and discussed in Part III of this thesis.
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Chapter 5
Outlines of the thesis

5.1 Numerics for a generalised Poisson—Nernst—Planck model,
Chapter 6

This chapter proposes two finite volume schemes for a generalised Poisson-Nernst-Planck
model. The latter is used to describe the evolution of ion mixtures in biological channels or
nanopores. As mentioned in Section 2.4, the modelling of ions in narrow geometries requires
the size exclusion effect and electrostatic interactions to be taken into account.

The model setting

In this model, I species, the volume fractions of which being denoted by U = (u;)i<i<r,
are subject to diffusion as well as to electric forces induced by a self-consistent electrostatic
potential. Denote by Q € R? a bounded connected polyhedral domain, then the conservation
of the volume occupied by the species ¢ writes

Btui + div F;, = 0, F,=—-D, (UOVul —u;Vug + UOUZ'ZZ'VQZS) R (51)

I
“NAp=> zui+f, nQ t>0i=1,...1, (5.2)

=1

In the above expression D; > 0 denotes the diffusion coefficient and z;€ Z the charge of
the species i. The (scaled) Debye length is denoted by A > 0. The function f is given
and represents a prescribed background charge density. The unknown ¢ is the electrostatic
potential, which solves the Poisson equation (5.2). The quantity

I
up=1-> u (5.3)
=1

shall be thought as the volume fraction of available space for the ions, possibly occupied by a
motile and electro-neutral solvent. The quantity ug is then required to remain nonnegative,
leading to size exclusion for the other species u;, i = 1,...,I. Equality (5.3) is called volume
filling or size exclusion constraint. It transforms (5.1) in cross-diffusion equations, where
F; stays for the i-th flux. Boundary conditions of mixed type for the electric potential are
considered, whereas no-flux boundary conditions are taken for the conservation laws (5.1).
The system is finally complemented with initial conditions u;(t = 0) = u). The latter satisfy
the volume filling constraint (5.3) and have a strict positive total mass on €.

The main advantage of the model (5.1)-(5.2) is its entropy (or formal gradient flow) structure,
as defined in Section 3.1. From an analytical point of view, this allows to show existence of
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global-in-time bounded weak solutions [102]. The gradient flow structure of the model can be
also used to rewrite the fluxes as

F; = —Diuﬁe’zi‘ﬁun i1=1,...,1, (5.4)

where w; = ;‘—éezi‘z’ are the Slotboom variables. As discussed in Section 3.3, this reformulation
is also useful in defining finite volume schemes which preserve the thermal equilibrium.
After introducing a partition 7 of Q in polytopes (control volumes or cells), and a time
discretisation (t"),~ of [0, +00), the two finite volume schemes are defined. The discretisation
of the Poisson equation (5.2) relies on a classical two-point flux approximation. The equa-
tion (5.1) is discretized using a backward Euler method in time and finite volume in space, as
in Section 3.3. Keeping the same notation of Section 3.3, where subscript ¢ refers to the i-th
species, for 0 = K|L an internal edge, the numerical fluxes of the i-th species are defined as

n Mo n n () n n n n n
F'xo = CTDi (ui,Kuo,L% (zi(9L — dk)) — ui'Lug B (2i(Pf — ¢L))) ; (5.5)
with
I
wr=1-> ul'y, KeT. (5.6)
i=1

Formula (5.5) involves a function B € C!(R;R) which is (strictly) positive and satisfies
B(0) =1 and B'(0) = —1/2. In the first proposed scheme, the function B is defined as:

B(y) = e ¥/ (SQRA)

The resulting scheme corresponds to the SQRA scheme. The design of this scheme take direct
inspiration in the hopping process described in [38] (see also [37]). Although this scheme
behaves well in many situations, it suffers from robustness issues in the small Debye length
regime. This drawback is overcome by mixing some ideas of the SQRA scheme with some
features of the Scharfetter-Gummel (SG) scheme [159], for which 8 is the Bernoulli function:

B(y) = — (SQ)

ey —1°

The SG scheme shows a better behavior (accuracy and robustness) with respect to the SQRA
scheme.

Main results

After having proven the existence of bounded discrete solutions (Theorem 6.1), Chapter 6 will
be devoted to rigorously establish the convergence of the SG and SQRA schemes towards a
weak solution (Theorem 6.2). The convergence’s result is based on the free-energy diminishing
character of the SG and SQRA schemes.

Other numerical approaches can be found in the literature to simulate the system (5.1)-(5.2).
A finite volume scheme was studied in [40], demonstrating practical effectiveness but limited
mathematical analysis. The scheme, using upwind for mobilities, shows only first-order spatial
convergence. An alternative finite element method using electrochemical potentials, analyzed
in [103], diminishes free energy without physical parameter restrictions and converges to a
weak solution as the mesh size and time step approach zero. It achieves second-order spatial
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convergence but results in a stiffer nonlinear system compared to the finite volume scheme,
offering no clear advantage. The finite volume scheme in [14] also results in singular numerical
flux expressions.

The schemes developed in Chapter 6 aim combining the best aspects of previous approaches,
ensuring free energy decay, unconditional convergence, second-order spatial accuracy, and a
well-behaved nonlinear system for moderately small Debye length.

5.2 Analysis for a Poisson—Nernst—Planck—Fermi model, Chapter 7

Chapter 7 is devoted to the analysis of a new model to describe the evolution of ion mixtures
in narrow channels. This model is consistent with the one proposed in [81]. In developing
the model, the authors’ aim was to improve the predictive capabilities and accuracy of
electrolyte modelling, which is crucial for applications in battery technology, fuel cells and
other electrochemical systems.

The model setting

The evolution of n ionic species, immersed in a solvent, is assumed to be given by the
Poisson—Nernst—Planck—Fermi system

Oyu; + div J; = ri(u), J; = —Dl(VuZ —u;Vlogug + uizivfI’), (57)
N(CPA-1DA®=> zjuj+ f(z) inQ, t>0,i=1,...,n, (5.8)

j=1
where Q C R? (d > 1) is a bounded Lipschitz domain, u = (u1,...,u,) is the concentration

vector, supplemented with initial and mixed Dirichlet—Neumann boundary conditions.

The unknowns are the ion concentrations (or volume fractions) w;(z,t) of the ith ion species
and the correlated electric potential ®(x,t). The solvent concentration (or volume fraction)
ug(z,t) is given by the volume filling constraint (5.3). Equations (5.7) are cross-diffusion
equations with the fluxes J; and the reaction rates r;(u). The parameters are the diffusivities
D; > 0 and the valences z; € Z. Equation (5.8) is the Poisson—Fermi equation with the scaled
Debye length A > 0, the correlation length ¢ > 0, and the given background charge density
f(x). A derivation of (5.7)—(5.8) using an averaging procedure of a Langevin model can be
found in [161].

The model (5.7)-(5.8) has the advantage of being consistent with the thermodynamical
model [81]

n
Ji ==Y Dyu;V(p; — po), where p; =logu; +2®, o =logug + 2P,
j=1

assuming that the diffusion matrix is diagonal, D;; = D;0;;, and that the solvent is neutral,
20 = 0.
Main results

The first main result of this chapter concern the proofs of existence of global-in-time bounded
weak solutions (Theorem 7.1). Under suitable hypotheses, detailed at the beginning of the
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chapter, a bounded weak solution uy, ..., u, to (5.7)—(5.8), with mixed Dirichlet-Neumann
boundary conditions, satisfying u;(x,t) € D for a.e. (z,t) € Qr,i=1,...,n,

Vi € L*(0,T; HY(Q),  w; € H'(0,T; Hp(92)') N C°([0,T); L* (%)),
® € L2(0,T; H*(Q)), logug € L*(0,T; HY()).

Moreover, the solutions satisfy a free energy inequality. The proof uses the boundedness-by-
entropy method, following a similar procedure as the one explained in Section 3.1.

The main novelty of this work is actually the second result: The weak-strong uniqueness
result (Theorem 7.2). The weak—strong uniqueness property means that any weak solution to
system coincides with a strong solution emanating from the same initial conditions as long as
the latter exists. A weak solution (u, ®) is a strong solution if moreover

w>c>01in Qp, 1w, ® € L0, T;Wh°(Q)) foralli=1,...,n.

Let (u, ®) be a weak solution and (i, ®) be a strong solution to (5.7)—(5.8). Then, under suitable
assumptions on the boundary data and the reaction terms, u(z,t) = u(x,t), ®(x,t) = ®(x,t)
for a.e. x € Q and t € (0,7"). While the existence proof relies on standard entropy methods,
a new idea is needed to prove the weak—strong uniqueness result. The key idea of the proof
of Theorem 7.2 is to consider the solvent concentration ug as an independent variable and
to formulate the cross-diffusion system for the extended concentration vector (ug,u1, ..., uy).
This leads to a diffusion matrix with nontrivial kernel. Then the proof is based on the relative
entropy method for the extended cross-diffusion system and the positive definiteness of a

related diffusion matrix on a subspace.

5.3 A non-isothermal model for aerosol mixtures, Chapter 8

Aerosol mixtures of gas and dust will be the focus of Chapter 8. The key characteristic to
examine is the significant difference in mass between the two species composing the aerosol.
Both dust particles and gas molecules are assumed to be identical within their respective
categories. However, dust particles are considered to be much larger and more massive than
the gas molecules.

The modelling setting

At the kinetic level, both species are supposed to be described by suitable density functions.
In what follows, the function F' = F(¢,z,v) represents the density of particles, whereas
f = f(t,x,w) is a function representing the density of gaseous molecules. The gas-dust
dynamics satisfies the following system of Boltzmann-like equations

OF +v-V,F =D(F, f) + P(F) 659
5.9
Of +w-Vaf =R(F, f) +C(f).

The collisional operators C and P encode mono-species collisions, represented by classical
Boltzmann operators with a structure similar to (4.6). Conversely, the operators D and R
describe bi-species interactions.



Die approbierte gedruckte Originalversion dieser Dissertation ist an der TU Wien Bibliothek verfligbar.

The approved original version of this doctoral thesis is available in print at TU Wien Bibliothek.

[ 3ibliothek,
Your knowledge hub

5.3 A non-isothermal model for aerosol mixtures, Chapter 8 39

As discussed in Section 4.3, a diffuse reflection mechanism at the particle surface temperature
is more accurate for describing collisions between dust and gas. This is especially true when
considering energy exchange between the species. This model accounts for the macroscopic
nature of dust particles and assumes that gas molecules thermalize almost instantaneously
upon contact with the particle’s surface.

Collision operators for this mechanism, with a fixed particle surface temperature 7},, were
derived in [57]. These operators were introduced in Section 4.3. However, despite having an
explicit expression for entropy, this model does not conserve the system’s total energy. An
improved model in [60] adjusts the particle’s temperature during collisions. This model treats
the surface temperature as a variable in the density function F' and derives modified collision
operators. Nonetheless, deriving an entropy for this improved model remains complex and
unresolved.

Main results

The first aim of the work discussed in Chapter 8 is describing non-isothermal dust-gas mixtures
via a new kinetic model. Collisions between entities of the same species are assumed elastic,
with generic collision kernels. Gas-dust collisions are treated with a diffuse reflection mechanism
as in [57], but inspired by porous media literature, the surface temperature is taken as a
macroscopic function of time and space T},(¢, ). The latter satisfies a transport-like equation

8tTp/3F(U) dv+VITp-/3vF(7§,x,v) dv = Colo(F, f) — C1 I (F, f)T,,
R R

ensuring total energy conservation. The dependence of T}, F, and f on (¢,z) is omitted.
The positive constants C and C5 depend on the dust and gas mass, on the Boltzmann
constant and on the particle’s mass heat capacity only. The terms I (F, f) = I1(F, f)(t,z)
and Iy(F, f) = I1(F, f)(t,x) are integrals in v and w of F' and f. Their expressions depend on
the considered collision kernels. The main novelty is thus proposing a model that, in the case
of hard-sphere kernels for the bi-species collisions, possesses an explicit entropy structure and
also preserves the total energy of the system.

The second aim of Chapter 8 is to perform a formal asymptotic diffusive limit, as discussed
in 4.4, to obtain a Maxwell-Stefan-like system. After performing a proper adimensionalisation
of the system and introducing small parameters, macroscopic equations for the macroscopic
scaled quantities associated to gas and dust are derived. Then a formal macroscopic limit,
where all the parameters tend to zero, is carried out. The idea is to take the point of view
of the particles. Particles perceive the molecules of the gas as much faster than themselves,
but much lighter and smaller. In particular, a fluid model is considered in the limit, since the
Knudsen numbers of the gas and the dust go to zero. The Strouhal numbers also vanish in
the diffusive asymptotic.

At the time of writing, complete explicit calculations have been performed to obtain a
macroscopic model in the case of Maxwell kernels in collisions between different species.
Calculations for hard-sphere kernels are currently only partially completed and reported. They
will be concluded in a future work.
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Chapter 6

Finite volumes for a Poisson—Nernst—Planck
system

This chapter is an extension of the article "Finite volumes for a generalized Poisson-Nernst-
Planck system with cross-diffusion and size exclusion” [42], joint work with Clément Cances
and Maxime Herda and published in International Conference on Finite Volumes for Complex
Applications, 57-73 (2023).

6.1 Presentation of the problem

6.1.1 The continuous generalized Poisson-Nernst-Planck model

Motivated by the transfer of ions in confined geometries, Burger et al. introduced in [37]
a model accounting for cross-diffusion and size-exclusion effects. The model [38] further
incorporated self-consistent electric interaction. In this model, I species, the volume fractions
of which being denoted by U = (u;)1<i<r1, are subject to diffusion as well as to electric forces
induced by a self-consistent electrostatic potential. Denote by Q C R¢ a bounded connected
polyhedral domain, then the conservation of the volume occupied by the species i writes

Oru; + div F; = 0, i=1,...,1, (6.1)

with the flux of the species i being (formally) given by
F, = —-D; (UOVuz —u;Vug + uouzszqﬁ) = —D,u;ugV (log (ZZ> + Zz¢> . (6.2)
0

In the above expression, D; > 0 denotes the diffusion coefficient of the species i. The quantity

I
u=1-> u (6.3)
=1

shall be thought as the volume fraction of available space for the ions, possibly occupied by a
motile and electro-neutral solvent. The quantity ug is then required to remain nonnegative,
leading to size exclusion for the other species u;, ¢ = 1,...,I. Denoting by z;€ Z the charge
of species ¢ and by A > 0 the (scaled) Debye length, then the electrostatic potential solves the
Poisson equation

1
—)\QAQZ) = Z ziw; + f (6.4)
=1
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42 6 Finite volumes for a Poisson—Nernst—Planck system

for some prescribed background charge density f. We consider boundary conditions of mixed
type for the electric potential. More precisely, we assume that the boundary 052 of the domain
can be split into a insulator part I'V and its complement I'? on which Dirichlet boundary
condition is imposed:

Vo-n=0 onTV  and ¢=¢” onTP. (6.5)

Throughout this paper, we will assume that f € L>®(Q) and that ¢” is the trace of an
L>® N H'(Q) function (which we also denote by ¢”). Neither f nor ¢” depend on time.
Boundary conditions of various types can be considered for the conservation laws (6.1)—(6.2),
like for instance Robin type boundary condition modeling electrochemical reaction thanks to
Butler-Volmer type formula, see for instance [41], or boundary conditions of mixed Dirichlet-
Neumann type as in [102]. In the presentation of the scheme, we assume for simplicity that
the system is isolated, in the sense that

F,-n=0 on 09, i=1,...,1. (6.6)

The system is finally complemented with initial conditions u;(t = 0) = u! with

)

I
u) >0 and /u?>0 for i=0,...,1 and Zu?zl. (6.7)
Q@ i=0

We then denote by

iuigl}

=1

the set in which the volume fractions have to take their values.

6.1.2 Entropy structure of the model

Let us now described the entropy (or formal gradient flow) structure of the model. Introduce
the Slotboom variables w; = Z—éezi‘b, then the fluxes (6.2) rewrite as

F; = —Djude "V, i=1,...,1. (6.8)
Multiplying (6.1) by the so-called electrochemical potentials p; = logw; = log;‘—é + 2,
integrating over {2 and summing over ¢ =1, ..., yields

d I

—H + 4/ > Diude |V /wi|* = 0, (6.9)

dt Qi

where, denoting the mixing (neg)entropy density function H : A — [—log( 4 1), +00) by

1

H(U) = uglog(ug) + > ujlog(us), (6.10)
=1
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with ug seen as a function of U, the free energy H is given by

_ )\2 2 2 D
’H—/QH(U)—l—?/Q\VM ~A /de) Vé-n. (6.11)

Assume that the u; are positive for ¢ = 0,...,I (as proved in the discrete case later on), then
the second term in (6.9) is well-defined and non-negative. As a consequence, the free energy
decays along time, as a manifestation of the second principle of thermodynamics. Observe
that H need not be non-negative but may be bounded uniformly from below by a constant
depending only on A, f and ¢P.

6.1.3 Weak solution

As we aim to prove rigorously the convergence of the scheme to be presented in Section 6.2, we
need a proper notion of solution for the continuous problem (6.1)—(6.7). The volume fractions
we seek are such that

0<u; <1lfor0<i<1andae. (t,z) € Ry xQ. (6.12)

The electric potential ¢ then solves the Poisson equation (6.4) with a bounded right-hand side
and boundary condition, so it satisfies

18]l Lo (®, x0) + 16 — P [l Loemy ) < C(A, 2,9, f), (6.13)

where

V= {v c H'(Q) ‘ Up :0}

is equipped with the H'({2) semi-norm ||Vv||2, which is a norm thanks to Poincaré inequality.
We have emphasised in the right-hand side of (6.13) the dependence of the bound on the data,
especially on the Debye length A. The estimate (6.9) is the other main estimate on which our
study will rely. It provides enough control to define a proper notion of weak solutions, but at
the price of a suitable reformulation of the fluxes (6.2). Let us first remark that, since the free
energy H is bounded (see Lemma 6.2), integrating (6.9) over t € R, provides

I
/ > Diuge #|Vywi|* < C. (6.14)
]R+ xQ i=1

As already noticed in [102], the above control yields a control in L2 (R ; H'(Q2)) on /ug and

loc

on ug itself, as well as some control on some product terms involving ug and u; for ¢ > 1. From
the numerical analysis exposed hereafter, we derive a L2 (Ry; H'(Q)) estimate on u;,/ug,

which, together with (6.12) provides a L2 (Ry; H'(Q)) control on u;ug too. Hence, all the

loc
terms in the following expression of the fluxes

F,=—-D; (V(UOUZ) — du;/uoVy/ug + uluoleqb) , 1<i<I, (6.15)
have a clear mathematical sense, motivating the following notion of weak solution.

Definition 6.1 (Weak solution). (U, ¢) is said to be a weak solution to (6.1)—(6.7) if
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o u; € LRy x Q) with U € A a.e. in Ry x Q, with moreover \/ug and u;\/ug belonging
to L} (Ry; HY(Q)) for ug defined as in (6.3);

o ¢ € LX(Ry x Q) with ¢ — ¢P € L>®(R,; V) satisfies
I
/ NV o(t,z) - Vip(z)de = / (Z ziui(t, z) + f(a:)) P(x)dx (6.16)
@ 8 \iz1

for allyp € CHOQUTY) and a.e. t >0;

o forallp € CH{Ry x Q) and alli=1,...,I, there holds

/ / wiBrp+ / We(0, ) — / / Dy (V (uous) — dus/agV /g +uitiozV ) - Vip = 0.
]R+><Q Q R+XQ
(6.17)

6.1.4 Goal and positioning of the paper

Because of their applications in biology, chemistry and physics, and of their mathematical
complexity, cross-diffusion systems for describing mixtures of ions in fluids have been a very
active area of research in recent years. The first models to describe ion species in an electro-
neutral solvent in the self-consistent field were proposed by Nernst [143, 144] and Planck [156,
157]. Their fluxes F; obey the first Fick’s law in the diffusive part and the Planck’s law in
the drift. The equations have been derived in [142] from a microscopic particle model via the
mean-field limit approach. However, as pointed out in [131], Fick’s law, which postulates a
linear relationship between the flux of any species and its concentration gradient, is incorrect
for describing diffusion in multi-component mixtures in a wide variety of situations. Often the
diffusion flux of one species is strongly coupled to that of the partner species, giving rise to
what is known as 'uphill diffusion’ This phenomenon occurs when, for example, considering
mixtures of ions immersed in a solvent in a very narrow geometry such as that of biological and
synthetic channels. In [38], the Poisson-Nernst-Planck model (6.1)-(6.4) has been formally
derived from an on-lattice model, including size-exclusion effects. By doing so, it results that
the flux of each ion component is induced by the gradient of another component, leading to
parabolic cross-diffusion equations.

The mathematical analysis of cross-diffusion systems is very tricky. A standard tool like the
maximum principle is in general not applicable to show bounds on the solutions. Moreover also
the study of global-existence-in-time weak solutions has been a challenge for the mathematical
community. Amann has shown in [6] the existence of a unique local-in-time classical solution to
quasi-linear parabolic cross-diffusion systems under restriction on the regularity of the spatial
domain €2 and on the spectrum of the diffusion matrix. To conclude global solvability, he has
shown in [7] that additional regularity conditions on the solutions in W1# with p > d, are
required. However, such conditions are often not fulfilled, in particular when d > 2. And Stara
and John in [163] and Pierre and Schmitt in [155] found some examples of parabolic systems
with solutions that exhibit blow-up in finite time. Therefore, one expects that for a general
cross-diffusion system it is not possible to show global solvability. Additional conditions are
needed to prove that local-in-time weak solutions are bounded and can be continued globally
in time. Le and Nguyen in [134] discovered that structural assumption on the diffusion matrix
are required.
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It has been observed that many cross-diffusion systems possess an entropic structure. This
means that it is possible to define an entropy functional H that decreases in time along the
solutions of the system, i.e. it is a Lyapunov functional. The focus has therefore been on
such cross-diffusion systems. In fact, it turned out that thanks to entropy, on one hand, it is
possible to perform a change of variables that makes the system’s diffusion matrix positive
semi-definite. This allows to deduce global-in-time existence of weak solutions. On the other
hand, the fact that H is a Lypaunov functional yields a priori estimates on the solutions. The
idea of using the entropy to deduce bounds on the solutions go back to the work [37]. The
first mathematical use of such a method can be found in [78], where they applied the method
for a triangular reaction cross diffusion system. A general theory to show global existence of
bounded weak solutions for a bigger class of cross-diffusion systems was proposed in [123].

In [102], the boundedness-by-entropy method is used to show the existence of a global-in-time
bounded weak solution to the system (6.1)-(6.4), with mixed Dirichlet—Neumann boundary
conditions (6.6)-(6.5), in the sense of Definition (6.1). They then proved the uniqueness of the
weak solutions under moderate regularity assumptions thanks to the uniqueness technique of
Gajewski [96, 98].

A different thermodynamical consistent model, hence with different F;, of Poisson—Nernst—
Planck type was proposed in [81]. In [124], the authors coupled such a system with a
Poisson—Fermi equation for the electric potential, accounting for polarisation correlations
among the polar solvent molecules (see also [139] for more details on the Poisson—Nernst—
Planck—Fermi theory). The novelty of the paper is the proof of the weak—strong uniqueness
property.

The numerical analysis of cross-diffusion systems is also complex, due to the non-linearity
of the fluxes F;. When dealing with conservation laws like (6.1), finite volume methods are
suitable and attractive methods to use, as they guarantees the local conservativity of the
fluxes. The application to cross-diffusion system is quite recent. A first work on it can be
found in [9]. A discrete counterpart of the boundedness-by-entropy method for finite-volume
approximations of cross-diffusion systems was recently developed in [128].

Regarding the discretisation of (6.1)-(6.5), a finite volume scheme has been studied in [40].
Even though the scheme mainly behaves well in practice, its mathematical study is very
partial since requiring strong assumptions such as constant diffusion coefficients D; = D for
all 4, or no charge z; = 0. Moreover, since the scheme proposed in [40] uses upwinding for
the mobilities, numerical experiments exhibit a mere first order convergence in space. An
alternative finite element method using the electrochemical potentials p; rather than the u; as
primary variables has been analyzed in [103]. This latter scheme is by construction free energy
diminishing without further restriction on the physical parameters, and is shown to converge
towards a weak solution as the mesh size and the time step tend to 0 (up to quadrature error
terms). Second order convergence w.r.t. the mesh size is observed, but the nonlinear system
to be solved at each time step is stiffer than for the finite volume scheme because of the use of
the electrochemical potentials as variables, so that no clear gain was observed in comparison
with the upstream mobility finite volumes. The finite volume scheme proposed in [14], in
which the fluxes F; are approximated thanks to the second expression of (6.2) also leads to
singular numerical fluxes expressions.

The first aim of this work [42] is to propose and analyse two schemes for approximating the
solutions of the problem. The schemes share the best with the aforementioned approaches
present in the literature: decay of the free energy and unconditional convergence are established,
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46 6 Finite volumes for a Poisson—Nernst—Planck system

second order accuracy in space and well-behaved nonlinear system for moderately small Debye
length.

The first scheme extended to our setting is the so-called square-root approximation (SQRA)
finite volume schemes initially proposed in [135] and further studied for steady Fokker-Planck
equations in [113] before being extended to transient non-linear convection diffusion in [43].
The design of this scheme took direct inspiration in the hopping process described in [38]
(see also [37]). An explanation of this link can be found in Appendix 6.5.2. Although this
scheme behaves well in many situations, it suffers from robustness issues in the small Debye
length regime (see Appendix 6.5.2). This drawback was overcome by mixing some ideas of
our SQRA scheme with some features of the Scharfetter-Gummel (SG) scheme [159], with the
introduction of the Bernoulli function.

After showing the existence of discrete solutions, our goal is to rigorously establish the
convergence of the SG and SQRA schemes towards a weak solution. The proof relies on
compactness arguments. The key estimate here is the free energy decay at the discrete level,
and its consequences following the lines sketched in the continuous setting in Section 6.1.3.

In the following, the convergence proof is reported for the SG scheme only. The one for the
SQRA scheme is very similar and can be fully adapted without additional difficulties.

6.2 The finite volume scheme and main results

First, we introduce the time discretization and the spatial mesh of the domain €.

6.2.1 Space and time discretizations

The mesh will be assumed to be admissible in the sense of [87], namely it fulfils the so-called
orthogonality condition, which is usual for two-point flux approximation finite volumes.

Let T denote a family of non-empty, disjointed, convex, open and polygonal control volumes
K € T, whose Lebesgue measure is denoted by my. We also assume that control volumes
partition the domain in the sense that Q = Ugcs K. Further, we call £ a family of edges/faces,
where o € £ is a closed subset of Q contained in a hyperplane of R%. Each o has a strictly
positive (d — 1)-dimensional Hausdorff (or Lebesgue) measure, denoted by m,. We use the
abbreviation K|L = 0K N 0L for the intersection between two distinct control volumes which
is either empty or reduces to a face contained in £. The subset of all interior faces is denoted
by

Ent = {0 €& s. t. 0o =K|L for some K,L € T}.

For any K € T, we assume that there exists a subset £ of distinct elements of £ such that
the boundary of a control volume can be described by 0K = {J,¢¢, o and, consequently, it
follows that £ = Ugcr €x. Additionally, we assume that boundary edges Eext = £ \ Eint are
either subsets of I'P or I'V. To each control volume K € T we assign a cell center zx € K
which satisfies the orthogonality condition: If K, L share a face 0 = K|L, then the vector
Tk is orthogonal to o = K|L. The triplet (7,&,{xk }keT) is called an admissible mesh.
We introduce the notation d, for the Euclidean distance between zj and xy, if 0 = K|L
or between xx and the affine hyperplane spanned by ¢ if ¢ C 92. We also denote by
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6.2 The finite volume scheme and main results 47

dis = dist(zg,0), so that dy, = dg, + dy if 0 = K|L € &y and dy = dg, if 0 € Eg N Eext-
The transmittivity of the edge o € & is defined by a, = 7=. The size of the mesh is

hy = max diam(K)

where diam(K') denotes the diameter of the cell K. The regularity of the mesh is defined by

diam (K
(7 = max (card €k ; max ()) .
KeT o€l dKo
For the time discretization we decompose the time interval R, := [0, +00) into an unbounded

increasing sequence (tn)nZO with t° = 0 and possibly non-uniform time steps
M=t -t >0, n > 0.

We finally introduce At = sup,,c o3 7", which we assume to be finite.

6.2.2 The finite volume schemes

We are now in position to define the finite volume scheme. Let us start with the discretization
of the Poisson equation (6.4)—(6.5), which relies on a classical two-point flux approximation

I
NN ag(P — o) = mi <fK + ZzzU?K> , KeT, (6.18)

cefi =1
where f is (possibly an approximation of) the mean value of f on the cell K, and where
or if o = K|L € &g,
Py =13 P& if o TV,
P =L [, oP ifocTP.

The equation (6.1) is discretized using a backward Euler method in time and finite volumes in
space, leading to

url —'L/.Lfl
Mm[{+ Z Z:LKO':O: i=1,....1, KeT. (619)

n
ocelk

In accordance with (6.6), we set F%, = 0 if ¢ C 9Q. For o = K|L an internal edge, then we
define

Flp = agD; (ul g 1B (24(0F — 0) — ulpuf B (0% — 01))),  (6.20)
with
I
wr=1-> u'y, KEeT. (6.21)
=1
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48 6 Finite volumes for a Poisson—Nernst—Planck system

Formula (6.20) involves a function B € C!(R;R) which is (strictly) positive and satisfies
B(0) =1 and B’(0) = —1/2. The continuous system (6.1)—(6.2) was originally derived in [38]
thanks to a hopping process, suggesting the choice

B(y) = e ¥/?, (SQRA)

leading to a scheme referred to as the square-root approximation (SQRA) scheme in what
follows, in reference to [43, 113, 135]. An explanation of how to interpret the scheme in terms
of the hopping process can be found in the Appendix 6.5.2. Another natural choice for the
function B is the Bernoulli function

B(y) = — (SG)

ey —1°

The corresponding scheme will be referred to as the Scharfetter-Gummel (SG) scheme.

Remark 6.1. We would like to underline the fact that the construction of the SG scheme is
not based on the original idea of [159]. We rather take advantage of the free-energy diminishing
character of the SG scheme highlighted in [62] and exploited in [22, 160].

The introduction of the second method lies in its greater robustness for small values of the
Debye length, as revealed by numerical simulations. A deeper understanding of the greater
robustness of the SG scheme can be found in the Appendix 6.5.2.

In order to close the system, it remains to define the discrete counterpart to u® as follows:

1
u?,K=mK/Ku?, KeT, i=0,...,I (6.23)

Then we infer from (6.7) that

I
Zu?,K:Ifor all K €T, and Z u?,KmK:/u?>0 fori=0,...,1. (6.24)
i=0 KeT @

In what follows, we denote by Uy = (u?K) o1 for K € T and n > 0.

The consistency of the discrete fluxes (6.20) with the continuous ones (6.2) might not look
completely obvious. It follows from the identity

Fl'xy = a5 Diug uaLi)ﬁ(e_Z’WI?, e_z“ﬁ) (wZK - w2L> (6.25)

uZK
0.K
for assumption (later on, in Proposition 6.1, it will be proven rigorously). The mean function

9 appearing in (6.25) is defined by

e*%k are the discrete counterpart of the Slotboom variables and U € (0, 1)1

n —
where wi'y = 4

log(1/a) —log(1/b
M(a,b) = Vab for (SQRA), and M(a,b) = og(1/a) — log(1/b) for (SG),
1/a—1/b
for a,b > 0 with a # b, and 9M(a,a) = a.
We refer to [114] for an extensive discussion on the influence of the choice of the Stolarsky
mean 2 on the scheme behavior. The consistency of the formula (6.25) with the expression
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6.2 The finite volume scheme and main results 49

(6.8) of the continuous flux is now clear, and assuming the existence of a regular solution to
the continuous problem, inserting it in the scheme and performing Taylor expansions as in [43]
shows the second order accuracy in space of our scheme on uniform Cartesian grids.

6.2.3 Main results and organisation of the paper

We provide here a simple presentation of our main results, which will be detailed and proven
in the following sections.

The first aim of this paper is to show that the nonlinear system corresponding to the
scheme (6.18)—(6.21) admits at least one solution, and that beyond local conservativity, this
solution preserves at the discrete level some key features of the model, namely the positivity
of the volume fractions and the decay of the free energy.

Then, the convergence of the SG scheme is rigorously proven. Numerical results show the
second order convergence in space of the two methods and the long-time behavior.

Theorem 6.1 states that, for fixed mesh and time steps, the numerical schemes admit a
positive solution and preserves the L> bounds. Furthermore, the discrete version H’- of the
free energy functional (6.11) - rigorously defined in the formula (6.34) - decays with time.

Theorem 6.1. Given an admissible mesh (T,E,(vx)xer) of Q an a sequence of time steps
(T™),,>0 @s in Section 6.2.1, then there exists (at least) one solution to the scheme (6.18)-(6.23)
which satisfies

ui g >0 Vi=0,...,I, KeT, n>1.

Moreover, the discrete free energy H' defined later on in (6.34) is decaying along the time

iterations
HYy +7"DF <HZL, n>1, (6.26)

for some dissipation rate DY > 0 wvanishing if and only if ((U}})KeT, ((b’}()KeT) is the
stationary solution to the scheme.

The inequality (6.26) should be thought as a discrete counterpart to (6.9). Schemes
verifying (6.26) in addition to more classical properties like mass conservation or positivity
preservation are often referred to as thermodynamically consistent or structure preserving in
the literature. Our schemes thus enter this class of schemes.

Theorem 6.1 allows to define the so-called approximate solution to the problem, which
consists in piecewise constants functions Ur ; = (u;,7,7);<;<; and ¢7, defined by

uir(ta) =uly and ¢r.(tx) =@k if (t,x) € K x ("1, ¢"]. (6.27)

Here again, we reconstruct ug 7~ from Ur ; by setting

1

uo e =1= Y uirs (6.28)
=1

Now, let (75, &, {wr} i)zt and (T)gsy = ((7F),1) .
admissible meshes and a sequence of time steps, in the sense of Section 6.2.1, such that

) be respectively a sequence of

lim h7, = lim At, =0, Aty = max 7',
{—00 l—00 n
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50 6 Finite volumes for a Poisson—Nernst—Planck system

while the mesh regularity factor (7, remains uniformly bounded w.r.t. ¢, i.e. {7, < (x < 400.
The convergence of our schemes can be stated in a very simplified way as follows:

Theorem 6.2. There exists a weak solution (U, ) in the sense of Definition 6.1 such that,
up to the extraction of a subsequence,

QSTZJ'Z KI)OO ¢ and u0777z,‘rz 54:}00 Uo mn Lfoc(Rﬁ‘; LP(Q)) vp € [1’ —f—OO),

and

— U in the L°(Ry x Q) weak—~ sense.
oo

U
7277—[ =+

More convergence properties have to be established to prove Theorem 6.2. They are detailed
in Section 6.4, complementing the sketchy presentation of [42].

The rest of the paper is organized as follows. Section 6.3 is devoted to the proof of
Theorem 6.1, as well as to some post-treatment of the energy / energy dissipation inequality
(6.26) in order to derive some uniform bounds on quantities to be used in the convergence
analysis carried out in Section 6.4, where the proof of Theorem 6.2 is detailed. The numerical
results presented in Section 6.5 contain some numerical evidence of the convergence of the
schemes. It also illustrates the long-time behavior of the schemes. This first result does not
actually cover the behaviour for all Debye lengths and all initial values. The situation is
more complex and is currently under investigation. Some comments are made at the end of
Section 6.5.

6.3 Uniform a priori bounds and existence of a discrete solution

The goal of this section is to prove Theorem 6.1, i.e. to show that the nonlinear system
corresponding to the scheme (6.18)—(6.21) admits at least one solution, and that beyond local
conservativity, this solution preserves at the discrete level some key features of the model,
namely the positivity of the volume fractions, as well as uniform L bounds for them, and the
decay of the free energy. Furthermore, in this part, precise quantification of the dissipated total
free energy supplies enough uniform estimates, in the mesh size h7 and time steps (7,),,>1,
to perform the convergence analysis in Section 6.4. The grid 7 and the time steps (1),
remain fixed throughout this section. B

6.3.1 Uniform a priori bounds and existence of a discrete solution

The first Lemma regards the discrete counterpart of the conservation of the total mass of the
system.

Lemma 6.1. It holds that

Z U Mg = Z uzf}lmK: Z ug7KmK:/ug>0, 0<i<I (6.29)
KeT KeT KeT @

Proof. Since our schemes are locally conservative, i.e., Fiz_ + F}', =0 for all 0 = K|L € &y,
then summing (6.19) over K shows by induction and thanks to (6.23) the result. O
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6.3 Uniform a priori bounds and existence of a discrete solution 51

Since we are interested in discrete solutions with positive volume fractions u!',-, we perform
an eventually harmless modification of the flux formula (6.20) into

Fr = anDs ( (utae) (i) " (a0 - o)) — (un) " (uae) " (a( — 02 )
(6.30)

Proposition 6.1. Let n > 1, and let (UﬁA)KeT be such that

uﬁ}lzo, ZUZK =1 VKeT, and Zu g > 0. (6.31)
KeT

Then any solution (Ug, %) e ,>1 to the modified scheme with (6.30) instead of (6.20)
satisfies uj' e >0 for all i =0,.. LT andall K €T.

Proof. Let us start by establishing the positivity of ug - Assume for contradiction that there
exists a cell K € T such that ug - < 0. Then we deduce from formula (6.30) that F/%, >0
for all 0 € Ex and all i = 1,...,I. Because of (6.21) and (6.31), this implies that

0>U0K—UOK+ ZZ i'Ko >0
Kz—lcrESK

In particular, all the fluxes Flgg it =1,...,1 and o € &£k are equal to 0. In view of
formula (6.30) and of the strict positivity of 9B, this implies either that u' g < 0 for all 4, which
yields a contradiction with (6.21), or that ug ; <0 for all the cells L sharing an edge o = K|L
with K. Since €2 is connected, one would obtain that ug - = 0 for all K € T and thus that
Y ker Uy gmi = 0. This contradicts (6.29), and thus we necessarily have that ug , > 0 for
al KeT.

With the positivity of uj ;, K € T, at hand, let us focus on the u}',- for an arbitrary
1 =1,...,1. Similarly, we assume that there exists some K € 7 such that ui' i < 0. Then
owing to (6.30), we infer that F"y, < 0 for all o € €k, and then that

O>uzK_ K — Z ’LKO’—
0‘651{

This leads to u' i = 0 and to F"y, = 0 for all o € . Since we already know that ug ;- > 0,
we deduce from (6.30) that uj; <0 for all cell L sharing a cell o = K|L with K. As above,
this implies as ug ;c = 0 for all K € T, which contradicts (6.29). Then uy > 0 for all K € T,
concluding the proof of Proposition 6.1. 0

A consequence of previous proposition is that a solution to the modified scheme with (6.30)
instead of (6.20) is also a solution to the original scheme (6.18)—(6.21).

As we did assume that the background charge density f and thus its discrete counterpart
(fx) ke are uniformly bounded, and that #P belongs to LN HY/2(I'P), we deduce a uniform
bound for the electric potential.
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52 6 Finite volumes for a Poisson—Nernst—Planck system

Proposition 6.2. There exists C = C (¢, Q, A, £, (2:);,(1) such that

1/2
masx | + (Z a0 (85 <z>?<a>2> <c. sl (6:32)

ceé

The proof of this result can be found in [39, Proposition A.1] and is a consequence of the
uniform boundedness of the right-hand side of the discrete Poisson equation (6.18).

These a priori estimates are sufficient to prove the existence of a solution to the scheme.
We end up with the following proposition.

Proposition 6.3. There exists at least one solution to the numerical scheme (6.18)—(6.21)
such that U >0 foralli=0,...,1, forall K €T and alln > 1.

Proof. The proof is based on an inductive procedure in time. At each time step n > 1, we use
a topological degree argument to show the existence of a solution (U, ¢%) et € (0,1)7*7 x
[—-C, C]7 to (6.18)-(6.19), with the fluxes defined as in (6.30). In fact, the Proposition 6.1,
ensures the existence for the scheme (6.18)-(6.20).

Let n > 1 be such that (U ", ¢%% M e € [0,1]7%7 x [~C, C]7 is given (that is the case for
n = 1, thanks to (6.23) and (6.7)). The idea is to deform our non-linear system continuously
until it is transformed into a linear one with known solutions. Therefore, let introduce a
parameter s € [0,7"] and define, for every K € T,

mg (ug‘% —uZ;(l) + 8 vees ‘Fz(iz'a =0, i=1,...,1,

NS e o (6 — 650) = muc (e + S zallh) (6.33)

with FZ(?(U defined by (6.30), which corresponds to the original schemes when s = 7". For

s = 0, the two equations can be decoupled and the first one can be rewritten in matrix form
MU©® -ty =o,

where U®) = (UI(;S))KET’ for s € [0,7"], Ut = (Uﬁ_l)KGT and M = diag ((mg)ker) is a

positive definite matrix. Therefore, there exists a unique solution U©®) = U»=1 ¢ [0,1]/*7.

Via the Proposition 6.2, there also exists a unique ¢(®) = (ngi))KeT € [-C,C]T. Moreover,

thanks to the continuity of the discrete fluxes, the functional

0,7 x [-2,2)%T x [-C -1, +1]T = RT x RT
(87 U’ ¢) H ’H(S’ U7 ¢)
whose zeros (s, U®), $(*)) are the solutions of (6.33), is hence an homotopy. Furthermore, all
along it, its zeros (U®®), ¢{*)) remain inside the compact subset [0,1]*7 x [-C,C]7.
Thus, the topological degree corresponding to H(s,U, ¢) = 0 is equal to one, all along the
homotopy, and hence in particular for s = 7”. That implies the existence of a solution to the
scheme, for both the B function (SQRA) and (SG) (but it does not guarantee uniqueness). [

We note that the proof proposed here is simpler than that found in, for example, [39,
Proposition 3.2]. The reason lies in the fact that we did not use entropic inequality to derive
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6.3 Uniform a priori bounds and existence of a discrete solution 53

the uniform estimates on volume fractions and, therefore, we do not have to guarantee the
validity of it during the homotopy.
6.3.2 Energy dissipation at the discrete level

Next proposition is about the thermodynamical consistency of our schemes and the decay of a
discrete counterpart of the free energy.

Proposition 6.4. Let (Ug,¢%) ke > be a solution to the scheme (6.18)—(6.21) as in
Proposition 6.3, then define for n > 0 the discrete free energy at the n'* time step

HE =Y mxgHUR)+ Zaa Ohe — Bko)> + N D asdl (¢ — o), (6.34)

KeT o€l oe&P

the discrete electrochemical potentials iy = log (u) + 2;0% of species i, and
Uy, K

Z Z Ka :uzK ILLZL)

1=10€Emt
the discrete dissipation, which vanishes if and only if (MZK)KE’T is constant for alli=1,...,1.
Then there holds
Hy+7"DF <HF ', n>1l (6.35)

Proof. As a consequence of the positivity of ug ;e and of the monotonicity of the exponential
function, one then easily infers from reformulation (6.25) of the discrete fluxes that

DZU = ’:IKO'(/’LZK_M?;L) 20, Vizl,...7I, U:K‘Leginm (636)

whence the nonnegativity of D". As ug, > 0 for all K € T and n > 1, and as y — ¥ is
strictly increasing, one gets that D}, = 0 iff pi’pe = pi'y.
ul
Define by i}’ = log (ug};
then multiplying the discrete conservation law (6.19) by 7" Wi ic» and summing over i = 1,..., T
and K € T provides thanks to discrete integration by parts

) + 219 = log(w]' k) the electrochemical potential of species i,

"4 B+ 7D =0, (6.37)
where we have set
1 n
A =>"%" (ufK —uzl_(l) log ( = > mi
i=1 KeT 0,K
I
620§~ 3~ (ul'ic — uiit ) og (ulye ) mic,
1=0 KeT

and
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54 6 Finite volumes for a Poisson—Nernst—Planck system

BN e S e (6 — 03— (B — 651) -

KeT o€k

Then we deduce from the convexity of H that

A>3 (HUR) = HUEY) i, (6.38)
KeT

while reorganizing the term B" gives

B = N3 aq (6 — 05"~ (ko — 0,")) (9 — Olko)
oct
XY a0y (6% — di -

oegb

Then using the elementary convexity inequality a(a — b) > (a? — b%)/2 in the above term and
combining the result with (6.38) in (6.37) provides the desired result (6.35). O

Proposition 6.4 allows us to completes the proof of Theorem 6.1, but it also contains
important information for proving the convergence of the schemes. Their extraction is the
purpose of next section.

6.3.3 Further uniform estimates on the discrete solution

To pass to the limit in the schemes and to identify the limit as a weak solution, we need to
extract some further uniform estimates, as in particular the discrete L2 (H') estimates on
the discrete counterparts of up and /u;ug. We prove these estimates in Lemma 6.3. As an
intermediate result we need a uniform bound on the discrete free energy.

Lemma 6.2. There exists C > 0 depending only on Q, ¢P, X, f, (2i);, and {1 such that, for
all N > 1, there holds |HY| < C.

Proof. Because of the bound 0 < u? x < 1forall i and K, it is clear that the first two contri-
butions of (6.34) remain uniformly bounded by a constant depending only on 2. Concerning
the last contribution observe that if one defines ¢¥ and ¢2 as the averages of ¢” on K € T
and o € & respectively, then a suitable reorganization of the sum shows that

Z aa¢ol?(¢?( - ¢D ZQU (z)o ¢K ((bK (Z)KO' + Z ¢K Z aa(¢nK - ¢7}(0‘)

oceD = KeT o€lk

Zao(¢D ¢K)(¢K ko) + )\2 Z mK¢K (fK+ZZz zK) (6.39)

ce€ KeT

(6.18)

Using Young’s inequality and £P C & for the first term in the above right-hand side gives

73 ae(8) — RN (ke — ko) <D as(d) — dR)* + — Zag Pl — Pleg)?

KeT gegD o UES
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Then Lemma 9.4 of [87] shows that

S as(@l = 6R)? < CCPIIVO 320y

KeT geeD

Then since f and U are bounded, we deduce from (6.39) that there exists C' depending only
on || f]loo, max; |2, Q, [|¢P ||z, A and (7 such that

Z aa¢£( ?(_QS?)SC

oe&D
The result of the lemma follows. O

Next lemma shows that the control of the energy dissipation },~; 7"D% inferred from
Proposition 6.4 gives some LIQOC(H 1) type control on the discrete counterparts of wug, 1/ug and
U;UQ.-

Lemma 6.3. There exists C > 0 depending only on Q, ¢, \, f, (2i); (D),

; and ¢ such
that, for all N > 1, there holds

N I .
n n n n n
Z T Z Z Qg (\/ui,KUO,K - \/ui,LUO,L)
n=1  i=10CEm
N 2
+ 37 Y a0 (Julie — \Juis)
n=1

o€€int

N
£ Y a (W — ) <O+ (6.40)
n=1

o€Emnt

As a consequence, one also has

. > (“ZK\/@— UQL\/@)Q <C(1+tY) (6.41)

and

N I
S S (e —ulpufy) < OO ). (6.42)

Proof. One gets from the elementary inequality (a — b)(log(a) —log(b)) > 4(y/a — v/b)? applied
to (6.36) that

n AT 2Zi (A1 n Zi (AN n 2
IDZU Z 4agDi%(€_Zi¢K76_zz¢L) ( /uZKUSA’LeI(QsK_(z’L) _ /uZLug’KeZ(¢L_ K))

with R(e %k e #9L) = M(e~* %k, e‘zi‘i’z)e%(d’%*‘bz) being equal to 1 for the choice (SQRA)
of B but not for (SG). However, thanks to (6.32) and since D; > 0 for all 4, there holds

2D;R(e F%k e F0L) > K
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56 6 Finite volumes for a Poisson—Nernst—Planck system

for some k > 0 uniform w.r.t. K, ¢ and n. As a consequence, using furthermore that
(a+b)%> 1a® — b7,

2 (% 2
D}, > kay cosh (4(¢’}( — qﬁ%)) (\/UZKU&L — \/UQL“(TJL,K)

2 . 2
— KGg (\/UZKUE)Z?L + \/UZLUSK) sinh2 <41(¢TIL( _ qb%)) '

Since |¢%| < C owing to (6.32), one has sinh? (% (¢ — ¢7)) < C(¢%% — ¢7)%. Using moreover
that 0 < uj'y,ug x <1 and that cosh(a) > 1, one gets that

2
n n n n n 7 n\2
Dy > ack (\/ui,KUO,L - \/ui,LUOJ() = Cas () — ¢7)"
Since

2 2
n n n n P n n n n n n n n
(\/“z‘,K“O,L - \/ui,Luo,K) = (\/ui,KUO,K - \/uz’,LUO,L) — (ui' e —ui'p)(ug ¢ —ug ), (6.43)

then summing over ¢ =1,...,I and 0 = K|L and using (6.21) leads to

I
2
DF > w30 Y ar (\fuisus o —Jul )

i=10€&nt

2
+ K Z (g (uaK—u&L) -C Z ao (P — o)’

Uegint Uegint

Bearing in mind Proposition 6.2, we obtain that

D7 > Iii Z ay <\/U?,KUS,K - \/“ZLU()L,L)Z +K Z agy (u&K - u'&L)2 —-C. (6.44)

i=1 0EEnt 0E€Ent

Moreover, the inequality Z%’:o uf puitp < 1 gives that

2
n n n n
g E (g <\/U¢,KU0,K - \/ui,LuO,L)

=1 O'Egint
> ) a, ((1 —ug )upk + (1 —ugp)ugr —2(1 — \/“g,Kug,L)\/uaK“g,L)

o€Eint
2 2
— E [)m [0m § : n n
e Qg ( UO,K — U0,L> — (473 <’LL07K — UO,L) y

0€Eint 0€E&int

whence we also deduce that

D>k Z ag(\/@—\/@f—a

Uegint
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6.3 Uniform a priori bounds and existence of a discrete solution 57

To conclude the proof, it eventually remains to remark from (6.35) and Lemma 6.2 that there
exists C' depending neither on h, At, N nor on the initial data U? = (u?)o <;< (provided it

fulfills (6.7)) such that >-2° 7"DI < C. Combining this with (6.44) yields (6.40).
To recover estimate (6.41), remark that

n n n n — n n n n n
(\/ Uy kUi K — \/UO,Lui,L) = [\/ui,K(\/UO,Kui,K - \/uo,Lui,L)
+ ul ul o — o Jul
i,L 0,K 0,L
n n n n n
+ \/ui,L (\/UO,Lui,K - \/UO,Kui,L)] .

As (a+b+c)? < 3(a? + b% + ¢?), and since 0 < ui' i <1, one gets that

1 2
n n n n n n n n
3 (\/ U, kUi K — \/UO,Lui,L) S(\/“O,K“i,K - UO,Lui,L)
2
n n
+ (\/UO,K - \/UO,L)
2
+ ul rul - — o Jul ul
0,0, K 0,K%,L) -

The two first terms in the right-hand side are controlled thanks to (6.40), while, bearing in
mind (6.43), the third term can be overestimated as follows:

2

2 4 2
n n n n n n n n
(\/UO,Lui,K - \/UO,KUZ',L) < Z (\/uo,Lui,K - \/UO,Kui,L)
i=1
J 2
2
< Z (\/USK“?K - \/UG,L“ZL) + (ug e — up.L)"s
i=1
which again, after summation on n = 1,..., N and o € &y, can be controlled thanks to (6.40).

Finally, to establish (6.42), remark that

n n n n J— n n n n n n n n
U; UG K — Uy L Ug L = (\/ui,Ku(],K - \/ui,LUO,L) (\/ui,KU’O,K + \/ui,LUO,L) .

Since 0 < ug i, Ui e < 1, one gets that

2 2
n n n n n n n n
(ui,KUO,K - ui,L“O,L) <4 (\/ui,KUO,K - \/ui,LuO,L) :

Summing over n =1,..., N and o € &y and using (6.40) gives the desired result. O

One also deduces the following discrete L2 (L?)? estimates on the fluxes, which amount to

some discrete L2 (H') estimate on time increments of the discrete counterpart to dyu;.

Lemma 6.4. There exists C depending only on Q, ¢V, X, f, (z:);, (Di),

DRI

and Cysuch that

)

o P <oy 6.45
'ko| SCOA+ET). (6.45)
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58 6 Finite volumes for a Poisson—Nernst—Planck system

Proof. To obtain discrete L2 _(L?)? estimates on the fluxes, we need to exploit the discrete
uniform estimates we have for (U, ¢% ) ke n>1. In this regard, we rewrite the fluxes in a
different way, so that we can employ what we know on the function B, both for (SG) and
for (SQRA). One splits the flux (6.2) into two parts corresponding to convection and diffusion
respectively:

Flio = Figiy " + Fis

i 1,

with
ul ul s+ ulul
Fiiy™ = ag Dyt B (98 (w0, — 0%)) — B(a(d — o)),
. utul s —ul ul
FOr = qp D0t L 0K (98 (267 — ¢l)) + B (20 — 01))] -

2
The flux (F',)on is bounded in L (L?)? in the sense of (6.45) if both (Fy%"™)s, and

i loc
(defén)a,n are.
For the choice (SG) of the function B, then B(—y) — B(y) = y, while B(—y) — B(y) =
y + O(y?) for (SQRA), so that

ul ul ¢+ ulul
FZC(;?Z” — a,D; i, K 10,1 5 i,L 07Kzi(¢nK — o), (6.46)

the remainder term being null for (SG). The L% _(L?)? character of the above expression
directly follows from the uniform bound on uj), 0 < i < I and from the discrete L>(H D)

bound on (¢% )k, stated in Proposition 6.2. Therefore,

I N do

Sy Y S Eme|t < o,

i, Ko
i=1n=1 0€Eint

Concerning the diffusive term, one has for both choices (SQRA) and (SG) of the function
B that

2
1< 3 (B0} — 0k)) + Blai(ok — 0D)] < 1+ 25 (0 — 61

Therefore, one gets that

F = ap Dy (uf g p — i pu ) (140 (0% — 61)°)).- (6.47)
From the discrete L>°(H') bound on (¢'%)k n, one can uniformly estimate the reminder. For
the other term, since ' jrug 1, — ul ug g = i geug g — ui pug g, + (U?K + uZL)(u&L — ug’K),
then

2 2 2
uf e, =i g < C(Juf g o —uf g o + (i + ) (g — w0 P)

2
n n n n n n 2
¢ (‘\/ui,KUO,K - \/ui,LUO,L‘ + Jug , — ug k| ) ;

IN
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6.4 Convergence of the schemes 59

so that we obtain

1

PO >

i=1 n=1 O'Egmt 0

diff,n2 [ X n
VL ENE) 5D SEID DS
I N
ORI T Y aslupy, — il

i=1n=1 o€Eint

thanks to the uniform bounds on (Uf)xeTn<i. Lemma 6.3 provides the desired L (L?)
bound on Ff}g&", concluding the proof of Lemma 6.4. O

From Lemma 6.4, we deduce the following discrete L2 ((H')') estimate:

Corollary 6.1. There exists C depending only on Q, ¢, X, f, (z:),, (Di);

; and ¢ such that,
foralli=0,...,I and all o7+ =Y geT 27]:[:1 O Ln—14n)x K, one has

n=1KeT n=1 o€Emt

N 1/2
S Y - wliek < (1Y) (ZT > a0 (¢ — %)2) . (6.48)

Proof. Let us first establish (6.48) for ¢ > 1. Multiplying (6.19) by 7"¢', summing over
K €T andn € {1,..., N}, and performing a discrete integration by parts on the contribution
of the fluxes provides

N
Z Z mK(uZK - ’UJZ;() ?( = Z Z zKo‘ (PKO' 80?() (649)
n=1

n=1KeT o€&int

Applying Cauchy-Schwarz inequality to the right-hand side then using Lemma 6.4 provides
the desired result. The recovery of the estimate for ¢ = 0 then directly follows from the
definition (6.21) of ug ;c and from (6.48) for i > 1. O

6.4 Convergence of the schemes

This section is devoted to the proof of Theorem 6.2, which relies on compactness arguments.
Given sequences (T, &g, {Tx Y reT;)p>q and (7¢) 51 = ((T?)”N)Dl of admissible meshes and

a sequence of time steps in the sense of Section 6.2.1, with

lim hy, = lim Aty =0 and (7, < (e < +o0, (6.50)
{—00 L—00

we define the sequences (u; 7,7, )e>1 and (¢7;,-,)e>1 as in (6.27)&(6.28). For legibility, the
index ¢ will be removed as soon as it does harm comprehension.

As usual in the analysis of finite volume schemes, we also need to handle quantities attaches
to the faces 0 € £. To this end, we introduce the so-called diamond mesh of €2 by associating
a diamond cell w, to all o € £. More precisely, w, is the convex hull of {zk,z, 0} if
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60 6 Finite volumes for a Poisson—Nernst—Planck system

o =K|L € &, and wy = conv{zg, o} if 0 € Eexy N EK, see Figure 6.1 for an illustration. The
Lebesgue measure m,,, of w, is then given by
myd

My = — z, o€eé, (6.51)

where d is the ambiant space dimension.
Among other quantities attached to faces, one defines the inflated fluxes (Fj ¢ 7);;-; as
the piecewise constant in space and time vector fields defined by -

d
Fie,(t,x) = — ,Z}KUnKU if (t,x) € (t”_l,t”] X We,
ag
with ng, the normal to o outward with respect to K. A major part of the analysis carried
out in this section consists in showing that, up to the extraction of a subsequence,

Fig,r,(t,x) — F; weakly in LI (Ry x Q)%

l——+o0

where we make use of the definition (6.2) of the continuous fluxes.

Fig. 6.1: Examples of diamond cells w,,w, for inner and external faces o and o”.

Following [50, 86], to a piecewise constant in space function vy (z) = Y e vr 1k (x), We
associate the inflated gradient Vyvr : Q@ — R? defined by

VKo — VK

Vrvr(z) =d i

Nk, iz € wy. (6.52a)
This operator straightforwardly extends to piecewise constant functions in space and time:

no__ .n
Vrvr.(tz) =d “KUdivKan if (£, 2) € ("1, 7] X w,. (6.52b)

g
This section is organized as follows. The needed compactness properties are established
in Section 6.4.1, allowing to claim for the existence of (at least) a limit point (U, ¢) to the
sequence (Ur; 7, 87, At,)g>q- Section 6.4.2 concludes the proof of Theorem 6.2 by showing
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6.4 Convergence of the schemes 61

that the limit value (U, ¢) is a weak solution of the continuous problem (6.1)—(6.7) in the
sense of Definition 6.1.

6.4.1 Compactness of the approximate solutions

We establish here enough compactness properties to pass to the limit in the schemes.

Proposition 6.5 (Compactness results). There exist functions ug € L*°(Ry x Q) with
Vuo € LE (Ry; HY(Q)), ui,...,u, € LRy x Q) with uj\/ug € L3 (Ry; HY(Q)), and

loc

¢ € LRy x Q) with ¢ — ¢ € L®°(R; V) such that, up to a subsequence, as £ — +oo, there
holds

i T+ — ui inthe L(Ry x Q)-weak-x sense, 1 <1i <1, (6.53)
uo, 7+ — up in the L°(Ry x Q)-weak-* sense and a.e. in Ry x €, (6.54)
d1+ — ¢ in the L°(Ry x Q)-weak-* sense and a.e. in Ry x Q. (6.55)

Moreover, for 1 <i <1, one has

Ui Tir/U0,T,7 — Uin/ug  a.e. in Ry x €, (6.56)
U, T Ui, Tr — Ul a.e. in Ry X §, (6.57)
and also
V7JuoTr — Vyug weakly in L (Ry; L2()9), (6.58)
Vo luo w7 — Vuu;]  weakly in L}, (R, ; L*(R2)), (6.59)
VTrb7T, = Vo  weakly in L, (Ry; L*(2)), (6.60)

Proof. The L> (R4 x Q)-weak-+ convergences (6.53)—(6.55) are the consequences of the uniform
bounds on u; 7, and ¢ - in L% (R4 x ), thanks to the Banach-Alaoglu Theorem. The strong
convergence (6.54) follow directly from the discrete Aubin-Lions lemma, see [99] for a general
presentation of the lemma, and [40, Lemma 9] for its application in our context, which can be
applied thanks to the uniform estimates of Lemma 6.3 and Corollary 6.1. Furthermore, one
obtains the weak convergence in L _(Ri; L*()) of V7 rug 7.+ towards Vug. Concerning the
point-wise convergence of ¢7 , towards ¢, it can be proven by using the discrete L2 .((H')")
estimate on time increments of the right-hand side of the discrete Poisson equation (6.18) that
follows from Corollary 6.1. As the proof is fully similar to the one of [39, Proposition 4.2], we
do not provide details here. The weak compactness property (6.60) is also established in [39,
Proposition 4.2].

In order to prove (6.58), one can either make use of the nonlinear Aubin Simon theorem of [§],
or directly remark that, thanks to Lemma 6.3, the vector field V7, /ug 7 7 is uniformly bounded
in L2 (Ry; L?(Q)%). We deduce from this boundedness that there exists Go € L2 (R ; L2(Q)%)
such that, up to a subsequence, V1, /uo 7 ; tends to Go weakly. As ,/ug 7 - converges point-
wise (and thus in Ll (R4 x Q)) towards ,/ug owing to (6.54), the weak consistency of the
inflated gradient V7, see for instance [50, 82|, allows to show that Go = V,/uq.

Regarding the point-wise convergences (6.56) and (6.57), of u; 7 /U0 7,7, respectively, we
can conclude by applying the discrete Aubin-Lions lemma of "degenerate" type (][40, Lemma

10]). To prove (6.56), we use it with y, = \/u0,7,.5, and zy = u; 7, ,, making advantages of the
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62 6 Finite volumes for a Poisson—Nernst—Planck system

uniform estimate (6.48), (6.40) and (6.41). Whereas, with y, = o7, -, and zy = u; 7, 7,, We
conclude (6.57) similarly, replacing (6.41) by (6.42).

It finally remains to prove (6.59) fori = 1,...,I. Asa consequence of (6.42), Vr|u; 70,7 ,7]
is uniformly bounded in LIOC (Ry x )¢, Hence there exists G; such that, up to a subsequence,

Vriuwi T v, = G; weakly in LE (R, x ﬁ)d.

As w; 7 ruo, 7,7 converges towards u;ug thanks to (6.57), we can invoke again the weak consis-
tency of the inflated gradient to conclude that G; = V]u;ug). O

6.4.2 Identification of the limit

In this section, we conclude the proof of Theorem 6.2 by showing the following proposition.

Proposition 6.6. Let (U,¢) be as in Proposition 6.5, then it is a weak solution of the
problem (6.1)—(6.7) in the sense of Definition 6.1.

Proof. The regularity requirements on U and ¢ have already been checked in Proposition 6.5.
Therefore it only remains to verify that the weak formulations (6.16) and (6.17) hold true.
The case of Poisson equation is classical. It will not be detailed here, and we refer to [39,
Proposition 4.2] for a synthetic proof. We rather focus our attention on the derivation of (6.17).

Let ¢ € C°(R4 x Q), then, for some admissible mesh (7, &y, (k) keT,) (We remove the
subscript £ when possible for legibility), denote by ¢ = p(t", k). Multiplying (6.19) by

n n—1

"% and summing over n > 1 and K € 7T yields, as for (6.49):
N N
Yo > mi (ufg i e =D T Y Flko (Wi, — i) (6.61)
n=1KeT n=1 0E€Eint

Since ¢ is compactly supported in time, ¢% = 0 for n large enough. Therefore, the left-hand
side of (6.61) rewrites

N N - n
-1y n-1 ¥ —¥K 0 0
>0 2 mi (il —ui )it =307 D0 mkul e T = Y mku P
n=1KeT n=1 KeT KeT
Since ¢ is smooth, the approximate time derivative d-p7 » of ¢ defined by
Yk — Pk . _
Sror-(t,x) = KTinK if (t,x) € ("1, t"] x K
converges in L'(Ry x Q) towards 0;p. Therefore, using (6.53), we get that
(p —
Z Z MU e i~ vk , // w;Opep. (6.62)
n=1 KeT e Ry x@2
The function u?,T = Y keT ug 1k converges strongly in L'(Q) towards u?, while cpgr =

Y oKeT ©%- 1 converges uniformly towards ¢(0, -) thanks to the regularity of . Therefore,

=D mrwgd o = | uie(0,), (6.63)
KeT Q
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6.4 Convergence of the schemes 63

so we can pass to the limit in the left-hand side of (6.61).
Let us now focus on its right-hand side. Define @ . by

pr.(tx) =" ag) if(t,x) € " t") x K.

Following [83] (see [69] for a practical example), one can reconstruct a second approximate
gradient operator V4 mapping the set of piecewise constant functions in space and time to
R? such that

S -~ _ (P% — (P?( : n—1 ;n _
V71or (tz) nke = —a if (t,z) € [t",t") X wy, o= K|L € &y,

and which is strongly consistent, i.e.,

ﬁTﬂﬁT,T E_:;o Ve strongly in L?(R, x Q)d.

The right-had side of (6.61) then simply boils down to

N
DY Flreleks — i) = // Fier V10T 1
]R+ X

n=1 og€int

We have shown in Lemma 6.4 that (Fjg,r,),~, is uniformly bounded in L% (R4 x Q)<

Therefore, it converges (up to a subsequence) towards some vector field F; weakly in leoc (Ry x
Q). We can then pass to the limit in the right-hand side of (6.61) to obtain

N
e (ot — N F,-Vo. 6.64
n; > Elo (0l — o H+<>O//]R+XQ @ (6.64)

o€&int

To conclude the proof of Proposition 6.6, we still have to identify the limiting flux F; under
the form (6.15). To this end, we split the inflated fluxes into a convective and diffusive part,

d

ey (ta) =— Fipy " ngo if (t,2) € ("7 "] X wo,
o

i

d .
FRf (to) =—— Fienig if (o) € (#7117 x wo,
g

where FCOHV’” and Fy diﬂ’" are as in the proof of Lemma 6.4. As both Ffg% and F/¢" have

been shown to be bounded in LIOC(RJ,_ X Q) , one has, up to a subsequence,

FY — FUT and FY — FP™ weakly in L (R4 x Q)% (6.65)
{—+00 0 f—+o0
Let us first focus on the convective part Ffg. Fori=1,...,I, 0 € £ and n > 1, define

ul ult Hul ul .
i, K O,L2 LLIOK g = K‘L e gint,

n
ni,a - .
UZKUS’K lfU S 5[( ﬂ gext,
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64 6 Finite volumes for a Poisson—Nernst—Planck system

and

ul ult 4ul ol :
i, K O,K2 L 0L if 5 = K‘L < 51111:7

77’? =
i UZKU&K if o € Ex N Eext,
and then n; ¢ - (t, 2) = 0}y and 7); ¢ . (t, ) = 0}, if (t,x) € ("1, "] X wy. In view of (6.46) and
of the definition (6.52) of the inflated gradient, the convective part of the inflated approximate
flux rewrites

ier =—DinigrziV71dT (6.66)
Thanks to (6.57), proving that
Nigr—Tier — 0 ae inRy xQ (6.67)
{—+00
and
Nier—Uo T UTr — 0 ae inRyxQ (6.68)
=) {— )

is equivalent to showing that

Nier — Upl; a.e. in Ry x €,
T l—+oc0

and thus strongly in L2 (R4 x ) thanks to the uniform bound 0 < u; 7, < 1. Bearing in
mind (6.60), this allows to pass to the weak limit in (6.66) and to recover that

Ficonv = _Di UQU; 25 V¢ (6.69)

To establish (6.67), remark that

Since 0 < ui <1, owing to (6.51), and since d, < 2hy this gives

We can make use of estimate (6.40) to get that n; e » —17; ¢ - tends to 0 in L} (R x
almost everywhere up to the extraction of yet another subsequence, whence (6.67).
Concerning (6.68), we can proceed similarly to obtain

which tends to 0 thanks to (6.42).
It finally remains to identify the limit of F: dlﬂ as FA, To this end, remark first that, for
o =KI|L € &y, and n > 1, one has

2 L& 2 2
Py =T 22T 2 M (b — ) i — )"

0€Eint

Ni&r — i r

2 1 :
2((0.tN s Z s Z ao(“g,K a ung) )

L2((0,tNV)xQ) d

n=1 g€Eint

m.er — 77’@',5,7

Q), hence

2 2 X 2
'T ( n n n n )
—_— Uu, U, — U, U,

L2(04N)x)  d Z > o (U v — ug pufy

o€&int

7~7i,5,7' — U0, T, 7 Ui, T,r

n n n n _ mn mn mn
Ui gug — U LUy g = 115+ 1o, + 13,
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6.4 Convergence of the schemes 65

with

n _ n n n n
Tl,a = U Uy, Kk — Wi LUo,Ls

n _ n n n n n n
Tyy =2 (uzK Ug g + ui,L\/uO,L) (\/UO,K - \/uO,L) ;

2
L n n n n
Ty, = (Ui,K - ui,L) (\/UO,K - \/UO,L> :

Therefore, in view of (6.47), we can split

A = —DiVrluiT ruo 7] — ADivie V70T + Rigr + Siers (6.70)
where we have set

3 (U?K ug i+ UZL\/U(T)L,L> if (t,2) € (" 1"] X wy, 0 = K|L € Eing,

’Yi,577'(t7 .’If) =
U e JUG K if (t,2) € (" 11" X Wy, 0 € E N Eoxt

and where, for (t,z) € ("1, #"] X w,, 0 = K|L € En,

2
Rigq(t.2) = dD; (ulse —ul') (\fug = Jui 1) nrco.
and, in view of (6.47),
(0% — ¢7)%.

Both R;¢ - and S; ¢ » are assumed to vanish on Ry X w, for all o € Et. Then thanks to
Proposition 6.2, one has

C
- < =
Sienlt.o) <

N
ISi.erll i ouvyxaya < C Y 7" > mg (65 — ¢7)* < Chyt™.

n=1 o€&int

On the other hand, since 0 < uj'; < 1, we deduce from (6.40) that

N 2
IRirllioumyxaye < Di D7 3 mo (Jus = \Jub )" < Chr(1+Y).

n=1 oc€€int

The two last terms in (6.70) then tend to 0, while the first term tends to —D;V[ugu;] thanks
to (6.59). In view of the weak L2 (L?) convergence of V. /ug .. towards V./ug, cf. (6.58),
then it suffices to show that

7, UiV strongly in L2 .(Ry x Q)
o0

‘751
Vi T —

to pass to the limit in (6.70). As u; 7 ,/Uo, 7+ converges strongly towards u;,/ug, see (6.56),
then

N
1 2
i, = i, T /80,77 | 220,408y x2) = B DT Y M, (UZK\/U&K - “ZL\/USL,L>
n=1

o€E€int
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he X 2
n n n
s > > ag (ui,K\/U’g,K - “i,L\/US,L)
n=1

0€Eint
(6.41) p2
< ZTa+ty — o
d {—+o0

This completes the proof of (6.65), thus the ones of Proposition 6.6 and Theorem 6.2. O

6.5 Numerical results

The nonlinear system corresponding to the schemes is solved thanks to a Newton-Raphson
method with stopping criterion || F2(Ug)keT: (0% ) keT)|lo < 108, the components of Fr
being given by the left-hand side of (6.19).

loo

6.5.1 Convergence under grid refinement

The goal of our first numerical test is to show that both schemes corresponding to (SQRA)
and (SG) are second order accurate w.r.t. the mesh size. To this end, we consider the
one-dimensional domain © = (0, 1), in which I = 2 different ions evolve, both with the same
diffusion coefficient D; = Dy = 1. Their (normalized) charge is set to z; = 2 and 23 = 1,
yielding repulsive interaction. No background charge is considered, i.e. f = 0, whereas Dirichlet
boundary conditions are imposed for the electric potentiel on both sides of the interval, that
are ¢P(t,0) = 10 and ¢ (t,1) = 0. We consider a moderately small Debye length A2 = 1072,
We start at initial time ¢ = 0 with the following configurations: u{(z) = 0.2+ 0.1(z — 1) and
u = 0.4.

08 [ T T T T T T ] Uy
_’UQ
_uO
0.6 |- i
g
9
+~
=
= 04} a
o
Q
=
S
0.2 i
0 [ |
| | | |

| |
0 0.2 0.4 0.6 0.8 1
Space variable x

Fig. 6.2: Concentration profiles uy (T, z),us(T, z) and ug(T, z) at time T =1, A\ = 1072.

A reference solution is computed on a grid made of 1638400 cells and with a constant time
step 7 = 1073, to which we compare solutions computed on successively refined grids but
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Fig. 6.3: Concentration profiles at time 7" = 5000 for A\? = 1072,
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Fig. 6.4: Electric potential profile at times 7' = 1 (solid) and 7' = 5000 (dashed)for A? = 10~2.

with the same constant time step. The profile of the solution at times T'= 1 and 1" = 5000 is
depicted on Figures 6.2, 6.3 and 6.4 . The relative space-time L' error is plotted as a function
of the number of cells on Figure 6.5, showing some second order accuracy in space, as specified
in the introductory discussion. For such a moderately small value of A2 = 1072, both schemes
exhibit a very similar behavior in terms of accuracy, but also in terms of nonlinear resolution.
More precisely, the number of Newton iterations required to solve a time step remains between
6 for the very first iterations and 2 for larger times is mainly insensitive to the mesh size.
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Fig. 6.5: Convergence of the schemes under space grid refinement,(\? = 1072).

Nevertheless, there is an important difference in the numerical behavior of the two schemes
in the small Debye length regime. Indeed, when A? become small, then excepted for very
particular values of the data, the variations of ¢7  across the interfaces & become very large
because of (6.18). Therefore, the drift becomes too large to evaluate its exponential, making
the computation with the (SQRA) scheme fail. Since B(y) ~ —y as y tends to —oo, the
situation is much less problematic with the (SG) scheme, for which computation of the solution
corresponding to A = 1079 is feasible without any specific treatment. However, since the drift
becomes large, the use of a reduce time step is required to ensure the convergence of Newton’s
methods.

6.5.2 Long-time behavior of the schemes

We now focus on the long-time behavior of the schemes. The long-time limit of the continuous
model has been exhibited in [38]. The model reduces to a nonlinear elliptic equation on
the electric potential ¢, from which one deduces the concentration profiles. However, no
quantitative estimate concerning the convergence towards equilibrium. We then perform a
numerical study still with the same parameters as previsously (in particular with A2 = 1072).
The steady solution is computed by choosing a very large final time T, = 5.10° in the
simulation. We denote by H%° the corresponding discrete free energy. The relative energy
a time t" is the defined as H?l’n = H!} — HF°. The energy decay stated in Proposition 6.4
ensures that 7—[%91’" > 0 up to numerical errors related to the resolution of the nonlinear
systems. One observes on Figure 6.6 that the (SQRA) scheme dissipates faster energy than the
(SG) scheme, the latter exhibiting an almost perfect but rather slow exponential convergence
towards the steady state as long as the numerical precision has not been reached. The rigorous
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proof of such an exponential convergence in the continuous setting can be deduced from [174].
Its discrete counterpart should be investigated in future works building on the methodology
presented in [21].

10t — (5G6) ||

— (SQRA)

1071

1073 1

107° 1

Relative energy

10—11 I a
10—13 I a

10—15 I a

0 0.5 1 1.5 2 2.5
Time 104

Fig. 6.6: Convergence towards the steady long-time behavior in terms of relative energy
’H;‘fl’" for A2 = 1072,
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Appendix A

The continuous model (6.1)—(6.7) was originally derived thanks to a hopping process [38],
suggesting the choice

Fi'koe = aoDi (U KUQ,L e3% Ok P LU Keézi(qﬁz_(b?()) ; (6.71)
in the paper [42]. This lead to the square-root approximation scheme (SQRA) [43, 113, 135],
as introduced in Section 3.3. The flux can be interpreted as a Butler-Volmer law located at
the interface between the cells K and L. The probability that a particle of the i-th species
jumps from K to L is proportional to the number u? TK of candidates in K for a jump as well
as to the number of available sites ug ; to host the partlcle in cell L. Whereas the probability
that a i—particle jumps from L to K is proportional to u}'; ug -, namely the product between
the number of candidates in L for a jump and the number of available sites to host the particle
of the i-th species in the cell K. The drift ¢ — ¢, appears in an exponential with balanced
prefactors 1/2, which is natural since K and L play symmetric roles in the formula (see
Figure 6.7).

o=K|L

n
0,K xp,

s g %o, 1
L

Fig. 6.7: Interpretation of the SQRA scheme (6.71) via the hopping process [38].

The scheme (6.71) appears to be quite intuitive. Nevertheless, as A? diminishes, an analysis
of the discretization of the Poisson equation (6.18) reveals a significant amplification in the
discrete gradient of the electric potential:

I
m 1
Z df%ﬁ( — ko) = me Z ZiuZKa
ccEx 9 i=1

This substantial growth in the drift term corresponds to an exponential increase 37 (@K —91).
Therefore, instead of using the function

%(y) = eiy/Qv

another natural choice for the drift term is the Bernoulli function

oy
%(y)—ey_l-

The main advantage of using the Bernoulli function lies in its behaviour for large negative
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Fig. 6.8: Comparison between the two B functions.

values, as one can observe in Figure 6.8. The Bernoulli function B leads to the Scharfetter-

Gummel scheme, with fluxes:

n ZOL—Ok)  on a2k — OF)

" =a,D; | ulpu V7 m a - U, 1 u — T
o = e\ R TOL s o) — O R 1

as defined in Section 6.2.2.

).
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Chapter 7

Analysis for a Poisson-Nernst-Planck-Fermi
system

This chapter is taken from the article "Analysis of a Poisson—Nernst—Planck—Fermi system
for charge transport in ion channels" [124], joint work with Ansgar Jiingel and published in
Journal of Differential Equations 395, 38-68 (2024).

7.1 Introduction

The modeling of the transport of ions through biological channels is of fundamental importance
in cell biology. Several strategies have been developed in past decades, using molecular or
Brownian dynamics or the Poisson—Nernst—Planck theory. This theory relies on the assumptions
that the dynamics of ion transport is based on diffusion and electrostatic interaction only and
that the solution is dilute. However, the presence of narrow channel pores requires a more
sophisticated modeling. In particular, the ion size is not small compared to the biological
channel diameter, and many-particle interactions due to the confined geometry need to be
taken into account. In this paper, we analyze a modified Poisson—Nernst—Planck system
modeling ion—water interactions and finite ion size constraints. We prove the existence of
global weak solutions and, as the main novelty, the weak—strong uniqueness property using
entropy methods.

7.1.1 The model setting

The evolution of n ionic species, immersed in a solvent (like water), is assumed to be given by
the equations

Owu; + div J; = ri(u), J; = —Di(VUZ‘ —u;Vlogug + uizN@), (7.1)
N(CPA-1DAD=> zjuj+ f(z) inQ, t>0,i=1,...,n, (7.2)

j=1
where Q € R? (d > 1) is a bounded Lipschitz domain, u = (uy, ..., u,) is the concentration

vector, supplemented with initial and mixed Dirichlet—Neumann boundary conditions,

ui(,0) =u) inQ, i=1,...,n, (7.3)
Ji-v=0o0n Iy, ui:ulponf‘p,t>0,
Ve - v=VA®-v=00only, &= A®=0o0nTp, ¢t >0, (7.5)

where 90 =TpUTy, I'pNI'y =0, and v is the exterior unit normal vector to 9S).
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The unknowns are the ion concentrations (or volume fractions) w;(x,t) of the ith ion
species and the correlated electric potential ®(x,t). The solvent concentration (or volume
fraction) ug(z,t) is given by up = 1 — >°1*; u;, which means that the mixture is saturated.
Equations (7.1) are cross-diffusion equations with the fluxes J; and the reaction rates r;(u).
The parameters are the diffusivities D; > 0 and the valences z; € Z. Equation (7.2) is the
Poisson—Fermi equation with the scaled Debye length A > 0, the correlation length ¢ > 0,
and the given background charge density f(z). We assume that the domain is isolated on
the Neumann boundary, while the concentrations and the electric potential are prescribed on
the Dirichlet boundary. We refer to [161] for a derivation of (7.1)—(7.2) using an averaging
procedure of a Langevin model.

In the following, we discuss definition (7.1) of the fluxes and equation (7.2) for the correlated
electric potential. We recover the classical Poisson-Nernst—Planck equations if ug = const.
and ¢ = 0. In this situation, we can write Jiid = —Diuiv,uid with the electrochemical potential
,u;d = logu; + z;® of an ideal dilute solution. In concentrated solutions, the finite size of the
ions needs to be taken into account, expressed by the excess chemical potential u5*, so that
the electrochemical potential becomes p; = pid + us*. Bikerman [25] suggested the choice
pus* = —log(l — >0 u;) = —logup; also see [18, Sec. 3.1.2]. Then J; = —D;u;Vy; coincides
with the flux adopted in our model (7.1). Note that solving p; = log(u;/ug) + 2;® for the
concentrations, we find that the ion profiles obey the Fermi—Dirac statistics

_ exp(p; — z;P)
L+ 370 exp(py — 2j®)’

Us; 1=1,...,n.
Then, given p; and @, the bounds 0 < u; < 1 are automatically satisfied. Other choices of the
excess chemical potential were suggested in [24, Sec. 2.1].

In the literature, there exist also other approaches to define the fluxes J; under finite
size constraints. The diffusion limit of an on-lattice model, which takes into account that
neighboring sites may be occupied (modeling size exclusion), was performed in [38], analyzed
in [102], and numerically solved in [42], resulting to

JZ.(I) = —D;(uoVu; — u;Vug + uou;zVe), i=1,...,n. (7.6)

This model avoids the singular term V logug, which is delicate near ug = 0, but it introduces
the diffusion term wgVu;, which degenerates at uy = 0. Another flux definition was suggested
in [109],

n
Jl(2) =-D; (Vuz + u;z; VO — Z ZjUjV@), 1=1,...,n.
j=1
The additional term — 77, zju;V® comes from the force balance in the Euler momentum
equation for zero fluid velocity. The ion—water interaction is described in [63] by

920

J® = _Dp; (wl- + Uz Ve —
aui

V(I)]2>, i=1,...,n,

where the dielectricity eg = A?, instead of being constant, depends on u. This assumption
is based on the experimental observation that the dielectric response of water decreases as
ion concentrations increase [63]. Thus, deg/0u; < 0, showing that the ion—water interaction
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energy is always nonnegative. Finite ion size effects are modeled in [136] by including an
approximation of the Lennard—Jones potential in the energy functional, leading to

J(4):_Di<Vui+uiVZaijui+ziV<I>), 1=1,...,n.

7
Jj=1

Assuming that (a;;) is positive definite, the global existence of weak solutions for two species
was proved in [117]. For the analysis of the stationary equations, see [101]. Finally, excluded
volume effects can be included by considering nonlinear diffusivities D;(u;) = 1 4+ au;, where
a > 0 is a measure of the volume exclusion interactions [36].

Our model has the advantage of being consistent with the thermodynamical model [81]

n
J=— Z Dij’UJjV(,uj — uo), where Wi = log u; + z;®, Ho = log ug + 2P,
j=1

assuming that the diffusion matrix is diagonal, D;; = D;0;;, and that the solvent is neutral,
20 = 0.

The interaction of the ions with polar solvents like water is modeled by the potential in
(7.2). Indeed, let ¢ be the electric potential of free ions, given by —A2A¢ = p, where p is the
total charge density. Then the correlated potential ® = £=2Y; * ¢ is the convolution between
the Yukawa potential Yy(z) = (|z|/¢)~! exp(—|z|/¢) [138] and the electric potential, where
¢ > 0 is the correlation length of the screening by ions and water [173]. As this potential
satisfies —(2A® + ® = ¢, we recover (7.2) with p = > j=1 zjuj + f(x). Thus, the Poisson—
Fermi equation (7.2) includes finite ion size effects and polarization correlations among water
molecules. It generalizes the fourth-order differential permittivity operator of [158] and the
nonlocal permittivity in ionic liquids of [19]. If there are no correlation and polarization effects
(£ = 0), we recover the standard Poisson equation for the electric potential. The expression
g0 = A2(F2A — 1) can be interpreted as a dielectric differential operator.

7.1.2 Entropy structure

System (7.1) can be written as a cross-diffusion system with a diffusion matrix which is
neither symmetric nor positive definite. This issue is overcome by exploiting the entropy (or
free energy) structure and using the boundedness-by-entropy method [123]. The free energy
associated to (7.1)—(7.2) is given by [19, 139]

H(u) :/ h(u)dx, where (7.7)
Q
n Usq )\2 N 2
h(u) = Z/D log u%ds + 5 V(@ - @) + (2)|A(<I> — D)2,
i=0"% i

The energy density h(u) consists of the internal, free-ion electric, and correlation electric
energies. The free energy allows us to formulate equations (7.1) as a diffusion system with a
positive semidefinite diffusion matrix. Indeed, we introduce the electrochemical potentials

~ oh Uj uD D .
i = . zlogu—o—log@ﬁ—zi(@—@ ), i=1,...,n,
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where 0h/0u; denotes the variational derivative of h with respect to u; (see [102, Lemma 7))
and ué) =1->", uZD . As in [102], we split the electrochemical potentials into the entropy

variables w; and the boundary contributions w? by

D

w; = log il + 2;®, wiD = log u—iD + 2;®P. (7.8)
Then equations (7.1) can be written as
n
Oyu; — divz Bij(w, ®)Vw; =1i(u), i=1,...,n, (7.9)
j=1
where B;; = Dju;0;; and u; = u;(w, ®) is interpreted as a function of w = (w1, ..., wy,) and ®

according to
exp(w; — z;P)
u;(w, P) = . 7.10
i ) L+ 377 exp(w; — z;®) (7.10)

The advantage of formulation (7.9) is that the new diffusion matrix B = (B;;) is symmetric
and positive semidefinite. Observe that system (7.9) is of degenerate type since u; = 0 is
possible, and det B = 0 in this case. The formulation in terms of entropy variables has the
further advantage that the ion concentrations u;, defined by (7.10), are nonnegative and satisfy
Yoimq u; < 1, thus fulfilling the saturation assumption.

7.1.3 Main results

We introduce the simplex D = {u = (u1,...,u,) € (0,1)" : Y0 ju; < 1} and set Qp =
Q x (0,7). The following hypotheses are imposed:

(H1) Domain: 2 C R? (1 < d < 3) is a bounded Lipschitz domain with 9Q = I'p UTy;,
IpNTy =0, 'y is open in 99, and meas(I'p) > 0.

(H2) Data: T >0, D; >0, z; € Rfori=1,...,n, f € L*(Q).
(H3) Initial data: u® = (uf,...,u)) € L}(Q;R") satisfies u®(z) € D for a.e. x € Q.

(H4) Boundary data: vl = (uf,...,ul) € HY(Q;R") satisfies u(x) € D for z € Q,

N

loguf € L?(Q), and ®P € H?(Q) solves
N(EPA - 1)ADP = f(z) in Q, (7.11)
Vel .y =VADS .v=00on Ty, A®” =0o0nTp.

(H5) Reaction rates: r; € C°(]0,1]";R) for i = 1,...,n, and there exists C, > 0 such that for
all u € L*(Qp; D) and D, given by (7.2) and (7.5),

[ e < 0,0+ ). (7.12)
Qi Wi

The restriction to three space dimensions in Hypothesis (H1) is not needed. It can be
removed by regularizing the Poisson-Fermi equation (7.2) to ensure that ® € L>(2); see
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Remark 7.1 below. In Hypothesis (H4), it is sufficient to define the boundary data on I'p. We
have extended them to © with the special extention of ®, fulfilling the fourth-order elliptic
problem (7.11). This extension is needed to be consistent with the definition of the free energy
and the entropy variables; see [102, Lemma 7]. The bound in Hypothesis (H5) is needed to
derive gradient bounds on the concentrations from the free energy inequality; see (7.16) below.
Since 0h/Ou; contains the logarithm, r;(u) needs to cancel the singularity in 9h/0u; at u; = 0.
It is sufficient to require Hypothesis (H5) for the logarithmic part of Oh/du;. Indeed, since r;
is continuous, r;(u) is bounded for u € [0, 1]", and we infer from Poincaré’s inequality that

/ S r(u) (@ — ®P)dz < Cf[@ — BP 1 0
Qo
< C+CIIV(® = @P)|7q) < C(1+ H(u)).

Therefore, we need the integrated version (7.12) instead of the pointwise inequality assumed
in [123, Sec. 1.4].
We introduce the test spaces

HH(Q) ={ve H(Q):v=0o0nTp},
H,%,N(Q) ={ve HQ(Q) :v=0onTp, Vv-v=0o0nTy}.

Our first main result is as follows.

Theorem 7.1 (Global existence of solutions). Let Hypotheses (H1)-(H5) hold and let T > 0 be
an arbitrary time end point. Then there exists a bounded weak solution uy, ..., u, to (7.1)—(7.5)
satisfying ui(z,t) € D for a.e. (x,t) € Qp,i=1,...,n,

Vi € LX0,T; HY(Q)), w; € HY0,T; HH(Q)) nC°([0, T); L*(Q)),
O e L*(0,T; H*(Q)), logug € L*(0,T; H'(R)),

the weak formulation

(Opug, ¢y )ydt — J; - Voidxdt = ri(u)pidzdt, (7.13)
I I, /),

22 / / (PADPAG + VO - VO)dadt = / / <Zziui+ f)@dxdt (7.14)
0 Ja o Ja\i;

for all ¢; € L*(0,T; H5(Q)) and § € L*(0,T; HIQD,N(Q)): where J; is given by (7.1) and (-,-)
is the dual product between H1(Q)' and HE(Q). The initial conditions (7.3) are satisfied a.e.
in Q, and the Dirichlet boundary conditions are fulfilled in the sense of traces in L*(T'p).
Furthermore, if ri(u) = 0 for alli=1,...,n and the Dirichlet boundary conditions are in
thermal equilibrium (e.g. wP :=log(u D/uo ) + 2®P = const. in Q), the solution satisfies for

0 <s<t<T the free energy inequality
\Y% ( log Y + zi<I>>
up

)>+/:/Q§Diui

devda < H(u(s)). (7.15)
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The energy dissipation is understood in the sense

2
= [2V 5 — ;Y log ug + ;2 V|,

Uj

\Y% ( log il + zi<1>>
UuQ

We stress the fact that the solutions are nonnegative, have an upper bound, and conserve
mass in the absence of reactions. More precisely, the solution of Theorem 7.1 satisfies:

o ug(z,t),ur(x,t),...,up(z,t) €[0,1] and Y1 jui(z,t) =1 for a.e. x € Q, t > 0;
o the solvent concentration ug is positive a.e. in  x (0, 00);
o if 7;(u) = 0 then [ ui(z,t)dz = [qud(z)dx for t >0,i=1,...,n.

The second point is a consequence of the integrability of logug ensured in Theorem 7.1.

The assumption of thermal equilibrium at the Dirichlet boundary, also required in [102], is
needed to avoid expressions involving Vw? in the free energy inequality. Thus, this condition,
together with vanishing reactions, is natural to obtain the monotonicity of the free energy.
The hypothesis of vanishing reactions is only required to derive the entropy inequality (7.15)
and can be weakened. In fact, we may allow for nonnegative and quasipositive reaction terms;
see Remark 7.4 for details. In Remark 7.3, we explain how the uniqueness of weak solutions
can be proved under restrictive conditions on the parameters. Moreover, we refer to Remark
7.2 for the extension of the free energy inequality (7.15) to the case of nonzero reaction terms
;.

The proof of Theorem 7.1 is, similarly as in [102], based on an approximation procedure,
where we regularize (7.9) by an implicit Euler approximation and higher-order terms in the
entropy variables. The uniform estimates that are needed to perform the de-regularization
limit are derived from the free energy inequality, which (without regularization) reads as

dH n , 5~ oh
- . . . < . . < .
dt + /Q ;Dluz,vw” dr < /(21‘1 ri(u) 3u@'dx < Gr(1+ H(u), (7.16)

recalling definition (7.8) of w;, and we can conclude by Gronwall’s lemma. The free energy
dissipation term on the left-hand side can be estimated from above by (see Lemma 7.3)

1
/ui]Vwilzd:UZ 5/ (|V\ﬁuil2+\VIOguo\2+\Vu0]2)dx—(§'/ Vo |2da.
Q Q Q

The last term is bounded by the electric energy part in H(u), thus giving H'(2) bounds for
u; for i = 0,...,n and logug. Compared to [102], we obtain gradient estimates for all the
ion concentrations, but we have to deal with the singular term Vlogug in (7.1). Moreover,
compared to [100], where a similar Nernst—Planck system (with ¢ = 0) was investigated, we
do not need any positivity condition on the initial solvent concentration.

While the existence proof relies on standard entropy methods, we need a new idea to prove
the weak—strong uniqueness result. The uniqueness of weak solutions is an intricate problem.
A uniqueness result for (7.1) with the fluxes (7.6) was shown in [102] for the case D; = D
and z; = z for all 4. In this simplified situation, the solvent concentration solves a Poisson—
Nernst—Planck system for which the uniqueness of bounded weak solutions can be proved by
a combination of L?(f2) estimates and Gajewski’s entropy method. This strategy cannot be
used for our system; see Remark 7.3 in Section 7.4. In fact, we need the H~1(Q2) method and
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78 7 Analysis for a Poisson-Nernst-Planck-Fermi system

a strong regularity condition for V®, which restricts the geometry of the Dirichlet—Neumann
boundary conditions. Therefore, we do not aim to prove the uniqueness of weak solutions but
the weak—strong uniqueness property only, which has the advantage that we may allow for
different coefficients D; and z;. The weak—strong uniqueness property means that any weak
solution to system (7.1)—(7.5) coincides with a strong solution emanating from the same initial
conditions as long as the latter exists. We say that (u, ®) is a strong solution to (7.1)—(7.5) if
it is a weak solution and

 >c>01in Qp, 1w, ® € L0, T;Wh°(Q)) foralli=1,...,n
Our second main result is contained in the following theorem.

Theorem 7.2 (Weak—strong uniqueness). Let the Dirichlet boundary data be in thermal
equilibrium in the sense of Theorem 7.1 and let r; =0 fori=1,...,n. Let (u,®) be a weak
solution and (, ®) be a strong solution to (7.1)~(7.5). Then u(z,t) = u(x,t), ®(x,t) = &(z,t)
for a.e. z € Q andt e (0,T).

If the reaction rates are Lipschitz continuous and satisfy some sign conditions, Theorem 7.2
still holds. An exhaustive discussion on this point can be found in Remark 7.4. The condition
that the Dirichlet boundary data are in thermal equilibrium is actually not needed, since in
contrast to (7.15), the terms involving Vw?P cancel out in the computations for the relative
free energy

H(u,<1>|a,ci>):/ (h (u|@) + ho(B|®))dz, where

M:

(ulu u; log — — (u; — u;) |,
%) 10( D)
2
ha(B]8) = > (V(@ — B) + 2|A@ - 3)2),

2
which can be identified as the Bregman distance of the free energy. The key idea of the proof
of Theorem 7.2 is to consider the solvent concentration ug as an independent variable and to

formulate the parabolic equations for the extended concentration vector U = (ug, u1, ..., uy),
leading to

O = div Y (A;;(U)Vloguj + Qi;(U)V®), i=0,...,n,
j=0

where A;;(U) and Q;;(U) depend linearly on U and

Yoie1 Divg —Dijuy --- —Dyuy,
—Diuy D1uy 0
A= (Ay) . ,
: 0 . 0
—Dyu 0 D,u
— Yoy Diziug 0 0
Q (Q ) 0 Dlzlul 0
= ij) = 0 - 0 )
0 0 D, zpun
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7.2 Proof of Theorem 7.1 79

setting zp := 0. The matrix (A;;/,/w;) € RO+ g positive definite only on the
subspace L = {y € R"*1 : 3" /u;y; = 0}; see Lemma 7.6. This situation is similar to the
Maxwell-Stefan system; see [119]. The time derivative of the relative free energy equals

dH _ n . |
(w0, ®) = K1 + K2, where K = —/ S AV iog 2. Viog A,
Q= u; u;

and K> contains differences like U; — U; and ® — ®. The properties of the matrices (Aj;) and
(Qij) imply that

. 1 =
Ky < — min Di/ (I(PLY)0\2 +> |(PLY)i!2)d%
1=1,...,n Q \Uo i=1

where Py, is the projection on L and Y; = \/u;V log(u;/u;), as well as for any § > 0,
1 n
Ko <8 [ (IR IOP + 3P ) ) s

+C0) (X s = sy + V(@ = D)z ).
=0

Consequently, choosing § > 0 sufficiently small,

dH = “ _ - =
=0

for some constant C' > 0. Since the initial data of u and u coincide, we have H((u, ®)(¢)]
(4, ®)(t)) = 0 and finally u(t) = u(t) and ®(t) = ®(t) for all £ > 0. The idea to consider the
parabolic system for the extended solution vector U = (uo, ..., u,) instead of u = (uy, ..., up)
is the main novelty of this paper. The Maxwell-Stefan equations can also be written as an
extended system for U [119], but we are not aware of further volume-filling models with such
a property. The understanding of volume-filling systems and mobility matrices with nontrivial
kernels is a current field of research.

The article is organized as follows. The proof of Theorem 7.1 is presented in Section 7.2,
while Section 7.3 contains the proof of Theorem 7.2. We make some remarks on the uniqueness
of solutions in Section 7.4.

7.2 Proof of Theorem 7.1

We assume throughout this section that Hypotheses (H1)-(H5) hold.

7.2.1 Solution of an approximate system

We define the approximate problem by the implicit Euler scheme and using a higher-order
regularization. Let T > 0, N € N, 7 = T/N, and m € N with m > d/2. We assume that
uP >n > 0fori=0,...,n. Then w? = log(uP/ub) + z;®P € H'(Q;R™) N L>®(;R™).
Since the entropy variables are not needed in the weak formulation (7.13)—(7.14), we can
pass to the limit 7 — 0 at the end of the proof, thus requiring only u” > 0. Let k¥ > 1 and
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80 7 Analysis for a Poisson-Nernst-Planck-Fermi system

let wb~1 —uP € HL(QR™) N L®(Q;R") and dF1 — &P ¢ H%}N(Q) be given. If k = 1,
30 € H*(Q) is the unique solution to (7.2) with uf instead of u; on the right-hand side and

satisfying the corresponding boundary conditions in (7.4)—(7.5). We wish to find a solution
vF € X = H™(Q;R") N HE (9 R™) and &% — &P € H, (Q) to

l/(u’“—u’f*l)'<;sdgc+/ Vo : B(o* +w?, o)V (oF + wP)dx (7.18)
T JQ Q
—I-s/Q <a|z::mDavk'Da¢+vk-¢>dx: /Qr(uk)-gbd:n,
9 2 A ok k _ ~
A /Q(z ABFAY + VD 'Vﬁ)dm—/g(;zzuz —|—f)0dx (7.19)

for all ¢ € X and 6 € Hp, n(9). Here, we have set uF = u(vF + wP, ®F), where u(w, ®) is de-
fined by (7.10), B;j(w, ®) = Dyu;(w, ®)d;5, 7(u) = (r1(w),...,7n(u)), and D* = 9lol /oz{* - 9254
is a partial derivative of order |a| = a; + - - - + a4. Thanks to the higher-order regularization,
we obtain approximate solutions w” := v* +w?” € H™(Q;R") — L>®(Q;R"™). Moreover, since

d < 3, we have ®* € H?(Q) — L>(Q). Hence, u;(w"*, ®) is well defined and integrable.

Remark 7.1. Adding a higher-order regularization to the Poisson-Fermi equation (7.19),
we may obtain ®* € L>°(Q2) by a Sobolev embedding similarly as for w*. This allows us to
remove the restriction d < 3 in Hypothesis (H1). O

Lemma 7.1. There exists a unique solution v* € H™(Q;R™) N HL(Q;R™) and ®F — &P €
Hp () to (7.18)(7.19).

Proof. The proof is similar to that one of Lemma 5 in [102], therefore we give a sketch only.
Let y € L®(Q;R") and o € [0,1]. Let ®* € H?(Q) be the unique solution to

A (PPA —1)ADF = Zzzul(y +wP %) + f(z) inQ
i=1

subject to the boundary conditions (7.5). This follows from the fact that the function
(,®) — uij(w(z), ®) is bounded with values in (0,1) and Lipschitz continuous in ®. By the
Lax—Milgram lemma, there exists a unique solution v € X to the linear problem

E/Q( > D%-D%+U.¢>ds+/QV¢:B(y+wD,cI>k)vuda; (7.20)

|a|=m

zé/r(u(y—i—wD,(I)k))'(j)dm—é/Vgi):B(y—i—wD,(I)k)Vwax
Q Q
o

D gk k—1
—;/Q(u(y—i-w , D) —u"T) - pda.
Indeed, as B is positive semidefinite, the left-hand side is coercive in H™(; R™).

This defines the fixed-point operator S : L>*(2;R™) x [0,1] — L*(;R"), S(y,d) = v.
Then S(y,0) = 0, S is continuous and, because of the compact embedding H™(Q; R") <
L*>°(;R™), also compact. Using ¢ = v as a test function in (7.20), standard estimates lead
to 5||v|\§{m(ﬂ) < C(7)||v]| gm(q), giving a bound for v in H™(Q;R™) uniform in §. Hence, all
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7.2 Proof of Theorem 7.1 81

fixed points of S(-,0) are uniformly bounded in L>(€2;R™). We infer from the Leray—Schauder
fixed-point theorem that there exists v* € X such that S(v*,1) = v*. Then (vF, ®*) is a
solution to (7.18)—(7.19). O
7.2.2 Uniform estimates

We deduce estimates uniform in (e, 7) from the following free energy inequality.
Lemma 7.2 (Discrete free energy inequality). Let (v*, ®%) be a solution to (7.18)~(7.19) and
set w := vk +wP and u¥ := u(wk, ®*). Then
T n
H(ub) — HubY) + f/ S Db Vel 2 + 7t — wP |3 g (7.21)
2 Jaig

<7C(1+ HW") + = /ZD[VwD| dz,

where H is defined in (7.7) and C, > 0 is introduced in Hypothesis (H5).

Proof. We choose ¢ = Tv* = 7(wk—w?) € X as a test function in (7.18). Using the generalized

Poincaré inequality to estimate the e-regularization and Hypothesis (H5) to estimate the
reaction rates, we find that

/(uk —uF Y (P — wP)de + T/ V(w* —wP) : B(w®, ®*)VuwFdz
Q Q
+ erCljw” — wD||§{m(Q) < 7CH(1 4 H(ub)).

It follows from the convexity of the function g(u) = i f log(s/uP)ds and the Poisson—
Fermi equation (7.2) as in [102, Section 2] that

k D

/Q(uk—uk_l) (w* —w dx—/Zu — ¥ <log—logu0D>d:1:
” zi(uf — ub 1) (@F — dP)dx
- [, 2 )(@F @7
2
> [ o) = g D)+ 5 [ (PIA@F - @P)P + V(@ - 2P)P)ds

)\2

) (Ez\A(cbk 1 oD)2 | v(@r ! — oP)?)de = H(WF) — H@@").

Inserting the definition B;; (wh, dF) = Diuféij, we infer from Young’s inequality that

V(w* — wP) : B(w*, *)Vuk = ZDiui?V(wf —wP) - Vu?

i=1
ZD [ Vwk|? — ZD [ VwP .
=1 =1
Collecting these estimates and observing that uf < 1 concludes the proof. O
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82 7 Analysis for a Poisson-Nernst-Planck-Fermi system

We sum (7.21) over k =1,...,7,

J
k=1
Jj—

(1-7Cy)H

\

ZD uk|Vwk|2d:U+5TZ||w —w ||Hm(Q)
k=1

1\3\\1

0+ jrCr + = Z/ ZD IV [*dz,

||M

and, assuming 7 < 1/C,., apply the discrete Gronwall inequality [67]:

N k k wP |12
H(u3)+2< min D> Z/ Zu |Vw;| d:n—{—sTZHw w”[gm ) < C(T),

where C(T') > 0 does not depend on (e, 7). We still need to bound the second term on the

left-hand side from below.

Lemma 7.3. It holds that

N n N n
1
kg 17'/912 1u§|wa]2dx > 3 kg 17'/Q (ZE 1 |V(uf)1/2|2 + |V10gu’§]2 + \Vug|2>da:

N
—CZT/ |VOF|2dz,
k=1 7%

where C' > 0 depends on (D;) and (z;).

Proof. We infer from Young’s inequality and the bound uf < 1 that

2
— |z VOF,

uk

uf|Vwk? = u¥ > u Vlog Z

\Y% log —k —i— z,vqﬂf

The first term on the right-hand side is rewritten as

1 ubro1 g |Vuk| X )
U |Vieg =il =353 + 5 Zu|v1oguoy -3 Vb Viogub
to i=1 i Pt
1 vub? 1
:QZ‘ u;ﬁ' + 5 (1= ug)[Vlogug|* — V(1 - ug) - Vg ug
-1 W
L~ [V r2, [Vug)?
=35 + =|Vlogug|” +
2; Uf 2 2u’5

- 1 1
> 23" V() 2 4 5[V log i + 5 Vb,

using uo < 1 in the last step.

Since the free energy is bounded from below, we conclude the following uniform bounds.

O
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7.2 Proof of Theorem 7.1 83

Lemma 7.4. There exists C > 0 not depending on (e,7) such that fori=1,...,n,

N
>o( 1/2||H1(Q) + ||Uf||12t11(9) + HUISH%F(Q) + [ log UISH%N(Q)) <G,
k=1

N N
e TlwfFmq) + Y 7" G2y < C
k=1 k=1

Proof. The inequality
IVl () < 20(uf) 2l oo @) IV (@) 2 12y < 20V ()] 120

shows that S°&_, 7'||Vuk|] y < C. The H 2(Q) bound for ®* follows immediately from the

Poisson—Fermi equation as 1ts right-hand side is bounded in L?(2). The H'(€2) bound for
log ulg is a consequence of the L?(2) bound for V log ulg and the Poincaré inequality, using the
fact that logud’ € L?(Q) by Hypothesis (H4). O

7.2.3 Limit (¢,7) — 0

We introduce the pleceW1se constant in time functions u( )( t) = uk (), wl( )(x t) = wk(z),
and &) (z,t) = ®F(2) for z € Q, t € (k — 1)7, k7). Att1met-0,wesetw )(-,0) = (0)
and uET)(-,O) = u. Furthermore, we introduce the shift operator (o,u(™)(-,t) = u*~1 for
t € ((k — 1)7, k7). Then, summing (7.18)(7.19) over k = 1,..., N, we see that (u("), ®(7))
solves
1 (T T
= / / (™ — o u) - pdrdt + / / Vo : B(w™, M\Vwdedt (7.22)
-
+5/ /(ZDQ w™ —wP) . D% + (w' )-gb)da:dt
o=
—/ / ) - pdxdt,
T n
A2 / / (2ASDAG + VOO . Vo) drdt = / / (ZziugT) 4 f) fdzdt (7.23)
0 Jo 0o Jo\H

for piecewise constant in time functions ¢ : (0,7) — X and 6 : (0,T) — H%)y ~(€), recalling
that X = H™(Q;R") N H5(;R"). Lemma 7.4 and the L>®(Q) estimate of u} imply the
uniform bounds

1@ 2 2051y + 7 20,0 0 + Ml e oy < € (7.24)
i 20 e @) + 167 Loery + og ug” |20 73011 () < . (7.25)
\ﬁngT)HL?(mT;Hm(Q)) + ||(I)(T)HL2(O,T;H2(Q)) <C, (7.26)

where ¢ = 1,...,n. We also need a uniform bound for the discrete time derivative.

Lemma 7.5. There ezists a constant C > 0 independent of (¢, 7) such that for alli=1,...,n,

Tl — ol | 2o + 7S = orul | p20rx) < C.
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84 7 Analysis for a Poisson-Nernst-Planck-Fermi system

Proof. Let ¢: (0,T) — X be piecewise constant. Since
T
/ Vo : B, )V dzdt
0 Q
n T
= Z Di/ / (Vuz(-T) — uET)Vlog u((f) + ziul(-T)Vq)(T)) - Vodxdt,
=1 70 JQ
we find that

T
/0 /Q(Uz('T) - UTUZ('T))@dxdt' < ellwf” — w || 207,50 @) 163l L2075 ()

1
-

i

+ C(IVu” | 2 + IV 10g 487 200y + IV 22000)) | Vil 220020
+ i) 22 193 | 22 0
< Cllpill 20,1157 (02))-

By a density argument, this inequality holds for all ¢; € L?(0,T; X), showing the desired

bound for the discrete time derivative of ugT). Summing the bounds over i = 1,...,n yields

the bound for u(()T). O

Estimates (7.24)—(7.25) and Lemma 7.5 allow us to apply the Aubin-Lions lemma in the
version of [80] to conclude the existence of a subsequence, which is not relabeled, such that for
i=1,...,n,as (g,7) = 0,

uy) — Uy, uéT) — ug strongly in L*(Qr).

In view of the uniform L*(£27) bound for ugT) and u(()T), these convergences hold in LP(Qr)
for all p < co. Moreover, by (7.26) and Lemma 7.5, up to a subsequence,

Eng) — 0 strongly in L*(0,T; H™()),
(M ~ & weakly in L2(0,T; H*(Q)),
T_l(u(T) — UTU(T)) — Qu; weakly in L2(0,T;X'), i=1,...,n.

We claim that Vlog u(()T) — Vlogug weakly in L2(Qr). It follows from (7.25) that (for a

subsequence) V log ugT) — v weakly in L?(€27). We need to identify v = Vlogug. We know

that (again for a subsequence) uéT) — ug a.e. in Q7. Therefore log u(()T) — logug a.e. in Qrp,

since 1y can vanish at most on a set of measure zero. The L?(£27) bound for log u(()T) shows

that log ugT) — log ug strongly in L?(Qr). Hence, we conclude that v = V log ug, proving the
claim.

These convergences are sufficient to pass to the limit (e,7) — 0 in (7.22)—(7.23) to find that
(u, @) solves (7.13)—(7.14) for smooth test functions. By a density argument, we may choose
test functions from L2(0,7; H}(2)) and L?(0, T} H%W(Q)), respectively. The validity of the
initial and Dirichlet boundary conditions is shown as in [102]. Estimates similar as in the
proof of Lemma 7.5 (with ¢ = 0) show that dyu; € L?(0,T; H5(Q)') for i = 1,...,n. Then
we conclude from u; € L?(0,T; HY(Q)) that u; € C°([0,T]; L*(2)). Thus, the initial datum is
satisfied in the sense of L?(12).
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7.2 Proof of Theorem 7.1 85

It remains to verify the free energy inequality (7.15) under the assumptions 7;(u) = 0 and
log(u? /ul) + 2;®P = ¢; € Rfor i = 1,...,n. By definition of w?, this implies that Vw? = 0.

Then (7.21) becomes
k
U
V(log u—z + zifbk>
0

Hu®) — H@wb 1) + 7'/ Z:Dlui€
Q0

A summation over k = j,...,J gives

HwD () - +/ /ZDU()‘V(log ()+ZZ ())

+ 5/ |w™ — wD||%{m(Q)da <0,

2
k_ . D2
dz +eT||w” — w”||fmq) < 0.

2
dxdo (7.27)

where s € ((j — 1)7,j7] and t € ((J — 1)7, J7]. We wish to pass to the limit (¢,7) — 0 in this
inequality.

The a.e. convergence of uz(-T) implies that H(u(7(t)) — H(u(t)) for a.e. t € (0,T) and,
since u; € CY([0,T]; L*(Q)), this convergence holds in fact for all t € [0,7]. Moreover,
e(w™ — wP) — 0 strongly L?(0,T; H™(Q)). It follows from the strong convergence of uET) in
L?(Q7) that (uET))l/ 2 — \/u; strongly in L*(Qr). Hence, together with the weak convergence
of V&) in L?*(Qr), we have

(u (T))1/2V(I) — /u;V® weakly in L4/3(QT)

Furthermore, since V log u(()T) — Vlogug weakly in L?(Qr),

M)
(u (T))l/QVIOg z y = 2V(u(7))1/2 — (uET))l/QVlogugT) (7.28)
Ug

— 2VVu; — u;iVlogug =: \/u;Vlog il weakly in LY3(Qp).
ug

On the other hand, the sequences V(u ET))l/ 2 and (ul@)l/ 2V log u(()T) are uniformly bounded in
L?(Q27). Therefore, convergence (7.28) also holds in L?(§27). Consequently,

2
/ U; <log i + zﬂI))
Q uQ

dz = / 12V /i — iV logug + /2 V| da
Q

(m)
< lim inf uET) ‘V ( log i + z¢<I>(T)>

(e,7)—0.JQ ugr)

2
dx.

Then (7.15) follows after passing to the limit inferior (¢,7) — 0 in (7.27), completing the proof
of Theorem 7.1.

Remark 7.2. Let the reaction rates r; : D — R be Lipschitz continuous and quasi-positive,
i.e. r(u) > 0 for all w € D with u; = 0. We assume that the total reaction rate is nonnegative,
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86 7 Analysis for a Poisson-Nernst-Planck-Fermi system

ie. > ri(u) <0 for all w € D, and that 7;(u)logu; = 0 if w; = 0. This assumption is only
needed to derive the free energy inequality. We claim that it becomes

+/ /ZD uz]le] dxdo < H(u —I—/ /Zn wiD)dde. (7.29)

This inequality follows from (7.27) after including the reaction rates and taking the limit (g, 7)

in
VRS ()
/ / E Ti(U(T))(wZ-T — wP)dzdo
s o
Iy () ()
N / / Y riu)(logw;” —logug” + 2,8 — wP)dwdo.
s JQ 1

Indeed, the strong limit u( 7 5 u; in L2(Q7) shows that r;(u™)wP — r;(u)w? strongly

K3
in L'(Qr) as (¢,7) — 0. Moreover, since logu((f) — logug strongly in L?(Q), we have
ri(u() log u((JT) — 13(u) log ug strongly in L'(Q7). It remains to show that r;(u(”)log uZ(T) —
ri(u)logu; strongly in L*(Q7). We have r;(u(™))log u( o, ri(u)logu; a.e. in Qp if u; > 0. If
u; = 0, by assumption, we have r;(u) logu; = 0 and therefore ri(u(T)) log uZ(T) — ri(u) logu;
a.e. in Qp as well. Moreover, r;(u)logu; is bounded. Hence, by dominated convergence,

(1)

ri(u(™) logu;”’ — r;(u) logu; strongly in L'(Q7), and the claim follows. O

7.3 Proof of Theorem 7.2

Let (u, ®) be a weak solution and (i, ®) be a strong solution to (7.1)~(7.5). In this section, we

interpret H(u) and H(u) as functionals depending on u = (ug, ..., u,) and u = (4o, ..., Un)-

This notation is only needed to determine the variational derivative of H and will not lead to

any confusion in the following computations. We split the lengthy proof in several steps.
Step 1: Calculation of the time derivative of H(u,®|u, ®). In the following, we write

H(u, ®|u, ®) = Hy(ula) + Ho(®|®), where
Hy(ulu) = Hi(u) — Hi(u) — Hi(u)(u — ),
Hy(®|®) = Hy(®) — Ha(®) — Hy(P)(P — @),
where Hi(u) = [ hi(u)dz with hi(u) = of log(s/uP)ds, Ho(®) = A% [(}|A(P —

D)2 + |V(® — ®P)|?)dz, and H|(u)(u - u) is ‘_che variational derivative of H; at u in
the direction of w — u (similarly for Hj(®)(® — ®)). We compute the time derivative of

Hi(ulu), split the sum over ¢ = 0,...,n into ¢ = 0 and the sum over i = 1,...,n, and insert
Opug = — 20 Opui, Optip = — D7 Opls:
dHy, _. dH dH1 8h1
g ) = =) === @) — / Z 8uz ~ ti)de
dHq L ohy ,_ _ U
- _ 20 U |
7Y (<% o <u>>+<8t% 1)
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_dH1 L Aahl__ahl_ = ui_uo
= W(U) - 12::1 <<8tu17 87”(“) auO(U)> + <8tu17 571 UO>>'

Next, we insert equation (7.1) for u; and u; and use (Ohy/0u;)(u) = log(i;/ul):
dHl dH1 n ﬂz’ uzD
g —(ulu) = o —(u) + /Q ;DiuZ-Vwi : V(log Fo log ué)dx> dx
+/ZD,~@N@Z~~( Viog = — 22y log D)da;.
Qi Su e P

A similar computation for Hy(®|®) leads to

dHj _ _ n - _
y7 —=(D]®) = N{(PA = 1)A0(® — ©),® — &) = (20 (us — us), ® — D)

Qi

= % D) + /Q Z Dz (wiVw; - V® — w;Vw; - VO + 4;Vw,; - V(® — @))dz,
where we abbreviated w; = log(w;/tg) + 2 ®. As u; is only nonnegative, the expression V log u;
may be not integrable. Therefore, we define Vlog(u;/ug) := (2V/u; — /u;Vlogug)/\/u;
if u; > 0 and Vlog(u;/up) := 0 else. This expression may be still not integrable, but
Vi Vlog(u;/ug) lies in L?(Qr), since Vi /u;, Vlogug € L*(Qr). Thus, the expression
VuiVw; = u;Vog(ui/ug) + uiz VO € L?(Qr) is well defined. In a similar way, we de-
fine V log(u;/u;), which is possible since ; is strictly positive, and we have \/u;V log(u;/u;) €
L2(Q7).
We insert the free energy inequality (7.15), namely

/ ZD w; | Vw;|*de,

dH, (u) ng
dt

and rearrange the terms,

dH dH,

_ dH2
) (I> + —
n (u \u ) 7 (u\u)

2 (2]9) (7.30)
—/ Z D;u;Vw; - (V log _—l — Vlog @ + 2;V(® — @))dm
Qi Uj Up

+/2Diaivwi-< V log ———Vlo +zN(<I>—<T>)>dfv-
Q0

uz uo

At this point, we observe that the terms involving VwiD cancel even if VwiD does not vanish,
since they also appear in the free energy inequality (7.15).
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88 7 Analysis for a Poisson-Nernst-Planck-Fermi system

The terms involving the solvent concentrations uy and 4y can be integrated into the sum
over ¢ if we interpret system (7.1) as equations for ug, u1, ..., u,. For this, we observe that ug
solves

Oyug = — div Z Dju;Vw; = —div { Z D;u;V log — —I— <Z D; zlul> V@}
i=1 i=1 o i=1
Then (7.1) reads as
Oyu; = div Z(AijVIOg uj + QiVP®), i=0,...,n, (7.31)
§=0

where A;; and Q;; are defined in (7.17). Recall that zp := 0. We define in a similar way A
and ). With this notation, (7.30) becomes

dH
— ®|u, ®) / Z (A;;Viogu; + Qi VO) - (Vlog—kzZV((I) (I)))dac
1,J=0
(A;; V1 ®) - ( =Vlog = + V(P — ®) |du.
+/ ;0 iV ogu]—kQUV ) - <UiV ogUi+zV( )) x

We add and subtract the integral
/ S (A, Vlog, + Qy V) - (v log ¢ L4 V(@ - é)) de
i,j=0

and integrate over (0,t):

(0, )00 )0) ~ H((w, @O0, 8)0) < h 4 T Ty, e (732
- [ ”zo (457108 22 + Qv (@ = 8)) - (Viog 2+ 5 (@~ 8) )dnds.
-/ /JZOUK b A Grogn, + (92 L) 90} 9 1og Maas,
-/ ”ZO — AV logt; + (Qij — Qi) V) - 2V (® — ®)dads.

Observe that u(0) = @(0), implying that H((u, ®)(0)|(@, ®)(0)) = 0.
Step 2: Estimation of Is. By Young’s inequality, we have

t n _
1< C [ Y (s = wlFagay + V(@ = 8) o)) (7.33)
=1

where C' > 0 depends on the L>°(Qr) norms of Vlogu; and V.
The treatment of I; and Is is more delicate.
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Step 3: Estimation of I;. We write I; = I11 + 112 + I3, where

IH:—// ZA”VIOg— Vlog d:vds

,JO

Iy = — // ZzZQUW@ ) [2dxds,

,JO

Iy = — / / ZzZAZ]VIOg— V(® — )duds
1,j=0

/ / Z Q”Vlog — - V(® — ®)duds.

1,7=0

It follows from 0 < u; < 1 that |Q;;| < C and consequently

t _
Iy < 0/0 IV(® — )22 gy ds.

The matrix A is not positive definite since u; = 0 is possible. However, a modified matrix is
positive definite on the subspace L, as shown in the following lemma.

Lemma 7.6. The matriz G, defined by

else,

Gij = { ?ij/ >0 i,j=0,...,m, (7.34)
is positive definite on the subspace L = {z € R"™1 3"\ /u;z; = 0}, namely

2 n
Gz > D, (ZO + sz) for every z € L, (7.35)
to 5

where Dy = min;—1 .., D; > 0.
Proof. We start by considering the matrix

Uo Yo u \/ul/uo —/Un /g
0

—y/u1/ug
0 0

—/un /ug 0 1

where D, = min;—;__, D; > 0. For every { € L, we have } ;" | \/u;§ = —/uo&. Therefore,
together with the size- exclusmn constraint > ;" ; u; = 1 — up, we obtain

2 n
5TG*§:D*§—OZ —2D—Z\F§Z+D Zﬁz

50(1—u>+2D e+ D.Y 25@
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90 7 Analysis for a Poisson-Nernst-Planck-Fermi system

(G i) n (€ )
” £o ;5 ” ;f
This implies that

TG _SNx~p & N L NT(D - D
§

- iz:;(Di = D*)<\/STO\/”7_ &)2 >0,

and we infer that ¢7Gz > ¢7G.€, which ends the proof. O

Lemma 7.6 is crucial in the weak—strong uniqueness proof. The corresponding positive
bound helps us to conclude a negative upper estimate for I1;, which is used to absorb the
contributions from I3 and Is. We introduce the projections

n n
(PLY)i = Yi = ui Y Ju;Yy, (ProY)i=ui | Ju;Yj,
j=0 Jj=0

foralli=0,...,nand Y € R*t1,

Lemma 7.7. Let Y; = \/u;V log(u;/uw;) € L*(Qr) fori=0,...,n. Then

n

¢ ’(JL) )0|2 2
I g—D*//<+§: PrY); )dazds,
11 o Ja o ‘( L )‘

i=1
where Dy, = min;—y ., D; > 0.

Proof. Recall that by definition, Vlog(u;/w;) = (2V/u; — yw;Vlegus)/J/ui = Yi/\/u; if
u; > 0. In this case,
g Uj
A;;jViog — - Vlog = = G;;Y;Y},
g ’LLj
where the matrix G is defined in (7.34). If u; = 0 or u; = 0, either ¥; = 0 or Y; = 0 and hence,
the previous expression vanishes. Therefore, we rewrite 117 as

t n
I = —/ / > Gi;YiYjduds.
0 JQ

1,j=0

A straightforward computation shows that ran G = L, implying that ker G = L*. Hence,
for every Y € R*+1,
YIay = (PLY)TG(PLY),

where (PrY); =Y, — ﬁzyzo,/uj}@. Define §; := (PLY); = Y; — \/ITZ'Z;L:O ;Y for
1=0,...,n. Then & € L, since

Zn:\/sz‘(PLY)i ZZN:\/UTYi— ( Y uz) zn:\/@Tij —0.
i=0 =

i=0 i j=0
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7.3 Proof of Theorem 7.2 91

The inequality
PrY)ol? -
’( LUO)O‘ +Z’(PLY)Z‘27 (736)
i=1

follows directly from (7.35), applied to £ = PrY. Recall that ug > 0 a.e. in Q7.
We choose now Y; = /u;V log(u; /u;). The expression

(PLY)'G(PLY) >

[(PLY )ol? _ ?

Up

n
‘Vlog % — Z VU;Y;

is integrable in Qr since Vlogug € L*(Qr), and ,/u;Y; € L*(Qr). Therefore, we can integrate
inequality (7.36) to obtain

t t
I =— / / YTGQYdzds = — / / (PLY)TG(PLY )dzds
0 JQ 0 JQ

< -D, /Ot/Q (W +> ‘(PLY)%'F)dde,

=1
which finishes the proof. O

Lemma 7.8. Let Y; = \/u;V1og(u;/u;) fori=0,...,n. For any ¢ > 0, there exists C(g) > 0
such that

n

¢ PLY )o|? ¢ -
s < 5/0 /Q <|(Lu0)0| +3 \(PLY)i|2>dxds + C(s)/o IV(® - ®) |22 gy ds.
=1

Proof. We take into account the structures of the matrices A and Q:
! - Uo Ui =
I3 = —/ / Z zi| AioVlog — + A;;Vieg — | - V(q) — @)d:cds
0 Jai Up U
t U — U; =
— / / QooVlog — + Z QiiVlog — | - V(P — ®)dxds.
0 JO uo i U
Since Qoo = — Y i Diziu; and Qi = D;ziu;, we have

n . n i
QooV log @ + E Qi;V log @ =— E DiziuiV<log @ — log Q_Lz)d:n
U Ui i=1 uo Ui

Furthermore, because of A;g = —D;u; and A;; = D;uy;,
i U u; i U u;

Zi <Alov log TO + A;V log _Z) = — Z D;zu;V ( log TO — log f)dl‘
— Ug U; =1 UQ ;

i=1 Ui

This gives

t n . _
I3 = 2/ / Z DiziuiV<log @ — log ul) V(P — ®)dxds
0 Jo= o U



Die approbierte gedruckte Originalversion dieser Dissertation ist an der TU Wien Bibliothek verfligbar.

The approved original version of this doctoral thesis is available in print at TU Wien Bibliothek.

[ 3ibliothek,
Your knowledge hub

92 7 Analysis for a Poisson-Nernst-Planck-Fermi system

_2/ /ZDzZ< Uj—— \FY) V(® — ®)dzds.

Next, we calculate for 1 =0,...,n,
(PrLY); = quJVIOg— fz (Vu; —u;jVioguj)

:—\/EZUJ-ngu] \/>Z j — u;)Vlog u;,
§=0

(7.37)

where we used the constraint >3} u; =1 to cancel the term } 7 Vu; in the third equality

and we added 0 = 3% ( Vu; = 377 u;V1ogu; in the last equality. Hence,

w (PriY)o
% TO

V(P Y )i = f(r > (s — ;) log ;|

—f(fz Vloguj>:0.

We split V; = (PLY); + (Pr.Y); in 13, which leads to

Iis _2/ /ZDZZ( u; PLY) —f(PLY)> V(® — ®)duds.

An application of Young’s lemma finishes the proof.

The previous lemmas show that

n

2
I < (E—D*)/Ot/g (WJrZKPLY)iF)ddeJrC(s) /;HV(@-@)H%Q(Q)CZS. (7.38)
=1

Step 4: Estimation of Is. We split Iy = Io1 + I29, where

Iy = — // Z (”— ”)Vlogu] Vlog dxds

Z

Iy = — //Z (Q”— )V(I) v1og dxds

4,7=0

Lemma 7.9. For any € > 0, there exists C(e) > 0 such that

! |(PrY )O|2 ' = 112
/| <8//7d$d8+05 / U; — Uy ds.
21 ) 0 (€) 0 ; 0: I ||L2(Q)

Proof. Recalling that Y; = \/u;V log(u;/u;), we reformulate I as

Y;
I = / / ( - ) " . Vlog u;dxds.
'LJZ:O \/@TZ ’

(7.39)
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93

All rows of the matrix (A;j/u; — A;;/u;) vanish except the first one,

Aoo Aoo

Uo =1

This shows that
A A Y.
Iy = — //Z ( 0 _ 07) 20 V log u;dzds

= / / ( ]iiz + (P\L;E) )dmds,

where
(A()j - qf()Aoj) Vv log ﬂj
Ug

n
Di (uz — gZﬁz)V log ﬂ() — Z Di (uz — gEﬂZ)VIOg ﬂi

i=1

n
_ _ (2 _ _
D;(u; — u;)Vlogug + (1 — ﬁo) E D;u;Vlog ug

)
M=

0

<.
Il

I
M=

1

<.
I

|

s
I
—

— ZD’L(U’L —u;)Vilog u; — <1 - ) ZD u; V log u;
Uo

— 3" Dy(u; — @)V log =2 + (ug — o) ZD “’v1

i=1 g Ui

Since V logu; is bounded in L (), we can bound the first term in I5;:

// dd<C’//Z|uz "‘\ﬁ)’

[(PLY )ol? _—
Se// d:nds+Cs/ U; — Uj ds,
[ @ [} 2 =l

zn:D( _> Aoj—Aoj:—D-(uj—_>f0rj—l.. n.
’ () () ’1_1,0 ‘ () () ’ "

(7.40)

(7.41)

where € > 0 is arbitrary. To estimate the second term in I5;, we use (7.37) and the elementary

inequality (37 |u; — w|)? < (n+ 1) 0 Jus — w;]%:
t (PLJ_Y)O t n _ " —
— M'idxdsgC// U; — Uj u; — u;|drds
I = [ b= X
t n
C(n+ 1)/ / Z lu; — u;|*dxds.
0 /82,5

The lemma follows after inserting (7.41) and (7.42) into (7.40).

(7.42)
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94 7 Analysis for a Poisson-Nernst-Planck-Fermi system

Lemma 7.10. For any € > 0, there exists C(e) > 0 such that

tor(PLY)ol? RS _
I ga//idxds—i-Ca/ wi — ;|2
22 o Jo w (e) ; ;:0: [ HL?(Q)

recalling definition (7.39) of Isa.

Proof. All entries of the matrix (Q;;/u; —@ij /) vanish except the element Qoo /1o — Qoo /o =
— > 1 Dizi(ui/ug — u;/ug). This leads to
Iy = / / ZD Ziug ( — UO)V<I> V log —d:ﬂds
_ Ui ,_ S {0
= Dizi| (u; —u;) + —(ug —u )V@-dxds
I ; (0= )+ 2 = 0 98-
t n Us; PLY Pr.Y -
:/ /ZDm((m — ;) + — (g —uo))<( LY )o + (P )°> - Vodxds
07— o Vo Vo
t n PrY Pr.Y =
0 Jaizg Vuo Vo

It follows from (7.37) that

’(PLLY)O‘ Z - = —
= (uj —u;)Viogu,| < CZ‘UJ —
v to =0 =0
Hence, Young’s inequality completes the proof. O
We conclude that
t PLY )o|?
< 25/ / |(Lu)0|dxds + C(s)/ Z s — 122 gy s (7.43)
0 JQ 0

Step 5: End of the proof. We collect (7.33), (7.38), and (7.43):
L4+ I+ 15 < (3 — / / ( [P )o i |(PLY)i|2>dxds
i=1
5)/0 (% lui = @il F2 () + V(@ — (I))||%2(Q)>d8'
Thus, choosing ¢ < D,./3, we conclude from (7.32) that
H(w DO D0) <€ [ (3 =l + IV0 = Dl Jas. (740

The first term on the right-hand side of (7.44) can be bounded by the relative entropy, as
shown in the following lemma.
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7.4 Remarks on the uniqueness of solutions 95

Lemma 7.11. It holds for any u,u € (0,1) that

(u— ).

| u 1
ulog — > —
gu 2

Proof. The lemma has been proved in [119, Lemma 16]. For the convenience of the reader, we
recall the short proof. Let f(u) = ulogu. Then, for u,u € (0, 1),

wlog= — (u—) = f(u) = f(@) /(@) (u—1) = f(O(u—1) +u)|_, — f'(@)(u—)
= (u—1) /Ot (f'(O(u — u) + ) — f'(w)do = (u— ) /O f(s(u—u) +a)|,_,do
0
= (u— a)2 /01/0 1" (s(u —u) + u)dsdo.

The result follows from the observation f”(s(u —u) +u) = (s(u —u) +u)~t > 1. O

The previous lemma shows that

w; log —dz > = / U; — U 2dx 7.45
go/g sgdez 3> [ () (7.45)

and hence,

H(u, ®[a, ) > Y [lui — @ll72iq) + N[ V(® = @)||720-
i=0
Consequently, we obtain from (7.44):
_ t _
H((u, ®)(1) (@ )() < C [ H(u, @, B)ds
0

and Gronwall’s lemma finishes the proof.

7.4 Remarks on the uniqueness of solutions

Remark 7.3 (Uniqueness of weak solutions). The uniqueness of weak solutions for our model
is more delicate than for the model of [102], even in the case D; = z; = 1 fori = 1,...,n.
The reason is that we cannot use simple L?(f2) estimations. Instead, we use the H~!(Q)
method under the (restrictive) condition that V& € L*(Qr). This regularity holds if the
Dirichlet and Neumann boundaries do not intersect and if 9Q € CY', f € LP(Q), and
®P ¢ W2P(Q) for some p > 3. Indeed, we conclude from elliptic regularity [166, Theorem
3.17) that ® € L>®(0, T; W2P(Q)) — L>®(0, T; W1°(Q)). We also assume that 37" ; 7;(u) = 0.
Summing (7.1) over i = 1...,n, the pair (ug, ®) solves

A = div(Vlogug — (1 —ug)V®), N (FPA-1)AD =1—wug+ f(xr) inQ,  (7.46)

together with the corresponding initial and boundary conditions (7.3)—(7.5). We claim that
this system has at most one solution. Let (ug, ®) and (vg, ¥) be two weak solutions to this
problem and let x € L2(0,T; H(Q2)) be the unique solution to —Ay = ug —wvp in Q, Vx-v =0
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96 7 Analysis for a Poisson-Nernst-Planck-Fermi system

on 0. This solution exists since [,(up — vo)dz = 0 because of mass conservation. We use x
as a test function in the first equation of (7.46):

/ Vx| d:v+/ log ug — logvg)(up — vp)dx

= / (up — vo) V@ + (1 —v9)V(® — 1)) - Vxda.

2dt

Using (log ug — log vg)(ug — vo) > 4(y/uo — /v0)? and |ug — vo| = |\/uo + /vol|/uo — /vo| <
2|\/ug — /vo|, we find that

5 L IVxPdz+4 [ (s = viPde < Cllvis — Vil zan |98l @n 192
+ CIIV(® = V)| 200 VX L2(021)
< 2|[vao — Vool 2y + CIVXIZ2 0y

where we used the elliptic estimate || V(® — V)| 12(q,) < Clluo —voll12(0,) and the assumption
[V®| roo(p) < C. We conclude from Gronwall’s lemma that Vx(t) = 0 and consequently
uo(t) = vo(t) and ®(t) = ¥(¢) for t > 0. Now, the equation

Oru; = div(Vu; — u; V(log ug — @)) (7.47)

can be interpreted as a drift-diffusion equation for u; with given (ug, ®). The regularity
Vlogug — ® € L?(Q7) is sufficient for the application of Gajewski’s entropy method; see [102,
Sec. 3]. Thus, there exists at most one solution u; to (7.47) with the corresponding initial and
boundary conditions. O

Remark 7.4 (Weak-strong uniqueness in the presence of reaction terms). We claim that
Theorem 7.2 holds for reaction rates r; : D — R, which are Lipschitz continuous and quasi-
positive (i.e. 7;(u) > 0 for all u € D with u; = 0) such that the total reaction rate is nonnegative,
ie i ri(u) <0 for all uw € D, and that r;(u)logu; = 0 if u; = 0. Proceeding as in Step 1 of
the proof of Theorem 7.2 and taking into account Remark 7.2, we need to estimate additionally
the expression

R= / Zn(U)(wz —w;)dx =: Ry + Rp, where
_ Uj uo
R t log — _1 — ) =" - — — dx,
1= / Z{r < g7 ~logg ) r(u)(l% UO)} T
Iy = / Zzi(ri(t&) —7i(0))(® — ®)da.
Qi
The assumptions on r; imply that r;(u) logu; is integrable. Therefore, following [93, p. 202f],
w; g
R v log — — — L) —(ri — Ty ——1
1= /Z{T ( 8 T L Ly ) (ri(u) —r (u))(uZ )
i) (log 22 = 22 1) + (@) — i) (22— 1)

Uo uo Uo



Die approbierte gedruckte Originalversion dieser Dissertation ist an der TU Wien Bibliothek verfligbar.

The approved original version of this doctoral thesis is available in print at TU Wien Bibliothek.

[ 3ibliothek,
Your knowledge hub

7.4 Remarks on the uniqueness of solutions 97

We deduce from 0 > logz — z + 1> —|z — 1|2/ min{1, 2} for z > 0 that

n L 52
Ro< [3 {0t St — e -

P u; min{u;, uz}

o
- )<log _ +1> + (@) —Ti(u)||u0—u0|}da:
<C’/Z|ul—u2| d$—/2m <lo ——|—1>d:v
0 uo
sc/ S s — i 2de
Qi

where we used in the last step the assumption > i ; r;(u) < 0. Furthermore, by the Lipschitz
continuity of r;, the Poincaré inequality, and the elliptic estimate for the Poisson—Fermi
equation,

Ry < CY |lui — uill L2y IV (® = D)l 2y < C D ui — will 22y
=1 i=1

Thus, estimate (7.44) is still valid with another constant, and Theorem 7.2 follows. O
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Chapter 8

Diffusion asymptotic for a kinetic model for
gas-particle mixtures with energy exchanges

This chapter is a work in progress, resulting from a collaboration with Frédérique Charles and
Francesco Salvarani.

8.1 Introduction

The study of gas-dust mixtures at the mathematical level is fundamentally important in several
fields, such as astrophysics, environmental science and industrial processes. At its core, this
importance stems from the intricate and often nonlinear interactions between gas and dust
particles, which can lead to complex dynamics and phenomena that are critical to understand
the behavior and evolution of various systems.

For example, in astrophysics, gas-dust mixtures play a pivotal role in the formation of stars,
planets, and other celestial bodies. In environmental science, understanding the dynamics of
gas-dust mixtures is essential for modeling atmospheric phenomena, such as the dispersion
of pollutants, sandstorms, and the formation of clouds. These mixtures impact air quality,
weather patterns, and climate change. In various industrial processes, such as pharmaceutical
manufacturing, mining, and chemical processing, controlling the behavior of gas-dust mixtures
is vital for efficiency, safety, and environmental compliance. In reactive gas-dust systems, the
presence of solid particles can catalyze chemical reactions or alter the heat transfer properties
of the gas. This is particularly relevant in combustion processes, where dust can either inhibit
or enhance combustion depending on the conditions. Mathematical modeling of these processes
is essential for the design and optimization of reactors, combustion engines, and pollution
control systems.

When dealing with diffusive phenomena, the basic model in the framework of multicomponent
mixture is given by the Maxwell-Stefan equations. Originating from the foundational works
of James Clerk Maxwell and Josef Stefan in the 19th century [140, 164], these equations
have become instrumental in the study and modeling of diffusion processes. The equations
offer a more detailed and accurate description of mass transport in mixtures than classical
Fickian diffusion models [90, 91], especially when dealing with high concentration gradients
and non-ideal mixtures.

While very popular in the context of chemical engineering [165], the mathematical study of
the Maxwell-Stefan system or of some variants has been studied in the 20th century at the
numerical level [85, 106]. However, starting from [28] and [32], the literature has shown a
renewed interest in these equations in the mathematical community.

In particular, the derivation of multicomponent equations from a system of Boltzmann
equations represents a significant bridge between the microscopic dynamics of particles and the
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100 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

macroscopic behavior of gaseous mixtures. This derivation provides a theoretical framework
that explains how interactions at the particle level lead to observable diffusion phenomena
in multicomponent systems. A key assumption in the derivation is that of local equilibrium,
where it is assumed that over small enough scales, the system can be described by a local
Maxwell-Boltzmann distribution. This assumption is justified when the mean free path of the
particles is much smaller than the characteristic length scale over which macroscopic gradients
(e.g., concentration gradients) develop.

The scaling has been extensively studied, for example, in [27, 30, 33, 120] in the case of
non-reacting mixtures, whereas [11], [13] and [12] have considered the reactive case in different
frameworks.

In the case of models for gas-particle mixtures, the starting point is again a system of two
Boltzmann equations (one for the evolution of gas molecules, and one for the evolution of dust
particles). The interaction between the particles and the surrounding gas has to be described
through specific collisional operators, which take into account the macroscopic character of
the particles compared to the gas molecules. In [57], the collisional mechanism is based on the
hypothesis of diffuse reflection (at a fixed and constant temperature) of the molecules on the
surface of the particles. Collisions preserves the total momentum, but not the kinetic energy.
However, the model has an entropy [56] (different from the classical Boltzmann entropy). In
order to take into account heat exchanges between the gas and the dispersed phase, in [60],
the authors modify the model of [57], introducing the surface temperature of the particles as a
variable. The model preserves the total energy of the system, but we do not have an explicit
expression of the entropy anymore.

Asymptotic models can be derived by letting the mass ratio between a gas molecule and a
particle go to 0. They are very interesting for numerical simulation purposes, the discretization
of first model being very costly when the mass ratio is weak [58]. In the asymptotic model
proposed in [59], the evolution of the density of particles is described by the Vlasov equation
with a term which can be interpreted as a drag force exerted by the gas on the particles. This
term has some similarities with existing models of drag force, such as Otterman and Levinet’s
formula [150] (for a two-phase fluid model), or that of [70] which proposes a correction of the
Stokes drag force to extend its validity when the Knudsen number increases. The derivation
of macroscopic models for disparate mass binary mixtures is also studied in [75], which is
devoted to the study of Grad’s epochal relaxation phenomenon. When the gas and dispersed
phase are linked not just through drag force but also via temperature exchange between the
gas and droplets/dust particles, the asymptotic model involves also a term describing the
internal energy exchange between the species [60].

In the case of a porous media, [169] homogenized kinetic equations to derive effective
transport properties (such as permeability, Knudsen diffusivity, and thermal transpiration
ratio) has been investigated. The authors describe the evolution of the gas via a Boltzmann
equation, while the dust is fixed in space and is assume to the part of the spacial domain.
The interaction of the gas with the solid surface is described via diffuse reflection boundary
conditions, where the surface temperature of the dust is consider as a function of time and
space. In particular it satisfies a classical heat equation.

The first aim of our paper is to describe non-isothermal dust-gas mixtures via a model
possessing an explicit entropy structure. As in [57], we treat the gas-dust collisions with a
diffuse reflection mechanism. Instead of proceeding as in [60], we take inspiration from the
porous media literature to treat the surface temperature as a macroscopic quantity. The latter
satisfies a transport-like equation, that guarantees the conservation of the total energy of the
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system. The model posses an explicit entropy structure in the case of hard-sphere kernels
for the bi-species collisional operators. The second aim of our paper is to perform a formal
asymptotic diffusive limit to obtain a Maxwell-Stefan-like system. The technical parts used to
prove the results presented depend strongly on the form of the kernel of the bi-species collision
operators. Having introduced results valid for general collision kernels, we restrict ourselves
to analysing the case of Maxwellian kernels and the hard sphere. Explicit calculations are
shown when the bi-species collision operators have Maxwellian kernels. The diffusive limit in
the case of hard sphere kernels is only partially shown.

In Section 8.2 and 8.3, we introduce the model and detail its properties. In Section 8.4 we
perform the adimensionalisation of the system and introduce small parameters. Macroscopic
equations for the macroscopic scaled quantities can be found in Section 8.5. The main results
of our paper are the following, proved in Section 8.6.

8.2 The model

Consider a binary aerosol mixture consisting of solid dust particles or liquid droplets in a
monatomic carrier gas. Dust particles are assumed to be identical, i.e. all with the same
radius and mass, and to be much larger and more massive than the gas molecules. Both
species are supposed to be described by suitable density functions. In what follows, the
function F' = F(t,x,v) represents the density of particles, whereas f = f(t, z,w) is a function
representing the density of gaseous atoms (for example, a noble gas, such has Helium or Neon).

8.2.1 Boltzmann system

At the kinetic level, we describe the gas-particle system by the following system of Boltzmann-

like equations
OF +v-V,F=D(F, f)+ P(F) 51)
8.1
Wf+w-Vaof =R(F, f) +C(f),

where the precise form of the four collisional operators P, D, C and R depends on the precise
microscopic behavior of the collisions. It is worth noticing that the form of the collision kernel
may have a main influence in the mathematical properties of the system, even if it does not
modify the bilinear structure of the collisional operator.

8.2.2 Mono-species collision operators

In (8.1), C(f) is the classical Boltzmann operator for monoatomic gases, describing interactions
between molecules [48]:

C(f)(w) = oy /R /S ") f(ws") = Fw)f (w.)] ¢ (w — we,n)dndw,, — (3.2)

where o0y is a physical constant of the order of magnitude of 7“3, and the pre-post collisional
velocity rules are the following;:

(w” w!) = (w— [(w—w) - n]n, ws + [(w—w,) -n|n). (8.3)
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In particular, we see from (8.3) that the momentum and the kinetic energy are preserved at
each collision:

w’—l—w;:w—l—w*
(8.4)

' + fwil? = Jw]? + [w .
The nonnegative function ¢ (collision kernel) in (8.2) describes the interactions between
molecules and can be written as

W — Wy
c(w—we,n) =|w—wq (]w —w*],~n> ,
|w — wy|
where ¢ is a dimensionless function. This operator have the following weak formulations : for
any test function 1 € L°°(R3), we have (see [48])

S @) (w)dw = oy [ (@) = () f()f(w)e(w — we,n) dudnduw,  (3.5)
R R

and

[, etpptudw = =72 [ o) =) (7w} fw.") = F@)f )] elw = we,n) dudndu,

(8.6)

We assume that P(F') is also a Boltzmann operator with elastic collisions. The expression

of P(F)(v) is similar to (8.2), where we replace oy by oy, (of order of magnitude 2) and ¢

by another dimensionless function p ; we also have similar weak formulation as (8.5), (8.6).

We recall the properties of C(f) and P(F')(v) concerning the conservation of mass, momentum
and kinetic energy, which are a direct consequence of (8.5) and (8.4):

1 1 0
3C(f)(w) w | dw= 377(f)(v) v |dv=1]0[, (8.7)
. |w[?/2 N [v]?/2 0

8.2.3 Bi-species collision operators

In gas mixtures, the collision mechanism between two molecules of different masses can be
described, when there is no internal energy or chemical reactions involved, by elastic collisions
(see [47] and [58] for instance). In [59], a novel model was proposed, where collisions between
dust particles and gas molecules are supposed to be inelastic and given by a diffuse reflection
mechanism (at a fixed temperature) on the surface of dust particles. This collision mechanism
allows to take into account the macroscopic character of dust particles compared to gas
molecules. In a collision between a particle and a molecule, the postcollisional relative velocity
was picked from a half-Maxwellian distribution at the temperature of surface of the particle.
This amounts to assume that a molecule touching a particle thermalizes with the molecules
constituting the surface of the particle within a negligible time with respect to the other
characteristic time scales. Then the post-collisional relative velocity is in the half space
delimited by the tangent plane to the surface of the particle (see Figure 8.1).
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molecule

Dust’s surface at temperature T),(¢, z)

Fig. 8.1: Diffuse reflection mechanism.

Collision operators to describe such mechanism have been derived in [57] for the case of fixed
surface temperature T}, of particles (independent of time and space). However, this model is
not completely satisfactory, because the total energy of the system is not conserved. In [60] an
improvement of the modelling has been proposed, based on the modification of the temperature
of a dust particle during a collision. This was done by introducing the temperature of the
dust surface as a variable in the density function F. Modified collision operators have been
derived according to this mechanism. However, it seems complicated to obtain an entropy for
this model.

Here we propose another model, in which the surface temperature of the dust is this time
considered as a function of ¢t and x, and where the conservation of total energy is ensured by
an equation on this temperature. We assume that at position x and time ¢ the particles have
the same surface temperature 7,,(¢,2) > 0 and, as in the previous models, the post-collision
relative velocity is given by a diffuse reflection at temperature T),(¢,z). Let my € R% and
my € R be the masses of the gas molecules and the particles, respectively. The collision
mechanism between dust and gas thus leads to the introduction, for n € S2, of the probability
density h,, of the post-collision relative velocities, given by

2
mg\z|

m __mglzl®
(n-z)e FBTEI 1 oy, (8.8)

1L my
halls®:2) = o T T a2
where kp denotes the Boltzmann constant.
The expression of the collisional operators derived in [58] can be directly extended to the
context of time- and space-dependent surface temperature for particles. Hence, the operators
D and R can be written in the following form (where we omit the dependence on ¢ and x in f
and F, for simplicity)

D(F.) (t2.v) =
3
Oar (’”;’") L] f @) Fen, (t,x, e g v>> (v° — w®,m)dndv®du’

fagp/Rs /R3 /SQf(w)F(v)g(vfw,n)dndw
(8.9)
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and

R(F, f)(tz,w) =
3
my, +m o o my +m ° ° ° o
Ggp< g p) /Rg/Rg/Szf(w)F(v)hn<t’x’gp(vB_w)>g(w —v°,n)dndv°dw

mp mp

- ng_/ / f(w) F (v) s(w —v,n)dndo
R3 JR3 JS2
(8.10)
where the collision kernel o, is of order of magnitude (r, + r,)?,

oy — M0 M ©.11)
mg + myp

and ¢(-, -) encodes the inter-species collision kernel. For the general case, this collision kernel
has the following form:

s(v—w,n)=|v—wlb <|v—w|,W) , (8.12)

where b is a dimensionless function. We are particularly interested here in the following two
cases:

e The hard sphere collision kernel, which correspond to the case where the particles collide
like billiard balls:
<(v—w,n) = [(v = w) -n]s, (8.13)

where we denote s = sl;>0y.

e The Maxwellian collision kernel, which is a particular case in which the collision kernel
does not depend on the relative velocity, but only on the deviation angle:

s(v—w,n)="> ((v—w)n) . (8.14)

v —wl

It is a theoretical model rather than a model describing a precise physical situation.
However, it could lead to many explicit calculations that are fairly consistent with
physical observations [170, 171].

In the following, we denote by
Yv—w):= / ¢(v—w,n)dn (8.15)
SQ

the integral of the collision kernel ¢(-,n) respect to n.
We have the following weak formulations of operators D(F, f) and R(F, f) [58].

Lemma 8.1. Let ¢ € L2 (R3) and ¢ € L (R3) test functions, and D(F, f) and R(F, f)

C loc

given by (8.9) and (8.10). We have

/R3 D(F, f)o(v)dv = ogp //// (p(v") — p(v)) F(v) f(w)hn(2)s(v — w,n) dndzdwdv, (8.16)
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where n
myWw + myv m
v =2 P g2 (8.17)
Mg + My Mg + My

L REDw@de = oy, [[[] @) = ww) F@)fw)ha(2)s(0 = w,n) dndzduds,

(8.18)
where n
mqW + Myv m
w = £ P4 P, (8.19)
Mg + My Mg + My
Remark 8.1. Note that the total momentum is conserved during a collision:
mpv’ + mgw' = myv + myw. (8.20)

Proof. Thanks to (8.9) and to the change of variable v — z = %gmp(v]g —v), where vp is
defined by (8.11) (of Jacobian (%)3), we have:

/R3 D(F, f)(t,z,v)e(v)dv

— mg + My / / / / My + mp o o__ .0 o o
= Ogp ( ) s Jos Joo S Vhn |t x, Ty (v —v) | s(v° —w®,n)p(v)dndv’dw’dv

—ogp /R3 /R3 . f(w) F (v)s(v—w,n)p(v)dvdndw
=0gp /R3 /R3 /R3 /S2 f W) F (v°) hy (2) s(v° — w®,n)p(v")dndv°dw’dz
— Ogp /R3 /R3 o f(w) F(v)s(v—w,n)hy, (t, z,z) p(v)dzdvdndw

using that [ hy(t,z,z)dz =1 for the second integral. We then obtain (8.16). Moreover, the

change of variable (w,n) — (z = —%pm"(vg — w),n) in the first integral, and n — —n in

the second integral yield

R F, )t z,w)(w)dw

= 0gp <mg = mp) /R3 /n@ /w £ @) F @b, (W(UB - w)) S(w° — v°, n)p(w)dndv°du’ dw
_ g / / / f (w) — v, n)(w)dndodw

/ / / / Y hn (£, 2, —2) o (w° — v°, —n)b (w)dndv°dw? dw
— g / / / (w — v, —n)b(w)dnduduw

Expression (8.18) is obtained by observing in (8.8) that h_,(t,z, —2) = hy,(t,z, 2) and ¢(w —
v,—n) =¢(v — w,n). O
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In [58], other expressions of the operators D and R have been established in the case of a
hard-sphere collision kernel. We extend here these expressions in the case of a general collision
kernel ¢(v — w,n).

Lemma 8.2. Operators D(F, f) and R(F, f) given by (8.9) and (8.10) can be written in the
following form (where we omit the t and x variables to simplify)

DS W) =g [ [ [ @) F @) o = w)s(zm) = F@) F@ha(2)s(0 = w,m)] dzdndu
(8.21)
and

R(F, f)(w) =0y /R 3 /R [ PO F@) (o = w)s(z,m) = Fo) fwha(2)s(0 = w,m)] dzdndu
(8.22)
where v and w' are given by (8.17) and (8.19) respectively.

Proof. We do the change of variable (v, w, z,n) = (v/,w’',u = w — v, —n), where v’ and w’ are
given by (8.17) and (8.19) respectively, in the gain term of (8.16). This transformation is an
involution, since w’ — v’ = 2, and has consequently a Jacobian equal to 1.

//// (V") F(v) f(w)hn(2)s(v — w,n) dndzdwdw,
_ / / / / H(0) F () (" )hn(w — 0)e(—2, —n) dndzduwdy

and we see from (8.12) ¢(—z,—n) = ¢(z,n) and from (8.8) that h_,(w —v) = h,(v —w). This
allow to obtain (8.21). We then do the change of variable change of variable (v, w, z,n) —
(v/,w',u =w —v,—n) in in the gain term of (8.18):

////w(w')F(v)f(w)hn(z)g(v — w, —n) dndzdwdv,
- ////qp(w)F(v')f(w’)h,n(w —v)s(—z,—n) dndzdwdv
= ////Qp(w)F(v')f(w')hn(v —w)s(z,n) dndzdwdv

to get (8.22). O

We also have the following weak forms of the operators, that we shall use later to show the
entropy inequality.

Lemma 8.3. Let ¢ € L (R3) and ¢ € LY.(R3) test functions, and D(F, f) and R(F, f)

loc loc

given by (8.9) and (8.10). We have
| P@EDede+ [ RO i)
=22 [[[] (o)) + (') - olo) — ()
X

[F (') f(w)hn(v — w)s(z,n) — F(v) f(w)hn(2)s(v — w,n)] dndzdwdv,
(8.23)
where v and w' are given by (8.17) and (8.19) respectively.
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Proof. The proof is a direct consequence of the relationships (8.17) and (8.19). O

Lemma 8.4. Let v' and w' the post-collision velocities, given by (8.17) and (8.19) respectively.
Then we have the following relation

n2 2 n2 2 My 2 2
mle[? = mplof? + mglu'? = mgluf® = ZEEZE (|2 — o —wl), (3:24)
Proof. If we replace (mjv1 + mava)/(m1 + ma) by vp in (8.17) and (8.19), we get:

2 2

712 12 _ _ m2 m
my|v]|* + me|vh|® = my lvp — —————2| +ma|p+ 2
my + ma mi + my (8.25)
2 mimsa 2
= (m1 + msg)|v + —F2]".
(m1 + m2)|vp| m1+m2\ |

Using the involutive character of transformation (v, w, z) — (v, w’, w—v), and the conservation
of the momentum (8.20), we deduce from (8.25) that

m1ms
m1’01‘2 + m2]v2|2 =(my + mg)‘?)B‘Q + ——|ve — 1)1’2
mi + msa
By subtracting the latter relation and relation (8.25), we obtain (8.24). O

Proposition 8.1. In the case of a hard sphere collision kernel, that is c(v—w,n) = [(v—w)-n|4,
we have the following weak form, for ¢ € LS. (R3) and ¢ € L (R3) test functions:

loc loc
/ D(F. Pp(v)dv + / R(F, f)(w)du
=20 [[[[ o) + ww') = ol0) = 9@)] [(0 = w) -l g (2)e” T Mol

mg\w’|2

- wpty Mol ok gl
F(v)e*5BT f(w)e*sTr Jdndzdwdv
(8.26)

% [F@ )eszTp mp|v If(w )62:;%’

where we denote gy = (Myp + myg)/myp.

Proof. From (8.23) and the definition (8.8) of h,, we get

/ D(F, Pplv)do

% [1[] (66) ~ o) [0~ ) -nl ka2

x [F(v )f(w’)e *‘ “ w5 _ (o) f(w)] dndedwd,
20 [[[[ (o) = o) [0 = w) Al (2
X [F(U )f(w )eﬁmﬂ:p (mp|v'|2=mp|v|2+mg|w [2=mglw|?) F(v)f(w)] dndzdwdo,

thanks to (8.24). The proof for the part [ps R(F, f)(w)dw is similar. We finally get
(8.26). 0
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108 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

8.2.4 Evolution of the surface temperature

The particles’ surface temperature T),(¢, z) solves the following PDE, which allows the system
to conserve the total energy, as we will show in Proposition 8.2:

4k
2%, <8tTp(t,az) / F(t,2,0) dv+ Vo T(t, ) - / vF(t,3,0) dv) M R ) )Tt )
R3 R3 mp + My
My
™ L(F )
mp+mg 2( 7f)( ,IL’),
(8.27)
where ¢, is the particle mass heat capacity, and
L(F, f)(t, ) = g / ] F(e ) £t w)S( - w)dedw, (8.28)
RS JR
L(F, f)(t,2) = g / ) f(trw)So - w)lo —wfdedw. (8.29)
RS JR

Proposition 8.2. Let (F, f,T,) satisfy the system (8.1) and (8.27) in R3, with with D(F, f)
and R(F, f) given by (8.9) and (8.10), and lim ;4o F(t, 7,v) = limy o0 f(t,7,w) = 0. If
(F, f,T,) are smooth enough, then, at a formal level, we have conservation of the total energy

of the system
d

. /R Br(t,z) dz =0, (8.30)

where
— Mp 2 My 2
Er(t,x) = mpcyTp(t,z) | F(t,z,v)dv+ F(t,z,v)|v|* dv+ flt, z,w)|w|* dw.
R3 2 Jgs 2 Jgs (8.31)
8.31

Proof. Let’s write
oEr(t,z) = A+ B,

where

A =m0/ Ty (t, x) /3 F(t,z,v) dv+ mpe,Tp(t, x)@t/
R

F(t,z,v) dv,
R3

B="20 [ Flt.aoll?dv+ 220, [tz wlul dw.
2 R3 2 R3

Since 1 is a collisional invariant of P(F') and D(F, f), F(t,x,v) satisfies the conservation
equation

Bt/ F(t,z,v)dv+ V- (/ F(t,z,v)v dv> =0.
R3 R3

Then
/ Tp(t, x)@t/ F(t,z,v)dvdz = —/ Tp(t, )V - (/ F(t,xz,v)v dv) dz
R3 R3 R3 R3
= / Vo Tp(t, x) - (/ F(t,xz,v)v dv) dz.
R3 R3
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Moreover, since |v|? is a collisional invariant of P(F) and C(f) (equation (8.7)) and thanks to
the weak formulations (8.16) and (8.18) of D(F, f) and R(F, f), we deduce that

B ="t [ (0 VaF £ D(E, ) + P(F)) o d
+% [, 0 Vaf + RE D + ) wf? du
R3

V (/ vF|v\2dv>— IV, - (/R wf\w|2dw)
+ agp/// F(t,x,v)f(t,z,w)hy(t,x, z)s(v — w,n)

[mp|v 12— mp|v|? + mglw'|> — my|w)| } dndzdvdw.

Using (8.24) and
/ hy(t,z,2z)dz =1, / hn(t,z, z)|z|*dz = —T »(t,x), (8.32)
R3 R3

(see Equations (8.116) and (8.118) for hy,, with ¢ = /77— (t 7y in the Appendix), then

B:_mpvx.</ vF|U\2dU>—V </ wf\w|2dw>
2 R3 R3

+ 2kb&Tp(t, :U)ng/ F(t,z,v)f(t,z,w)X(v — w)dvdw

my + My

1
_ 2mggp/ F(t,2,0) f(t, 2, w)5(v — w)|v — w|2dvduw.

Since, thanks to the hypotheses on the F' and f tails, we have

/ V,;(/ vF\v|2dv> dz =0 and / Vx(/ wf|w|2dw> dz =0,
R3 R3 R3 R3

we get (8.30). O

8.3 Collision invariants and entropy

The goal of the paper is to derive macroscopic equations of diffusive type, starting from the
kinetic system (8.1), using the method of moments, that we are going to detail later on.

8.3.1 Collision invariants

We recall that property (8.7) of conservation of mass, momentum and energy holds for operators
C and P. For operators D and R, the following Lemma hold.

Lemma 8.5. The operators D and R defined by (8.9) and (8.10) satisfy

/R(F,f)(w) ( ntu )dw+/D(F,f)(v) ( 11] >dv _ ( 8 ) . (8.33)
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110 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

Proof. The starting point is given by the weak formulations (8.16) and (8.18) of the operators
D and R, respectively. Thanks to the pre-post interaction rule (8.17) and (8.19), by taking
w =1 =1 and ¢ =1 = v, the thesis of the Lemma immediately follows. O

Remark 8.2. The collisions between a gas particle and a dust particle do not conserve the
kinetic energy.

8.3.2 Entropy decay
A key quantity associated to the System (8.1) is the entropy

H(F, f)(t) = / ha(t,z)de + / ho(t, @)de (8.34)

where
hi(t,z) = /f(t, z,w)n f(t, z,w)dw + /F(t,:n,v) In F(t,z,v)dv
_ Mg Ty
kp
define the entropy density. To show that the functional H(F, f) has the property to be chosen

as an entropy for the System (8.1), i.e. it decreases in time along the solution of the system,
we start by defining the entropy dissipation functional:

(8.35)

ho(t,z) = cpInTy(t, x) /F(t,x,v)dv

D(F, f)(t,z) = DU(E, f)(t,2) + D*(F, f)(t, ). (8.36)
where
DYF, f)(t:2) = [R(F.f)(t,0)n ( f(t,x,w)e%ﬁmmgiwl2> e
+ /D(F, £t z,v)In (F(t,x,v)e%ﬁ%mﬂ”?) do,
= /R(F’ £z, w)n f(t 2, w)dw + /D(F, £)(t,2,0) In F(t, 2, v)dv

+ﬁzt,x) (mg/R(F, f)(t’x’w)|w‘2dw+mp/p(ﬂ f)(t,x,v)|v|2dv>
(8.37)

and

D(F, f)(t, 2) = / CF)(t, 2, w)In F(t, 2, w)dw + / P(F)(t, 2, 0)In F(t, z,v)dv.  (8.38)

Lemma 8.6. Assume that < is given by (8.13). The entropy dissipation (8.36), in the case of
hard-sphere kernels for the bi-species collisional operators, is such that

D(F, f)(t,z) <0 for all (t,z) € RT x R,

Proof. To show that the dissipation functional D(F), f) is negative, we study separately the
sign of D¢(F, f) and D?(F, f). The negativity of dissipation functional D¢(F, f) associated to
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8.3 Collision invariants and entropy 111

the Boltzmann operators is usual : using ¥ (w) = In(f(w)) and ¢(v) = In(F(v)) in the weak
formulation (8.6), we get:

DEE (k) == 2 [[[ 1700 120 I (71 =1 (F£) e 0 = weym) dndu.du

Upp// [F'F, — FF,] [In (F'F,) —In (FF,)] p(v — vs,n) dndv.do.

The algebraic inequality (y1—y2)(In(y1)—In(y2) > 0 then show that D°(F, f)(¢,z) > 0. Then us-
w w
ing ¢(t,z,v) = In (F(t, x,v)erBigozzt’w)mp'v'Q) and ¥ (t,z,w) = In <f(t,x, w)e%Bﬁp(t,x)mﬂwIz)

in weak formulations (8.26), we get:
DY(F, f)(t,x)
=T [[[[ 10— w) -l hoz)e” T (oot
X [hl (F(U/)‘??'“BT” ettt f(w')ez’gg%pm"'w/'Q) —1In <F(v)e%?Tpm”|v|2f(w)eigz%pmg'wpﬂ

M 1z 1z H
% [F(U/)er;prmp|v/\2f(w/)e2k;prm9|w/\2 _ F(U)e%Bg%’mp‘vl2f(w)€2k;%’mglwl2]dndzdwdv
<0.

We can now state, and prove, the following result:

Proposition 8.3. Let assume that the collision kernel is an hard sphere collision kernel, given
by (8.13). Then the functional H(F, f) defined in (8.34) does not increase in time.

Proof. We start considering hi(¢,z), and we will omit the dependence of f and F on (¢, ) for
lightning the notation:

8th1(t,x):/8tf(w) (In f(w) + 1) dw—i—/@t ) (In F(v) + 1) do
= —Vz'/wf(w lnf(w)dw—vm-/vF v)In F(v)dv
+ [ RE.£)w) + (@) i fw)dw+ [ (D(F, £)() + PE)w) In Fo)dv

where we made use of the Boltzmann system (8.1) and Lemma 8.5. Using the hypothesis on
the F' and f tails we have

/Vm : /wf(w) In f(w)dwdx = 0 and /Vm : /vF(v) In F(v)dvdz = 0.

Moreover, using the second line of (8.37), we deduce the following equality:

/ Oyl (1, )dz

_/]]]) (F, f)t,z)dx — ’ugp/T (T;Lg/R(F,fﬂdew—i-W;I’/D(F,f)|v|2dv> dz
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112 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

If now we use the weak formulations (8.16) and (8.18) for D(F, f) and R(F, f) respectively,
we can proceed in the same way as in the proof of Proposition 8.2. It follows, thanks to (8.24)
and (8.32)

" [RE, fwPdw+ 2 [ DE, fluPav
_ng/// F(t,x,v)f(t,z,w)h,(t,z, z)s(v — w,n) {mp‘v‘2—mp!v\2+mg]w]2—m o] }dndzdvdw

:ng Mp'g ////thv (t, z,w)hy,(t, 2, 2)s (U—wn)[|z]—]v—w\]dndzdvdw

mp + mg
o my,m 4kpT,(t, )

where I1(F, f) and I2(F, f) are defined by (8.28) and (8.29) respectively. Then, using that
we have set (g, = (mp + mgy)/m, and thanks to the surface temperature equation (8.27), we
obtain

/OMNLzMx

= [DE 1) P)de — H2 /T o <4kBTp(t’x)h(F,f)(t,:c) MR, ), x)) da.

mp + My mp + My

= /D(F, )t z)dx + gl;mp cp/Tp(t, ) (GtTp(t,x) /R3 F(t,x,v)dv+Vpr(t,x)/F(U)vdv> dx

cp/ (at(ln(Tp(t,a:)) /F(U)dv + Vo (In(Ty(t, z))) - /F(U)vdv) dz

(mg + myp)

:/maﬁ@@m+ e

Moreover, since 1 is a collision invariant of D(F, f) and P(F, f), we deduce from (8.1) equation
/at ta:vdv—i—/v F(t,z,v)v)dv =0
and thus

/athg(t, z)dx

_ 7wcp/at <1nTp(t,x)/F(t,x,v)> dvdz

kp
= —%Bmpcp/ (@ (lnTp(t,x))/F(t,x,v)dv —InT,(t,x) /Vx . (F(t,x,v)v)dv) dz
_mgl:_Bmpcp (/ Oy (1nTp(t,x))/F(t,m,v)dvdx—i—/Vx(lnTp(t,a:)) . /F(t,x,v)vdvdx)

from the divergence theorem. We finally obtain
/@m@@m+/@@@@m:/mmﬁ@@m

and so, by Lemma 8.6, the thesis. O
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8.3 Collision invariants and entropy 113

Remark 8.3. For a Mazwellian collision kernel ¢, providing an explicit expression for the
entropy of the system looks more complicated. In fact, it is not possible to rewrite D%, defined
n (8.37), as in the proof of Lemma 8.6. In the case of a Mazwellian kernel, the equality
hn (v —w)s(z,n) = hyp(2)s(v —w,n) is no longer available as a tool to show the non-negativity
of D9,

8.3.3 Equilibrium states

We first recall the case of the Boltzmann operator C(f). We have the following Theorem [107]:

Theorem 8.1 (Boltzmann Theorem). Let f : R s R* be a smooth positive solution of the
functional equation

V(w,w.,n) € RS xRS x 82, f(w”)f(w!) = f(w) f(w.),

where w"” and w! are given by (8.3). Then there exists ng, ug, 0, > 0 such that f =
Mng, ug,0,), where

3/2 mglw—u \2
Ngm g9l
L L (8.39)

M[”ga“gﬁg](“’) = W

It follows that in case of equilibrium
| nf@)C)@)dw =0 & £ = Ming,ug.0,),
with
b
ng(t, x)
/ ft, 2, w)|w — uy(t, z)|*dw.

pg(t,x) == /R3 f(t, z,w)dw, ug(t, ) := /}R3 f(t, z, w)wdw,

0,(t _
glt:z) = 3ang (t,z)

We also have
In F(v)P(F)(v)dv =0 & F = M[np, up, 0p],

R3
with 1
pp(t,x) = s F(t,z,v)dv, up(t, x) = o) Js F(t,z,v)vdv,
Op(t, | F, »(t,2)[*dv.

We now extend this result to the case of operators D(F, f) and R(F, f).

Lemma 8.7. Let F and f in C1(R?) N LY(R3), such that

Y(v,w,z) € R3 x R® x R3, FO) f(w)ecmalvPHmaw'®) — () () ectmalvlP+mglwl®)
(8.40)
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114 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

where v' and w' are given by (8.17) and (8.19), where ¢ is a given constant. Then F and f
are Mazwellien states. More precisely there exist u € R3, Ny >0, Ng >0 such that

F(v) = Nfe*C(mplvaP) L
flw) = NFe*C(mg|w*“|2)' (8.41)

Proof. The proof follows the same idea as in [171], but adapted to the particular collision
mechanism that we consider here. We multiply equation (8.40) by h,(z) and integrate over
the parameters z € R? and n € S. Then we get

/S2 /]1@3 F(U)f(w)ec(mp‘UPergIwIQ)hn(Z>dZdn

_ /2 /3 c(mp|v| +mglw’[? ) (2)dzdn.
s2 Jr

Let vg = 22%Ma®  Thanks to relations (8.17) and (8.19), we have

mp+mg
Mpitg | z|2

/12 /2 2y
mp|“ | +mg|w |© = (mp+mg)|UB|
myp + My

Then

47TF(v)f(w)eC(mp|vl2+mg|w|2)

— mg P f vg + myp . eC((mp+mg)|UB‘2 mpp+7,?g| ‘) (z)dndz
R3 S2 mp + my mp + My

[n z]4dn

27r2k‘ T

2
9|‘2

m m c((mp+mg)|vg|2+ 2RI |42 5
></ F(UB—g z)f(vB—i-p z)e(( prmollos g 12 R g,
]R3

mp + My mp + My

m?
2
1 m m m + 24 Mg 412 —27
5 2k2.?r Flug— +g P f vg + +P Py ec((mp mg)|vE| mp+mg |2| 2k%, Tp ’Z‘dZ
™ R3 m m m m

B+P P g P g

It follows that 2 2
U(og) = F(v) fw)es ol tmaluf)

is a (smooth) function of the only vector only vp. Then, if we denote E = my|v|?> + m,|w|?,
we have

In F(v) +1In f(w) =In¥Y(vg) — cE.

This allows to obtain that

VyInF(v) = Tp g (20 LA 2mpv
mg + My myp + My

Voln f(w) = UL (mpv + me) — 2mgw
mg + myp mp + My
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8.3 Collision invariants and entropy 115

and then that myV, In F(v) — m,Vy In f(w) is colinear to v — w :
mgVyIn F(v) —mpVy, In f(w) = —2cmpmg(v — w) V(v,w) € R® x R3,

Finally we can conclude that there exist u € R? such that

{ VyIn F(v) = —2cmy(v — u)
Vwln f(w) = —2¢mg(w — u)

and thus that there exists also \; € R, A € R such that

{ Fu) = e-cmslv-u+3)

f(w) = e~clmoto—ul>+ra),

which proves (8.41). O
This lead to the following (formal) characterisation of the equilibrium states of system (8.1).

Proposition 8.4. Let f and F smooth functions that verify (8.1), with ¢ given by (8.13).
Then
D(F, f)(t,z) = 0 for any (t,z) € RT x R?

if and only if there exists u®l = u®(t,z) € R®, Ny = N¢(t,z) > 0 and Np = Np(t,z) > 0 such
that

Mgp e 2 e
= N —_——_—— — q = q
ft,x,w) #(t,x) exp < 2kBTp(t,a;)mg|w u®(t, x)| ) fet, z, w),

(8.42)

F(t,z,v) = Np(t,z)exp (—%mplv — ueq(t,x)]2> =: F*Ut, z,v).

mp+mg
myp .

where pig, =
Proof. The proof is similar to that of [56, Théoréme 2.1]. On the one hand, since both D¢(F, f)
and DY(F, f) are non-negative, they must both be zero if D(F, f) is zero. Therefore, by
applying Lemma 8.7 with the choice ¢ = pgy,/(2kBT)), the expressions for the equilibria (8.42)
follow. On the other hand, if the equilibria are given by (8.42), then D4(F, f) = 0. Indeed,
substituting the expressions (8.42) into equation (8.37), and using the conservation of mass
and momentum (8.33), leads to the conclusion that D(F, f) = 0. Furthermore, D¢(F, f) = 0
as well, by applying the conservation of mass, momentum, and energy for the monospecies
collisional operators (8.7). O

Remark 8.4. We emphasise the importance of considering temperature Tpy(t,x) as a time
and space variable, as opposed to as a microscopic variable as done in [60]. In fact, thanks
to this expedient, we are able to provide an expression for the system’s entropy (8.34), which
is fundamental for deriving the system’s equilibria and for the analytical study of the model
itself, which will be the subject of a future work.
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116 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

8.4 Adimensionalization

Macroscopic quantities such as density, momentum and energy, for both gases and dust, can
be constructed from integrals of the distribution functions f and F' with respect to velocities
v and w, respectively. These quantities are called 'moments’ and their equations can be
derived by directly integrating the first equation of the System (8.1) with respect to w, after
multiplying by 1,w,|w|?, and the second with respect to v, after multiplying by 1,v, |v|2.
However, the resulting system involves integrals of f and F' that cannot be expressed in terms
of the macroscopic quantities mass, momentum and energy, unless f and F' have a particular
expression, given a priori. In fact, the resulting system is not closed in general. To close it, it is
necessary to specify a form of the distribution functions that depend on the primary variables.
This cannot be done in a completely generic manner, but requires specifying a regime in
which this approximate form of the distribution function is valid. Hence, it is necessary to
adimensionalize the equations through a correct scaling.

8.4.1 Scaling units and main hypothesis

Scaling of variables We first introduce some quantities in Table 8.1.

Scaling unit Meaning

L macroscopic length scale
t° macroscopic time scale
Ve reference velocity of particles
we reference velocity of molecules

Viel = max{V° W°} scaling of the relative velocity
Ny order of magnitude of the number density in molecules
N, order of magnitude of the number density in particles
mgy mass of the molecules
my mass of the particles
Tg radius of the molecules
Tp radius of the particles
T° reference temperature

Tab. 8.1: Scaling units

We then make the following change of space, time, and velocities coordinates

. T 2 t R v R w R z
r = — = —, V= —F w = Z = )
L te Ve We Viel
and the dimensionless unknowns:
aa F(t,z,v) Ny
F(t7x7v) = Fo ) ith F° = (Vo)3
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8.4 Adimensionalization 117

SN A A f(t,.’IJ,'UJ) . o Ng
f(t, z, ) = , with f° = ,
(h80) =g WRE

A a T,(t, x)

Tp(t,2) = 2=

P(?x) TQ

Small parameters We introduce the following small parameters

e 7 the mass ratio between a molecule and a particle,

_ My

= 8.43
= (8.43)
o v the ratio of gas and dust radius
Tg
vi=— <L 1, (8.44)
Tp
¢ J the Knudsen number related to the gas:
1
0= ———,
NyogqL
e 7 the Strouhal number of the gas
L
V= fope-

Remark 8.5. We note that the Knudsen number of the dust 6, depends on that of the gas
and the ratio of radii. In fact

1
0p = ~ o2
NpoppL
Moreover, we have
2
o o v
9 2. 99 S~ 2
Opp ogp  (1+v)

Hypothesis on the order of magnitude

Hypothesis 8.1. We assume that

n <1, v, 0 <1, vyl

Hypothesis 8.2 (Order of magnitude of the kinetic temperatures). We assume that the
velocity scales V° and W° of dust and gas are given by their thermal velocities, and that the
orders of magnitude of the kinetic temperatures of gas and dust are T°:

2kpT° 2kgT°
VO - B ) WO = b *
V. myp My
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118 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

Consequently, these velocities depend only on the masses, and the relation

VO

holds, where 7 is the mass ratio (8.43).

Remark 8.6. As a consequence, we note that the Strouhal number of the dust is related to
the one of the gas via the equality
L v

vor

Remark 8.7. Hypothesis 8.2 explains the introduction of two different scales for the dust and
gas velocities, as - from the latter - it follows that

Tp =

= /W < W°.

In particular, it follows that
V}el =Ww°.

Hypothesis 8.3 (Order of magnitude of the number densities). We assume that the quantity

meaning that the quotient of the order of magnitude of the number density in particles to that
of the number density in molecules behaves as a constant, independent of the parameter n.
8.4.2 Adimensionalized Boltzmann system

Through considerations of physical dimension [49], the collision kernels ¢(w —wy, n), p(v—uv4, 1)
and ¢(v — w, n) are scaled in the following way:

The dimensionless operators are then deduced by means of the following formulas:
D(F, f) = 0gpF° f*(W°)*D(F})
P(F) = oy (F°)* (VO)*P(F)
(F,f) = ogpF°fWo(VOPR(E, f)
C(f) = gq (£°)7 (WO)'C()

b,
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8.4 Adimensionalization 119

where D(F, ), P(F), R(F, f), and C(f) are the dimensionless version of C(f), P(F), D(F, f)
and R(F, f), given by:

ech@ = [ [ [Hani@h) - ) @) e - annydnda.,  (8.45)
P(E)(6) = /R 3 /S [FGHE@) ~ F@)F (0,)] (0~ 9rm) dndo, (8.46)
D(F, f)(i,%,0) =
/ J (@) F (¥') hn(], 2, /i = @)6(2,m) = F(@) P (0)hn(E, 2, 2)2 (/0 — @, )] dzdnda,
3 JRr3 Js2
oo (8.47)
and
R(E, 1)(E w)
/Rg /RB /S2 (") B (1, &, /10 — @)S(2,n) — F(@)E(0)hn(E, 2, 2)8(V770 — @ n)]dzdndv
(8.48)
with
Ut/ N
1409 1+7
Y ST (8.49)
147 1+n
and
. 2 L
hn(ta Aw%) - = (nz)e P ]l{zn>0}

For the collisional operators D and R, we have made the dependence on # and # explicit,

although we have only expressed it in Tp and an, and not in F and } This choice is merely to

remind the reader of the dependence of the surface temperature on the space-time variables.
System (8.1) is then written as

Voto . A A
OF + 0 VaF = Nyoyg WD(E, 1) + Ny Vot P(F)
P wete 0404 p; 0057
o f + 7 Vif =N, pOgpW "1t R( f) + NgoggWet°C(f),

8.4.3 Adimensionalized surface temperature’s equation

Expressions [;(F, f) and I2(F, f) defined by (8.28) and (8.29) are scaled in the following way
Il(F7 f) = NpNgO-ngOjl(Fa })a IQ(Fa f) = NPNQO-QP(WO)3j2(F7 })

with
s |os (@)}(ﬁ’)i( no — w)dodw,

R (8.50)
Iy (F, f) Z/]Rs . F@)f(@)X(y/nd — 1 )|fv—w| dodiv.

gy
)
toy
Il
\
o
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120 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

Therefore, the adimensionalised form of (8.27) is

TN, [ . [ - . .
o —e” [a%Tp /R 3 F(@)dm‘fv@z’p | F@yedo

8.4.4 Summary of the dimensionless equations

We now remove all hats in the dimensionless formulas, and thanks to Hypothesis 8.1 (we are
interessed in the limit n,v — 0) we replace 1+ 7 and 1+ v by 1. We then consider the system
made up of the following integro-differential coupled system:

1 1
NG s ),

V0 +w Ve = S R(E, )+ 50D,

where D, P, R, and C are the dimensionless operators (8.47), (8.46), (8.48), and (8.45), and
the non-linear transport equation for 7):

ol
L F +vV F = D(F, f) +
N (F, f)

(8.51)

r(voiTy(t,2) / Ft, 2)dv + iV Ty(t, z) - / VF(t,2)dv) + —5 ——20(F, f)(t,2)Ty(t,)

ov2l+n
1 1
= Wﬂh(ﬂ N, ),
(8.52)
with

LEDEa) = [ [ PO @S0 - w)dvdu, (8.53)
L(F, f)(t,x) = /]R3 o F()f(w)Z(nv —w)|nv — w|*dvdw. (8.54)

The constant 5
o= L]ZZCP, (8.55)

thanks to Hypothesis 8.2, can be interpreted as the ratio between the order of magnitude of
the internal energy of the dust (myc,T°) and the one of the kinetic temperature of the gas,
i.e. %mg(Wo)Q. It depends only of the gas and the material which constitute the particles
(but not on the size or the quantity of particles) and it has no unit of measure.

8.4.5 Dimensionless equilibrium states and entropy dissipation

With such scaling, also considering that 4°? = W°u®, we obtain the following forms for entropy
dissipation and equilibrium, whose expressions can be derived directly from Lemma 8.6:

Lemma 8.8. The re-scaled equilibrium states have the following shape:

Ft z,w) = ng(t,z) exp (— A w — u(t, 2)|?)
(8.56)

FeUt,z,v) =np(t,z)exp (_T(izgzc)) v — ﬁueq(t, x)\g) .
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8.5 Diffusive scaling and balance laws

We want to study the diffusion limit of the Boltzmann system (8.51) coupled with equation
(8.52), that is when the small parameters ¢ and 7 tend to 0. In addition, we also simultaneously
consider the asymptotic of the mass and size ratios between the two species towards 0, that is
n—0and v — 0.

We denote € = (v,¢,d,n) and we consider (f¢, F', Ty) solution of (8.51)-(8.52). We introduce
the macroscopic densities of f¢ and F'¢ defined by.

pp(t, x) :/Fe(t,x,v)dv, py(t,x) = /fe(t,x,w)dw, (8.57)

Since we are interested in a diffusive behaviour, we make, as in [33], the following additional
Hypothesis:

Hypothesis 8.4. The bulk velocity is small and it goes to zero in the vanishing Strouhal
number limit.

Taking into account the different speed scaling of two species, Hypothesis 8.4 lead to define

up(t,x) = 7/F6 (t,z,v)vdo, u%(t,x) = /f6 (t,z,w)wdw.  (8.58)

Ypp(t, @) 'Ypftw

Remark 8.8. Note that u$ and u; do not correspond to the macroscopic velocities as they
are usually defined, but rather to the first-order term in —= (respectwely v) of the asymptotic
expansion of these macroscopic velocities.

We also define the kinetic temperature of the species:
v — lu%

Oi(t0) = 5 [ F0) o= T

According to definitions (8.57), (8.58) and (8.59), we have for the 0, 1 and 2 moment of F*:

2
€ 1 € €12
dv, 0%(t, ) = 3p§c/f (w)|w — yuf|“dw, (8.59)

1 Pr
” F(t,z,v) UQ dv = \pruF , (8.60)
[v] 3p%0F + - |UF|2PF

and for the 0, 1 and 2 moment of f¢:

1 Pg
o fe(t,z,w) w2 dw = ’ypjczzt} , . (8.61)
|wl 30505 + 77 |us*pG

8.5.1 Ansatz

The main hypothesis of our work is that the initial distributions (f(0,-,-), F<(0,-,-)) are
local Maxwellian states, and that the evolution following (8.51) and (8.52) maintains the
distribution functions in local Maxwellian states. From a physical point of view, it corresponds
to assume that the mixtures has reached its global mechanical equilibrium. This approximation
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122 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

is justified when the vector parameter € approaches zero, as we will see in the next Section.
We then have

3

" exp L - L)), 362

xp| ————v— — , , .
205.(t, x) N

et z,w) = p;(t,:p) <27T9;(t’$)> 2 exp <_20}(1t7$)\w — yu;(t,$)|2>’ (8.63)

where pfp, p%, ug, u§, 0%, 05 are defined by (8.57), (8.58), (8.59). The choice of ansatz (8.62)
and (8.63) is the usual line of attack to address diffusion limit procedures in the context of
Boltzmann models (see for instance [33] and [120]).

Fe(t,z,v) = pp(tx) (27r0€F1(tg;)>

8.5.2 Balance laws

To obtain a macroscopic description of the gas-dust aerosol mixture, we hence start with the
kinetic description (8.51), combined with equation (8.52) for the description of the surface
temperature of the dust, and integrate them with respect to the velocity variables v and w
only.

8.5.2.1 Conservation of mass

Proposition 8.5. Let (f, F) solution of system (8.51), and pg, p$, uf, u} defined by (8.57)
and (8.58). We have the mass balance equations:

APy + Vo - (ppugp) =0
(8.64)
Oips + V- (p;u}) =0.

Proof. Tt follows directly by integrating the first and second equations of (8.51) in v and w
respectively, since 1 is a collision invariant for all D, P, R and C, and we can explicitly compute
the momentum of order 0 and 1 of F¢ and f¢. O

8.5.2.2 Balance of momentum

Proposition 8.6. Under the same assumptions of Proposition 8.5, we further have the
momentum balance:

2
v 1
78 € us +vx us ®ue € +vx €05 = @e
1 [0 (pFuf) (uf 77l (PF0%) RENG F (8.65)
1
2 €, € € € € € ne €
7 [0 (pug) + Vo - (uf © ufof) | + Vi (065) = 5,205

where

0% (L, 7) == /R WD(F, [t v) dv, O (ta) = /R CwR(ES, £)(t, 7, w) dw.
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8.5 Diftusive scaling and balance laws 123

Proof. To deduce (8.65), we first multiply the first and second equations of (8.51) by w(, and
v(g), respectively, for £ =1,2,3, and then we integrate the first equation of (8.51) respect to v
and the second one respect to w. The resulting system is:

2
’Y € € € 1 €
Lo (i) + 9o ([ v P av) = i NSl
220, (fy(u))) + Ve - < s @ dw) = 560,

We first study the divergence term appearing in the equation for the dust. For &k = 1,2, 3, we
have that:

(8.66)

3
1 Ly Y. Yo e o]
G ) 0% /R3 ('U(Z) + \/ﬁ(uF)(Z)> <U(k) + \/ﬁ(UF)(k)> exp <_29% dv
3
2 72 € € 2 |/U|2
(2 06) Pr /Rs (ﬁ(uF)(f)(uF)(’f)“Lv(Z)éM xp 205 a0
~2

?(UF)(Z) (uF) (1) PF + PFOF,

(8.67)
thanks to the change of variables v — 2z := v — %u%, and by noticing that the following
integrals are null

2
/R3 V(k)V(¢) €XP <|21;|%> dv=20 for all k& #£ ¢,

0] _
/R3 U(k) €XP (—20% dv=20 for all k.

Regarding the divergence term appearing in the equation for the gas, following the same
procedure, we deduce that

L, wie) [ (w)wy dw = v*(uf) o) (uf) ) P + P05 (8.68)

O

Proposition 8.7. For a general collision kernel, the operators ©% and @ef of the momentum
balance System (8.65) can explicitly be written as

/Rs /Rs (Vv — w) F(0) f(w)E(y/nv — w)dwdy

?@43 g Fe(v)fe(w) 42 ng(\/ﬁv—w,n) dndwdwv |,

(8.69)
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124 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

and

| L L i = w) P ) S(i — w)dude
R3 JR3

\é%\/jTﬁ/RS 9 Fe(u) f€(w) /82 ng(\/ﬁfu —w,n) dndwdv|.

Proof. Via the weak formulations (8.16), we can rewrite O% as

%—/ vD(F€, f dv_/SQ/R3/R3/R3U_U ) F(0) f(w)hy(2)s (/v — w,n) dndzdwdw,

while ©% can be treated in a similar manner, starting by using the weak formulation (8.18)

(8.70)

= /]R3 wR(F, f€) dw = /S2 /R3 /R3 /R3 (W' —w) F(v) f<(w)hn(2)s(y/mv—w, n) dndzdwdo.

Thanks to (8.49) we have for the rescaled variables:

v —v= 8 (fv—w—i—z)
w—w= m(ﬁv—w—%z).
Hence, the expressions (8.69) and (8.70) follows directly from computations (8.116) and (8.117)
of Lemma B.11, with ¢ = % O
P k)

8.5.2.3 Balance of energy

Proposition 8.8. Under the same assumptions of Proposition 8.5, also the energy balance
holds:

008 05) + Vo Gu i) + L (0 (g i) + V- (P )) = =5,
01 (30505) + Vo - (505055 ) + (at (151265) + Vi - (1 a5 ) ) = 7511/253,
. (8.71)
=, = /W WPD(FS, ) dv,  E5 = /Rs > R(F*, £ duw. (8.72)

Proof. We now integrate the first equation of (8.51) respect to v, after having multiplied it
by |v|?, and the second one respect to w, after having multiplied it by |w|?. The system we
obtain has the form:

,
8t<3,00+ yu|p>+v (/ |v|F€()d> ,

el o e VQ\f = (8.73)
101 (30585 + 273 o) + V- ([ o ewe dw ) = 255,
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For every k =1,2,3,

v —

/]R3 |v|2F€(v)v(k) dv =

€

3
e [ !
270 ) P Jos 100 P | Tag
: Y ? ol |U|2
v o Oy + —= (U exp | —5-— | dv
) NG F ( (k) \/ﬁ( F)(k)) ( 2‘9F>
3
1 L , . o
27r0;> ’)F/R3 0] (”(k)JF\/ﬁ(uF)(k)) eXp( 207 dv
3
2 3 )
l 1 € € |12 l ¢ _‘/U’
* n <2W0}> P Ul /Rg (U(k)—l_\/ﬁ(uF)(k)) eXP( 265 dv
3
Y 1 2 . 3 ] y 6 |U|2
+2% (Ww) Pr /Rg;:lv(f)(“F)(é’) (”(k) + \/ﬁ(UF)(k)> exp (—29%
3
—i € € L 2/ 2 _|’U|2
_\/ﬁ(UF)(k)pF <2W0%> . |v|? exp 2% dv
3
3 3 )
D () gy | — v
FpE (2770%) oo <_29%> "

3
l € € 1 2/ 2 _|’U|2
+2\/ﬁ(UF)(€)pF <2W9%> Rg(v(@) Ore exp 20 dv

Y 73 2
=5——(u%) (1) 0pPF + WWH (uF) (k) P

Vi

where we, first, perform the change of variable z := v — ﬁu%, then rename z as v and conclude

by using the properties of the Maxwellian. In a similar way, we can express the divergence
term appearing in the equation for the gas. We conclude by multiplying the first equation of

(8.73) by Q and the second one by % O
Proposition 8.9. For a general collision kernel, we have
2% + 55 = % (2T (F<, f9) = L(F*, £9)) . (8.74)
d n
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Moreover, the operators Z% and =% can explicitly be written as

=5 = | (2= 2n) [, L PF @) )2 - ) duds
[ P Pe ) ) S (o w) dudo
+2T;77/R3 /]R3 Fe(v) f(w)E(y/nv — w) dwdv (8.75)
+2\f77/Rg /]R3 v wF(v) f(w)E(y/nv — w) dwdv
—/ 7T /R3 - (v/nv + nw) F(v) f(w) - /S2 ns(y/nv —w,n) dndwdv |,

and
e 1 1 wl*F¢(v) f(w v —w) dwdv
= =g ! 2) [ ] PP @)= - w) dud

‘|‘7]/R3 /]R3 |’U|2F€(U)f5(w)2(\/ﬁv_w) dwdwv
+2T; /R3 - Fe(v) f(w)E(/nv — w) dwdv (8.76)

+277\/ﬁ/R3 /R3 v-wF(v) f(w)E(y/nv — w) dwdv
/7T /]R3 R3(\/ﬁv + nw) Fe(v) f(w) - /82 ns(y/nv —w,n) dndwdv | .

Proof. The operators Zf and =% can be rewritten using the weak formulations (8.16) and
(8.18), respectively. In particular,

=% = |v\2D(F6 I, dv—/S2 /R3 /R3 /R3 \v 1> — |v\ Fe( )€ (w)hy (2)s(/nv—w, n) dndzdwdv,

=5 = / wPR(E @) dw = [ ] = ) P w)ha()s(o—w,n) dndsdude.
Using the dimensionless version of relation (8.24), which is
P o2 = fof? = ol? = o (1= = [V = w),
we get
=R+ 2

- 1‘177 /SZ /Rs /Rs /]1@3(’2‘2 = Vi = w|2)F€(v)f€(w)hn(z)g(\/ﬁv — w, n) dndzdwdo,
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which directly gives (8.74), using (8.118) of Lemma B.11, with ¢ = /7 L
Via (8.49), we know that for the rescaled variables

2 = of? = g ol + sl + 20w — 2/ 2 — 20 2) + (g — 1) o

w2 = |wf? = ke (o + 22 + 24/iinv - w0 + 2470 - 2 + 2w - 2) + (g — 1) Tl

. . _ 1
Hence, thanks to computations (8.116), (8.117) and (8.118) of Lemma B.11, with ¢ = | /7T5(t,x)’
we can conclude. O

8.5.2.4 Surface temperature’s equation

Remark 8.9. If the functions F© and f€ are given by the ansatzs (8.62) and (8.63), respectively,
than the dust surface temperature T} satisfies the following equation:

€ € € € 1 1 € pE\E 1 1
P (OTg + ufp - VT ) + —5 — 21 (F°, f)T = AT

512 (1417) L(F f9),  (8.77)

where It (F€, f€) and I2(F€, f€) are given by
L(FS, f6) = /Rs [ () () S (i — w)dvdu,

(8.78)
L(F<, f) = /Rg [ Fe() () S (o = w) i = wfdvdu.

8.5.3 Maxwellian collision kernel

For a Maxwellian molecule case, the collision kernel ¢ depends on v, w and n only trough the
deviation angle 6 € [0, 7] between v — w and n and it does not depend on |v — w|, i.e.

¢(v—w,n):=b <|z : Z’ n> = b(cosb),
where b : [~1,1] — R*, and we assume b € L'([-1,1]) and b > 0. Therefore,
(v —w) =2m[|bll 21 (~1,1), (8.79)
and
/S2 ne(v —w,n) dn = 0. (8.80)

The proofs of these results can be found for example in [33].

Proposition 8.10. For a Mazwellian collision kernel, the expressions of operators ©% and
0% of Corollary 8.7 become

Y1
7 = 2m|bl| 1 PP (uf — uf)
F L FPR\Uf F)
1+n (8.81)

& = 2m[bl] 1 12 5 (e — ).
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128 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

Moreover, the operators Z% and E%, expressed for a general collision kernel in Corollary 8.9,
in the Mazwellian case can be written as

€ 27.r||b|| 1 € € € € € €
=6 = WPW n (2Tp + 3605 — 3779F) — 6165,
(8.82)
iy (Jufl? = [uf[?) + 29 (ufe - uf — |ugl?) |,
and
—e _ 2m|[b][ 11
(8.83)

+207 (e - uf = [u§ ) + 77 (Jugl® = luf?) ]

Proof. Expressions (8.81) are direct consequences of the applications of (8.79) and (8.80) to
the general forms (8.69) and (8.70) of ©F and ©%. Whereas, (8.82) and (8.83) follow by using
(8.79) and (8.80) in the general expressions (8.75) and (8.76) of Ef and =5. O

Proposition 8.11. For Mazwellian collision kernel, T7 solves
Yov2 (1 + )7 pip (0T + ue - VT ) = pippy (3095 + 305 — 2T5 + 72 ufp — ufl?),  (8.84)

-
27[[bll 1

Proof. Thanks to (8.79), I1(F¢, f€) and I2(F€, f¢) take the form

where T 1=

L(FS, f9) = 2mllbllpp,  Da(FF, £9) = 2x|bllp pieefy (3005 + 305 + 7*[ufe — uf[?)
hence we can conclude. O

8.5.4 Hard-Sphere collision kernel

In a model with hard sphere collision kernel, we consider that a particle moves in a straight
line, until it bounces against another one. In this case:

s(v—w,n):=[(v—w)-nl; = ((v—-w)- n) Liu-—w)n>o},

Therefore, for y € R3

2
Lstwmydn=alyl, [ nstyn) dn =y (5.55)
S2 S2 3

The proofs of these results can be found for example in [58].
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Proposition 8.12. For a hard-sphere collision kernel, the expressions of operators ©% and
O% of Corollary 8.7 become

1+77 /RB /RB — /) F€(v) f(w)|y/nv — w|dwdy

(8.86)
+ \g Teprf(uf_uF)]

and

1 € €
77777 /R3 o (v/nv —w) F(v) f(w)|y/nv — w|dwdv

(8.87)

4 T T5pin —u;ﬂ.

Moreover, the operators =% and E;, expressed for a general collision kernel in Corollary 8.9,
in the hard-sphere case can be written as

=5 = (1+17)l 2 — //|v| FX(0) £*(w)| /v — w] dwdv

/ / [w|?F¢(v) f€(w)] /v — w| dwdv
+2nTy /R3 /R3 Fe(v) f(w)]y/nv — w| dwdv (8.88)
+2/ / v-wF(v) f(w)|y/nv — w| dwdv

R3 JR3

_ngﬁ\ﬁ L L o) P 1) - (Vi = w) dudo .

and

[1]

A
||

//|w| Fe(v) f(w)]y/nv — w| dwdv

(1+n)?

+1 /R 3 /R PF () 7)o — w] dude
+2T}; /]1%3 /]1%3 Fe(v) f(w)]y/nv — w| dwdv (8.89)
+277\f77/R3 /R?Sv ~wF(v) f(w)|y/nv — w| dwdv

+§\/7TT;/R3 L (V4 ) P2 () £5(w) - (o = ) dwd .

Proof. Tt is the direct consequence of the application of (8.85) to the general expressions
(8.69), (8.70), (8.75), and (8.76). O
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Proposition 8.13. For hard-sphere collision kernel, the equation for T; becomes:
ﬂ%%vw(l +m) (8tT; + uf - va;) + 2T / Fe(v) £(w)|y/iv — wldvdw
= [[ F@r i - wldvde.

Proof. Tt is the direct application of (8.85) to I1(F*€, f€) and Iy(F€, f€). O

(8.90)

8.6 Macroscopic equations and formal asymptotic

At this point, we are able to perform a formal macroscopic limit when all the parameters tend
to zero. We adopt the point of view of the particles. With n — 0 we say that the particles
perceive the molecules of the gas as much faster than themselves, but much lighter and smaller
(v — 0). In particular, we consider a fluid model in the limit, as the Knudsen number of the
gas § goes to zero. Moreover, the Strouhal number « also vanishes as well in the diffusive
asymptotic. We summarise all the limits by saying

€= (77”75777) — 0.

Moreover, we assume that we have the following link between parameters.

Hypothesis 8.5. We assume

2
6%~y and Y50 whene— 0. (8.91)

Ui
Notice that, thanks to Remark 8.5 and Remark 8.6, also the Knudsen number and the
Strouhal number of the dust vanish in the limit.
We assume that all the above assumptions have been verified, and we assume that the
macroscopic quantities (8.57), (8.58), and (8.59) have a limit when ¢ — 0. We denote

— i € [ €

pr(t,x) = lim pp(t,x),  ps(t, o) = lim pi (L, ), (8.92)
— i € 13 €

up(t,x) == lgr(l)uF(t, x), up(t,x) = lg]%uf(t,x), (8.93)
— i € — 13 €

Op(t,z) = lgi% 0%(t, ), Or(t,z) == ll_{% 0%(t, ). (8.94)

As a consequence f¢(t,x) and F(¢,x) have a limit when € — 0, that we denote f(¢,z) and
F(t, x) respectively. Moreover, if the previous limits exist also the limit of T} exists, thanks
to the following proposition. We will denote it as T),(¢, z).

Proposition 8.14. Assume that 8tT1§ and VIT; are bounded when € — 0. Then

21 (F<, f)Ty — L(F€, f) = O(%), (8.95)

and thus I(F
Tt z) = Tp = M when € — 0. (8.96)

14

Proof. This is a direct consequence of equation (8.77) and Hypothesis 8.91, i.e. v2 ~ . [
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8.6.1 General collision kernel

We start by expressing the equations that can be obtained for any kind of collision kernel.

Theorem 8.2. Let (pr,ur,0r), (pf,ur,0f) and T, defined by (8.92), (8.93), (8.94) and
(8.96). For general collision kernel, the macroscopic variables satisfy the conservation of mass
equations

Oipr + V- (prur) =0,
(8.97)
Owps+ Ve (prus) =0,
the equation
Vi (prbr) + Vi (prby) =0, (8.98)

and the conservation of the total energy

30; (pFHF + pfef) + 5V, - (UFHFpF + Ufefpf) + ppT (atTp +up - VmTp) =0. (8.99)

Remark 8.10. We obtain 6 equations for 11 unknowns. We can then see the need to obtain
other relations. Other relations will be obtained for particular choices of collision kernel.

Proof. The system (8.97) is a direct consequence of (8.64). Equation (8.98) follows by summing
up the equations of System (8.65) and then performing the formal limit, after having applied
Hypothesis (8.91). To deduce Equation (8.99), we use (8.74) and (8.77):

— - 1
=S = (20 (F<, £)T5 — Lo(F*, £9))

= 512 pour (8tT; U - VxT;) :
Then the addition of the two relation of (8.71) gives
O (30505) + Vo - (5up050%) + 0r (30505 + Vo - (5u50505 )
+ 1[0 (sl + Ve (i Puto)] 97 [0 (5205) + 9 - (P
! (=% +25)

= W
= —p%T (@T; +uf - VxT;) .

8.6.2 Maxwellian collision kernel

As anticipated earlier, the form of the bi-species collision kernel significantly influences the
computations. In the case of a Maxwellian collision kernel, we can characterize the limits of
the right-hand sides of the momentum equations (8.65) and of the energy equations (8.71).
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132 8 Diffusion asymptotics for a kinetic gas-particle model with energy exchange

Additionally, we can deduce a relationship between the three temperatures in the limit, namely
0f, 0, and T),. These claims are made explicit in the following proposition.

Proposition 8.15. In the Maxwellian collision kernel case, we have, under the assumptions

(8.91),
1
lim ———0% = 27||b||1ppr(uf —up) =: O
2 F LIPFPEAYS P F
0 5’; Vi (8.100)
oL ge _ _.
lim 505 = 2n|[bllp1ppr(up —ug) =: Oy
and
lim —=E&% = =2
2—F F
0 751” (8.101)
. = .o
lg% o2t T
with
=r =27([b||prpypr [K + 2up -y — urf?],
=y =~ 2nlbllzpsor [2ur - ug + 2url + K] (8102
— TPF (825Tp +up - VmTp) ,
respectively, where K := 6lim._,q ,;7—2 (9; — 0%) Moreover, in the limit
2
O =05 = ng. (8.103)

Proof. To show (8.100), we apply the Hypothesis 8.5 to the formulas (8.81).
For deducing (8.102), we start considering the expressions (8.82) and (8.83) of Zf and =5
for Maxwellian collision kernel. By re-arranging the terms, we can write:

[1]

1 27 ||b]| 11 n
33 = O gt | 2 (21— 30— 3ut) o (15— )

n € _ pe € € _ ],,€ |2
where we added and subtracted 37%9; inside the squared brackets, and

1 2r|l| |
5= 2P| s (215 — 305 — 3005 ) + (Jus|? = [ug[?)

—6% (65 — %) + 20 (u - ufy — [uf?) ]

where we added and subtracted 3%0} inside the squared brackets. Under the assumptions
that quantities on the left hand side of equations of the system (8.71) are bounded, since
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2T — 365 — 3nby = O(7?) (thanks to (8.95)), we get that there exists K € R (possibly equal
to zero) such that

n

= (05— 05) » K
and since v?/n — 0 (hypothesis (8.91)), it also implies 65 = 0 in the limit. In particular,
from (8.96), we also have that

I FE €
m7¢ = lim 2(F, f)

3
T — T € € 216 _ ,€12) — 2
Tp= Ty = I o (Fe )~ 20 (3005 + 305 +2°lui — 5 ) 201

from which we deduce (8.103). Furthermore, from (8.84) and (8.95), we deduce

27THbHL1 € € 1 € € €
I (- a0 3 (2 97 =)

= 2r||bl 2 pgor (Jur — ug?) = 7pr (AT, + up - V. Ty),

and (8.102) follows.

8.6.3 Hard-Sphere collision kernel

For hard-sphere collision kernel, we can characterize the limits of the right-hand sides of
the momentum equations (8.65). However, the result for the right-hand sides of the energy
equations (8.71) is still a work in progress due to the difficult computations involved with a
hard-sphere collision kernel. Nevertheless, we can deduce a relationship between the three
temperatures in the limit, namely 67, 6, and T},. The following proposition presents what
has been only summarised here.

Proposition 8.16. In the hard-sphere collision kernel case, the limits (8.100) take the form

Or = 5orpr (VIVT, = 16\/05) (uf —ur),

(8.104)
Oy = Sprpy (Vry/Tp —16/0;) (ur — uy).

Moreover, in the limit
1

O = iTp' (8.105)

Since we need to introduce technical tools to prove them, their proofs are postponed at the
end of the Section. Indeed, the study of the limit for the hard-sphere collision kernel case
requires dealing with more difficult integral computations than for the Maxwellian collision

kernel one. For this reason, we introduce the following functions:

_? dy
q(a) = /Rg(a—y)!a—y!e " (8.106)
o _w dy
a(a) = /R3\a—y\e 2 @n)3 (8.107)
— o3 -2 dy
@la) = /Rs\a et o (8.108)
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The relations
q(a) = a q(|al), (8.109)
and
qi(a) = 1(0) + lal*@y (lal),  as(a) = 43(0) +|al*g5(|al), (8.110)
with
2
00 =22 60 =0, s.111)
are valid. Hence, the following useful formulas hold:
2|2 dz
Lo a8 — )+ foPar(@) — ag(a)
R (2m)> (8.112)
= 1(0) (4+ |af?) + |al® (a5(a) + 1 (a) - 4(a))

and

3
(2m)2 (8.113)
= q1(0)a +a (|af*q () — 4(a)) ,
Remark 8.11. As shown in Lemma B.13, the functions q, q,, and g3 possess all the necessary
properties to prove the above results in the case of hard-sphere collision kernels. In fact, they

are C?([0,+00)) and, for every § > 0, they are bounded over [0,0], as well as are their first
and second derivatives.

An additional assumption is required to perform the asymptotic analysis for hard-sphere
collision kernel.

Hypothesis 8.6. We take

3/2
n- — 0.
gl
Remark 8.12. Hypothesis 8.6, does not contradict Hypothesis 8.5. Indeed, if v ~ n®, with
2 3/2
a € (%, %), then both the limit T — 0 and the limit - — 0 hold.
n 8

We will now present the two important tools we will use to prove Proposition 8.16. The
first lemma is used to compute the limits of the integral terms appearing in the expressions
(8.86) and (8.87) of ©F and O for hard-sphere kernels.

Lemma 8.9. For hard-sphere collision kernel it holds that

i/RS /[RS (w — /nv) F(v) f<(w)|w — /nv|dwdv — _pF;OfE](O)\/@(Uf —up).  (8.114)

as € — 0, where q(0) = 1.
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Proof. By explicitly writing the ansatz F¢ and f€, we have

U PO o = il
v = ()

1 (1 / [ vimyess 5 o
= R PEPE 2n6, 2m96 o Jpa (0T VI OP | o 0T

)]w — /nv|dwdv

)

xexp< 295

We can perform the change of variables

1 ¥ 1
z:= (w — yu§ —, s:=|v— ——uS —, 8.115
=) 5 ( WF>\/9% (5419
so that

1 € €
’7/]1@3 s (w — /nu) F(v) f(w)|w — y/nv|dwdv

’thpf % (27)2 /Rs /Rg \/{97E \fs\/>)+7(uf—u%)> exp—|82|2

If we define:
e i V8y/0p = (uf — uf)
a® = a(s) := = ,
V95
than
1

7/R3/ (w — /i) F(v) f<(w)|w — /mv]dwdy

~y
1. E/ |s|? |2|? dz ds

= — exp ——— 0% (z—a)exp—— |z — af| ——=
vapf R3 P75 R3 g ) exp 2 | |(27r)g (2m)

Nl

1 82 ds
VPFPfo/ eXP—2|Q( “(s ))(277)

3
2

where we used the Definition 8.106 of the function ¢q. By using the property (8.109) and the
definition of a(s), we deduce that

/R/R — V) F<(0) f(w) w — /o] dwdo
- . ds

— i Lo 5 [ exp( >q<| Sllfrs

82 S

— o 0505 — ) [ e (—'2'>q<|ae<s>|> 5

7)

Njw
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Since for all 6 > 0, g € C2([0,]), as detailed in Lemma B.13, we can write g via the Taylor
expansion around zero. Moreover, from Lemma B.13, we also have the boundedness of ¢’ on
[0,0]. So, by defining M := max,¢[o 4 ¢'(7), we deduce that

82
[ e e ~a@as < 25 [ e BLas

thanks to the Taylor’s Theorem. Hence

[s[? |s]* 3
/RSeXp—fq la“(s ds—>/ eXp—fq 0)ds = g(0)(2m)z,

as 0 — 0. Moreover, Ve < €
3/4

T s — ' 2 — i

which converges to zero almost everywhere when € — 0, as a consequence of Hypothesis 8.6.
Hence, thanks to the Dominated Convergence Theorem, we deduce

a*(s)]* M
2 260

n

a9~ 2(0)] = L7 Ra(la (o)) < MY

2
\f - exp —@sé(]ae(s)\)ds — 0,

since there exists € such that the term 4(1(!a6(5)|) is uniformly bounded on [0, §] and also

Jrs exp —%sds = 0. O

This second lemma establishes the limit of the terms I1 (F*, f¢) and Iy(F*€, f¢) appearing in
the surface’s temperature equation (8.90). Then, from formula (8.96) a relation between the
limit temperature can be deduced.

Lemma 8.10. For hard-sphere collision kernel, the rescaled terms I (F€, f€) and Io(F*€, f€)
in the limit ¢ — 0 behave like

L(F ) = 7r/R3 /R3 Fefely/nv — wldvdw — ﬂql(O)pprG}/Q,

and

BF ) =7 [ [ P - wPdedw - mas(Oprorty”,

for hard-sphere collision kernel, where q1(0) = 2\/27 and q3(0) = 8\/%
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Proof. Let’s consider the adimensionalised expressions (8.50) of I1 and I for a general collision
kernel and general functions F' and f. By plugging in the hard-sphere collision kernel and by
explicitly writing the ansatz F¢ and f€, we get

s El dz ds
I (F€, f¢) = mp%p§ exp ——— / \JOsexp——— |z — af| ——=
1(F, f) PEPf s p 9 ( ws VI p 9 | |(27T)g> (271_)%

€ € € 8|2 € ds
= mPppYy/ 0} /RJ exp ———qi(a‘( ))(QW)%
o € € € |S|2 € 2— € ds
=m0 [ =T (0) + e OP e @) 5
_ € 0% . /0E 0 € 0E . /0E ’8’2 € 2- € ds
= oo B O) + oo B [ oxp =Sl P eI 5y

whereas

s 3 z dz ds
I(F€, ) = mp%p§ /R3 exp —— - (/R3 (0%)2 exp — - |z — a6|3 3) :

(2m)2 /) (2m)
3 |s|? ds
— € 0 (0C 2/ o €
TPEPF(07)? [, exp—-as(a%(s)) "
€ €e(pers |8’2 € 2 € ds
= oo (0)? [ exp = (00(0) + 0 Pas(a () ——
(2m)>
€ €/pe\s € €/pe\s |8’2 € 2— € ds
= 00307 as0) + mf0)F [ exp = la(5) Pt (9))——5-
R3 27‘(‘ 2

where we performed the same change of variables as in Lemma 8.9 and we used the same
notation. Thanks to the continuity of the functions ¢, and g5 (see Lemma B.13), as ¢ — 0,

ja“(s)P@ (Ja“(s))) = 0 and  [a*(s)[*g5(la“(s)]) — O,
almost everywhere. Moreover,
01(2) =q(0) + Ra(x),  a3(x) = q3(0) + Ri(z).

Thanks to the properties of q; and g3, we can proceed as in Lemma 8.9’s proof and hence
conclude via the dominated convergence theorem. O

With these tool results, we are ready to prove Proposition 8.16.

Proof of Proposition 8.16. For hard-sphere collision kernel, we know that

.

L ™
y /Rs /RS (w — /nv) F(v) f(w)]y/nv —w|dwdv + {\/ﬁp%p;(’ll; _ u%)] ’

us
1+n

= lim
e—0
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and
o1
O = lim—0O%
e—0 7y
= lim — 1/ / (v/nv —w) F(v) f(w)]y/nv — w]dwdv + ﬁ\/T Prp;(us — u%)
e—014+n|v Jr3 Jr3 3 PPFPARF A

Thanks to Lemma 8.9, we can hence deduce (8.104). Moreover, thanks to Lemma 8.10, we

have that

21 (FC, f)T5—D(F<, ) = 21q1(0)pspr0y *Tp—mas(0)pprty = 211 (0)psor/07(Tp—20y).

From formula (8.95) we also know that

20(F€, f)T,; — I(F, ) — 0,

and hence (8.105) follows. O

Appendix B

We detail below some of the calculations used in this paper.

Lemma B.11 (Computations for h,(z)). Given a function

2¢4

hn(t,z,2) = — (n-2)e

762|Z|2

ﬂ{z-nZO}v

for ¢ =c(t,x) € R constant in n and z, it holds that

Moreover,

and

/ hn(z) dz = 1. (8.116)
R3
/]R?’ zhp(2)dz = ;\/fn, (8.117)
/ |2|?hn(2)dz = % (8.118)
R3 c

The interested lector can find the proof of these results in [58, Annexe C.]

Lemma B.12 (Expression of g, q;, and g3). For all a € R3,

where

1

q(laf) =

Ve

s =alal) (8.119)

{2lalLa(lal) + Flal ™ Talal) = 5 lal"*To(lal) + 1 oP(la) + 5 Ja(la) |
(8.120)
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with, for k € Nz € Ry,

Ii(z) = /O the=/2at,  Jy(x) = / the=/2 qt.

Moreover,
_Ww?  dy

a(a) = /11@3 la —yle™ > (2m)3/2

— = (2lalallal) + Flal Ta(la) + 2A(ja) + loP(la)

— o dy
wa) = [ oyt o

1 4 1

= 5= (210 1alal) + FlalTa(la) + ol To(al) + g5l (e + el Ta(al) + 275(1a). )

Proof. The equalities (8.119) and (8.120) are shown in [76, Lemma A.3] O

Lemma B.13 (Properties of ¢, g, and q3). The functions q(-), q,(-), and gs(-) are C%([0, +00)).
Moreover, for all § > 0, they are bounded on [0,6], as are their first and second derivatives.

Proof. Via the expression (8.120), thanks to the fundamental theorem of calculus, we deduce
the continuity of g on (0, +00). Moreover, by applying a first order Taylor expansion of I, and
I around zero, we can show the continuity of g in zero. Indeed, I4(0) = I5(0) = 0 and, from
the fundamental theorem of calculus, we also have that I (z) = zte*"/2 and Ij(z) = 28¢~="/2.
Therefore:

16

o Varae) - im [ ZB@Y 8 8
Jim VErg(a) = lim {313e) - 0 b S0) = S 0) =

and hence the conclusion. To prove the continuity of ¢’ and ¢”, as well as the one of q;, g5
and their first and second derivatives, the procedure is analogous.

Given ¢ > 0, the boundedness of g, q;, and g3, and their derivatives, over [0, d] is a direct
consequence of their continuity over [0, co). O
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