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Résumé de la thése

Cette thése porte sur la modélisation des plasmas de silane-hydrogéne entretenus par décharge a
couplage capacitif radiofréquence. Un tel modéle est requis pour la compréhension et le controle
de la formation et du transport des nanoparticules (1-10 nm) générées dans les plasmas de silane
typiquement utilisés pour la déposition de films minces de silicium pour applications photovoltaiques.

Dans une premiére partie de la thése, une dérivation compléte des équations fluides pour un
plasma réactif bi-température, partiellement ionisé, poly-atomique, magnétisé, est effectuée dans le
cadre de la théorie cinétique des gaz. A partir d'une analyse asymptotique de 1’équation de Boltz-
mann, la méthode de Chapman-Enskog a permis d’obtenir les équations d’ordre zéro en le nombre
de Knudsen, qui correspondent au régime “Euler”; et les équations d’ordre un qui correspondent
au régime “Navier-Stokes-Fourier”. Le développement asymptotique repose sur I’hypothése fonda-
mentale selon laquelle la racine carrée du rapport des masses est proportionnelle au nombre de
Knudsen. En outre, les temps caractéristiques des collisions inélastiques électrons-lourds ont été
supposés grands devant les temps caractéristiques des collisions élastiques, induisant ainsi une ther-
malisation plus rapide des électrons que des espéces lourdes. Les flux de transport sont exprimés en
termes des gradients des variables macroscopiques, pour le cas d'un plasma faiblement magnétisé.
Les coefficients de transports associés sont obtenus au moyen de crochets intégraux. De nouveaux
couplages entre les degrés d’énergie interne et les forces de diffusion électroniques ont ainsi été mis
en évidence dans le cas d’un plasma poly-atomique.

Un logiciel de simulation numérique pour un procédé de dépot chimique en phase vapeur (CVD)
a ensuite été implémenté en langage FORTRAN. Etant donné la configuration axisymétrique du
probléme, une solution auto-similaire de I’écoulement est recherchée le long de 1'axe du réacteur,
dans I'hypothése isobare posée dans la limite d'un faible nombre de Mach. Les équations sont
discrétisées a I'aide d’une méthode de différences finies. Une solution stationnaire est obtenue au
moyen d’un schéma temporel implicite de Newton. Les propriétés de transport sont calculées grace
a la librairie EGLIB, et les données de chimie du gaz sont implémentées dans Chemkin. Un excellent
accord est trouvé avec les résultats du cas test de réacteur CVD.

L’outil de simulation numérique est ensuite étendu du cas d’un gaz composé d’espéces neutres au
cas d'un plasma radiofréquence bi-température. Les équations générales obtenues dans le cadre de la
théorie cinétique des plasmas bi-température sont simplifiées. L’équation de Poisson pour le potentiel
électrique et 1’équation d’évolution pour la température électronique ont été couplées aux équations
de transport des électrons et des espéces lourdes. Le modéle fluide, couplé & un mécanisme chimique
bi-température du gaz, est mis en oeuvre dans les conditions typiques de I’épitaxie par plasma basse
température. Les densités des principales espéces sont en accord avec les données expérimentales
de la littérature. Une nouvelle condition aux limites pour le potentiel est implémentée, permettant
I’étude de la tension d’auto-polarisation apparaissant au niveau de l’électrode RF sous effet de
formes d’ondes asymétriques sur mesure, pour la premiére fois pour un plasma de silane.

Le code a ensuite été enrichi a I'aide d’'un modéle sectionnel pour la distribution en tailles et en
charges des nanoparticules de silicium. La comparaison avec les résultats expérimentaux existants a
permis d’étudier I'influence du coefficient d’accommodation du silane sur la croissance surfacique des
nanoparticules. L’étude de la phase initiale de développement des nanoparticules a mis en évidence
I’accumulation rapide de particules négatives et, dans une moindre mesure, de particules neutres. En

il



RESUME

revanche, a ce stade du processus, et pour le mécanisme réactionnel étudié, les particules positives
sont en proportion négligeable devant les particules négatives ou neutres, et leur contribution au
dépot est marginale.

Le modéle développé dans cette thése ouvre ainsi la voie a une étude systématique de 1’évolution
du plasma en fonction des conditions de dépot et de 'influence des nanoparticules sur les propriétés
physico-chimiques du plasma.
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Chapter 1

Introduction

Plasma processing covers a wide variety of processes used in industrial applications, including
semiconductor processing, production of flat panel displays, but also plasma treatments used in
aerospace, automotive, biomedical, or waste management industries. Many examples of plasma
processing applications can be found in |[LL05| [CC02]. Plasma is generally described as a fourth
state of matter, in which molecules and atoms are ionized into freely moving charged particles,
namely electrons and ions. Plasma discharges used for industrial applications are generally obtained
via electric or magnetic excitation of a feedstock gas. In most industrial applications, plasmas are
low-temperature, in the sense that the heavy species temperature remains close to the room temper-
ature, while electron temperature is of the order of a few eVs. Such plasmas are in general weakly
ionized.
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Figure 1.1 — Schematics of various crystalline solar cell structures, as presented in [Sagl0]. (a) PERL.
(b) HIT. (c) BC-BJ. (d) Interdigitated back-contact (IBC) cell. (e) Buried-contact cell structure.

Plasma enhanced chemical vapor deposition (PECVD) is commonly used in the production
of photovoltaic solar cells. This technique has indeed a lot of advantages for the deposition of
thin-film semiconductor materials. Compared to thermal chemical vapor deposition, PECVD is
a low-temperature process, which can be required when depositing over a temperature-sensitive
structure, or over a multilayer structure with different thermal expansion coefficients. Besides,
plasma discharge processes in general allow to enhance gas-phase and heterogeneous reactions,
possibly resulting in an increase in the deposition rate and a better use of feedstock gas. In particular,
PECVD is commonly used in crystalline silicon (c-Si) solar cells manufacturing for anti-reflective
coating and passivation by SiN, deposition.
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Cluster tool

Figure 1.2 - PECVD cluster with six plasma chambers, a sputtering and a vacuum characterization
chamber, used in LPICM facility [Carl4]|. The equipment was bought by Total and is shared with
LPICM.

As illustrated in Figure 1.1, the structure of crystalline silicon solar cells has evolved considerably
over the last decades, allowing for a dramatic improvement of cell efficiency. The fabrication process
now involves a complex step-by-step procedure similar to semiconductor devices, and in many cases
plasma processing is seen as an interesting alternative to other available deposition or texturing
techniques. Figure 1.2 shows a picture of a cluster tool used in Laboratoire de Physique des Interfaces
et des Couches Minces (LPICM), allowing for automated multi-step processing of solar cells without
breaking the vacuum. Many kinds of plasma processing techniques may be used depending on the
technology. Aside from PECVD, plasma may be used in texturing, sputtering, etching or cleaning
processes.

The apparition of nanoparticles and microparticles in silane plasma discharges has been observed
very early and is now well referenced [BB93| [PBEL94| [BBH96| [Bou99]. In semiconductor manu-
facturing, the need for size reduction made such “dust” particles highly undesirable. Semi-conductor
industry is now heading towards devices of 10 nm or smaller [[TR15|, a scale at which even “small”
nanometer-sized particles are a potential threat to material quality. Although solar cell fabrication
does not require so far such a high-resolution material processing as semiconductors, electronic de-
faults are an important source of efficiency reduction and lifetime degradation, and micrometer or
nanometer-sized particles may also have undesirable effects during solar cell fabrication processes.

It is well known that the particle formation process generally occurs in three distinct phases
[BB93] [RICNTD*07]. In the first phase, nanoparticles are rapidly nucleated with radius up to 10 nm
and concentrations up to 10°-10° cm~2. In a second phase, particles tend to agglomerate and form
clusters with up to 50—60 nm diameter, and the nanoparticle density decreases drastically. In the last
phase, large particles continue to grow by surface deposition of SiH, molecular species. As illustrated
in Figure 1.3, dust formation also strongly depends on pressure. For low values of pressure, no dust
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Figure 1.3 — Deposition rate of silicon thin films as a function of pressure for a 3 % silane in hydrogen
mixture at 250 °C under an RF power of 22 W. The deposition rate of a standard a-Si:H film is also
given for comparison. [RICNTD*07].

formation occurs, while increasing the pressure lowers the time for onset of nanoparticle coagulation.
In this thesis we are interested in the transition between pristine conditions, corresponding to the
deposition of amorphous silicon, and conditions of dust formation, where deposition is strongly
perturbed by the presence of dusts in the reactor. This transition is associated with an optimum in
the deposition rate, as can be seen in Figure 1.3, and material quality [RiICNTD*07].

Several studies have proved that the presence of nanoparticles, initially seen as a device killer,
can actually enhance the deposition rate or improve the material property. In particular, for the
conditions of Figure 1.3, when the pressure is around 2 Torr, it is possible to maintain a high nanopar-
ticle nucleation rate while still avoiding powder formation [RICNTD*07]. Under such conditions,
silicon thin films with improved material properties can be obtained, also called “polymorphous sili-
con”, or “pm-Si” [RICHS™98| [RiICFiMP02|. Polymorphous films consist in an amorphous matrix in
which nanometer-scaled crystalline structures are embedded. They exhibit optical properties similar
to those of standard amorphous silicon (a-Si:H), but improved transport properties and stability
[RiICHST98| [LKRiC*98], generally attributed to the embedded microstructures. On the other hand,
microcrystalline silicon is made of an amorphous matrix with embedded crystalline domains of up
to several nanometers, and exhibits poor optical properties compared to amorphous silicon, but
improved electrical properties and stability. Polymorphous silicon thus combines the advantages
of both amorphous silicon and microcrystalline silicon [RICHS™98|, with intermediate properties
between a-Si:H and pc-Si:H [SHSRiC9g|.

Similarly, when a (100) crystalline substrate is used under conditions close to powder formation,
low-temperature plasma enhanced epitaxy can be achieved with a deposition rate above 1 A.s™!, a
sharp porous interface, and film thickness up to 2 — 4 pm |[CLRiC11] [RCL12|. Figure 1.4 shows
images obtained via high resolution transmission electron microscopy (HRTEM) of an epitaxial
silicon layer (epi-Si) on a crystalline silicon (c-Si) wafer [Carl4], assessing the quality of the epitaxial
layer. Such an epitaxial growth of ultrathin crystalline silicon is now seen as an interesting technique
to reduce further material cost in the production of crystalline silicon solar cells. Indeed, reducing
the thickness of the active material up to a few pum requires to develop new techniques, since

3
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Figure 1.4 — HRTEM cross section image of the epi-Si/c-Si interface (Left), and diffraction patterns
obtained in the bulk of the epitaxial layer (Upper right), respectively in the substrate (Lower right)
[Carl4].

traditional wafer slicing techniques are reaching their limit of capability and induce a significant
material waste. Besides, low cost ultra thin silicon layers are required to develop flexible solar cells
or large area electronics. Encouragingly, a transfer process of PECVD-grown ultrathin crystalline
silicon layer onto a glass substrate has been developed, thus allowing for potential reuse of the
single-crystal parent substrate for several epitaxial growth [CCCB*16]. The ability to control the
thickness and doping profile of the epitaxial layer is also an interesting possibility for photovoltaic
applications. Finally, epitaxy of silicon on GaAs has also been achieved, opening the path for an
improved integration of ITI-V semiconductors with silicon in photovoltaic tandem devices [CCM™T16].
Due to the extreme complexity of PECVD process and the relatively scarce experimental char-
acterizations available, numerical modeling is highly desirable for studying chemically reactive non-
thermal plasma discharges. Two main approaches are generally followed, depending on the Knudsen
number, which is the ratio of the characteristic mean free path {° to the reference macroscopic length
LO
lO
= 75
The kinetic approach is required for high values of the Knudsen number, although it might reveal
computationally expensive, and fluid models are usually preferable for low values of K,,. In this
thesis, the pressure considered range from 600 mTorr to 2 or 3 Torr. For such relatively high
pressures, the Knudsen number is sufficiently high to justify the use of a fluid model. An upper
bound for the mean free path in a weakly ionized mixture can be estimated from the carrier gas
characteristic density n° and the characteristic elastic scattering collision cross-section ¢, as
1°= ! .
n%q?

Kn

An estimation of the Knudsen number for a 2 cm-gap hydrogen plasma discharge reactor, at a
gas temperature of 500 K is presented for different values of pressure in Table 1.1. The results
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confirm that the fluid approximation is justified in this work. Additionally, fluid models are less
computationally intensive than kinetic models.

Table 1.1 — Estimation of the Knudsen number for different pressures in a 2 cm-gap hydrogen plasma
discharge reactor, at a gas temperature of 500 K. The molecular radius of hydrogen is taken equal
to 1.372 A [CC70].

p (Torr) mn (cm™3) Kp,
0.5 9.5 x 105 8.9 x 1072
075  1.4x10" 59x107?
1.0 1.9 x 10" 4.4 x 1072
2.0 3.8 x 101¢ 2.2 x 1072
2.5 4.8 x 1016 1.8 x 1072

An important challenge is then the full derivation of macroscopic fluid equations from the Boltz-
mann equation for non-thermal plasmas. The first derivation of fluid equations for multicomponent
partially ionized two-temperature plasmas from the kinetic theory was achieved by Magin and
coworkers [MDO04] [GMMO09|. They work used a scaling proposed by Petit and Darrozes |[DP75]
accounting for the strong disparity of masses between electrons and heavy species, thus filling the
gap between the Lorentz gas model and traditional Chapman-Enskog theory of multicomponent gas
mixtures. The effect of magnetic field and chemical reactions were also taken into account |[GGO3|
[GMMO09| [GGMM10]. The description of internal energy levels is also an important feature of a
multicomponent reacting gas mixture [WT62] [MYMG63] [Gio99]. Therefore, an extension of two-
temperature kinetic theory of partially ionized reactive plasmas to the case of polyatomic mixtures
is highly desirable.

In both pure silane and silane-hydrogen plasma discharges the complexity is increased due to the
combined presence of silicon containing molecules of various sizes and charges, and light molecules
such as atomic and molecular hydrogen, and hydrogen ions. The chemical kinetics of hydrogen
plasma has been extensively studied and a number of numerical studies have been carried out on
Hy plasma discharges. We mention in particular the tremendous work carried out by Capitelli and
coworkers from Universita degli Studi di Bari [GCC*92] [DCLO05] [LD09]|, and also by Hassouni
and coworkers from Université de Villetaneuse [HGCL99] [HGG99] [HLGT05], on hydrogen plasma
chemical kinetics and hydrogen discharge modeling. On the other hand, silane plasma discharges
have also been investigated numerically [Kus88| [SGA02] [LAMO06]|. However, due to the very large
number of chemical species involved, the chemical kinetics of silane plasma discharges is not known
with such a high precision as for pure Hy discharges, and comparison with experimental data are
scarcer than for Hy. Investigation of regimes in which nanoparticle nucleate and grow have also been
carried out for different conditions. The main contributions to the description of particle formation
and particle dynamics are due to Girshick and coworkers [BKGO03] [WGO07] [AG12] from University
of Minnesota, and to Bogaerts and coworkers [dIBGG04| [dBGO06| from Universiteit Antwerpen.

In this thesis, a model for a radio-frequency silane-plasma discharge reactor has been developed,
implemented, and applied successfully to the study of silicon thin films deposition by PECVD. A
new fluid model for multicomponent non-thermal polyatomic reactive plasmas has been derived from
the kinetic theory. This derivation extends the pioneering work of Magin and coworkers [MDO4]
[GMMO9] to the case of polyatomic molecules and ions. In the limiting case of neutral multicom-
ponent gas mixtures one retrieves classical multicomponent Navier-Stokes-Fourier equations and
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self-consistent expressions for transport coefficients [Gio99] [GMMO09]. The latter “neutral” model
has been implemented numerically, and applied to the modeling of chemical vapor deposition of
silicon for validation against a benchmark model from the literature. The CVD numerical model
has then been extended to the modeling of radio-frequency silane plasma discharges in the Torr
regime. The software has been used to study the deposition of amorphous silicon by PECVD under
discharge conditions intermediate between a-Si:H and pc-Si:H, that is conditions where nucleation
of nanoparticles is enhanced but coagulation remains controlled. Results are in line with available
numerical and experimental data. The influence of silane dilution ratio and RF power has also been
investigated. The study of the DC bias potential under asymmetric excitation was also carried out
for the first time in silane-hydrogen. Finally, the model was enriched with a sectional model for
nanoparticles with sections of size and charge, following the work of Girshick and coworkers [WGO07|
[AG12|. The nanoparticle surface growth rate was tested against experimental data, and simulations
have been performed under conditions close to powder formation in the early stages of nanoparticle
growth. The outline of this work is detailed below.

In Chapter 2, a self-consistent fluid two-temperature plasma model for a multicomponent re-
active polyatomic mixture is derived from the kinetic theory of gases. A generalized Chapman-
Enskog method is used on the basis of an asymptotic analysis of the Boltzmann equation taking
into account the strong mass disparity of masses between electrons and heavy plasma species. The
zeroth-order “Euler-type” and the first-order “Navier-Stokes-type” fluid equations, are given along
with self-consistent expressions for transport fluxes in terms of macroscopic variable gradients and
transport coefficients. The transport coefficients are expressed as bracket products of the perturbed
species distribution functions. This complete model derived from kinetic theory is a generaliza-
tion of standard non-thermal plasma fluid models, and opens the path for an improvement of low
temperature plasma fluid modeling.

In Chapter 3, a numerical implementation of a chemical vapor deposition (CVD) model is car-
ried out. A software has been written in FORTRAN, and has been validated against a numerical
benchmark for thermal chemical vapor deposition of silane. The results show an excellent agreement
with the benchmark model.

In Chapter 4, the software is enriched and applied to the modeling of a radiofrequency discharge
in silane-hydrogen. The equations derived in Chapter 2 are simplified and standard fluid plasma
equations are retrieved. Conditions close to powder formation are investigated. The results are
in good qualitative agreement with previous studies of nanoparticle nucleation in silane-hydrogen
discharge. A self-consistent calculation of the DC bias voltage is further implemented, to evaluate
the effect of the discharge chemistry on the DC bias under asymmetric electrical excitation.

In Chapter 5, the model is enriched with a sectional model for nanoparticles. The effects of
nucleation, coagulation, surface growth, transport and charging of nanoparticles are taken into
account. The software is fully coupled and fully non-stationary, thus allowing for an investigation of
the early phase of nanoparticle formation. The influence of the nanoparticle surface growth rate on
nanoparticles is studied, and compared to experimental data. The temporal evolution of the main
plasma and nanoparticle species density profiles are also investigated.

Finally, in Chapter 6, this work is summarized and perspectives are drawn for future work.
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Chapter 2

Kinetic Theory of Non-Thermal Reactive
Polyatomic Plasmas

2.1 Introduction

One of the main challenges in the field of plasma fluid modeling is the comprehensive derivation of
macroscopic fluid equations. At the kinetic scale, the plasma is well described by the fundamental
Boltzmann equations. Thus, the full derivation from the kinetic theory is the only way to develop
a self-consistent fluid model for a given plasma regime on a sound basis. Moreover, only the kinetic
theory yields the transport coefficients for fluid models, and the knowledge of the mathematical
structure of the conservation equations is desirable for the design of appropriate numerical methods.

Two main methods may be used for the derivation of fluid equations from kinetic models [Str05]:
the moment-based method |Gra58] [Zhd02], and the Chapman-Enskog procedure [CC70] [FKT72]
[HCB64|, which have notably proven successful in the analysis of multicomponent neutral gas mix-
tures. Both methods rely on approximating the Boltzmann equations by using a finite number of
moments of the species distribution functions. They differ in the choice of moments and the closure.

The Chapman-Enskog method was first developed by Chapman [Chal6] and Enskog [Ensl7|
separately, for a simple gas or a binary gas mixture of monoatomic molecules. The method was
then extended to multicomponent monoatomic gas mixtures by Hellund [Hel40], Hirschfelder and
Curtiss [CH49|, and Waldmann [Wal58]|, to simple polyatomic gases by Wang Chang and Uhlen-
beck [WCU51], and finally to multicomponent mixtures of polyatomic molecules by Waldmann and
Tritbenbacher [Wal58| [WT62] and by Monchick, Yun and Mason [MYM63|. A fully quantum me-
chanical treatment was given by McCourt and Snider [MS64| [MS65]| using the quantum mechanical
Boltzmann equation derived by Waldmann [Wal57] and Snider [Sni60]. Later on, chemically reac-
tive collisions have been taken into account in the case of monoatomic [PX49| or polyatomic gas
mixtures [LH60] [ACG94] [GGI5] [EGI4].

On the other hand, the moment method was first developed by Grad |Gra58|, and had been
put aside for a long time, because the associated entropy production rate was not positive. Recent
developments in the field of rarefied gases have led to the derivation of a 13 moments regularized sys-
tem, also called “R13” [Str05], which has the desirable entropy structure [ST07| [Tor12|, and yields
smooth shock structures at all Mach numbers [T'S04]. Such moment equations are a good candidate
for bridging the gap between the microscopic or molecular Boltzmann equation and the macroscopic
Euler or Navier-Stokes-Fourier equations, unlike the Burnett and Super-Burnett equations corre-
sponding to the second-order and third-order of the Chapman-FEnskog expansion, respectively, which
are known to yield an unproper entropy structure and are unstable [Bob82| [Tor16|. In this work
we will consider fluid models corresponding to the first-order Chapman-Enskog expansion, because
Navier-Stokes type equations are sufficient for the modelling of silicon deposition processes.

The first kinetic model for a binary gas mixture composed of light and heavy species was derived
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by Lorentz [Lor05] [CC70|. This model, also referred to as the “Lorentzian gas”, assumed that the
heavy molecules were not altered by their collisions with light particles, and that mutual encounters
between light particles were of negligible influence compared to encounters with heavy molecules.
However, when considering a multiscale analysis of the Boltzmann equations for ionized gases in the
fluid regime, both the Knudsen number K,, and the ratio of the electron mass over the heavy-species
characteristic mass
€=4]— 2.1.1

- (21.1)
tend to zero. As shown by Petit and Darrozes [DP75|, the Boltzmann equations exhibit a singularity
in the limit ¢ — 0,K,, — 0, which might be solved upon assuming that the Knudsen number is

proportional to the small parameter
K, X €. (2.1.2)

Such a scaling accounting for the disparity of masses allows for thermal non-equilibrium between
light and heavy species, and is the scaling considered in the present work. This scaling was first
applied by Degond and Lucquin [DLD96]| [Deg07] to the derivation of a two-temperature macroscopic
fluid model for a binary mixture made of electrons and positive ions.

Another important feature of multicomponent plasmas is the influence of the magnetic field,
which induces anisotropic transport fluxes [CC70] [FK72|. Giovangigli and Graille [GG03| [GGO09]
derived macroscopic equations together with expressions for transport fluxes and transport coeffi-
cients for magnetized plasmas. Their work included the effects of internal degrees of freedom and
chemically reactive collisions, along with new symmetric formulation of the nonisotropic transport
coefficients, but they did not take into account the strong disparity of masses nor the possibly
associated thermal non-equilibrium between electrons and heavy species.

In the meantime, Magin and Degrez [MDO04| developed a model for multicomponent non-thermal
plasmas, where they introduced the scaling of Petit and Darrozes [DP75| in order to account for
thermal non-equilibrium. Their model was improved by Graille, Magin and Massot [GMMO09], who
further investigated the strongly magnetized case. They also accounted for electron impact and
ion or neutral impact ionization reactions [GMMO08] [MGMO09|. However, none of these models
considered the case of polyatomic molecules and ions.

In this chapter, we derive from kinetic theory a unified multicomponent fluid model for partially
ionized plasmas taking into account the following features

e Thermal non-equilibrium between electrons and heavy species, namely neutrals,
negative or positive ions.

e Presence of polyatomic molecules with excitation or de-excitation of the heavy
species’ internal degrees of freedom.

e Influence of the external electro-magnetic field E and B on the plasma, under the
assumption that the magnetic field is weak.

e Occurrence of chemically reactive collisions.

We will follow the framework adopted in [GGO3] [GMMAO09], generalizing the Chapman-Enskog
procedure in the wake of a dimensional analysis of the Boltzmann equation.

In section 2.2, we introduce the kinetic framework. In section 2.3, we set the scaling hypotheses
and derive an asymptotic expansion of the Boltzmann equations. In section 2.4, the Chapman-
Enskog procedure is applied on the basis of the proposed scaling. The transport fluxes are ex-
pressed in terms of macroscopic variable gradients and transport coefficients in section 2.5. Finally,
section 2.6 synthesizes the macroscopic equations obtained.
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2.2 Kinetic Framework

We consider a plasma composed of electrons and a mixture of heavy species, namely atoms, molecu-
les, or ions. We adopt a semi-classical framework, in which the translational motion of the particles
is treated classically, whereas the internal degrees of freedom are treated quantum mechanically
[Wal58] [WT62| [Gio99]. Moreover, the system is considered to be sufficiently dilute so that one can
consider only binary collisions.

2.2.1 Species distribution functions

The plasma is described as a multicomponent gas mixture of electrons, neutrals, and ions. To each
species is associated a corresponding distribution function. The electron has only one internal degree
of freedom, namely its ground state, and its distribution function reads f. (¢, x, c.), where t is the
time, @ is the three-dimensional spatial coordinate, and ¢, the velocity of the electron. The quantity
fe (t,x, c.) dede, represents the expected number of electrons in the volume element da located at
x, whose velocity lies in de. about velocity c. at time .

On the other hand, we denote by $ the indexing set of heavy species, which can be ionized or
not. For each i € §), we introduce the set of internal degrees of freedom associated with the i
heavy species ;. The distribution function for the i heavy species then reads f; (¢, x, ¢;, 1), where ¢;
denotes the velocity of the molecule, and 1 € £; its quantum state. The quantity f; (¢, x, ¢;, 1) dede;
represents the expected number of molecules of the i heavy species, having internal state I, in the
volume element da located at &, and whose velocity lies in de; about velocity ¢;, at time ¢. Finally,
we denote by & = $ U {e} the indexing set of the plasma species.

In the kinetic framework, the macroscopic properties of the mixture can be recovered as moments
of the species distribution functions. Indeed, for each k € &, the number density of the k' species,
i.e., the number of particles per unit volume, is given by

np= Y /fkdck, (2.2.1)

KEQy

so that the mass density of the k' species is

Pk = MpNg = Z /mkfk dck, (222)

KENg

where we have denoted by m;, the mass of the k™ species. We also introduce the molar mass of the
k™ species
my, = Nymy. (2.2.3)

The hydrodynamic velocity of the mixture v is given by

pU = Z Z /mkckfk dck, (224)

keS ke,

where p = >, _s pr is the total density. Finally, the internal energy per unit volume of the mixture
£ is given by
wvv+ €= Z Z / (Ampey, - ep + Ew) frdey, (2.2.5)
keS key

where Ey, is the internal energy of the k" species in the K quantum state.
The species distribution functions are then governed by generalized Boltzmann equations that
take into account the reactive aspect of the mixture.
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2.2.2 Boltzmann equations

We denote by f, = (fi);cs the family of heavy-species distribution functions, and by f = (fi),ce =
(fe, fn) the complete family of species distribution functions. The subscript “h” refers to the set
of heavy species. The Boltzmann equations governing the species distribution functions read in an

inertial reference frame [CC70] [FK72] [Gio99] [GMMO9]
Orfe+ € Onfe+ [E—l—ce/\B] Oc. fe=S.(f)+C.(f), (2.2.6)

Ocfi +¢i-Ofi + E[E+ciAB] 0, [i =S (f)+Ci(f), ieh. (2.2.7)
For k € &, the term S (f), denotes the scattering or nonreactive source term for the k™ species,
Ci (f) the chemically reactive source term, and ¢ the charge carried by the k' species, while E
and B refer to the electric and magnetic fields, respectively. We will often formulate the Boltzmann
equations (2.2.6), (2.2.7) in the more condensed version

Di(fr) = Sk(f) +Ci(f), k€6, (2.2.8)
where Dy, denotes the usual streaming differential operator
Di(frx) = Oufr + i O fr + ngk [E + ¢, ABJ| - 9, fi- (2.2.9)

Scattering source term The general scattering source term Sy, for the &' species, where k € &,
accounts for the change in the k' species distribution function due to nonreactive collisions with
any other species [ € &. Since we have assumed that the system is dilute, we can consider only
binary collisions, and &y is in the form

= Sulfi: fr), (2.2.10)
=S

where Sy, denotes the scattering source term for the k' species due to nonreactive collisions with
molecules of the [ species

Ak AL LKL/
Su (f Z / fidi k,al = fufi)ler — o™ dwyder. (2.2.11)
KEQk ferc! SRt
L,L' €9,

The variables cy, ¢}, represent the velocities of the k'™ species respectively before and after collision,
K, K’ refer to the internal energy states of the k™ species respectively before and after collision, ¢, ¢
represent the velocities of the ' collision partner, and L, L’ refer to the internal energy states of the
™" species, respectively before and after the collision

(ex, K) + (¢, L) — (¢, K') + (¢}, 1)). (2.2.12)
For k € &, K € Qu, apx is the degeneracy of the K™ quantum energy shell of the k" species,
and f, = fi(t,x, e, K), fi = fiu(t,z,c),K') denote the distribution functions of the k™ species,
respectively before and after collision. We have also introduced the directions of the relative velocities
respectively before and after collision
cr — ¢ , ¢, — ¢

ek —al’ ¢k —al’
and we have denoted by UKLK “" the collision cross-section, also called the “differential cross-section”,
associated with a blnary collision between the k™ and I*" species. One could also work with transition
probabilities Wi rather than with classical collision cross-sections o<, Transition probabili-
ties are notably interesting with reactive collisions, since the term Ci(f) is then much easier to write.

For binary collisions, we also have the identity [LH60| [ACG94] [GGI5]
i — ¢|oi < dw), = WY de dc). (2.2.14)
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2.2. KINETIC FRAMEWORK

Reactive source term For the reactive, or chemistry, source term Ci(f), we consider a chemical
reaction mechanism composed of an arbitrary number of elementary reactions. Unlike for the
scattering process, we take into account multiple reactive collisions, including triple reactive collisions
since recombination reactions cannot often proceed otherwise [Kug91| [ACG94| [GGI5|. If we denote
by % the set of reactions, each chemical reaction r € % can be written in the form

dom= ) My, re (2.2.15)

keg™ keBr

where 91, denotes the chemical symbol of the k" species, and where " and B" are, respectively,
the indices for the reactant and product species in the 7" elementary reaction, counted with their
order of multiplicity. The letters §" and 8" are mnemonic for the forward and backward directions,
respectively. We denote by v and v the stoichiometric coefficients of the k™ species among
reactants and products, respectively, and we also denote by F” and B" the indices of internal energy
states for reactants and products, respectively. In other words, the forward and backward coefficients
vi. and v, are the order of multiplicity of the k™ species in §" and B", respectively. For a given
k € &, §% denotes the set of reactant indices where the index for the k™ species has been removed
only once and we introduce a similar notation for B}, F}. and BJ.
The reactive source term, Ci(f), then reads

k() =D _Ci(f), (2.2.16)

reZz

where Ci(f) is the source term for the k™ species due to the r'™ elementary reaction

I1 8
crf)=vt Z/ 11 % Jeﬁ T ~ [T f)wea [ de ] de (2.2.17)

Fl,B" JEBT ez 1EFT (IS JjEBT
H /BjJ
"‘I/]ZbZ/ Hfz ]E% ﬁ H f] Wr%r Hdcl H de.

T ; T
FT,BY 1€F" e JEBT IS JEBL

In these expressions, the statistical weight [Six is given by

h3
K= ——, 2.2.18
Bk akaz ( )

where h, is the Planck constant, my, is the mass of the k' species, and ay, the degeneracy of the K"
energy shell of the k' species. Finally, WX &, is the transition probability for a reactive collision in
which the reactants §” with internal energy states F” are transformed into products 8" with internal
energy states B". The sums over F", respectively F}, represent the sums over 1 € 9, for all ¢ € §",
respectively i € §}. Similarly, the sums over B", respectively B, represent the sums over J € Q;

for all 7 € B", respectively j € Bj. Several examples for different types of reactions are given in
[Gi099).

2.2.3 Heavy-species reference frame

Given the strong disparity of masses between electrons and heavy species, it is natural to choose a
reference frame associated with the motion of the heavy species [GMMO09|. We thus introduce the
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CHAPTER 2. KINETIC THEORY OF POLYATOMIC PLASMAS

mean electron velocity and mean heavy-species velocity

PeVe = /mecefe de,, (2.2.19)
PrU = ZZ/ijjfj de;, (2.2.20)
JEH 1€Q;

where the subscript “A” refers to the set of heavy species. The heavy-species mass density reads
Ph =D e Pjs SO that
P = pPe+t Ph- (2.2.21)

The hydrodynamic velocity of the fluid defined in (2.2.4) is then such that
PU = PV + Prvy,. (2.2.22)

We also introduce the peculiar velocity of the k' species with respect to the heavy-species reference
frame

C.=c,— Uy, ke 6, (2223)

and denote by fi(t,z, C}, K) the distribution function of the k' species in the new reference frame.
In this frame, the streaming operator D, reads

Di(fr) = Oufis + (Crk + vn) - Oz fi + % [E + (Cy +vi) AB] - 8¢, fx (2.2.24)

k
D’Uh

i -0c, fr — (Oc, fr ® Ci) : Ozv,

where % is the time derivative following the heavy-species velocity reference frame

D

57 =0+ v e (2.2.25)

The scattering source term (2.2.11) may be rewritten using the new velocities Cy, k € &, in the
form

Ak @
Su(fis f)=>_ > / Tl o = Jef) |G - Cy o duwl,dC, (2.2.26)
le6 K'ey !
L,L'eq;
where o< is the collision cross-section in the new reference frame, and the unit vectors read
C,—-C , C,—C,
Wi =5~ Wy = A 2.2.27
c-al o) (2220

Finally, the reactive source term (2.2.17) now reads in the new reference frame

H /BjJ
— Z/ 11+ ]El—%;ﬁ [T #)ywes T ac: I de; (2.2.28)

Fl,B" jEBT ie5 ieF” €T, jEBT
'gr BjJ
+u};bz/ 115 - JH@I 11 fwes T1dc: 1] ac;.

S €3 JjesBT IS JEBY
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2.2. KINETIC FRAMEWORK

From now on, we will remain in the heavy-species reference frame. The full electron scattering
source term S, then reads

Se (f) = 866+286j7

JEH

— [ 0w €.~ Cul (£7: - £.£) dwiudC, (2229

LYY / o |C= Gy} 22 = 1.1) Al C,

JjENH 1,37€Q;

where C, denotes the velocity of the electron collision partner over which the integration is carried

out, f. = fe(t,az,ée) denotes the distribution function of the electron collision partner, w.; =
C.—C.

Ce—Ce|’
internal energy state reads

and so forth. As well, the full scattering source term S; for the i** heavy species in the 1*®

Si(f) = Sie+25ij>

JEH
= > / o |Ci— CL|(fLf1 22 — [if.) dwdC, (2.2.30)
ren; Ay
ur'y’ A1 Ay
DI /%‘ VCi—Cj\(f{f]{a./a]./ — fifj) dw;;dC;.
jEfJ I,E% 11 73
3,0'€Q;

2.2.4 Conservation laws and reciprocity relations

In the above formulations of the scattering operator Sy, variables before and after collision are
implicitly linked by the following conservation relations

My =M, 9, = M, (2.2.31)
kak + mlCl = ka;c + my 2, (2232)

1 1

5%5921 + By + B, = 5;%19221 + By + B, (2.2.33)

where 9, is the symbol for molecules of the k™ species, and gy = |C—C;| and g}, = |C, — C]| are
the relative velocities of colliding species respectively before and after collision. The first relation
(2.2.31) states the conservation of the chemical species during a binary scattering collision. The
second relation (2.2.32) states the conservation of total momentum during the collision process,
written in the heavy-species reference frame. The third relation (2.2.33) states the conservation of
energy during the collision, written in the center-of-mass frame. Such conservation relations are
taken into account by means of dirac delta functions in the collision cross-sections [LH60] [ACG94]
[GGI5] [Gio99].

As is classical, the forward and reverse collision cross-sections exhibit reciprocity relations in the
form [Wal58] [WT62] [EGY|

/

2 _KLK'L 2 _K'L'KL
ALk Ay, gk‘l Uk}l = Qg Al gkl Uk;l . (2234)
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Since from (2.2.32) (2.2.33)

9 ACAC Wy = gj d(Cy, — C)AC 1w,
= g9t dgrdwidCdw),
= gugi dgydwidCidwy,
= g9y dgydw),dCldwy
= g d(C}, = CdCidwy
= g1 dC},dCdwy,,

we have consequently [Wal58] [WT62] [CCT70| [FKT72]
Arx Ay, Gkl UkLKL dedCldwk,l = Qg Al gfd O',I:l,LIKL dC;dC;dwkl (2235)

Similarly, the reactive transition probabilities WE &, exhibit symmetry properties [LH60| [GG95]
[ACG94] [Gio99]. Indeed, for a given reaction r € Z

W I 8 = wak T 8 (2.2.36)

JjEBT 1e§"

Unlike for the nonreactive source term, the species are not conserved during reactive collisions, and
only elements are conserved [Gio99|

> vilaw =Y vilay, reR 1, (2.2.37)

ke6 ke

where aj; is the number of I** atom in the k™" species, and 2 denotes the indexing set for the
atoms present in the mixture. The conservation of total mass during reactive collisions follows from

equation (2.2.37)
> vitmy = vty (2.2.38)
ke6 ke6

2.2.5 Collisional invariants of the scattering operator

Collisional invariants are associated with macroscopic conservation equations and are therefore of
fundamental importance. Collisional invariants of the scattering operator S appearing in the Boltz-
mann equation (2.2.6)-(2.2.7) are functionals ¢ = (¢),cs, Where 1y = ¥;(t,x, C;, L) is a scalar or
tensor function of ¢, «, C}, and L, whose values summed over the particles involved in a nonreactive
collision do not change during the collision:

Ui + by = iy, + Uy, k1€, (2.2.39)

where 1, = ¥ (t,x, C),,K') and ¢] = ¢ (t,z, C}, 1).
There are n® 4+ 4 linearly independent scalar collisional invariants, which can be taken in the
form [WT62]

Pk = (Okt) e » ke G,

wnerV = (mlClu)lee ) Ve {17 27 3} ) (2240)
S 1

P = <§mzcz -C + E1L>

les

where n® is the number of species in &, and C},, is the component of C; in the v'" spatial coordinate.
The three kinds of collisional invariants thus defined correspond respectively to the conservation of
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chemical species, the conservation of momentum, and the conservation of energy during nonreactive
collisions. For micropolar fluids there is an additional linearly independent summational invariant,
accounting for the conservation of angular momentum [Gra04] [KA61], but we only consider in
this study isotropic mixtures, so that there is no micropolar effects. We name Z the space of
collisional invariants with respect to the scattering operator S, i.e., the space spanned by the family

(wp)l<p<ns+4'
We further introduce a tensorial product defined for scalar functions £ = (&),cg and ¢ = (() e

€=y [asdc (2.2.41)

keS ke,

as

and more generally for tensors § = (§;),cs and ¢ = ({;),cg a3
(€a=>> /ék ® ¢, dCy, (2.2.42)
ke6 ke,

where ® stands for the fully contracted product in space [EG94] [Gra04].
The scattering operator S and the corresponding collisional invariants then satisfy the relations

(v, S(H)y=0, pefl,....n°+4}. (2.2.43)

Indeed, using the reciprocity relation (2.2.35) and symmetrizing between k and [, one can establish
that for any ¢ = (V1),ce

sy = X X X [erv-vi-v) (2.2.44)

kleG k,K'E€Q) L,L'€Q;

X (flgfl/

Qrx )
— — fif) gu o< dwl, dCdCy,
A Ay
which is zero as soon as 1 is a collisional invariant.
For our case of interest, it turns out that we have additional orthogonality relations, by con-
sidering pairwise interaction terms separately. Indeed, we can decompose the scalar product (- )
as

(€, C) = (&es Cede + (Eny Cadns (2.2.45)
where
(e = [ &0 cac., (2.2.46)
(6l =33 [gogdc, (2.2.47)
JEH 1€Q;

and obtain, as in [GMMO09], the following orthogonality property for pairwise interactions:

(¥, Seede = 0, (2.2.48)

(0 Snedn + D _ (W, Ses)e =0, (2.2.49)
JEN

D (W, Suidn =0, (2.2.50)
JEH

for any p € {1,...,n° +4}.
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2.2.6 Scattering cross-sections

The differential cross-section is taken the following form [Wal58| [CC70] [FK72] [GMMO09]:

,uklgl%l

1.7 1.7 i

o =0t < 1 T0 " WK 'wkl) ; (2.2.51)
B

where py = m";’fnil is the reduced mass of the pair of particles, g = |Cr — C,| = |e, — ¢ is

their relative velocity, TV is a reference temperature, which is common to all species, and k, is the
Boltzmann constant.

2.3 Asymptotic Expansion of the Boltzmann Equations

Dimensional analysis is a necessary preliminary to the Chapman-Enskog procedure. In this regard,
we follow the scaling first introduced by Petit and Darrozes [DP75]. We take as small parameter ¢
the square root of the ratio between the characteristic masses. As shown by Petit and Darrozes, when
both the Knudsen number K, and the mass ratio € tend to zero, K, must be chosen proportional
to €. The scaling introduced here will serve as a basis for the derivation of a scaled Boltzmann
equation, in which the different terms will depend on the small parameter e [CC70] [FK72| [Gio99]
[GMMO09].

2.3.1 Choice of scaling

The reference quantities used in the scaling are denoted by the superscript "0". Most of the ref-
erence quantities are common to all species, though it is necessary to distinguish between electron
and heavy-species respective characteristic masses, velocities, and kinetic timescales. Also, the
characteristic cross-section for inelastic scattering of electrons against heavy species is denoted by

in,0

o = o, while the characteristic cross-section for other scattering processes is denoted by o°.

Mass ratio The ratio of the electron mass m? = m, to the characteristic heavy-species mass m)

is such that
0
= — <1 (2.3.1)
m,

The non-dimensional number € will be the key parameter driving the asymptotic analysis of the
plasma.

Temperatures The reference temperature is the same for electrons and heavy species [GMMO09]:
0 =T =T° (2.3.2)
This means that the electron temperature 7T, and the heavy-species temperature 7}, will remain of

the same order of magnitude in the model.

Velocities As a consequence of assumptions (2.3.1)-(2.3.2), electrons exhibit a larger thermal
speed than heavy species

CP = , (2.3.3)
h mg
ke, TO

Y = = 0 (2.3.4)
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Table 2.1 — Reference quantities [GMMO09].

Physical entity Common to all species
Temperature T°
Number density n?
Charge q°
Scattering cross-section a?
Mean free path =5
Macroscopic time scale t0
Hydrodynamic velocity v
Macroscopic length L0 = %0
Electric field EY
Magnetic field B°
Reactive source term C. ke

Electrons Heavy species

Mass m =m, m?
Thermal speed 0 v
Kinetic timescale 10 = é_oo t% _ cl‘_og
Hybrid
Inelastic scattering cross-sections o0

Besides, the pseudo-Mach number, defined as the reference hydrodynamic velocity v° divided by the
heavy-species thermal speed C?, is of order one [GMMO09]:

’UO

M, = oo 1. (2.3.5)

In other words, there is only one reference velocity for the heavy species.

Densities As stated in [DP75], the “weakly ionized” limit is not singular with respect to the limits
K, — 0 and y/mY/m? — 0. Therefore, we adopt the same scaling for both electron and heavy-species
densities:

nd =n) =n’. (2.3.6)

e —

The results for a weakly ionized plasma will then follow by taking the limit n?/n9 — 0.

Mean free path The characteristic mean free path [GMMO09]

1
0 _
l = g0

(2.3.7)

is imposed by the carrier gas density n° and the reference elastic scattering cross-section ¢° [CCT0]
[FK72], and is thus common to all species [GMMO09]. The reference elastic scattering cross-section
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is taken common to all species, since the species molecular diameters are of the same order of
magnitude, and Coulomb collisions are negligible in the plasma regime we consider [Hagl6a).

Time scales From (2.3.3) and (2.3.4), the kinetic timescales, or the relaxation times of the dis-
tribution functions towards their respective quasi-equilibrium states, are given by

0 lo
te - C—g, (238)
0 lO
= — (2.3.9)
b9

and therefore [GMMO09| t¥ = £t. The macroscopic timescale ¢ is one order of magnitude higher
than the heavy-species kinetic timescale 9, so that there are three distinct relevant time scales
[GMMO9]

t) = et) = 210 (2.3.10)

Inelastic scattering cross-sections As can be seen from (2.3.10), the thermalization of the
electrons is the fastest process corresponding to the kinetic scale t°. This thermalization is ensured
by scattering collisions between electrons, and elastic collisions between electrons and heavy species,
which given the strong mass disparity do not involve any energy exchange at the lowest order, but
allow for isotropization of the electron distribution function in the heavy-species reference frame
[GMMO9]. Since the heavy species’ internal degrees of freedom thermalize at T},, further allowing
for energy exchange between these internal degrees of freedom and electrons at the lowest order
would actually require T, = T},. Thus the reference differential cross-section associated with inelastic
scattering between heavy species and electrons O';lne’o must be negligible compared to the reference
cross-section ¢ for other scattering collisions.

The second fastest kinetic process is the thermalization of heavy species [GMMO09], corresponding
to the time scale t9 = 72 as described in (2.3.10). This thermalization arises from elastic and
inelastic collisions between heavy species, while elastic collisions with electrons are of negligible
influence at this order due to the strong mass disparity. Again, since the heavy species’ internal
degrees of freedom thermalize at T}, inelastic collisions between electrons and heavy species must
be neglibible at the lowest order of the Chapman-Enskog expansion for heavy species, otherwise one
would have Tj, = T,. In other words, a;lne’o must be negligible before 0.

Therefore, the inelastic scattering collisions between electrons and heavy species are assumed to
be two orders of magnitude slower than the corresponding elastic collisions

o0 — 2250, 2.3.11
he

The latter requirement will be discussed in more details in subsection 2.4.5, and other regimes are
addressed in the conclusion.

Knudsen number The macroscopic length scale is based on a reference convective length
L0 = %", (2.3.12)
As a consequence of the proposed scaling, the Knudsen number

K, = Lo - (2.3.13)
S b 3.

is small compared to 1, justifying the choice of a continuum description of the gas.
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Electric field The reference electrical and thermal energies are of the same order of magnitude,
namely

¢"E°L° = k,T°. (2.3.14)

Magnetic field The intensity of the magnetic field is related to the Hall numbers of electron
and heavy species, defined as the Larmor frequencies, respectively % and qfngo, multiplied by the
corresponding kinetic timescales. The magnetic field is assumed to be proportional to a power of ¢
by means of an integer 0 < b < 1:

qOBO

@:Iwﬂzé*, (2.3.15)
OBO

By = qmo 19 = &8, (2.3.16)
h

The case b = 1 corresponds to strongly magnetized plasmas, the case b = 0 to weakly magnetized
plasmas.

Table 2.2 — Relative scales for the main plasma physical properties.

Reference quantity Scaling relationships
Characteristic masses m? = e?m)
Time scales t9=ct) =20
Length scales 0= i L°
Velocities 0 = M, CP) =eM,;, C?
Energies m? (02)2 =m) (02)2 = ¢"E°L° = k,T"
Larmor frequencies q:g 0 = ¢ q:SO 0 =gt
Differential cross-sections ¥ = o0 = 250
Reactive source term C) = 6%, ke&

Chemistry The chemical reactions are slow compared to other plasma phenomena, and the reac-
tive source term for the k™ species Cy(f) is of order 1 in ¢

0
0 n
Cy. 5750(0,8)3’ €6, (2.3.17)

where C? is the order of magnitude of the k™ species peculiar velocity, irrespective of the detailed
scaling properties of each chemical reaction r. The reference quantities and the scaling adopted are
summarized in Table 2.1 and Table 2.2, respectively.

Remark The range of applicability of the fluid model developed here is subject to the assumption
of Maxwellian equilibrium distributions that will be obtained in the following section. Apart from
the thermal non-equilibrium between electrons and heavy species, two kind of deviation from the
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local thermal equilibrium might occur. First, when the ratio of the electric field over the pressure
£is “too high”, namely when the assumption ¢°E°I® = ek, T? = ¢k, T° is not valid, or when E/p >
(0°/q)(T?/T") [Rax05], the electron distribution function can depart strongly from a Maxwellian
distribution. Second, in the case of high frequency oscillations, namely when the collision frequencies
1/t% and 1/t9 = €1/t2 are comparable with the electric field frequency vgp, the species distribution
function may also depart strongly from the Maxwellian equilibrium |[Rax05|. In both cases, one
would need a kinetic model rather than a fluid model.

2.3.2 Scaled Boltzmann equations

The dimensional analysis above is applied to Boltzmann equations (2.2.8), written in the heavy-
species reference frame. For each variable ¢, we denote by

¢
=¥

the corresponding adimensionalized quantity. The adimensionalized Boltzmann equations then read

(2.3.18)

Oife+ % (Ce+cty) - Bafe+e % [(C.+<®,) AB] -9, f.

1 Cje’\ Df/v\h ¢ ¢ O D
_A_E_ —)-0a fo— ~ Te e) 1 Oz 2.3.1
+(€ m, : Dt) ¢ Je = (9, fe @ Cc) : 050 (23.19)
1 R . R 1 ~ ~ N ~ A
:gsee(feafe)—i_g_g E :86](f67fj)+€ce(f)’

)

+ <@E_ DE) 8¢, fi — (05, fi @ Ci) : 950y, (2.3.20)
1o 2 0 le—a s ; U ‘
= 5 Sielf; e)+gzé}j( i fi)+eClf), ie€n.
JEH

The Chapman-Enskog method is applied to the adimensionalized Boltzmann equations (2.3.19)-
(2.3.20) [GMMO9]. For the sake of simplicity the Mach number, which is of order 1 from (2.3.5), can
be taken equal to 1, and the “hat” symbol can be dropped, without affecting the fluid equations and
transport fluxes derived. Alternatively, equations (2.3.19)-(2.3.20) can be redimensionalized before
applying the Chapman-Enskog method, keeping the parameter ¢ as a formal parameter driving
the asymptotic expansion. In this case, € is equal to 1, eventually. For both methods, the scaled
Boltzmann equations are thus written as

1 e
Ofet 2 (Cetevn) - 0ofet 0 ((Cot o) AB] 0o, 1.

e

1 de D’Uh

+ (‘ EE - Tt) 0c. fe—(0c. fe @ C.) : Ozvy, (2.3.21)
ee(feafe Z‘Sej f(i?fj +€C (f)
JEH
Oufi + (Ci + vp) - 0 f; +€1_b% [(Ci+ vn) ABJ] - 0c¢, fi
+ (mZE - DT?) aCZfZ - (3clfz X Cz) : amvh (2322)
Sie (fis fo) + ZS” (fi i) +eCi(f), ie®,
]Eﬁ
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where the partial scattering operators Sy, k,1 € G, depend on ¢, and are analyzed as follows.
For electron electron collisions the scaled scattering source term reads

See(fer fe) (Ce) = / ecgec (fLft — fofe) dwldC., (2.3.23)
where f. = f.(t, 2, C.), f, = fe(t7myc/e)7 fe = fe(t7waée)= fe, = fe(t,z, é;), where
~ ’ . ~1/
vuo CmC_CoCL 2020
|C€_C@| |C:3_Ce|

gee = |C. — C.|, gl = |C". — 5;|, and where
(1 2 , )
Oce = Oee imegeéa Wee " Wes | -

The formula for electron heavy-species scattering source term is similar, although we have to

distinguish between elastic and inelastic collisions:

1€9;
+et Y / o0 gei (f f ﬁ — fef;) dwl,dC,
L’'e;
U'#1
Whel‘e fe — fe(t7 w; Ce)’ fé — fE(t7 m? Cl@); f’L - fl(t,dl, Ci71)7 fl’ _— fl(t’m’ C,/L"I/>7 Where
Cc—eCi ,  C.-<C!
“=C. —<Cy|’ & = T O 2.3.26
“ |C. —eC| s |IC, — eC'| ( )

Gei = ‘Ce - 501"7 géi = ’C/e — EC;\, and where

u 2 /
O¢; = O (:ueigeia We; we@') )

with pre = mem;/(m; 4 e?m,).
We obtain as well the source term corresponding to collisions of heavy species against electrons

Sie (fir £)(Cin) = / o g (JLf) — £if.) dwl,dC, (2.3.27)
+€2 Z/O-;Ie/gie(f f, i fife) dw;edcm

where Jie = ‘ECI - Ce’v gz{e = ’80; - C/e|7 where

eC, — C, , eC - C'
o izCe G20 2.3.28
“e=Lg,—c) YT C-C (2.3.28)

and where

u 2 /
Oie = Oje (,uiegiev Wie wie) )

with Hie = fhei = memi/<mi + 621116)-
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Finally, we obtain for collisions between two heavy species

oy iy
Si(fuf)(Cony=> " > / 0 g (=2 = fif;) dwydC;, (2.3.29)
reQ; 1,0'eq;
where
U;;'I,J/ _ O_m J/ (ngw7w” ng) 7

Unlike for the nonreactive source terms just stated, we do not consider the different orders of
magnitude in e associated with the motion of heavy species and electrons when computing the
chemistry source terms. We only consider as a first approximation that chemical reactions occur
“slowly”, namely at order €, and thus retain expression (2.2.28) for C.(f), C;i(f), i € 9.

2.3.3 Scaled collisional invariants

We also apply the scaling above to the space Z of collisional invariants of the scattering operator. The
space of collisional invariants after scaling, denoted by Z°¢, is spanned by the family ¢! = (¢!, ¢!),
le{l,...,n°+ 4}, defined as

wf = 5]667 wlli = (5kj)jeﬁ7 ke 67
w:SJrV =£ meCew ZSJH/ = (ijjl/)jEfj ) Ve {17 27 3}7 (2330)
s 1 1
w: = -m.C.-C., wn = <_mjcj ’ Cj + EjJ)
2 2 JEH
From now on, 9!, [ € {1,...,n*+ 4} will refer only to the collisional invariants after scaling. We
have seen in the previous section that the nonreactive collision operator can be written as
1 1
S=(=8.,-S), 2.3.31
(52 € h) ( )

where S, = S, + Zjeﬁ S.j and S; = %Sie + Zjeﬁ Sij, t € 9, are the full scattering source terms for
electron and heavy-particle species, respectively. We also recall the expression of the scalar product
defined above (2.2.45):

(&.¢) = (& Cede + (&ns Cudn

_ /ge@gedc +ZZ/£J®CJdC

JEN 1€Q;

The orthogonality relations (2.2.48), (2.2.49), (2.2.50) remain valid after scaling, and the cross-
collision identities (2.2.49) now read

> Ses)e = 0, (W5 Snehn =0, i €9, (2.3.32)
(mnChy, Shedn + SZ((meCey,Sej»e =0, rve{l,23}, (2.3.33)
JEH
(o Shehn + > (2™, Sej)e = 0. (2.3.34)
JEHN

We also introduce two vector spaces obtained by projection of the space of collisional invariants
7. For all €, Z¢ is the space spanned by

P = e m.C,,, v e {1,2,3}, (2.3.35)
@Z)n = _mec 067
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and Zj, is the space spanned by
Yp, = (51‘]‘)]-65 )
Z +v o (ijjy)jeﬁ,

- 1
not= <§ijj O+ EjJ>

ve{l1,23}, (2.3.36)

JEH
The macrosopic properties of the fluid mixture can then be expressed as partial scalar products of

the partial distribution functions f. and f; with the electron and heavy-species collisional invariants,
respectively. When taking into account the scaling, one obtains

<< eaqu)z»e = TNe

% (fesmeCoas)e = pe (Ver — V), v €{1,2,3} (2.3.37)
<< e ¢gs+4>>e = ge + 52 %pe (ve - vh) ' (Ue - 'Uh)

for electrons, and _
(fmihn=m;,  J€H
(fustr I =0, ve{l,23} (2.3.38)
(fn 0 D = En

for the heavy species, where &£, and &), denote the respective internal energies per unit volume.
Note in particular that, in the limit ¢ — 0, the space of electron collisional invariants Z¢, is
reduced to the space of isotropic invariants, denoted by Z?, which is spanned by

Yo =1,

1 (2.3.39)
¢?S+4 = imece : Ce-

In other words, the electron momentum collisional invariant vanishes in the limit ¢ — 0. This
is because electron momentum is negligible before heavy-species momentum, and is related to the
isotropization of the zeroth-order electron distribution function, as shall be seen later. The relevant
sets of collisional invariants for our purpose are thus Z° and Zj,.

2.3.4 Asymptotic expansion of collision operators

We now derive asymptotic expansions in powers of ¢ for the scattering operators S,; and S;., i € §.
Conservation of momentum and energy during a binary collision between an electron and a molecule
of the i*" heavy species read, when taking into account the scaling with respect to e

m;C; + e m.C. = m;C, + ¢ m,C’,

2.3.40)
1 T, 1 1, (
_me—g + EZI - _me—g + EiI’?
27 (1 +e2me) 277 (1428
where we have denoted by g = gi. = ge; = [eC; — C.| and by ¢ = g}, = ¢.; = |eC; — C,| the relative
velocities of colliding species respectively before and after collision. Setting AFE,y = E;v — Ej;;, we
rewrite the latter expression in the form

m;C; + ¢ m.C. = m;C’ + ¢ m.C.,

. . L (2.3.41)
AEH’ + 5“%@(9 -9 ) = 0.

27
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Scattering of the heavy species against electrons

The scattering operator for i*'-heavy-species electron collisions S;. was stated above in equation

(2.3.27). The change of variable C'*) = %, with
14e2me)?

m;

3

ac. = (1+2) act”

e
7

allows us to eliminate the dependance in ¢ of the differential cross-section [GMMO09|, yielding

C(f ) = 1| (0) g2 e 1 10
Sie (fis fe) (Ci, 1) /aw!Ce |<1 m) (ff ij;) dw!, dC" (2.3.42)
#2030 [olOWI(14 2 50) (R — £ir.) dufdCl,

reQ;

' #1
where

i’ i’ C((gO) /

Oie = Oje <m€|C<(aO)|2’ W ’ wie) : (2343)

The variable C'?) is the zeroth-order electron velocity before collision.

Expansion of the species velocities Conservation equations (2.3.41) associated with collisions
between molecules of the i heavy species and electrons read, after change of variable

1 AEy \:z
Ccee® 1 (w1 B k)
M (14 oo im.jC
1 AEy \3 m (2.3.44)
€l =<0, - — 1 (1o0)(1- o)l - ),
(1—|—52%)2 sme|CL| m;
yielding the following asymptotic expansion:
(c=C,—- ;(C' —C) + 0%,
M,
C.=C+cC;— % —£(C - 201) + O, (2.3.45)
2 (]
Co=C0 +:Ci+ 5 220 + 0",
\ 2 m;
where C'\ is the zeroth-order electron velocity after collision
1
10— —1C1)u, = —1C)] (15 AEIE’O_) ) et (2.3.46)
§m€|Ce |
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We thus obtain an expansion of the distribution functions

F(CT) = £,(Cit) —e 22 86 £ (C,. 1) - (C1O — C© 2.3.47
K m 7 € €
e? m? Z
+5 500, fi(Cit) : (CL —CP) 0 (CL — C) + O),
1 62
fe(CL) = f(CL) + e8¢, f.(C)-C; + 5 dc.c.f.(C'): C;» C; (2.3.48)
e’ me 1(0) 1(0) (0) 3
_Eaacefe(ce )'<Ce _QCe )+O<€ )7
0 0 g? 0)
fe(Ce) = [(CP) +8c.1(C) - Ci+ - De.c. f(C) : Ci ® C, (2.3.49)
2
+5 200, £.C0)-CO + O

Expansion of S;. Upon introducing the asymptotic development (2.3.47)-(2.3.49) in expression
(2.3.42), the collision operator S;., ¢ € §), can be expanded in the form

Sie=eSL+ 2 S+ O(P). (2.3.50)

The zeroth-order collision operator S\, cancels. Indeed, from (2.3.42)
Si (fir £) (Civr) = / 7l CONfACiu N J(CLY) = [ Ciu) [ CY)) dwi AT
= 7(Cid) [ SHICOI((-ICV 1)) - £(C) duf,dCL,

where o}, was given in (2.3.43). The successive changes of variable C’éo) =—|C S”\wie, with dcgo) =
ICOP2d|ICY | dw;e, and (wie', wie) ¢+ (Wie, wie'), then yield

82 (fir fe) (Ciy1)
= fi(Ci,1) / T |CO P (fo(—1Cwi,) = fo(—|CP|wic)) d|CLdwiedw,
= fi(Ci1) / T |COP (fo(—|CPwic) — fo(—|CP|w),)) d|CL|dwiedws],
= =S80 (fi. f) (Ci,1),

where !L = % (m.|C” |2, w,, - W', ), so that finally

Sy (fi fo) (Ci,1) =0, ie€fH,1€Q; (2.3.51)

From similar calculations, the first-order term S. (fi, f.) (C;,1) reads, for i € $, 1€ Q;
SLU £ (€)= =2 dc fi(Cn)- [EP(CPICI (€ Cac. (2352

where we have dropped the upperscript (0) on the integration variable C\ for the sake of simplicity.
O s defined, for

The generalized momentum cross-section in thermal non-equilibrium context >

giveni € , 1€ Q; and I' € ;, by

me

L pr
sz?(|ce\2):27r< )/a;g(me|ce|2,cos9) (1—cos' ) sin0de, 1N, (2.3.53)
0

1
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CHAPTER 2. KINETIC THEORY OF POLYATOMIC PLASMAS

where the symbol 6 represents the angle between the vectors w!, = eC", — C’, and w;. = ¢C; — C..
For [ = 1, this cross-section represents the average momentum transferred in encounters between
electrons and molecules of the i*" heavy species with initial quantum state I and final quantum state
I, for a given initial value of the electron kinetic energy m.|C.|?>. We also define

EI(S)(|C6|2) = 27r/ o (m|C. |, cos ) sin § db, ie$, LI e, (2.3.54)
0

Finally, the second-order term can be decomposed into an elastic and an inelastic contributions:
S2 =82y s (2.3.55)

The elastic contribution S>% (f;, f.) (C;,1) reads, for i € , 1 € Q,
S2(fi fo) (Ci1) = (2.3.56)

_ 2 dc, (f:(C:,1)C) : /21(11)(|Ce‘2) IC.| (C.® dc, f.(C.))dC.

(3

2

1m
+ Zm_g BCiCifi(Civ I) : /21(12)(|CG|2) |Ce| fe(CE) (|Ce|2 I - 306 ® Ce) dCe

)

m?
0 Do fCi) s [ EP(C.F) IC 1€ (€. C.)ac.,

(2

while the inelastic term can be written as

S (fin o) (Ci1) (2.3.57)

= 3" [ SICI(ACNLECD) 2 ~ 1(Cn) 1(C)) dwldC,

i’
'eQ;
U'#1

=3 [ (SR0CPIf(Cr) - SR (C.PA(CD) IC.I1(C.) dC.

'eQ;
U'#1

Scattering of electrons against the heavy species

The electron heavy-species scattering term S,; was stated above in (2.3.25). Unlike for the heavy-
species electron case, there is no change of variable allowing to eliminate the dependance in ¢ of the
scattering cross-section o', and we retain the set of variables (C., C;,w.,).

Expansion of the species velocities Conservation equations (2.3.41) for collisions between
electrons and molecules of the i heavy species yield the following asymptotic expansion:

g =gu +e gy + g+ OE), (2.3.58)
C.=C1eCW 4 C? 40P, (2.3.59)
C,=C” v+ C? 40, (2.3.60)
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where the coeflicients for the amplitude of the relative velocity after collision g/, read in terms of
the variables (C., C;,w.;)

1
0):|C |(1_ AEII’ >§
tm,|C.|?
(1) Ce ) Cz
ei = — g/(,o) ) (2361)
g _ LG ( _ ABy ) _1(C.-C)’
B o Sl e

and the coefficients for the velocities after collisions C',, C’; are given by
c'® = 4 Py

Cl(o) = /(-O)CUI‘ Ci;( C + gez ez’ e i et el
c”=c, c=(c.-c), o =-

€1 e’

Me oty (2.3.62)
(2 mz (2 mz e

Expansion of S,; Relations (2.3.58)-(2.3.60) allow one to determine, after a few calculations, the
asymptotic expansion of the electron heavy-species scattering operator

Sei =S% +eSL+ 28%+ 0.
The zeroth-order collision operator reads

Sy (fer i) (Ce) = (2.3.63)
( [ #eun dc) [ ot 1C(0C ) - 1) du

1€9;

where

ol =gl <m8|Ce|2, C. -w’.) :
The first-order term S (f., f;) (C.) reads

Sk (fer ) (Ce) = (2.3.64)

+Z/f2 L 1)C;dC; - / L |Cel (D¢, fe(|Cc|wr,) — Bc, fo(C.)) dw,

1€9;

-3 [ #eineiacs ac, | [ o 1CAC ) - 1(C) s

1€9Q;

Finally, the second-order term can be decomposed into an elastic and an inelastic contributions
Sk =S+ 85 (2.3.65)

The elastic term reads

S (fe fi) (Ce) = ( / £(Ci1) dC) vl(C,) (2.3.66)

m; 1€9;

+ —Z/fl 1) Ci®C,dC; : K(C.),

1€9Q;
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where

K2C) = oo | [t~ Ol fCII L] @30T

- jlede. [oc.al (fC W) - £C) dul
and

K2C) = dcc | [ ol 1€ (1CIwL) - £(C) dw] (23.65)

+ 2/306[

+ 16 [ 0t (9e.c.0C) + Bec.t(C. 1))

el @ (00, fe(Ce) — Oc. fe(|C|w);)) dw;

! Ce !
- 20, [ ok B f1Cuwl) -l @ 1 e
The inelastic term reads
21n (fe, fz) ( e) — (2369)
/ n Qi /
> [ oHIC(£(CNA(CL T2 ~ £(CIA(CLY) deldC,
I,Illigi u

where

2.4 Chapman-Enskog Expansion of the Species Distribution
Functions

In this section, we apply the classical procedure proposed by Enskog [CC70] [FK72| [Gio99], adapted
to non-thermal plasmas [DLD96| [GMMAO09|. The species distribution functions are expanded in pow-
ers of the Knudsen number ¢ and injected in the Boltzmann equations (2.3.21)-(2.3.22). Projection
of the electron Boltzmann equation at order €2 yields electron thermalization and isotropization in
the heavy-species reference frame. As well, projection of the heavy-species Boltzmann equations at
order £7! yields the thermalization of heavy species. Euler type equations arise from the expansion
of macroscopic equations at order £°, while expansion at order £! yields Navier-Stokes type equa-
tions. As is classical, the closure of the equations is ensured by assuming that the perturbation of
the distribution function from its Maxwellian equilibrium is orthogonal to the collisional invariants
of the scattering operator [CC70| [FK72| [Gio99|.

32



2.4. CHAPMAN-ENSKOG EXPANSION

2.4.1 Chapman-Enskog method

We derive an approximate solution to the Boltzmann equations by expanding the species distribution
functions as

fe=f0(1+ege +°¢2) + O(?), (2.4.1)
fi= [ (1+e¢) +0(), i € 5. (2.4.2)

Traditionally, in the Chapman-Enskog’s method [CC70| [FK72] [Gio99], the zeroth-order distribution
function f? is assumed to yield the same local macroscopic properties as f. in the limit e — 0

[GMMO9], namely
(f2, 0 )e = ne
{ (f2, 00 ). =& (2.4.3)

for electrons, and as well

«fhal/)h» = Ny, jE f.)
(fP, oy, =0, ve{l,23} (2.4.4)

(s ; =&
for heavy species, where &, and &, denote the respective internal energies per unit volume.
The Boltzmann equations (2.3.21), (2.3.22) can be written in the compact form

(ﬁy—— See (fer fo) + }j&JﬁJ;+ec<ﬁ (2.4.5)
JEH
(fZ) 5 ze (fz;fe ZSU fz;f] +e€ C (f) 1€ 9. (246)
jefﬁ

We have derived in the previous paragraph asymptotic expansions for the scattering operators
See, Seji, Sje; Sij, 1,7 € 5. We also expand the streaming operators D as

1 1
D, = = D% + . D'+ D + & D! 4+ O(?), (2.4.7)
D;=D)+¢ecD; +0(s?), i€, (2.4.8)
where
D2(f.) = %f{ [C. AB] - 8¢, f.. (2.4.9)
D' (fe) =C.-Oufe+ 5bo; [C.AB] -0c¢, fo + 61)11%6 [v, AB] - 8¢, f. (2.4.10)
+ &E : acefea
m,
DUL) = Ouf. + v - Ouf. + 6b<_1)f{ [C.AB] - 8c,f. + 6170;17@ [, AB] -dc. f. (2.4.11)
— (8¢, f. @ C.) : vy,
DUL) = by ol [C. AB] - e, . + 0012 [on AB] B0, f. — 2V 96 f (2.4.12)
elJe b(—2) m, C.le b(— me h C.le Dt Cele> SE.
and
DY(f;) = 0ifi + (Ci+vp) - Oz fi + 5b1§ (C;+vy) ANB] -9¢, f; (2.4.13)
D'Uh .
+(WE—7%)ﬂQﬁ—wqﬁ®a»awM
D;(f;) = 5b0§ [(C; +v,) AB] - 8¢, fi. (2.4.14)
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Equations (2.4.5), (2.4.6) are then projected against collisional invariants in Z¢, Z,,. Making use
of orthogonality properties (2.2.48), (2.2.50), one obtains

(Ve De(fe)he = e{ibe, Ce(f)es (2.4.15)

(emeCe, De(fe) e = 8% D (emeCus, Sejde + e(EmeCon, Co(f))e, v € {1,2,3}, (2.4.16)
JEHN

(2 D = 5 S0 S+ el ) (2417
JEN

for electrons, and

(Wb Du(fu)dn = (Wb, Cu(f)hn, i€ H, (2.4.18)
(wh " Dul(fa)hn = é(( R S+ e(un T Ch(F)Dns v € {1,2,3), (2.4.19)
{er 4 Du(fn)hn = é(( h T Shedn +e(wh L Cu(f)Dn, (2.4.20)

for heavy species. Equations (2.4.15) and (2.4.18) account for conservation of matter, equations
(2.4.16) and (2.4.19) for conservation of momentum, and equations (2.4.17) and (2.4.20) for con-
servation of energy. These equations are completed with the cross-collision orthogonality relations
(2.3.32), (2.3.33), (2.3.34), together with the macroscopic constraints (2.4.3), (2.4.4).

2.4.2 Electron thermalization

We solve the electron Boltzmann equation (2.4.5) at order e 72, corresponding to the kinetic timescale
t%. We obtain the following equation for f0:

Op1 %(CE AB) B, f)=See (FO.12) + DS (£2. 7). (2.4.21)
‘ JEN

Multiplying this equation by In f0 and integrating over C., we get

L0 + Y T9 + Oy ks —/ (C.AB)- 8¢, f2 InfldC. =0,
JEH
where T'?, and ng are the zeroth-order entropy production rates for electron electron and electron
jth-heavy-species collisions, respectively

% =~k [ S (72.42) (C) In (12(C.) dC., (24.22)

ng = _kB/ng ( 607fj0) (Ce) In (feO(Ce)) dCea ] € 53 (2423)

Noting that
Ao f W f) =8¢, [0 Wmf)—f],

and integrating by parts we obtain

/ (C.AB)-8c,f° Inf2dC, = / (C.AB) -8, [f° nf*— 1] dC.

_ / 8. [(f* nf0— f°)(C. AB)] dC.,
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since O¢, - [C. A B| = 0. Now, for a given R > 0, if #(0, R) is the ball of center 0 and radius R in
the electron velocity space (C. € R?), and .#(0, R) is the corresponding sphere, then

/ Ao, - [(f0 m f) = f)(C. AB)] dC. = / (f W f) = f)(Ce.AB)-
%#(0,R) Z(0,R)
=0,

and this holds for all R > 0, so that

[oc. - [ wfe - sC. nB) ac. o

More generally, the latter statement can also be proven for any kind of force instead of the Lorentz
force ¢.C.AB, upon assuming that the electron distribution function f. decreases sufficiently rapidly
when |C.| — +o00 [Gra04]. Thus, one gets finally

I+ T% =0. (2.4.24)

JEH

Using the reciprocity relation (2.2.35) and symmetrizing, a classical derivation [GMMAO09] yields
koo - ~
0% =2 [ oot fo 11F2) dwiedC.0C, (2.4.25)
where f, = f.(t,@,C,) and f = fe(t,m,éle), and where
Q(z,y) = In (f> (x —y) (2.4.26)
Y

is a nonnegative function. Similarly, the electron j*-heavy-species entropy production term is
expressed by means of (2.3.63) as

= —k, / S (19, £9) (C.) In (f(C.) dC.
= —k, Z(/fOC J dC)

JIEQ;
x / 0% 1C| (f1C.lwly) — 19(C.)) In (£(CL)) dlydC,

which again by reciprocity relations and symmetrization is equal to

FO — B (/ fO C],J dC ) /U;;|Ce| Q (f£(|Ce|w;])7fg<C€)) dw/e]dce Z 0 (2427)

J1EQ;

A sum of positive terms is equal to zero if and only if each term of the sum is zero itself, thus the
entropy production rates vanish: I'}, = 0, and I'); = 0 for all j € 9.

Since T'?, = 0, one can see from expression (2 4.25) and the definition of Q that In(f?) must be
a collisional invariant associated with the electron electron scattering operator, i.e., must lie in the
space Z2, spanned by ¢¢ = 1, 92 = em.C,,, v € {1,2,3}, and 2™ = im.C, - C.. Similarly,
one can see from expression (2 4.27) that /2 has to be an isotropic function of C., so that finally

In(fY) € 7 = Span <1, %meCe : Ce) .
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Using the macroscopic constraints (2.4.3) for conservation of matter and energy, we obtain finally
the expression for the zeroth-order electron distribution function

me 2
f(Ce) =n. (2%8%) exp< o T ) (2.4.28)

The electron population thus thermalizes to a quasi-equilibrium state described by a Maxwell-
Boltzmann distribution at some temperature 7., defined as

£ = gnkT (2.4.29)

The Maxwellian distribution (2.4.28) is such that S..(f?, f0) = 0 and SY%(f2, f7) = 0, for j € 9.

Finally, if one defines the electron partial pressure p. as

1
= / m.C.® C, f*dC, = <§ / m.C.-C, f° dCe) I (2.4.30)

where the latter equality comes from the isotropy of f°, one retrieves the perfect gas law for the

electrons
PeMe

Pe = RT, 5

where m, = N,m, is the molar mass of the electron, and R is the universal gas constant.

(2.4.31)

2.4.3 Heavy-species thermalization
Now we solve the i*"-heavy-species equation (2.4.6) at order e~!. Since S, = 0 from (2.3.51), this
yields, for all i € $
Sile( i()’fg) + ZS’U ( 107f]0)
JjEH

Since f? is isotropic, the term SL(f7, f0) given in (2.3.52) vanishes, in order that

> S (1) =0. (2.4.32)

JEH

Multiplying this equation by In(3;f?), integrating over C;, summing over 1 € £; and then over
1€ 9, we get
Iy, =0, (2.4.33)

where T', is the zeroth-order entropy production rate associated with heavy-species collisions
Thy = ke Z/ ” C;) In (8. f2(Cy)) dC;. (2.4.34)
1,jEN1EQ;

From expression (2.3.29) for S;;, and using the reciprocity relation (2.2.35) and symmetrization, the

latter term can be written in the form

po ks Z Sy / s g Gitis g g fiof](.)> dw!,dC;dC;. (2.4.35)

CL 1Ayt
’LJEYJIIGQZJJEQ] '

Since €2 is nonnegative, each term in the sum has to be zero, i.e.,
0 20/ 0 (0 . / /
ailajjfi fj :ail’afjJ’fi fj> W, Gﬁ,I,I,EQZ’,J,J GQ]'-
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In other words, (lm(,@iI fio))ie 5 IS a collisional invariant of the heavy-species scattering operator:
(ln(ﬁzlfzo))lef) e Ih)
i.e., there exists constants «;, i € $), w, and 7 such that
1
ln(ﬁilfio) =0o; — W mZCZ — f)/(émZCZ . CZ -+ Ei1)7 1 € 53, IS Ql

The constants «a;, i € $, w, and 7 are obtained from the macroscopic constraints (2.4.4) for
conservation of matter, momentum and energy, yielding the following expression for the zeroth-
order heavy-species distribution function

fi‘)(Ci,I):ni( i ) di exp( " oo - Eﬂ),ieﬁ,leﬂi, (2.4.36)

ok, Ty ) QM 2k, Ty, ko T,
where T}, is the heavy-species temperature, given by
3 1 0
§nthTh = ;IGZD / §mZCl . Cz fz dCz, (2437)

and where we have introduced the partition function for internal energy of the i*" species

) E.
int __ 1
Q" = § Qi €XP (— kBTh>' (2.4.38)

1€9;

Alternatively, one can write

1 m; E;
0 1 i1 .
. Ci,I =N;,——— — Cz . Cz — s €y, 1el), 2.4.39
fl ( ) " 521@2 P ( QkBTh kBTh) ' y) Q ( )
where the statistical weights 3;; are given by
h3
By = —, i€, 1EQ;, (2.4.40)

and where the translational and full partition functions per unit volume read

Qtr o (QWmikBTh

2 ) Qi=QrQM, €9 (2.4.41)

The Maxwellian distribution (2.4.36) is such that S;;(f7, ;) = 0, for i,5 € 9.
As a consequence of expression (2.4.36), the heavy-species internal energy per unit volume reads

3 _
§, = Z ni(5kaTh + E), (2.4.42)
1€H
where 5 5
- Ay Loy 1
E;, = ; — 2.4.43
IEZQ:' Q" P ( k‘BTh) ( )

is the mean excitation energy of the i*® species.
Finally, defining the heavy-species partial pressure as

prl= ZZ/m’ C;,2C; fZQdCZ- = (%ZZ/ml C,-C,; ledCZ.) I, (2.4.44)

€9 1€Q 1€H 1€Q
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we retrieve the perfect gas law for heavy species

prmp

— 2.4.45
e (2.4.45)

Ph =

where ™y, is the mean heavy-species molar mass, given by

-y Pi. (2.4.46)

€N i

m; = N,m; being the molar mass of the i** heavy species.

2.4.4 First-order perturbation function for electrons

We introduce the electron linearized collision operator F., defined as

1

fe(¢6) = f_

A@qﬂ%%faﬁ+2$wﬂﬂq- (2.4.47)

JEH
The sum of the first two terms on the right hand side can be computed from (2.3.23) as follows:

‘#[4@ )+ Seel [ 0e1D)] =

1 oy ~ S~ - ~
— o [ s (LT = 02 + TR — 120.57) dwiaC,

where 1. = 1(t, z, C.) and ¢ = ¥, (t, x, é;) for any function v, of ¢,  and C.. The conservation
of energy for electron-electron collisions reads

1 ~
SCP 4 JmC = Sl + Jml|CLP,

so that from (2.4.28) . N
1R =1, (2.4.48)
and thus

_]}(9 [ ee(¢e f0)+See( £7¢ef£):| ]}0 /geeUeefOfO <¢ _¢e+¢ _¢e> dw’eédée.

Similarly, from expression (2.3.63) of S

ej’

the last term on the right hand side reads

fe J€n
Z 2. (/f” (C;,1)dC; ) /a;j- C.| (6 f2(|Ce|wl;) — ¢ fO(CL)) dw;
Je JEH 1EQ,
1 < , |
— 2w [ o jC (0uICu ) ~ 6.42C.) d
fe JEH 1€Q; Q;

where expression (2.4.36) for the zeroth-order j*-heavy-species distribution function fj(-] has been
integrated over C;, and where we have introduced the reduced internal energy
€y = Eis
73 kBTh 9

JENIEQ,. (2.4.49)
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Since fy is isotropic, f(|Ce|wl;) = f(C.), and the electron linearized collision operator finally
reads

Fe((be) = /geéaeéfg <¢/e + J)/e — Qe — (;e) dw/eédée (2.4.50)
-S S [0 (bl ) - 6(C) d
JEH JEQ; J

The kernel of F, coincides with the set of electron collisional invariants Z0. Indeed, if F.(¢.) = 0,
then multiplying expression (2.4.50) above by ¢.f?, integrating over C., and using the reciprocity
relation (2.2.35) and symmetrization one obtains

¢e(|Ce|wlej) = gbe(Ce)
3e(CL) + 6(C.) = ¢.(C.) + ¢.(C.),

for all C., C., w';, W', ie., ¢, € I2.
Furthermore, F, is isotropic, i.e., it transforms a tensor constructed from C. into another tensor
of the same type |[Wal58] [Gra04] [GG09|. This will be of great importance for the calculation of

transport coefficients. We also introduce the associated integral bracket operator:

[[567(6]]6 = <<f££eafe(<e)>>ea (2'4'51)
which can be expressed in the form
e e = 5 / Geeoee T2 (64 €L — € =€) (C+ (= € = ) dwdC.dC. (2.4.52)
1 aj,e
T3 Z > T gme
JEH 1€Q; J

X /O-;;' |Ce|f£(ce) (fe(|06|wlej) - fe(ce» ((e(‘ce|w,ej) - Ce(ce)) dwleijE'
From expression (2.4.52), the bracket operator [-]. is readily seen to be symmetric, i.e.,

[€e; Celle = [es Eees (2.4.53)

positive semi-definite:

[€e: &ele > 0, (2.4.54)

and its kernel is seen to coincide with the kernel of F,:

[[§67€€]]6 =0& fe(fe) =0« fe € Zg (2455)

The electron Boltzmann equation (2.4.5) is now projected at order e7!. As long as f? is an

isotropic function of C., respectively fjo is an isotropic function of C}, from (2.3.63) the term
SY%(f2, ¢, f;) is shown to vanish:
Sei(f2,6,17) =0, (2.4.56)

respectively from (2.3.64)
10 40
S;(fe, fj) = 0. (2.4.57)

Thus, the first-order electron perturbation function ¢, is solution to the following linear equation:

Fu(¢e) +0n~(C. AB)-8c,6. = V.. (2.4.58)
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where

U, =D H(In f2). (2.4.59)
Equation (2.4.58) must be completed with constraints (2.4.3) in order to be well posed
(@t e)e =0, L€ fen®+4}, (2.4.60)

Indeed, the streaming operator ¥, = —D_!(In f2) on the right hand side of (2.4.58) is orthogonal
to the electron collisional invariants [GMMO09], and the second term on the left hand side of (2.4.58)
is orthogonal to the electron isotropic collisional invariants [GGO03] [Gra04] [GMMO09], since if f?
decreases sufficiently rapidly as |C.| — +oo, then

/fg ¢é (Ce A B) : 8C5¢e dCe = _/f50¢5 306 : (wice A B) dCea
— [ 26.(€.AB)- 800t dc..

=0,
for [ € {e,n® + 4}. Besides, the relation

(260, (C. AB) - 8c.60). = / 1%, (C. AB) - 8¢.6. dC,,
- [ #2(€.nB)-0c (562 ac.,

=0,

ensures that the set of solutions of the homogeneous linear equation associated with the linear
equation (2.4.58) coincides with the kernel of F,, Z?.

2.4.5 Scaling for inelastic collision cross-sections

We can now discuss in more details the choice of scaling adopted for aj-é’, Jj € 9, 1) e

J # J. We consider the two possible alternative scaling aihne’o = oY and 02“6’0 = e0?, instead of

021870 = 20", Other things being equal, in the former case the electron thermalization requires that

the electron temperature is equal to the heavy-species temperature T, = T}, while in the latter case
the thermalization of the heavy species induces T}, = T,.

Electron thermalization

First, if the inelastic reference collision scaled as
o’ = o (2.4.61)

that is to say if there was only one relevant characteristic cross-section, then the right hand
side of the electron Boltzmann equation at order ™2 (2.4.21) would contain the additional term
> jen SEM(f2, f9). Thus, equation (2.4.24) for electron thermalization would be replaced by

T+ T0+> 5" =0, (2.4.62)

JjEH JEH
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where the entropy production rate due to inelastic scattering of electron against the 5™ heavy species
reads

P = <k, [ SE" (12(C.), £(C) n (5(C.) dC, 2.4.69
=k Y [oicd (e n L - easie; ) (24.64)
i :

x In (f2(C.)) dw!,dC.dC;,

where C/©) = IC.|(1 - AE,,/ %me|Ce|2)1/ Qw’ej is the zeroth-order electron velocity after collision.

Using again the reciprocity relation (2.2.35) in the form
Biy|Celoly dw!;dC.dC; = B;,|CV |02} dw;dCOdC, (2.4.65)

T 2,in
and symmetrizing, I'_

may be expressed as
T =ha Y / JC[In (£2(Ce)) = n (fACN)]FAC.) [](C;,9) dw;,dCAC,.  (2.4.66)
1,5€Q;
J'#£
Now, for the alternative scaling am 0 — 50 the projection of the heavy species Boltzmann equation
(2.3.22) at order £~2 would be non trivial, and would yield

o=s =Y | O;é'\Ce!(fS(C;(O))ff(Cj,J’)gZ — ACIA(C;)  (2467)
J'EQJ'
SIS

x dw!.dC.dC;.

Multiplying the latter equation by In (5;, f](-) (Cj, J)) integrating over C; and summing over J € £,

: Lo . e JJT 3
and noting that wje = —we;, W), = —w,;, and o7, O’ej , one would obtain

0= >)_ ﬂﬂ/ '1C | In (B, £0(C5, 9)) (2.4.68)

3,0'€Q;
V£

X (Bin fACONF(Cy,7) = Bju f2(C) F(C, 7)) dw!,,dC.dAC,

which by reciprocity and symmetry would yield

0= 3 o [ o1C[n (B 9(Co. ) ~ In (3,57(C. )] (2.4.69)
3,0'€Q; BJJ
/¢J

X (Bin fACONF(Cy,7) = Bju fA(C) Y (Cy, 7)) dw!,,dC.dAC,

so that the entropy production rate due to inelastic scattering of electron against the ;' heavy
species would read

=S [ O O BfACIRACs ) (2470)
1,0'€Q; g1
3£y

dw!,dC.dC;,
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where €2 is the function defined in (2.4.26). Since Q is nonnegative, the ¢72 electron Boltzmann

equation (2.4.62) would yield the thermalization of electrons (2.4.28) as in subsection 2.4.2. Besides,
the electron j'"-heavy-species inelastic entropy production rate would vanish

rZ" =0, je#, (2.4.71)

ej
which would require

a;, [ (CEN T (C. 0) = az FAC)(C,0), G € 99,007 € Q5,0 #1, (2472)
for 2 is nonnegative. From expression (2.4.28) for the electron Maxwellian distribution function,
the latter equation is rewritten

0 / AE,y . / /

%jﬂCﬁJy:@m(—-kT,>ﬂj(C J), j€9H,1,7en;)# (2.4.73)

Assuming that the zeroth-order heavy-species distribution functions f]Q, J € 9, would still be

Maxwellian of the form (2.4.36), equation (2.4.73) would be equivalent to

AEJJ’ o AEJJ’
keTh kT

JE€H, T eN; )V #,
which would imply T, = T},.

Heavy-species thermalization

In the preceding paragraph it was shown that, other things being equal, the inelastic collisions
between electrons and heavy species must be at least one order of magnitude slower than the
corresponding elastic collisions. We now consider the alternative scaling

o = g0 (2.4.74)

For such a scaling electron thermalization would proceed as in 2.4.2, since equation (2.4.24) would re-
main unchanged, and hence the zeroth-order electron distribution function f° would be a Maxwellian
of the form (2.4.28).
The heavy—species Boltzmann equation at order e~! (2.4.32) would contain the additional term
2 () £9), so that equation (2.4.33) for heavy-species thermalization would be replaced by

r9, + T2 =0, (2.4.75)

where we have introduced the entropy production rate due to inelastic scattering of heavy species

against electrons
" =k, ZZ/ln (Buf(Cy1))SE™ (f2, £2) dC (2.4.76)

€9 1€9;

From expression (2.3.57) for S>™, this inelastic entropy production rate is expanded as

e )

[ =~ 2232 [ ol (3uC)

€9 1€9;

< (e 1’>f£<0;<°>>%'f’ - JA(CLNAC)) dwldCdC,,
i - EpID [ oIt (3 €. 1) ~ 0 (5.12(Cm) (2.4.77)
61;1

< (£2(CLFCOZE = J(CLDf(CL) ) dw dCidC.,

Bin
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where we have used the reciprocity relation (2.4.65) and symmetrization.
Now, for the scaling O’m 0 = 60 proposed, equation (2.4.58) obtained from the projection of the
Boltzmann equation at order e~! would remain valid, but the source term ¥, would read

fOUe = =D NI+ Y SLUL )+ D SE(f (2.4.78)
JEH JEH

where fj(-) would remain unknown at this point. Since the streaming operator, the electron linearized
collision operator F., and the term (C.AB) - 8¢, ¢. are orthogonal to the electron isotropic collisional
invariants Z°

(DMfo), ¥l)e =0, 1€ {e,n®+4}, (2.4.79)
(fOFe(de) l)e =0, 1€ {e,n®+4}, (2.4.80)
(f2>(C.AB)-8¢.be, VL) =0, 1€ {e,n®+4}, (2.4.81)

and since In f2 belongs to Z?, multiplying (2.4.78) by In f¥ and integrating over C, one would obtain
D GSLUL D e + D (SE™(f2, £9), I £2)e = 0. (2.4.82)
JEHN jEN

The first term on the left hand side would be shown to vanish since from expression (2.3.64)
SL(f2, f]) = 0 as long as f is given by a Maxwellian of the form (2.4.28). Thus, the second
term on the left hand side would be zero:

0="Y (SH(f2, ) In f2)e

JjEH

-3 [eriedm(sic.)

JEH 1EQ;

< (121€5.1 120102

=——ZZ/ Y| [ (£2(CL9)) = In (£2(C.))]

JEH 1EQ;

~ [)(C, 0 2(C.)) dwl,dCsdC,

< (£9(C5 N ACIN T~ 1(€1.0)2(C.)) i dCaC..

Combining the latter equation with equation (2.4.77), the heavy-species electron inelastic entropy
production rate would finally read

2= 2SS [aric (G HC e H(CLINC,) ) duldCidC., (2489

€9 1€9;

Since (2 is nonnegative, equation (2.4.75) would induce the thermalization of the heavy species as in
subsection 2.4.3, and additionnally we would retrieve (2.4.73), and thus T, = T, as in the preceding
paragraph.

A possible extension where some of the heavy species internal modes thermalize at T, is discussed
in the conclusion.

2.4.6 Zeroth-order macroscopic equations for electrons

Equations (2.4.15), (2.4.16), (2.4.17) are now expanded at order €°. Conservation of matter and
energy yield a system of Navier-Stokes type drift-diffusion equations for electrons, from which the
equation for conservation of momentum uncouples.
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Equation (2.4.15) for conservation of matter yields at order ° the following mass conservation
equation for electrons:
a15;06 + acc : (pevh + ;Oevg) = 07 (2484)

where we have introduced the electron zeroth-order diffusion velocity
nY? = / C.¢.f°dC.. (2.4.85)

On the other hand, the energy conservation equation (2.4.17) yields at order &°
01E + By - (EVy) = —peOy-vj, — 8- QY + J-E + AEY, (2.4.86)

where p. = n.k;T, is the electron partial pressure, J 2 = neqevg is the zeroth-order electron con-
duction current density in the heavy-species reference frame, and E’ is the electric field expressed
in the heavy-species reference frame

E/ =E + 5blvh A B. (2487)
We have denoted by Q! the zeroth-order electron heat flux

Q= / e fy (%meCeCe) C.dcC., (2.4.88)

while AEY is an energy exchange term due to scattering collisions between electrons and heavy
species

AEG, = (Wl S50 ) (2.4.89)
JEN
where Sfj is the second-order electron j*-heavy-species scattering source term (2.3.65). The zeroth-
order electron mean velocity in the inertial reference frame is defined as

v) = v, + V. (2.4.90)
Finally, momentum conservation equation (2.4.16) yields the following momentum relation:
OzPe = neeE + 0130 AB + Fy, (2.4.91)
where 7 2 = nq.v? is the zeroth-order electron current density in the inertial reference frame, and
FO = (Sh(ecf, £), mcCe). (2.4.92)
FIS)

is the average force exerted by the heavy species on electrons due to scattering collisions, which can
be expressed as

FY, =) n;F), (2.4.93)
J€H
where F gj is the average force exerted by the j*® heavy species on electrons. We can further
decompose

e

Fo . a;;e ]JFJ,O
ej — E : Qint ej
J

where F;’jo is the average force exerted on electrons by molecules of the j* heavy species in the Jt
internal state:

(2.4.94)

JEQ]‘

3,0
Fej - _me/Zg})<|ce|2)|Ce|¢e(ce)f(?(ce>ce dCe- (2495)

Equation (2.4.91) thus provides an expression for the average force F?, in terms of the macroscopic
variable gradients and external fields, which will be useful in the derivation of the heavy-species
momentum equation.
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2.4.7 Zeroth-order macroscopic equations for the heavy species

We now expand equations (2.4.18), (2.4.19), (2.4.20) at order £°. First, equation (2.4.18) yields the
following mass conservation equation:

Then, expansion of equation (2.4.19) at order ° reads
Or (pnon) + Oz - (pror @ vy + ppl) = nugrE + 0y j) AB+ F),, (2.4.97)

where p, = npksT) is the heavy-species partial pressure, n, = > ._. n; the heavy-species density,

JEH
naqn = > jes il the heavy-species charge density, j(,)l = npqpvy the zeroth-order heavy-species
current density in the inertial reference frame, and

Fio = (Spe(fis 0efe) + Sie(fils £2), mnCrn (2.4.98)

is the average force exerted by electrons on the heavy species due to scattering collisions. Indeed,
we recall that from (2.3.51) 82 = 0, and from (2.3.52) it is readily seen that

Sile<¢i 7,'07 f(?) = 07 (2499)

as long as f? is isotropic. Due to orthogonality relation (2.3.33), the following reciprocity relation
holds:

F) = -F%. (2.4.100)

As a consequence, making use of the electron momentum relation (2.4.91), the momentum conser-
vation equation (2.4.97) for the heavy species can be rewritten

Oy (phvh) + Op - (phvh QU +p ﬂ) = nqgE + oy jo A B, (24101)

where p = pp, + pe is the total pressure, n = nj + n. the total density, nq = n,qn + neqe the total
charge density, and j° = 55 + 3 is the zeroth-order current density in the inertial reference frame.
Finally, equation (2.4.20) yields the following energy conservation equation at order zero:

8t5h + 6:,; : (Eh'vh) = —DPh 833 -V + AE,?E, (2.4.102)

where AE) = (S2.(f2, f2), ¢ T}, is an energy exchange term due to scattering collisions between
heavy species and electrons. Given orthogonality property (2.3.34), energy exchange terms are
shown to be symmetric as momentum exchange terms in (2.4.100):

AE). = —AE?,. (2.4.103)
The energy exchange term splits into an elastic and an inelastic contributions:
AE), = AEX + AED™, (2.4.104)

The elastic term AEY = (SZ(f2, £9), ¢ **), is computed from expression (2.3.56) for the second-
order i*"-heavy-species electron elastic scattering source term Sfe’el, and reads

1

=

3
AEY = Snkn(Te = T) (2.4.105)
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where 7 is the average collision time at which elastic energy transfer occurs:

oy e (2.4.106)
el 3~ n,m;
€9
. 7Eil/kBTh
V= WTV& (2.4.107)
IEQi ?
Me
Vie = T /EEP(ICeIQ) C.PPfo(C.)dC.. (2.4.108)
The inelastic contribution can be expressed using (2.3.57) as
Oln - i a“ II iI kBT AEH, *E-I/ kBT
Ehe Y Z Z AEH’ 1nt 16 < / b= eXp ( kBTe )6 ¢ / h), (24109)
ZGYJ L€, ’
/7£I

where 1/;‘8/ is the collision frequency between a molecule of the i*" heavy species with initial quantum
state I and final quantum state I’ and an electron:

v = [EPiepie. ffiesdc., 14t (2.4.110)
Expression (2.4.109) can be rewritten in terms of the temperature difference T, — T,
0,in 3 1
AEhé = §nhk‘B(Te — Th)—., (24111)
Tln

where 7 is the average collision time at which inelastic energy transfer occurs:

1 2 Th n; in

—_— = —— - 2.4.112
Tin 3T, &~ ny Vies ( )
1€
in (AEH’)Q aileieil Th o
vie= D, o g(AeH/(l - T))V“’ (2.4.113)
LI’'e;
1'#1
where Ae,y = €y — €, = iT“’, and where we have introduced the function g defined by
1—e™
g(u) = , u#0,
u (2.4.114)
9(0) =1
We can also formulate AE}, as
3 1
AE), = §nth(Te —Ty)—, (2.4.115)
T
where ) ) .
= (2.4.116)
T Te 7in

2.4.8 First-order perturbation for the heavy species

As for electrons, we introduce the heavy-species linearized collision operator F;, = (F;) defined

as

€9

Z (Ol )+ Su(f) e )] ien. (2.4.117)

Z JEH
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Again, using the reciprocity relation (2.2.35) and symmetrization |[CC70| [FK72] [GMMO09], the
linearized collision operator is expressed as

FFon) =2, >, /gw o OO (¢ + 65 — ¢ — ¢) dwl,dC;. (2.4.118)
jEH EN; 1,7 €Q;

The kernel of Fj, coincides with the set of heavy-species collisional invariants Z,,. We also introduce
the associated integral bracket operator

[n, Gl = (£, Fa(C))n = ZZ/f &iFi(Cn) AC, (2.4.119)

i€ 1€Q;
which can be expressed in the form

[6n, Gl = % S (2.4.120)

LjEN LV EQ; 1,0'€Q;
/gm oG+ -6 &) (- G- ) dwldC;dC,.

From expression (2.4.120), the bracket operator [ -], is shown to be symmetric, i.e.,

[€r: Culln = [Chs Enlns (2.4.121)
positive semi-definite:
[€n, €l > 0, (2.4.122)
and its kernel is seen to coincide with the kernel of Fj,:
(€, Enlln = 0 & Fi(&n) = 0= &, € T (2.4.123)

Projecting the heavy-species Boltzmann equations (2.4.6) at order £°, the first-order heavy-
species perturbation function ¢y is shown to be solution to the following linear equation:

Filon) = ¥, 1€ 9, (2.4.124)
where
\Iji = _D?(ln fzo) + f()Szle( i 7¢€f0) + f08126( i ’fo) (24125)

Indeed, S2 = 0, and SL(¢; f?, f0) = 0 since [ is isotropic. Equation (2.4.124) must be completed
with the constraints (2.4.4) in order to be well posed [CC70| [FKT72] [Gio99]

(Onfl i) =0, 1€HU +1,...,n° +4}. (2.4.126)

2.4.9 Second-order perturbation for electrons

We project the electron Boltzmann equation (2.4.5) at order € and after a few calculations, the
second-order electron perturbation function ¢? is found to be solution to the following linear integral
equation [GMMO09]:

fOFe(e?) + 5b1nT<C AB)-9c, (07 f) = V¢, (2.4.127)

€
where

U2 == DY) = D (Pefd) + See(de 2, be f2) (2.4.128)

D0 [8Y(0f 0 8) + S 68) + S D).
JEHN
Indeed, by (2.3.63) SY(f?, ¢ f]) = 0 since f? is isotropic, and by (2.3.64) S;(¢e f2, f]) = 0 since f
is isotropic. Equatlon (2. 4. 127) is completed with the constraints (2.4.3) in “order to be well posed

(@210, l)e =0, L€ {e,n +4}. (2.4.129)
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2.4.10 First-order macroscopic equations for electrons

Equations (2.4.15), (2.4.16), (2.4.17) are now expanded at order e'. The following first-order drift-
diffusion equations for electrons follow

atpe + 8:6 ’ (pevh + pevg + gpevi) = EM,ID, (2'4'130)
0E + By - () = —peOy vy —0yvy, T, — 8, - Q0 —c8,- Q! (2.4.131)
+JYE +eJE 4600 (vp AB) + AE% +c AEY,

where we have introduced the electron first-order diffusion velocity, heat flux, viscous tensor, and
the electron first-order conduction current density in the heavy-species reference frame, respectively

nV. = /gbgffcedce, (2.4.132)
Q. = / G2 fe (%mece-ce) C.dC., (2.4.133)
I, = /qbefgmeCe@CedCe, (2.4.134)
J! = n.qV.. (2.4.135)

We have denoted by tv, the zeroth-order molecular production rate of electrons due to chemically
reactive collisions:

. = (1, Co(f))e = / c.(f%)dc., (2.4.136)

and AE!, is the first-order energy exchange term arising from chemically reactive collisions on the
one hand, and scattering collisions on the other hand:

AEgh — AEel’,lchem + AE;},Lscatt. (24137)
The reactive term reads )
AE;;LChem = / (émece . Ce) Ce(fo) dCe; (24138)
and the scattering term is in turn decomposed into an elastic and an inelastic contribution
AEL" = AEL + AEL", (2.4.139)
where
ABG = —(p ™ Spo(dnfh defO) + Sps(dn i £2) + Spl (5 e fO) Ins (2.4.140)
ABG™ = (™ Sp™(onfi £2) + Sii™ (R de ) I (2.4.141)

Finally, the momentum electron conservation equation (2.4.16) yields the following first-order
momentum relation for electrons:

Oppe + 0y T, = g E+ 040 j° AB + 041 (30 +e J)AB+ F°, 4 F, (2.4.142)

where Fih is the first-order average force exerted by the heavy species on electrons:

Fl =Y (m.Co,SY(8Lf0 7)) + S0(0efes 6507) + S5 0 1)) + S(FE f]))er (2.4.143)

JEH
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2.4.11 First-order macroscopic equations for the heavy species

Proceeding as for the zeroth-order macroscopic equations, we obtain the following set of Navier-
Stokes type equations for the heavy species:

Opi + Oy - (pivn + € pi Vi) = emyo,, i€9N, (2.4.144)

O (prvn) + 8z - (prvn @ vy + pl) = — 0, - (Il + I1,) + ngE (2.4.145)
+e80J° AB+ 6,1 51 A B,

&+ O - (Epvy) = —pp Oy vy, — € Ogvy, 1 11, — € 0y - Qp (2.4.146)

+edy-E + AE). + e AFE;,,

where we have introduced the diffusion velocity of the i*" heavy species V;, the heavy-species viscous
tensor I, and the heavy-species heat flux Q,:

nVi = > / ¢ f°C;dC;, i€ 9, (2.4.147)
1€9;
Hh = Z Z ¢]ff mj Cj X Cj de, (24148)
JEH 1EQ;
1
JEH 1EQ;

We denote by J}, the heavy-species conduction current density in the heavy-species reference frame,
43 the first-order heavy-species current density in the inertial reference frame, and 5. the first-order
electron current density in the inertial reference frame:

Tn=>_njgV;, (2.4.150)
JEHN
-1 _ o
Jn = Z”jqj(vh +eV;) = npgnon +edp, (2.4.151)
JEHN
3t = neqe(vn + V2 + V) = negeve +eJ, (2.4.152)

where J! = n.q. V! is the first-order electron conduction current density in the heavy-species refer-
ence frame. The zeroth-order and first-order current density in the inertial reference frame, j° and
4!, respectively, are given by
3’ =gn+3c, (2.4.153)
3t =3, +7. (2.4.154)

Finally, tv;, € §) is the zeroth-order molecular production rate of the i'" species due to chemically
reactive collisions:

o= (UG = Y [ @) de, (2.4.155)

IEQi

and AF}_ is the first-order energy exchange term, involving both scattering and reactive energy
transfer. Again, due to relation (2.3.34), energy exchange terms are symmetric:

AE}, = —AE},. (2.4.156)
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2.4.12 Chemistry source terms
For k € G, the chemically reactive source term reads
KEQk

This term can be expressed as follows. We first recall the decomposition (2.2.16)

£ =Y _Ci(f), (2.4.158)

rEX

where Cj(f) was expressed in (2.2.28). This yields the following decomposition:

we =Y (4" =) 7, (2.4.159)
rEX
where 7, is the reaction rate of progress of the r** reaction, which can be written
=KL ] Kb 1~ (2.4.160)
€6 keS

where the forward and backward constant rates associated with reaction r read

C,-C,+E,
K = Z/ exp( > 3™ lk Tl o ) (2.4.161)
Hl GQ FT BT lgrﬁh legr B4l
’I‘%’V‘ H dCl H de’a
leg” keBT
1m,C - Cr + B
KP = Z/ exp( 3 2 T ’“k T” i ) (2.4.162)
Hk GQ FT,B" lgT 5lL keBr Btk
r%r H dCl H de
leg” keBT

From equation (2.2.38), the production rates wy, k € & satisfy the mass conservation constraint

> myry = 0. (2.4.163)

We now distinguish between two cases. First, if the reaction does not involve any electron, one
retrieves the law of mass action. Indeed, in that case, all the species temperatures equal T}, and
the following relation for conservation of energy holds:

Z <%mzC’z -Cr + ElL) = Z (%mkck -Cy + Ek;x>, (2.4.164)

legr keBr

so that Kf and KP read

K= (2.4.165)
[Ijes @7

Kb = ’C—b (2.4.166)
H‘jef) Q J
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where

mlcl -C + By,
K, = /ex < ) 2.4.167
H BlL Z P kBTh ( )

legm Fr.BT les
'r%r H dCl H de"
legr kesr
mkck -Ch + EkK)
- z/m<
lgv B S kBT ko Th
legr kesr

If we introduce the equilibrium constant of the r*! reaction

prb_yrf
k=17 . (2.4.168)
Jj€N
we have finally
e K
K = o (2.4.169)

On the other side, when the reaction r involves one or more electrons, the equilibrium constant
K¢ is undefined, since in general T, # Tj. However, in specific cases, depending on the form of
the reaction considered, e.g., electron impact ionization or ion impact ionization, a generalized
law of mass action can be derived where the equilibrium constant might depend on either of the
temperatures T, or T},. For example, for an electron impact ionization in the form

M, + M, = M; + M, + M., (2.4.170)

where the subscripts e, n, and ¢ refer to the electron, the neutral species and the corresponding
positive ion, respectively, the law of mass action obtained for the monoatomic case in [GMMO8| is
a generalization of the well-known “Saha” equation, and reads

Kt m\ 2/ 2rm kT 2 AE..
o K (mi\? (2mmeksTe _ Dionis 92.4.171
et = (m) (™) e () 2417

where Ao, is the ionization energy associated with reaction (2.4.170). The first two factors of
equation (2.4.171) correspond to the translational partition functions of the respective species at
their respective temperatures, and the term in the exponential factor corresponds to the ionization
energy divided by the electron temperature. Indeed, the colliding electron is providing the energy
required for the ionization to occur [GMMO0S8|. Equation (2.4.171) can also be derived from non-
equilibrium thermodynamics [vdSSP*89] [GC02].

Finally, the energy exchange term AELM™ = —AE}™™ associated with chemically reactive
collisions can be decomposed in the form
AEGM™ =N "AE, = Y AE,, (2.4.172)
re#X rERe

where the sum has been reduced to the set of reactions involving one or more electrons #.. Upon
introducing the net average energy A&, gained by electrons during reaction r, defined as

1
Age,,:—z / —meC’b Cch - ;fgmecg-cg) (2.4.173)

Hﬁk‘K
(L5 - TS5 e TLae T o

jes” heBT EST JEFT keBT

F",B"
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where 7, is the rate of progress of the 7" reaction, and where Ct, C® denote the electron velocity
where electron is taken as a reactant or product, respectively, one can express the chemistry energy
exchange term as

AEGM™ = 3" A&, T, (2.4.174)

rERe

As a first approximation, due to the strong mass disparity between electrons and heavy species, the
net energy z/gf%mng .Cf - ygbémec'g - C" lost by electrons during the 7" electron collision reaction
can be taken constant, independent of the velocities Ci, C’E’, and equal to the threshold energy
of the collision process considered [GMMO0S|, so that the net average energy lost —AE&,, can be
identified with the threshold energy of the r'" reaction. This assumption is customary in practical

applications [Nie98] [KNF104] [Hagl6b].

2.5 Transport Fluxes

In this section, we derive an expression for the transport fluxes, namely the diffusion velocities V;,
i €%, VY, V! the viscous tensors Iy, I1,, and the heat fluxes Q,, Q°, Q!, in terms of macroscopic
variable gradients. These expressions involve transport coefficients, which are also stated in terms
of bracket products of the perturbed distribution functions. For the sake of simplicity, we assume
that the plasma is weakly magnetized, i.e., b = 0.

2.5.1 Electron transport coeflicients

In the case when b = 0, equation (2.4.58) for the first-order electron perturbation ¢, becomes

Fe(¢e) = Ve, (2.5.1)
where
U, = —D, (In f2), (2.5.2)
under the constraints
(@2 )e =0, Lefen®+4}, (2.5.3)
Given expression (2.4.28) for fY, ¥, can be decomposed into
5 1
U, = WP (8,p. — neqE) — ¥ -9, | — |, (2.5.4)
kT,
where .
b= —C,
- ) (2.5.5)
A
Ul = (ﬁkBTe — émece . Ce) C..

Making use of the linearity of the electron linearized collision operator F, |GG09| [GMMO09], we can
expand the first-order perturbation function ¢, as follows:

3 1
¢e = _(I)eDE ' (awpe - neQeE) - ¢26 ’ aw (/{7 T ) . (256)

For each u = D., Ae, the function ®* is solution to the following system of equations:

F.(®) =

e

(fo@l ve)e =0, le{en®+4},
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which is well posed since for both values of
(fowe ). =0, 1€ {en®+4}. (2.5.9)

Additionally, because of the linearity and the space isotropy of F,, ®P¢ and q)é\e can be taken in
the form

®D- = P C, (2.5.10)
= ¢ C., (2.5.11)

where ¢Pe, gbg\e are scalar isotropic functions of C, - C..
Thanks to this decomposition of ¢,, the electron viscous tensor Il, can be shown to vanish:

I, = 0. (2.5.12)

Defining the zeroth-order electron self-diffusion coefficient DY, and the zeroth-order electron
electron-temperature thermal diffusion coefficient 62, by

k: T,
Do = PieZergDe gD, (2.5.13)

Oe. = —5[[@;, ®]., (2.5.14)
respectively, the zeroth-order electron diffusion velocity is expressed in the form
V0 =-Dd, —6°8,InT,, (2.5.15)

where we have introduced the unconstrained electron diffusion driving force

- 1
d, = ]—? (Ozpe — neqE) . (2.5.16)

Finally, upon defining the zeroth-order electron self-partial-thermal-conductivity

5\(6)6 = 3]{ T2 [[¢ ¢26ﬂ67 (2517)

the zeroth-order electron heat flux Q? is found in the form

Q= —phl,d, ~ .0, + (ShT. )V (25.18)

2.5.2 Heavy-species transport coeflicients

We recall that from (2.4.124) and (2.4.126) the first-order heavy-species perturbation function ¢y, is
solution to the following constrained linear system of integral equations:

Filgn) =i,  i€H (2.5.19)
(foon ¥ =0, jeHU{R +1,...,n" +4}, (2.5.20)

where U;, i € ), is given by (2.4.125). After a lengthy calculation, ¥; can be decomposed into

U, =— W' : dv, — %\IJ " (Og - vp) Z o) (0zp; — ni¢;E) — ¥ - (8zpe — neq.E)
Jj€N
Mg ( ! )—\If?e-a ( ! >—\IIQ(T—Th) e (2.5.21)
7 x ijTh 7 xr k/‘BTe 7 € Y N b
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The expansion coefficients are given by

o = kLTh {Ci % C; — %Ci .C, u} (2.5.22)

P CQ;I;h Bmici .C, - ngTh] n CQ;Th (E; — Ey) (2.5.23)

v = l 6, — Y] C, (2.5.24)

whe = % 3 n]% <5Z-jéu _ YhaJQe—;t> C; (2.5.25)
J€H 1€9Q; ' J

< [=0ie.pic.ric) c. et ac,

A, M 1 RO

JEHN JEDJ'

x / SU(|C.R)IC.If(C.) C. - @ dC.,

A 5 1 —
\If;\h = (ékBTh — §mZCZ : Cz + Ez - E’LI) Cz (2527)
31 1 1 — 3
\II@ = —— — zCz . Cl Ez'[ — Ez - _kBT 2.5.2
i 27 T2 (2m + 5 h) (2.5.28)
2m, 1 3 1 1 /
Sl —k‘BT - = 7,Cz : Cz e AEII’ 1’ e )
+ 3m; ]{ZBT}? (2 h 2m ) Vie T kT T, ; Ju'Vie
I/;AIZ

where Y;" is the mass fraction of the i*" species with respect to the heavy species, which is propor-
tional to the mass fraction Y; = % of the " species with respect to the whole mixture:

yh=Li_ Py eq, (2.5.29)
Ph Ph
and where e
g = g9(Bew (1= 21)). (2.5.30)

We also denote by X" the mole fraction of the i*" species with respect to the heavy species. If m; is
the molar mass of the i*" heavy species, and Ty, is the mean molar mass of the heavy species, given
by (2.4.46), then
n; m .
Xh="="tyh e (2.5.31)
np m;

In (2.5.22)-(2.5.28), the symbol ¢ denotes the translational constant-volume specific heat per
molecule, ¢™ the heavy-species internal specific heat per molecule, ¢, the heavy-species constant-
volume specific heat per molecule

( 3
C;D)r = 5/{53
=3 Xt (2.5.32)
=
Co = c:}r + Cmt’
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and " denotes the internal heat capacity of the i'!' species
1nt dE
‘ dT’

As for the first-order electron perturbation, making use of the linearity of the linearized collision
operator, the perturbation functions ¢;,7 € $ can be decomposed in the form

i€9. (2.5.33)

Lo
¢i =— " : Opv), — §¢@- (8- vn) — Y B, (ap; — i GB) — B+ (8ppe — neqE)
JEH
A 1 A 1
—®M. 9, —®.9, — (T, — T, j . 2.5.34
i (kBTh) Z (kT) o0 W, 1€D (25,34

Note that one can also expand the coefficient U9 as

1 1 e in
7o = —op U v 4w (2.5.35)
h

where the elastic and inelastic contributions are given by

¢ 1 1 2m 1 3

vo — — _Zeyn —m;C;-C, — —kBT 2.5.36
§T T2 <Tel 3m; ”@e) (2m h) (2530

in 1 1 /1 3
\Ile = — | = zCz . Cz — —k’BT w ' Ve 2.5.37
% k:BTf% 7in (2'01 2 h) e ( )

e
and the corresponding decomposition for ¢ reads
1 e in

Ry ) (2.5.38)

21, T

For each value of p = ny, kn, Dj, 7 € $, D, S\h, 5\6,@, 0©°, O the functional ¢} is solution of the
following constrained linear system of integral equations:
Fi(¢h) ="y, i€ (2.5.39)
(fidh vidn =0, jeHU{R +1,... .n°+4}, (2.5.40)

which is well posed since
(fouk Yy, =0,  jenHu{n®+1,...,n°+4}. (2.5.41)

Furthermore, because of the isotropy of the linearized collision operator F, each ¢ is of the same
tensorial type as W} |Gra04].

Upon defining the heavy-species diffusion coefficients, the heavy-species electron diffusion coef-
ficients, the heavy-species heavy-temperature thermal diffusion coefficients, and the heavy-species
electron-temperature thermal diffusion coefficients by

Pk’ Th

Dy; = [®D: &],, ic$H,jeNn, (2.5.42)
Di = D, = pk Thigp: D), ie s, (2.5.43)
i, = Opi = ——[[q> LM, e, (2.5.44)
O = 0. = —lﬂ[@ B ], i€, (2.5.45)
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the heavy-species diffusion velocities are expressed in the form
Vi=-) Dyd; — Dicd. — 0,0: nT) — 0,0, InT,, i€, (2.5.46)
JEHN
where we have introduced the heavy-species diffusion driving forces

- 1

We also define the shear viscosity, the volume viscosity, and the thermal non-equilibrium viscosity,
respectively:

Ny = i Th [[‘I’ , @ (2.5.48)
_ T
h[[cb s O (2.5.49)
_ T
=0k T (2.5.50)

so that the viscous tensor reads
2
I, = —n, <8wvh + (8501)" = 5 (85 -v1) u) — kin(B o) | — (T, — Ty) . (2.5.51)

Finally, if we introduce the heavy-species self-partial-thermal-conductivity, the heavy-species
electron-temperature partial thermal conductivity, respectively

A = Wﬂ AR (2.5.52)
Ahe = S T2 —_[®), &), (2.5.53)

and the electron heavy-temperature thermal diffusion coefficient

1 ~
One = O, = —g[[cﬁgh, ®Le],, (2.5.54)
the heavy-species heat flux can be expressed as

Qh = —pz th pehed — )\hha Th — /\hea T + Z k Th + E ) V (2555)

JEH JEH

The second and fourth terms of the respective expressions for the heavy-species diffusion veloc-
ities (2.5.46) and the heavy-species heat flux (2.5.55) are the “heavy-species Kolesnikov diffusion
fluxes”. They arise from the coupling between heavy species and electrons as first described by
Kolesnikov [GMMO09] [Kol74].

We also introduce the new bracket

(€1, Colhe = 1 T (/g .C; deC)/f0|C ~Mqec.|? ¢, -c.de., (2.5.56)

]E.ﬁ JEQ; Bk T

which is non trivial when §,,, ¢, are vectors but would be trivial for scalars or traceless symmetric
tensors of rank 2. The following relations hold:

ko T, k T,
Dy =2 @), ] = b i€9, (2.5.57)
1 T, 5

Oic = ———h[[<I> D] = ——[[cbhi, ).,  i€H, (2.5.58)
A 5 1 R

)‘h e Ae
Mo = 31 T2 a8 il = o N @), ® e, (2.5.59)
0pe = _g[[cbhh, O], = _gﬁ[[q)hh? &) (2.5.60)
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We only prove the first one of those relations. The other ones can be derived by similar arguments.
By definition of - ], and by (2.5.25), D, reads

pk: Ty

D, = [®), &P,

pk; T Z Z /f;?‘I>D \IIDP dcC,.

keH keQy

pk Th m, Z Z Z Z n, (/ f;?q)D ((5@ . Ykhajé;n:ﬁ> . de)
j

keH KEQ), jENH 1EQ;

8 / sH(C.P)C.fc.) C. - 2P dC.

SRS S (Z e G d0k>
J

JEH 1€Q; keH keEQy

x / SO(|C.2)C.If(C.) C. - 8P dC..

Since

Y J E J E]
Z Z Y a; elnt /f]8<I>D .CdCy = k - a; elm Z Z /flS(I’ -m,C dCy,
ke$H xkeQy P h J ke keQy

<<q)thfi(L)7 thh>>h7

1 aje

B pkBTh Qijnt

and since ((<I>£ 2, muCr)n = 0 by (2.5.40), the i™-heavy-species electron diffusion coefficient reads
finally

D=2 SN el ciac; [spieiedsie,) c. e dc.,

JEH 1€Q;

which completes the proof.

2.5.3 Properties of the heavy-species transport coefficients

The matrix Dy, = (Dyj), ;cq is symmetric, ie.,

Indeed, Dy; = LpkyTh[®}", @fj]]h and the bracket [[- ], is symmetric (2.4.121). Dj, is also positive
semi-definite, i.e., for any U = (U;),

U'D,U >0, (2.5.62)
and its kernel is the space spanned by the vector Y, = (Y})ieﬁ, ie.,
N(Dy) = RY},. (2.5.63)
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Indeed, since the bracket [ -] is bilinear by definition and positive semi-definite by (2.4.122):
UDWU = Y Y DUl
i€ jEH
pkeTh i A Dj
= =3 D @) @, WU
i€ jEH

_ pk;Th D - eu.d e, Ul

1€H JEN

> 0.

Since the kernel of [ -] is Zj, from (2.4.123), the latter calculation also yields
UDU =0 8)U; €I
1EH

Since by definition the <I’hD ' i € $, are orthogonal to Z;, with respect to the scalar product { - )y,
Zieﬁ <I>hDi U; is orthogonal to Z, as well, and thus

U'DU =0 &U; =0. (2.5.64)
€9

More generally, the space spanned by the vectors <I>f ‘1 € %, is orthogonal to Zj,, the kernel of F},,
so JF}, is invertible over this vector space, and

S ePU =0 F( Y @pU) =0e Y P~ (2.5.65)
i€ 1€9 (<)

From (2.5.24), the set of solutions to the latter equation is the one-dimensional space RY}, which
proves (2.5.63). Furthermore, since from (2.5.24) 3°._. Y;®" = 0, we deduce from (2.5.65) that

€9
> V) =0, (2.5.66)
i€9H
so that from (2.5.42)-(2.5.45)
Y YiD;=0, je® (2.5.67)
€9
Y YiDi. =0, (2.5.68)
1€EH
and as well
> Vb, =0, (2.5.69)
1€EH
> Yibi = 0. (2.5.70)
1€9H

Finally, from expressions (2.5.48), (2.5.49) and (2.5.52), respectively, the shear viscosity 7, the
volume viscosity kp, and the heavy-species self-partial-thermal-conductivity Ans, have the same sign

as [®", @], [on", 67"k, and [[<I>2h, <I>2h]]h, respectively. For =y, x5, and A, it is readily seen
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that [¢), ¢,]n > 0 since the bracket product is positive semi-definite. Moreover, if [¢}, @) ], = 0,
then ¢ must be in Z), by (2.4.123). Because of the constraints (2.5.40), ¢} must also be orthogonal to
Ty, so that ¢} = 0. Now, from expressions (2.5.22), (2.5.23) and (2.5.27), the expansion coefficients

¥ and \112}1 cannot vanish, while the expansion coefficient ;" can vanish if there is no internal

energy levels. By linearity the same is true for the perturbation coefficients ®;", <I>2h, and ¢;", so

that finally [Gio99|

> 0, (2.5.71)
K >0, (2.5.72)
Ann > 0. (2.5.73)

2.5.4 Electron Kolesnikov transport coefficients

The resolution of the linearized Boltzmann equation for the second-order electron perturbation
function ¢? yields first-order electron transport fluxes and associated transport coefficients. These
transport fluxes should not be confused with Burnett transport coefficients [GMMO09| [FK72]|, since
one retrieves the first-order Chapman-FEnskog expansion for multicomponent mixtures in the limit
T. =T, [GGMM10].

In the case of a weakly magnetized plasma, i.e., when b = 0, equation (2.4.127) for the second-
order electron perturbation function ¢? becomes

Fe(42) =02, (2.5.74)
where
1 1
U2 =—D(In f7) — f—gD;%cbefS) F oS 2 0ef?) (2.5.75)
1
+ Z F [ng(Qbe £7¢jfj(’)) +Selj( £7¢jfj(')) +862]( £7f]0>] 5
jen ’¢
under the constraints
(@210, 0l)e =0, Le{e,n®+4}. (2.5.76)

After some lengthy calculations, the right-member W2 of equation (2.5.74) can be expanded in the
form

\Ifg = — ‘I’Ze : amvh - 5b0lI’eDe ’ (_neQevh A B) (2577)

de x D Qe <\ 1
— 0pg— P - [(Oxpe — NeqeE) AB| — 6pg—P2¢ - |0, | —— B
w01y Pe [(Bzpe — neq.E) A B] i P [ (szT) A }

1 1 5 1
- é\IthDe ’ (6m : 'Uh) (ampe - neQeE) - g\I;:h)\e ' (833 : ’Uh) 8:2 < >

3 1
- \IJS)De ) (Te - Th) (8mpe - neQeE) - \IIS))\C : (Te - Th) Oz ( >

- Z ‘I’eDj ) (awp] - anjE) - \IleDg ’ (8mpe - neQeE)

JEH

S 1 ;2 1 -
— WM. 9, (kT)_lIlie'afc(kT)_\pg’
BLh Ble
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where \iz is a scalar function of C, - C,. Other expansion coefficients are given by

and

e =

DI AAD XY

1
_ _ZC..-C.I
kT{C ® C, SCe C’e]

/@fi c, f'dc; ) c.

/cpfe-cj £ C]) C.
/@?h-cj 3 CJ) C.

[ sac,

JEH JEQJ

=Y 5 e |CIS(C.P)

(
(
(

-y ; T |CL s (CLP)

JEH JGQJ'

1 me

JEH 1EQ;

Tl =% "% (/ ;" f7 dC; ) C[SH(IC ) 2"
JEH 1€Q;

et = S5 ( [orac)icsie. el
JEH 1EQ;

lI,@Dc _ZZ (/(b@fodc > |C |2(1 |C ’ )(I)DE
JjEN 1€Q;

¥ =YY ([esac)ieasic. ek

JEH 1EQ;

(2.5.78)

(2.5.79)

(2.5.80)

(2.5.81)

(2.5.82)

(2.5.83)

(2.5.84)

(2.5.85)

(2.5.86)

Thanks to the linearity of the linearized collision operator F., the following similar expansion holds

for ¢

solution to

S@EP (D, v,) (Bupe — neg.E)

g2 = — @ : Oy, — S ®Ye - (—n.q.vy, AB)

kT,

5 1
_ é@ghke (- v1) B (

5 1
- (I)@DE ’ (Te - Th) (8mpe - neQeE) - (I)?)\e : (Te - Th) am ( )

=@ (Bap; — ;) — B - (op. — . B)

5 1 S2 1 ~
— dM .9, —P.9, — .
‘ 0 (kBTh> ‘ 9 (kBTe) gbe

where for each value of jt = 1., D, ,De, phe, ©De, O, D;,j €%, D, An, A2, the function ¢# is

f€(¢g) = e
(fook w)e =0, le{e,n® +4},

60

1
Y =De . [(8yp. — n.q.E) A B — 51,0:16 mhe . [am ( ) A B}

(2.5.87)

(2.5.88)
(2.5.89)
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while for each value of u = D,, \., the function E# is solution to
Fe e
{

(BH) = @+ (2.5.90)
foEr Yty =0, 1€ {e,n®+4}. (2.5.91)

e

(

Furthermore, because of the isotropy of F., gzgg is a scalar function of C, - C., and each ¢, respec-
tively Z#, is of the same tensorial type |Gra04| as U¥, respectively ®*.

The first-order electron self-diffusion coefficient, the first-order electron electron-temperature
thermal diffusion coefficient, and the first-order electron self-partial-thermal-conductivity are given
by

ks T,
Dl =" 3 (2.5.92)
1.5 1 .
0. = —5[[@22 @ Jne = —5[@7, 82 Do, (2.5.93)
A, = D), )] e 2.5.94
>\ee 3]€ TQ[[ e ]]h ( )
The electron heavy-temperature partial thermal conductivity is given by
5o Le 1 S
Aeh = = Ape = D Dy, 2.5.95
h Th h 3kBTeTh h h ]]h ( )

where A, is the heavy-species electron-temperature partial thermal conductivity. We also introduce
the additional transport coefficients

kBTe K
D =" " BD B e, (2.5.96)
Ol = —¢ [[Gb“h B, B0, (2.5.97)
xgh 9]{: T2 H¢Zh’ ¢>\e (P)\e]]hE(ﬁ (2598)
kT,
D?e = b 3 7¢£6]]hee> (2599)
1 .
02 - _g [[¢?7 (P)\e (I)De]]heea (25100)
T T2 [69, @2, @2, (2.5.101)

and the magnetic transport coefficients [GG09] [GMMO09]
pk T,

DS = 3 2l (@D, @D, (2.5.102)
Oc. = %(@52 )., (2.5.103)
A = —SkiTg((fbie, o)., (2.5.104)
where we have introduced the brackets
((€e,€e))e _ &l |/f°£ ® ¢ dC., (2.5.105)
6 ¢od = X X ([6£000) [ Ricisdio ¢ osac. s

JEH 1€Q;
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The following expressions are then derived for the first-order electron diffusion velocity
V! =-Dld.—> Dud;— 0,8, InT. — 0,0, In T, (2.5.107)
— [DEr (8, -vp) + DS (T, — T3)] d, — [05 (85 -vp) + 02 (T. — Tp,)] 8InT,

eYe B 7
0 Bl 0 g 8 g 5,002 B AL — 6,00° B A B IT,,
p

and heat flux

R SO . 5
1 _ 1 - . 11 o e 1
Q! = —pold, —p ;Eﬁ: Ouid; — N0, T — AnuTh + ne<2kBTe>Ve (2.5.108)
— [0 (B -wp) + 02 (T, — T)] de — [N (8- vn) + A2, (1o — T1)] 8T

— Oponeqe|BlO2, B A vy — SyoptS, B A d, — 51705\8@ B N 0,1,

where % denotes the direction of the magnetic field vector

1
A = —B. (2.5.109)
|B|

Except for the last three terms associated with the magnetic field effect on the electrons, all the
terms in expressions (2.5.107) and (2.5.108) for V! and Q|, respectively, are due to the coupling
between electrons and heavy species. They may thus be referred to as the “electron Kolesnikov
fluxes” [Kol74] [GMMO09].

The terms in the first lines of both (2.5.107) and (2.5.108) were already present in the monoatomic
case [GMMO09|, though the corresponding transport coefficients (2.5.43), (2.5.45), (2.5.54), and
(2.5.92)-(2.5.95) are different. The terms proportional to (9, -wvj) are new and specific to the
polyatomic case, since the volume viscosity x; vanishes in the monoatomic limit. The terms pro-
portional to (T, — T},) are also new, because the corresponding transport coefficients vanish in the
monoatomic limit [GMMAO09]. This is because the term

/gbjef]o dc; (2.5.110)

appearing in expressions (2.5.99)-(2.5.101) for D2, 02 and 5\?6, respectively, becomes equal to
(o9 17, wi»h in the monoatomic limit and thus vanishes, since the number of particles in the ;%
species is a collisional invariant of the scattering operator. Conversely, in the polyatomic case, the
term (2.5.110) does not necessarily vanish. Indeed, the number of molecules of the j™ species in
the J*® internal energy state is not conserved in general in scattering collisions, since the elastic
collision cross-section o3, may depend on the energy level J. Physically speaking, the transport
fluxes appearing in the second lines of (2.5.107) and (2.5.108) are associated with the nonuniform
diffusion of electrons against the different internal energy states of each heavy species. The last lines
of (2.5.107) and (2.5.108), respectively, embed the magnetic field induced electron transport fluxes,
and have the same structure in the polyatomic and monoatomic cases, for the last two terms were
overlooked in the case b = 0 in [GMMO09].

Finally, we obtain the following expression for the first-order energy exchange term due to scat-
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tering collisions:

El ;scatt Zznl . F;O (25111)

€9 1€9;

DI 2 Me “/f%l T, — mlC C)dc

1€H IGQZ

+3Y > VIAEy, / fo¢.dC;.

1€9H 1,'eQ;

One may prefer the alternative formulation

AES ™ =pY Diedj-de+p Y 0jed;- 8, InT, (2.5.112)

Jj€N JjEN

+ pD}, d.-d, —|—p91d 0, InT,

+ pOhe@p In T}, - dp + TudpeOp In T - 8, In T,
+ 0! 8, InT,-d, + T\ 8, InT. -8, InT,
+ kST fron, O D

(=T3S Ry [ geanac,

1EH 16[21

+Z Z <1— gII’ VH AEII//fO¢7/ dCl’

1€H L,I'eN;

where [ fP¢; dC; can be further expanded in the form

/f?@- dC; = — (Bzmh)/f?d);‘h dC; (2.5.113)
—(T. — Tn) / o dC;.

2.6 Fluid Equations

In this section, we summarize the macroscopic equations obtained for multicomponent plasmas in
the Navier-Stokes regime. The fluid equations (2.4.130), (2.4.131), (2.4.144), (2.4.145) and (2.4.146)
and the transport fluxes derived from the Chapman-Enskog expansion are redimensionalized. This
is equivalent to setting ¢ = 1 in the full-dimension equations where ¢ is taken as a formal parameter.

2.6.1 Conservation of mass, momentum, and energy

The fluid equations (2.4.130), (2.4.131), (2.4.144), (2.4.145) and (2.4.146) are rewritten in the form

8tpe + aa: ' (Pe’Uh + peve) = M1, .
8158@ + 893 : (gevh) = — Pe 693 “VUp — 8w : Qe + AEjeh + Je . E/ + 6b0 JS : (Uh A B), (262)
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for electrons, and

Oipi + Oy - (,Oi’Uh + pzvz) = m,;to,, 1€ 9, (2.6.3)
O (prvn) + Oz - (prvp @ vy, + pl) = — 8, - I, + ngE + j A B, (2.6.4)
8tgh -+ 8:,3 . (gh’l)h) = —Dp 833 - Vp — 633’Uh : Hh — am . Qh + AEhe + Jh . E/, (265)

for the heavy species.
The electron diffusion velocity in the heavy-species reference frame is given by

V.=V’ + V!, (2.6.6)

the electron heat flux in the heavy-species reference frame by

Q. =09+ 9., (2.6.7)
and the electron conduction current density in the heavy-species reference frame by
Jo=J '+ J! =n.V.. (2.6.8)
We also introduce the heat flux
Q-0.+9, (26.9)
and conduction current of the mixture
J=Jo+Jh=ngVe+ Y gV, (2.6.10)
JEN

and the energy exchange terms

AE,, = AEY, + AEL (2.6.11)
AE),. = AE), + AE}_, (2.6.12)

which satisfy the reciprocity relation
AEp. = —AFEg,. (2.6.13)

We also restate the expressions for the zeroth-order and first-order current densities of the mixture
in the inertial reference frame

jo = NpgpUp + neQe(vh + vS)a (2614)
3t =nmnanon + Y0V + nege(vs + V2 + V0, (2.6.15)
JEN
and denote by
3 =0w03" + g’ (2.6.16)

the current density of the mixture in the inertial reference frame.
From equations (2.5.67)-(2.5.70), the heavy species diffusion velocities satisfy the mass conser-
vation constraint
> pivi=0, (2.6.17)
i€H
so that summing equation (2.6.3) over i € §), the equation for conservation of the heavy-species
mass is obtained
Oupn + Oz - (pyon) = Y mytv;. (2.6.18)
1€H
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Since the total mass is conserved in reactive collisions, the conservation constraint

meto, + > miw; =0 (2.6.19)
€9

is satisfied. Thus, the total mass conservation equation is obtained by summing (2.6.1) and (2.6.18),
and reads

Op + Oy - (pv) =0, (2.6.20)

where
p = pe+ pPh (2.6.21)

is the mass density of the mixture, and the mixture-averaged velocity v is given by
PV = PeVe + pPp¥p = POk + pPeVe, (2.6.22)
where the mean electron velocity in the inertial reference frame reads
v, = vy + V.. (2.6.23)

The electron momentum relation (2.4.142) is also rewritten in the form

Ozpe = N E+jOANB+ 6 JLAB+ Fyy, (2.6.24)
where F'., = —FY, is the average force exerted on electrons by the heavy species:
F,,=F’ +F.,. (2.6.25)

Finally, summing equations (2.6.2) and (2.6.5), we obtain the following equation for conservation
of the total internal energy & = &, + &p:

8t5—|—8m (Evh) = —pam-'vh — Bmvh . Hh — Bm Q+J'E/+550Jg'<thB>. (2626)

2.6.2 Transport fluxes
The electron diffusion velocity is obtained from (2.5.15) and (2.5.107) in the form

Ve == Deede = > Deid; — 000 In T, — 0,8, In T, (2.6.27)
IEN
— [D2 (85 - vy) + DS, (T, — Ty,)] d. — 05 (8 -vp) + 05, (T, — T)] Oz InT.

neq.|B|

—51; DO %/\Uh—(sboD %/\d _5b09® %/\BwlnTe,

where the electron self-diffusion coefficient and the electron electron-temperature thermal diffusion
coefficient read

D..=D? + D_, (2.6.28)
O = 02, + 01, (2.6.29)
and the unconstrained diffusion driving force read
d. = %(t’%pe — neqeE), (2.6.30)
d; = %(&cpi —nigE), ief. (2.6.31)
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Similarly, the electron self-partial-thermal-conductivity is given by

Aee = A0+ AL (2.6.32)

ee’

and from (2.5.18) and (2.5.108) the electron heat flux thus reads
5 s Q 5
Qe = - peeede - pz@; eeidi - )\eeaa:Te - )\ehaa:Th + Ne <§kBTe> ve (2633)
— p[OEh (B -vp) + 05, (T. — Ty)] de — [N (8- vp) + NS, (T — Ty,)] 8T

— Oponeqe|B|0°, B A vy, — GuopbS, B Ad. — 50\0 B A 8T,

The heavy-species diffusion velocities, viscous tensor and heat flux where stated in (2.5.46), (2.5.51)
and (2.5.55), respectively. We recall here their expressions

Vi=-> Diyd; - Dicd. — 04,0, 0T}, — 0,0, InT., i€, (2.6.34)
JEN
2
Hh = =" (8:th + (am’vh)T — 5(8w . 'Uh) I]) - /fh(aw : 'Uh) - C(Te - Th) |]7 (2635)
~ ~ N N 5 —
Q) = —pz Onjd; — pOhede — AnnOxTh — Ane Ol + Z (§kBTh +Ej)nV;. (2.6.36)
JEN JEH

2.7 Center-of-Mass Reference Frame

The conservation equations may be rewritten in the center-of-mass reference frame. From the
definition (2.6.22) of v, the heavy-species velocity reads

Vp =7 — nve, (271)

where Y. = p./p is the electron mass fraction. Equations (2.6.1) and (2.6.3) expressing the mass
conservation of the respective species thus read in the center-of-mass reference frame

Oipe + O - (pev + pV?Y) = metv,, (2.7.2)
Opi+ Op- (pv + pVY) =myto;, i€ 9. (2.7.3)
where V? and V7, i € 9, are the species diffusion velocities in the center-of-mass reference frame:
V!=(1-Y.)V. (2.7.4)
V=V, -YV., i€h. (2.7.5)
The macroscopic equations (2.6.1)-(2.6.5) read in the center-of-mass reference frame
Orpe + Oz - (pev + pe(l = Yo) V) = mero, (2.7.6)

atge + a$ . (ge(v - }/eve)) = —Pe 8&: : ('U - Y:ave) - acc : Qe + AEjelz + Je : E,
+5b0 Jg . ((’U — }/eve) A B),
for electrons, and

Opi + O+ (piv + pi(Vi — YeV.)) = myo;, €9,

Ah(p(1=Y)(v =Y. V.)) + 0z (p(1 = Yo) (v = Y. V,) @ (v — Y. V.) + pl) (2.7.9)
= -8, -1, + ngE + j A B,
0&n + Oy - (Eh('v — Y;Ve)) = —pp Oz (V—Y. V) — Oz(v—-Y. V) : II, (2.7.10)

— 0y Onp+ AEp. +J,-E
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for the heavy species.
Given that Y, is of order €2, the latter model is equivalent at first-order in € to the following one:

e + On - (pev + peVY) = meto,, (2.7.11)

01E+ 0y (EV) = — POy v— 0y Q° + AEy, + J*-E + 540 J°- (v AB), (2.7.12)
Opi + O - (pi'v + in}’) = m;to,, i €9, (2.7.13)

O(pv) + 0z - (pv @ v+ pl) = — 0, - I + ngE + j A B, (2.7.14)

Oln+ 0y (Epv) = —pp O - v — v : Il — 8- Q) + AE). + J), - E, (2.7.15)

where the species diffusion velocities in the center-of-mass reference frame have been taken such as
to satisfy the mass conservation constraint

S V=0V + Y V=0 (2.7.16)

ke6 €N

The viscous tensor may be written in the form
2
1= —, <8wv +(80)" = (8- ) u) — k(B v) 1 — C(T, — Ty, (2.7.17)
the electron diffusion velocity and heat flux in the center-of-mass reference frame in the form

VY =—Dld. — > Did; — 02,8, InT, — 62,8, InT,, (2.7.18)
€N
~(1-Y,)[D (85 -v) + DL, (T. — Th)] d.

— (1 - Y;) [Qgeh (aac "U) + 023 (Te - Th)} 0, InT,

ele B 7
— (1 — YJ%HDS@ BNv— (1 —Y.)DE BAd,

— (1 — Y,)02 B A3, InT,,

Q: = — pe:ede — pz QZCL - 5\eeaacTe - 5\ehaacTh + N (ngTe> V: (2‘7‘19)
€N
—p[OE (8- v) + 05 (T, — T3,)] de — [ng (8 -v) + A2 (T, — T:)] 9.T.

- 5b0”6g€‘B’92€ gg ANv — 5b0p9§e gg A C’l\e - 51)05‘? 93 A 8wTea

respectively, and the heavy-species diffusion velocities and heat flux in the form

VP =-> D¢d;— Did. — 05,0, nT) — 058, InT., (2.7.20)
JEH

+Y.[DEr (8, v) + DS (T, — Ty)] de + Yo [05 (8 -v) + 05 (T. — Tp,)] 8:InT,

ele B 7 .
o Bl 0 B n L 50Y.DD B AL+ 0Y0C BB INT,, i,
~ ~ A - 5 —
Qp =—p> Op.d; — pby.de — \in8aTh — MeBaTe + Y (ékBTh +E;)n VY. (2.7.21)
JEH JEHN
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The electron conduction current density in the center-of-mass reference frame may be written in the
form

Jg =neq Ve, (2.7.22)
and the current density in the form
3= 003" + omg, (2.7.23)
where
3" = nqo + neg. Ve, (2.7.24)
3t =nqu + n.q V' + Z n:q; Vy. (2.7.25)
1€9

D’U

e’

The diffusion coefficients D?

ces 1 €9, DY, 1 €9, and DY, i,5 € $H, may be expressed in the
form

e’ 17

D¢, = (1 =Ye)Dee, (2.7.26)
Dy =(1-Y.)Dei, i€8$, (2.7.27)
D;; = Die - YVeDeea S fj, (2728)
Djj = Dij =YeDej, 0,5 €9, (2.7.29)

and the thermal diffusion coefficients 67,,

0%, 05,1 € 9, 0,1 € 9, may be expressed in the form

Q:e = (1 - Yf:)eem

:h - 0;;6 - (1 - }/6)‘96%
9:';:6;‘ :eie_}/;eeeu i 657
=04 = 0i, — YOep, 1€ 9.

2.7.30
2.7.31
2.7.32

(
(
(
(2.7.33

)
)
)
)

However, one can see from expressions (2.7.26)-(2.7.29) that the diffusion matrix associated with the
center-of-mass reference frame (D}))r e is not symmetric, and neither is the heavy-species diffusion
matrix (D};); jes. This confirms that the center-of-mass reference frame is not adapted to the study
of non-thermal multicomponent plasmas [GMMO09].

2.8 Conclusion

We have derived from the kinetic theory a unified multicomponent fluid model for non-thermal,
partially ionized, polyatomic, chemically reactive plasmas. We have applied the classical Chapman-
Enskog procedure, upon expanding the species distribution functions in powers of ¢, where the
ratio € of characteristic masses was assumed to be proportional to the Knudsen number. For the
scaling adopted here, the equilibrium distribution functions are shown to be Maxwellian, with a
different temperature for electrons and heavy species. We retrieve the zeroth-order and first-order
drift-diffusion equations for the electrons, while the macroscopic equations for the heavy species are
the Euler equations at order zero, and the Navier-Stokes-Fourier equations at order one. Those
equations involve transport fluxes, which are expressed in terms of macroscopic variable gradients
and source terms, by means of transport coefficients.

The inelastic scattering cross-section between electrons and heavy species was assumed to be two
order of magnitude lower than other relevant scattering cross-sections: a}ln’o = 200, Other things
being equal, it was shown that this assumption is necessary to ensure that the electron and heavy-
species respective temperatures, T, and T}, are distinct. In a future study, an alternative scaling will
be investigated where the assumptions over the inelastic scattering cross-section between electrons
and heavy species are relaxed. For such a new scaling, we expect some of the internal energy states,
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or internal modes, of the heavy species to thermalize at T, while the others will thermalize at Tj,.
The Chapman-Enskog expansion will thus require a splitting between the internal energy modes of
the heavy-species. Typically, we may assume that vibrational modes are at equilibrium between
them at Ty, = T,, while rotational and translational modes thermalize at T, = T},.

The expressions of the transport fluxes for polyatomic plasmas have been derived in the weakly-
magnetized case. The structure of the macroscopic “Navier-Stokes type” equations and associated
transport fluxes are similar to the monoatomic case treated in [GMMO09], though expressions of
transport coefficients now involve summations over the internal energy states of the heavy species.
Additional terms in the electron second-order transport fluxes have been derived, associated with
the interaction between the thermal non-equilibrium and the volume viscosity with the electron
diffusion driving force and the electron temperature gradient. In the weakly-magnetized regime,
the electron diffusion velocity and heat flux involve transverse driving forces. In a future study, the
strongly-magnetized case will be investigated. In this regime, the electron transport fluxes exhibit
an anisotropic behaviour with respect to the direction of the magnetic field [GG09] [GGMM10].

The derivation should also be completed with the investigation of the mathematical structure
of the macroscopic equations and of the transport linear systems obtained. In particular, the
entropy conservation equation must be derived, and the sign of the entropy production rate must be
ascertained. Indeed, a positive entropy structure is desirable for numerical stability [Bob82] [Tor16].
Besides, the numerical computation of the transport coefficients derived above, in particular of the
electron zeroth-order and first-order diffusion coefficients, should be carried out and compared to
both experimental and numerical values, when accessible [EG94] [GGMM10]|. Such a calculation
will require data for the various collision integrals involved.

The set of equations derived in this chapter, and associated expressions for transport fluxes,
are a sound basis for the numerical modeling of non-thermal plasmas. Indeed, the first-order
Chapman-Enskog expansion for multicomponent gas mixtures is retrieved in the limit where T, = T,
[GGMM10]. Also, as will be seen in Chapter 4, the model derived above from the kinetic theory
encompasses almost all previously existing fluid radio-frequency plasma models.
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Chapter 3

Numerical Simulation of Silicon Chemical
Vapor Deposition

3.1 Introduction

Numerical modeling of neutral chemically reacting flows in the laminar regime is now well understood
and routinely employed in the study of several applications, among which stand out combustion
and materials processing [KCGO03|. Both fields share indeed many similarities in their formulation
and numerical treatment, involving in particular complex chemistry, multicomponent transport
processes, and fluid flow, with often strong couplings between them. A detailed presentation of
possible applications and historical developments can be found in [Kle95] [KCGO03| [PV05]| [Smol3].

In this chapter, a fully coupled numerical model for silicon epitaxy by chemical vapor deposition
(CVD) is implemented in a software and tested. We solve the equations describing a chemically
reacting neutral gas mixture in an axisymmetric finite-gap stagnation flow configuration. The
gas phase chemistry is fully coupled to the flow and transport properties of the mixture. An
heterogeneous reaction mechanism accounts for the deposition process at the substrate boundary.

The primary goal of this chapter is notably to compare the numerical results obtained with
the software to that of the literature in order to demonstrate the correctness of the numerical
solution. Epitaxy by chemical vapor deposition (CVD) indeed provides a good benchmark model
for this purpose. As can be seen from the results of Chapter 2, the fluid equations for a non-
thermal multicomponent plasma exhibit the same structure as standard models of multicomponent
reacting flows |Gio99] [KCGO03] [GGMM10]. Besides, an axisymmetric geometry is commonly used
for both kind of processes. In such a configuration, the process flow is a low Mach number laminar
stagnation strained flow, and the corresponding equations can be simplified by a “boundary-layer-
type” approximation.

The software is tested against the benchmark model developed by C. R. Kleijn [Kle00] for
validation. The results obtained are in close agreement with this benchmark and the software is
thus validated. This software will be enriched in Chapter 4 in order to model an axisymmetric
plasma discharge reactor.

The reacting flows model employed in this chapter has been tested and validated in a number of
practical applications. For instance, C. K. Law and coworkers have presented results of numerical
simulation of purely strained planar premixed flames, which they compared to experimental mea-
surements of the temperature, the fluid velocity, and the major species mole fractions [LSYA94].
Their results show an excellent agreement between the experimental data and the numerical simula-
tions. Such a successful comparison with experiment notably requires high quality chemical reaction
mechanism and multi-component transport data, accurate boundary conditions, and a carefully de-
signed experiment. As far as chemical vapor deposition is concerned, comparison with experimental
data is also more difficult, since deposition processes involved are complex and their description is
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often only approximate. In particular, the surface reaction mechanism for chemical vapor deposition
of silicon used in this Chapter assumes that the conditions of thermal epitaxy are satisfied. Besides,
the gas-phase silane chemistry might lead to clustering reactions, which would require to take into
account a more complex chemistry and possibly the presence of nanoparticles in the CVD reactor.
Therefore, the numerical validation of the software achieved in this chapter does not prejudge any
confrontation with experimental data.

The chemical vapor deposition reactor is presented in section 3.2. In section 3.3, the general
conservation equations are stated. The thermodynamic properties are described in section 3.4, the
gas-phase chemical reaction mechanism is detailed in section 3.5, and the transport fluxes are stated
in section 3.6. Then, the low Mach number approximation is derived in section 3.7, yielding the
isobaric equations. In section 3.8, the strained flow equations are obtained as exact self similar
solutions of the isobaric equations. The transport coefficients are expressed in section 3.9, the
boundary conditions in section 3.10, and the surface reaction mechanism is described in section 3.11.
Finally, the numerical method is described in section 3.12. Results are presented and compared with
the benchmark model [Kle00] in section 3.13.

3.2 Chemical Vapor Deposition Reactor

A CVD reactor is considered, a schematic representation of which is shown in Figure 3.1. The
problem is axisymmetric around the z axis, with corresponding polar coordinates r and 6. The inlet
gas mixture, namely silane highly diluted in helium, is injected at atmospheric pressure through
a showerhead with a velocity parallel to the normal axis. The substrate is placed at the bottom
of the reactor and is heated up to temperatures in the range 1,000-1,200 K. The silane molecules
approaching the substrate are thus heated by thermal conduction, and consequently dissociate into
several radical species, which in turn may react with each other, diffuse toward the substrate, and
diffuse backwards in the upstream direction as well. For the process considered here, the silicon
radicals impinging on the substrate induce the deposition of crystalline silicon, at a deposition rate
of the order of one nanometer per second.

3.3 Conservation Equations

The mixture can be considered as neutral, and the electro-magnetic field vanishes. As a consequence,
there are no electrons and the mixture is made only of heavy species. There is only one relevant

temperature, denoted by
T ="T,, (3.3.1)

the mixture-averaged velocity coincides with the heavy-species velocity
v = vy, (3.3.2)

the mass density of the mixture is p = py, the heavy-species partial pressure pj, is equal to the total
pressure p, and the internal energy of the mixture coincides with the heavy-species internal energy
E = &,. As well, the viscous tensor IT and the heat flux @ can be identified with the heavy-species
viscous tensor I, and the heavy-species heat flux Q),, respectively.

The conservation equations (2.6.1)-(2.6.5) derived in Chapter 2 are now rewritten accordingly,
expressing the conservation of total mass

Op+ Oy - (pv) = 0, (3.3.3)

momentum
O (pv) + 0z (pr @ v +pl) + 8, - I1 = pg, (3.3.4)
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Figure 3.1 — Schematic representation of the axisymmetric chemical vapor deposition reactor.

and energy of the fluid mixture

OE+ 0y (Ev)+pOp-v+0,v:114+8,-Q =0, (3.3.5)
as well as the conservation of the gas phase species mass densities
3t(ka) + 333 . (ka’U + kavk) = MW, keG. (336)

Here, p;, is the mass density of the k'™ species, p = > res P the density of the mixture, v the

mass-averaged velocity, p the hydrodynamic pressure, IT the viscous tensor, g the gravity vector,

neglected in (2.6.4), £ the total energy per unit volume, @ the heat flux, Y, = p/p is the mass

fraction of the k' species, V}, its diffusion velocity, my, its molar mass, and wy, = vy, /N, its molar

production rate due to chemical reactions. Equations (3.3.3)-(3.3.6) may also be derived from the

kinetic theory of multicomponent neutral reactive gas mixtures [WT62] [MYM63| [EG94] [Gio99].
From equation (2.6.17), the species diffusion fluxes

Fr = pYe Vi, ke, (3.3.7)

satisfy the constraints

Y Fi=) pViVi=0, (3.3.8)

keS keS
and from equation (2.4.163) the molar production rates wy, k € &, are such that

> mywy, = 0. (3.3.9)

Equations (3.3.8) and (3.3.9) ensure total mass conservation (3.3.3). By definition, the species mass
fractions satisfy the relation

d V=1 (3.3.10)

ke®
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However, as is classical for complex chemistry flows, we may also consider that the variables Y},
k € &, are formally independent unknowns, so that the mass conservation relation (3.3.10) is a
consequence of equations (3.3.3) and (3.3.6) rather than an a priori assumption [Gio99].

Equations (3.3.3)-(3.3.6) must be completed with expressions for the thermodynamic properties
of the mixture, the transport fluxes, the chemistry source terms, and the boundary conditions.

3.4 Thermodynamics

The model requires the evaluation of the thermodynamic properties of the mixture as a function of
the state variables T, p, p, Y%, k € G, at any time and any point of the reactor.

3.4.1 State law and mixture variables

The perfect gas law has been derived in (2.4.45), and may also be obtained from the standard kinetic
theory of neutral gas mixtures [Gio99|

RT
p=" (3.4.1)
where T' is the mixture temperature, and m is the mean molar mass of the mixture
1 Y,
— =y X (3.4.2)
m mi
ke&

For convenience, we also introduce here various mixture variables, namely the species mole fractions

Xy = —Y,, ke, (343)
my
the species partial pressures
RT
pe =2 = X, ke6, (3.4.4)
my
and the species molar concentrations
Pr_ PYi
=——=—, ke 6. 3.4.5
Yk RT ~ my ( )

All these variables may be used to describe the state of the mixture.

3.4.2 Enthalpy and entropy

The mixture enthalpy H is given by
H=E+p, (3.4.6)

and the enthalpy per unit mass, or “specific enthalpy” of the mixture A is such that
ph ="H. (3.4.7)

From equation (2.4.42) and the perfect gas law (3.4.1), the mixture specific enthalpy can be decom-
posed into [Gio99]

ph =" pilu, (3.4.8)
kes

where hy, is the specific enthalpy of the £ species

T
hk = hzt + / Cpk(T/) dT/, (349)

Tst
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and A5’ is the formation enthalpy of the k™ species at the standard temperature T, and c,y, is the
constant pressure specific heat of the k' species. The constant pressure specific heat of the mixture
is given by

pep = Zpkcpk, (3.4.10)
ke6

and is related to the constant volume specific heat of the mixture ¢, given in equation (2.5.32) by

R
€ =cot —. (3.4.11)

Similarly, the entropy of the mixture is given by [Gio99|

ps = Z PkSk, (3.4.12)
keS

where sy, is the specific entropy of the k'™ species

T /
st con(T') oy R Pr
= dIm — —In | = 3.4.13
Sk S + \/j:st T mr n pst ) ( )

and s§¢ = si(T°, p*) is the formation entropy of the k'™ species at the standard temperature T**
and standard atmospheric pressure p** = p*™ and p, = ppRT/my, is the partial pressure of the k8
species. Alternatively

R
Sp = Sztm _ hl (p_li) , (3414)
My P
where s3'™ = 53 (T') is the specific entropy of the k" species at atmospheric pressure p, = p* = p**™
T i
T
satm — g8t / i) a7 (3.4.15)
Tst T/

The specific entropies si, k € &, appear in the equilibrium constants for chemical reactions and are
thus required in the model.

3.4.3 Enthalpy and temperature equations

The energy conservation equation (3.3.5) can also be expressed in terms of the enthalpy or in terms
of the temperature. From the definition of the mixture enthalpy (3.4.6) and the energy conservation
equation (3.3.5), the enthalpy balance equation is in the form

Or(ph) + Oy - (phv) + 0 - Q = Oip + Oxp- v — Oyv : I (3.4.16)
On the other hand, from (3.3.3) the enthalpy derivatives read

Oi(ph) + Oy - (phv) = pOih + pv - O h

ke6 ke6

=p Z chpkatT + Z pv - chpkBmT + Z hk(p&Yk + pv - 8ka)
ke6 ke6 ke&

= pcp, 0T + peyv - 0,1 + Z hi(pO Yy, + pv - 0,Y5).
keS
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Since by (3.3.6) and (3.3.3)

PO Yy + pv - 0,y = mypwy, — O - Fi,

> o Fr= 8o (D mFi) = (D cuFr) - 0aT,

ke& ke® ke&

and

the evolution equation for the temperature is found in the form

pcpOT + pe,v - 05T + Oy - (Q — Z hk}"k> =—I1: 90, v+ 0p+ Ozp-v (3.4.17)
keS
— ( Z Cpkj:k> . BmT — Z hkmkwk.
keS keS

The term — ) wee Nempwy, notably represents the heat release due to chemical reactions.

3.4.4 Thermodynamic data

The enthalpy of the mixture can be computed by (3.4.8) from the knowledge of the species specific
enthalpies hy, k& € &, and the entropy of the mixture can be computed by (3.4.12) from the
knowledge of the species specific entropies s, k& € &. Thus, thermodynamic data needed are
the species constant pressure specific heats c,,(T"), k € &, the species specific enthalpies hy(T),
k € &, and the species specific entropies at atmospheric pressure s#™(T'), k € &. In general, these
quantities are evaluated from their molar counterparts

Cpk(T) = mkcpk(T), Hk(T) = mkhk(T), Sztm(T) = mksztm(T). (3418)

From expressions (3.4.9) and (3.4.15), the species molar specific heats Cpi(T'), k € &, the species
molar specific enthalpies Hi(T), k € &, and the species molar specific entropies at atmospheric
pressure S&™(T), k € &, are related by the following relations

T

Hy(T) = H* + / epo(T') dT, (3.4.19)
Tst
T T/

Satm(T) = S5 4 / Cp’fT<, Var. (3.4.20)
Tst

The molar specific heats Cpi(T), k € &, are generally evaluated from polynomial approxima-
tions. The corresponding absolute thermodynamic data can be found in the JANAF Tables [SP71]
[CDD*85] [Cha98].

In this work, fourth-order NASA / SANDIA polynomials defined over two temperature intervals
have been used

Cor(T) _ { arg + agk T + ageT? + ayT? + a5, T, T < T < Tpid, (3.4.21)

R ahy + aby, T+ ay T? + aly, T° 4 af, T*, TP <T < T,

where Ti™ is the temperature lower bound, T, the temperature upper bound, and 734 an inter-
mediate temperature. Two ranges of temperatures are used for a better precision over ¢,;(T"). The
molar specific enthalpies and the molar specific entropies at atmospheric pressure then read from
(3.4.19) and (3.4.20), respectively

(3.4.22)

Hy(T) arg + agkT/2 + ageT? /3 + anT? /4 + aze T /5 + agr/T, T < T < T,
RT | )y, +ab T/2 + ab, T2/3 + dl T34 + al T4 /5 + aly, )T, T < T < TP,
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Figure 3.2 — Comparison of the polynomial fits for C,gm, (continuous line) obtained from the
Chemkin Thermodynamic Database [KRM90| and valid over the ranges [T, T™i4] and [T™id, TsuP],
where T = 300 K, 7™4 = 1000 K and T*% = 4000 K, with absolute data (circles) from the
JANAF Thermochemical Tables [Cha98|.

Sztm<T> { A1k InT -+ GQkT + ang2/2 + a4kT3/3 + a5kT4/4 + A7k, Tlinf S T S TkI:nid’ (3 4 23)

R ay InT + ay, T + a3, T%/2 + afy T° 3 + a T /4 + afy, TP < T < T,

where the coefficients ayy, a, are related in particular to H}* and az, a%, to Si'.

The polynomial expansion coefficients have been taken from the Chemkin Thermodynamic
Database [KRM90|. For each species k € &, the tables give the temperatures T;» T/mid and
T;"™, and the two sets of coefficients ayy, ..., az, and @}, ..., al, corresponding to the respective
temperature ranges [Ti*, 4] and [T79, T;""]. As an example, Figure 3.2 shows a comparison of
the polynomial fits obtained for the silane molar constant pressure specific heat C),giy,, valid over
the temperature ranges 300-1000 K and 1000-4000 K, with the absolute data from the JANAF
Thermochemical Tables [Cha98|. As can be seen on the figure, the polynomial fit is consistent with
absolute thermodynamic data over the prescribed range of temperatures [To; , 5, ]-

3.5 Chemistry

We consider a set of n” chemical reactions, which can be written in the form

S oyt =) P, re, (3.5.1)
keS keS
where # = {1,...,n"} is the set of reaction indices, 9, denotes the chemical symbol of the &k

species, and where v, respectively v/P, denotes the forward, respectively the backward, stoichiomet-

ric coefficient of the k™ species in the 7" reaction. According to the kinetic theory [EG94] [Gio99],
the molar production rate of the £*® species can be decomposed into the different contributions from
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each reaction

r
W = E l/kTT7

reEX

where 7, is the rate of progress of the r** reaction, and

rf rb

rTo__
Vp =V — Vg

(3.5.2)

(3.5.3)

is the net stoichiometric coefficient of the k' species in the r*® reaction. The stoichiometric coeffi-
cients satisfy the relation (2.2.38) for conservation of mass [EG94]| [Gio99]

which in turn yields the total mass conservation equation for chemical reactions (3.3.9).

Table 3.1 — List of gas phase reactions with corresponding Arrhenius parameters.

E rf E rb

ked

rex,

r Reaction A, (mol,cm3;s) 3, €&, (cal.mol™!)
1 SiH, = SiH, + H, 1.09 x 10% —3.37 61,200
2 SiH, = SiH3; + H 3.69 x 10'° 0.0 93,000
3 SisHg = SiH4 + SiH, 3.24 x 10% —4.24 58,000
4 SiH, +H = SiH; + H, 1.46 x 1013 0.0 2,500
5  SiH, + SiHs = Si,Hs + Hy,  1.77 x 1012 0.0 4,400
6 SiH, + SiH = SisHs + Hy 1.45 x 10'2 0.0 2,000
7 SiHy4 + SiH = SioHj 1.43 x 10%3 0.0 2,000
8 SiHy; = Si+ Hy 1.06 x 10 —0.88 4,500
9 SiH, +H = SiH + H, 1.39 x 10%3 0.0 2,000
10 SiH,; + H = SiHj 3.81 x 1013 0.0 2,000
11 SiH, + SiH3 = SisHjs 6.58 x 10'2 0.0 2,000
12 SiH, + Si, = Siz + Hy 3.55 x 101 0.0 2,000
13 SiHy + Sig = SigHs + Siy 1.43 x 101 0.0 16,200
14 H,SiSiHy = SioHy + Ho 3.16 x 104 0.0 53,000
15 SiyHg = H3SiSiH + H, 7.94 x 10 0.0 56,400
16 H, + SiH = SiHj3 3.45 x 1013 0.0 2,000
17 Hy + Siy = SioH, 1.54 x 1013 0.0 2,000
18 H, + Si, = SiH + SiH 1.54 x 10%3 0.0 40,000
19 Hs + Siz = Si 4+ SipsHy 9.79 x 10'2 0.0 47,200
20 SioHs = SiosHs + Hoy 3.16 x 104 0.0 53,000
21 SioH, + H = SipyHj 8.63 x 104 0.0 2,000
22 H+Si, = SiH + Si 5.15 x 10'3 0.0 5,300
93 SiH, + HsSiSiH = SigHyg 6.02 x 1013 0.0 0
24 SIHQ + SiQHG = SigHg 1.81 x 1014 0.0 0
25 SiHj + SioHy = SizHg 3.31 x 1013 0.0 0
26 Hs3SiSiH = H,SiSiH, 1.15 x 10%° —3.06 6,630

The rate of progress (2.4.160) reads

ERr | Ry el | B

ke®

ked
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3.6. TRANSPORT FLUXES

where v;, = pY}./my, is the molar concentration of the k™ species, and K and KP are the forward and
backward rate constants of the 7" reaction. As a consequence of detailed balancing and reciprocity
relations (2.2.36), the ratio of the rate constants Kf and KP is the equilibrium constant of the r™
reaction, as already stated in (2.4.169)

_ K1)

]Ci(T> - ICb(T) :

(3.5.6)

The equilibrium constant also corresponds to the chemical equilibrium proportions, as described by
statistical mechanics [Tol38|, as well as classical thermochemistry [SS65| [Kra70]|, and is given by
(2.4.168)

. v'm st RT patm
InK(T) = =3 “ (6 (1) = () ). (35.7)
kes

where ¢2™ k € &, denote the species specific Gibbs functions at atmospheric pressure

G(T) = hyy(T) — Ts2™(T), ke . (3.5.8)

In general, the forward rate constant is approximated by a generalized Arrhenius empirical relation
of the form

¢
£y B, S
IC.(T) = A TP exp ( RT>’ (3.5.9)

where A, is the pre-exponential factor, g, the pre-exponential exponent and &, > 0 the activation
energy of the 7" reaction. The backward rate constant is then deduced from the forward rate
constant (3.5.9) and the equilibrium constant (3.5.7) by applying the law of mass action (3.5.6).

The gas phase reaction mechanism adopted for the present model has been developed by Coltrin
and coworkers [CKE89|, as described in [Kle00]. The n" = 26 reversible chemical reactions and
associated Arrhenius parameters are listed in Table 3.1. The gas phase chemical kinetics are driven
by the decomposition of SiH, into SiH,; and Hj in the hot gas region above the susceptor surface.
This initiates a chain of homogeneous reactions, leading to the formation of many silicon containing
species. Each of these species may diffuse to and react at the surface to form crystalline silicon.
The gas phase chemistry mechanism is implemented within a highly vectorized version |[GD88] of
the Chemkin-II FORTRAN software [KRM89].

3.6 Transport Fluxes

The transport fluxes derived in Chapter 2 are now rewritten in the case of a neutral gas mixture.
The electro-magnetic field vanishes and in the absence of electrons the viscous tensor IT and the
heat flux @ are identified with the heavy-species viscous tensor IT, and the heavy-species heat flux
Q,,, respectively. From equations (2.6.34)-(2.6.36), the transport fluxes read

= —(r— 20)(8y - v) | — 1 (80 + Bxv"), (3.6.1)
Vi=-> Dud —0,0,InT, ke@, (3.6.2)
G
keS kes

where kK = K, denotes the volume viscosity, n = n;, the shear viscosity, ™ the transposition operator,
Dy, k,l € & the multicomponent diffusion coefficients, d;. the unconstrained diffusion driving force

81



CHAPTER 3. SIMULATION OF CHEMICAL VAPOR DEPOSITION

of the k™ species, 05, = 0, the thermal diffusion coefficient of the k" species and P S\hh the partial
thermal conductivity. The species diffusion driving forces read

A 1
d, = ]—? 2P = Xk 0, lnp + 83,Xk, ke 6. (364)

The first term in the expression (3.6.2) of the diffusion velocity Vj incorporates diffusion effects
due to partial pressure gradients and specific external forces. The second term represents diffusion
due to temperature gradients and is called the Soret effect. The first term in the expression (3.6.3) of
the heat flux Q represents the transfer of energy accompanying species molecular diffusion, whereas
the second term corresponds to Fourier’s law. The third term stands for thermal diffusion due to
concentration gradients, and is referred to as the Dufour effect, which is the symmetric of the Soret
effect. Expressions (3.6.1)-(3.6.3) for transport fluxes may also be derived from the kinetic theory
of multicomponent neutral gas mixtures [WT62| [CC70] [FK72] [EG94]| |Gio99].

From the relations (2.5.61)-(2.5.63) and (2.5.67), the diffusion matrix D = (Dy;)xee, Which co-
incides with the heavy-species diffusion matrix D, when Y, = 0, exhibits the following mathematical
properties

D =D, (3.6.5)
N(D) = RY, (3.6.6)
R(D) =Y", (3.6.7)

D is nonnegative, (3.6.8)

i.e., D is symmetric, nonnegative, its kernel is the one-dimensional space spanned by the vector
Y = (Yi)res, and its range is the orthogonal complement to RY. From the preceding relations
(3.6.5) and (3.6.7), or from (2.5.67), the diffusion matrix D satisfies the relation

» YiDy=0, l€8, (3.6.9)
=
and as well from (2.5.69) the thermal diffusion vector 6 = (0y)rece satisfies the relation
D Vit =0, (3.6.10)
ke

i.e., it is orthogonal to the space RY'.
It is often more practical [CC70] [FK72] [Gio99] to use the constrained diffusion driving forces

dp = 8, X, + (X, — Y3) B Inp, keG, (3.6.11)

where X = pi/p and Yy = pi/p are the respective mole and mass fractions of the k" species, in
place of the unconstrained diffusion driving forces di, k € &, in expressions (3.6.2) and (3.6.3) for
the species diffusion velocities and heat flux

Vi=-> Dud)—00;InT, ke, (3.6.12)
le6
Q=) mFi— 20T —p> bOidy. (3.6.13)
ke6 ke6

Both formulations are indeed equivalent, since

dp = di — Vi ) _d, (3.6.14)
e
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3.7. LOW MACH NUMBER FLOW

Y € N(D) and (Y,0) = 0 by (3.6.9) and (3.6.10). The mass conservation constraint (3.3.8) over
the species diffusion velocities is also a consequence of (3.6.9) and (3.6.10). Correspondingly, the
constrained diffusion driving forces are by definition linearly dependent

> dip =0, (3.6.15)

as are the species diffusion fluxes Fj = pY. Vi, k € G.

Finally, the diffusion velocities Vi, k € G, and the heat flux @ may be expressed in terms of the
thermal diffusion ratios i, k¥ € &, and the thermal conductivity A, instead of the partial thermal
conductivity A and the thermal diffusion coefficients Ok, k € &. The species thermal diffusion ratios
are the solution to the following constrained linear system

Dx =9,

> xk=0,

ke®

(3.6.16)

where X = (Xk)kes and 0 = (0x)res. The system (3.6.16) is well-posed since D is positive definite
over the space U*, where U = (1)jee is the unit vector [EG94]. The thermal conductivity is then
given by
_ 3y _ D
A=A- > Oexi (3.6.17)
keS

Expressions (3.6.12) and (3.6.13) for the diffusion velocities and heat flux may then be replaced with
the following alternative expressions

Vi=-> Du(d+x0:InT), ke@, (3.6.18)
e
Q=> mFi—2T+p> xiVi. (3.6.19)
ke6 ke

3.7 Low Mach Number Flow

In the chemical vapor deposition process considered in this Chapter, the macroscopic fluid velocity
v is usually negligible in comparison with the sound speed. In other words, the Mach number, which
is the ratio of a characteristic macroscopic velocity v° over a characteristic sound speed ¢?, is small

compared to one
0
v

For an ideal gas mixture, a characteristic sound velocity may be taken as

[e=]

0 P
s p()?

(3.7.2)

where p° and p° denote a characteristic pressure and a characteristic mass density of the fluid,
respectively. The characteristic (volume or shear) viscosity is denoted by n° and the typical hy-
drodynamic length L° is a viscous length, i.e., a length such that the Reynolds number is of order
unity

n°

0 _
L_W’

(3.7.3)
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CHAPTER 3. SIMULATION OF CHEMICAL VAPOR DEPOSITION

and the corresponding characteristic time is t° = L°/v°. As stated above, the only external force
acting on the species is gravity. We assume that the associated Froude number is of order unity or
larger

(v%)?
o0 >1, (3.7.4)

where g° is the order of magnitude of the gravitational acceleration.

3.7.1 Momentum equation and pressure splitting

The scaling introduced above is applied to the momentum equation (3.3.4). The scaled ratio associ-
ated with quantity ¢ is denoted by ¢ = ¢/¢°. The following momentum equation is obtained after
a little algebra |Gio99]

2 (9;(70) + Bz - (70 @ D) + 85 -1 — pg) = — Dz (3.7.5)

From (3.7.5) we deduce that the pressure spatial gradient is of order O(€?), so that the pressure can
be decomposed into

p(t,2) = po(t) + €Da(f, 2). (3.7.6)
In terms of the original variables, this yields the classical splitting [Gio99|

p(t, ) = po(t) + €*p(t, @), (3.7.7)

where pg is a spatially uniform pressure and p is the fluid hydrodynamic perturbation.
Upon introducing this pressure splitting in equation (3.7.5), the following simplified momentum
conservation equation is obtained [Gio99| in terms of the original variables

O (pv) + Oy - (pv @ V) + Bpp + 05 - II = pg. (3.7.8)
As well, the following simplified state law [Gio99] is obtained from (3.4.1)

_ pom

-5 (3.7.9)

p

where terms of order two or larger in € have been omitted. With such a simplified state law and
momentum equation, acoustic waves are notably filtered out.

3.7.2 Temperature equation

In the low Mach number limit, the temperature evolution equation (3.4.17) may also be simplified.
The internal energy is associated with molecular velocity fluctuations, so that

AT = (c2)?, (3.7.10)

where cg and T are the respective orders of magnitude of the constant pressure specific heat and
temperature. Furthermore, the characteristic thermal conductivity scales as

A =7, (3.7.11)

i.e., the Prandtl number is of order one, and the order of magnitude of the diffusion coefficients D°
is such that the Schmidt number is of order one, namely

n’ = p°D". (3.7.12)
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Taking into account these orders of magnitude, the following scaled evolution equation for the
temperature is obtained after some algebra

,?)\Epaff + pe,v - 35? + 0z - <@ — Zﬁkj\:k> = 0;py + € (35152 + Ozp2 -V — Il : 3556>
keS

_ ( Za,,ki-'k) 0T = Ty (3.7.13)

ke k€6

Finally, expanding equation (3.7.13) at order zero in € yields the following temperature equation
in the low Mach number limit [Gio99|, written in terms of the original variables

peo 0T + peyv- 8,7 + 8, (@ = Y ) = (D i) - 0T = > hmpeon. (3.7.14)
ke® ke®

k€S

Note that the uniform pressure in the CVD reactor pg is independent of time, so that d;pg = 0.
Equation (3.7.14) merely expresses energy balance.

3.7.3 Isobaric equations

The low Mach number scaling, when applied to the species mass conservation equations (3.3.6)
and the total mass conservation equation (3.3.3), does not yield any further simplification. Upon
assuming that the spatially uniform pressure pg is independent of time, we obtain the so-called
“isobaric equations” (3.3.3), (3.3.6), (3.7.8) and (3.7.14) [Gio99]

Op + Oy - (pv) =0, (3.7.15)
O (pv) + Oy - (pv @ V) + Oxp + Oy - I1 = pg, (3.7.17)

pcpﬁtT + pPCp - BmT + 83; : <Q - Z hkj:k> = — Z Cpk Tk : 8mT - Z hkmkwk. (3718)

ke ked ked

In the next section, we seek for self similar solutions of such isobaric equations (3.7.15)-(3.7.18)
in axisymmetric geometry.

3.8 Strained Flow

The chemical vapor deposition process flow considered in this study is a particular case of strained
flows. Strained flows may be obtained by directing two impinging jets one on each other or against
a flat plate. The corresponding equations are usually derived from a boundary layer approximation.
However, in planar or cylindrincal geometries, the strained flow equations may be obtained as exact
solutions |Gio88] [KMEDLSS| [Gio99] of the isobaric equations (3.7.15)-(3.7.18).

3.8.1 Self similar solution

We recall that the cylindrical coordinates (r, 0, z), with corresponding unit vectors e,, ey and e,,
are such that e, is normal to the stagnation plane (O, e,, ep), where O is the origin located at the
centre of the substrate (see Figure 3.1). Because of the axial symmetry, the average velocity may be
written in the cylindrical coordinates v = (u,0,w). We also assume that gravity is either oriented
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CHAPTER 3. SIMULATION OF CHEMICAL VAPOR DEPOSITION

in the normal direction, namely g = (0,0, g), or negligible. In this framework, we seek for a self
similar solution of the isobaric equations (3.7.15)-(3.7.18), of the form

p=p(t,z) (3.8.1)
u=ru(t, z) (3.8.2)

w = w(t,2) (3.8.3)

5= —J(t)% +p(t, 2) (3.8.4)
T =T(t,2) (3.8.5)

Yi = Yi(t,2), ke®, (3.8.6)

where J(t) denotes the pressure curvature in the tangential direction.
From expressions (3.6.18) and (3.6.19), the diffusion velocities and heat flux can be expressed in
the form

Vi = (0,0, V(t, 2)), kea,
9 = (0,0,0(t, 2)).

Upon substituting (3.8.1)-(3.8.6) into the isobaric equations (3.7.15)-(3.7.18), the fluid equations
may be written in the form

Op + 2pt + 0,(pw) =0, (3.8.9)

p0 Yy + pwd. Yy = mywi, — 0, Fk, ke, (3.8.10)

proyi + pir + prwd, i = Jr + 0,(nd.a)r, (3.8.11)

pOw + pwd,w = —0,p + 2001 + 20, <(/§ — %})ﬁ) + 0, ((K, + %77)8%0) + pg, (3.8.12)

peoOQT + peywd.T = 0. (N0.T = p 3" xiVi) = D e FadeT = Y hmico, (3.8.13)
k€& k€S ke&

where Fj, = pY3,V, is the normal coordinate of the k*'-species diffusion flux, so that for all k € &,
Fr = (0,0, F). The first two equations are the conservation equations for the fluid density and the
species mass fractions, respectively, the third and fourth equations are the conservation equations
for the tangential and normal velocity components, u and w, respectively, and the fifth equation is
the evolution equation for the temperature.

Equation (3.8.12) for the normal momentum uncouples from the remaining governing equations,
and is usually discarded though it may be used to determine the pressure correction p. The equation
for tangential momentum is divided by r, and the system of equations to be solved finally reads

Op + 2pt + 0, (pw) = 0, (3.8.14)

p0: Yy + pwd.Y), = mywy, — 0, Fy, ke, (3.8.15)

POyt + pi® + pwd. i = J + 0.(nd. i), (3.8.16)

pcpO T + pc,wd, T = 0, (A@ZT —p Z Xka) — Z CpiFR0, T — Z himpw,. (3.8.17)
ke ke ke
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3.9. TRANSPORT COEFFICIENTS

Since py is a known parameter, p is obtained from the perfect gas law (3.7.9), provided the mass
fractions Y}, k € &, and temperature T are known. Thus, we are left with n°+3 formally independent
unknowns, namely the temperature T', the species mass fractions Yy, k € &, the so-called tangential
velocity 4, and the normal velocity w. Equation (3.8.14) determines the normal velocity, equation
(3.8.15) the species mass fractions, equation (3.8.16) the tangential velocity, and equation (3.8.17)
the temperature.

The system of equations (3.8.14)-(3.4.17) is valid provided boundary conditions are compatible
with the self-similarity assumptions (3.8.1)-(3.8.6). The method is easily extended to the case of a
rotating disk reactor. The convection velocity is then taken in the form v = (ru(z,t),rv(z,t), w(z,t))
[KCGO3].

3.8.2 Traditional variables

The pressure curvature J is a natural parameter of the laminar flow process that is generally inde-
pendent of time and that is usually specified through the strain rate

a= /. (3.8.18)

The injected mixture macroscopic properties 7™, p™, p, (Y;"),cs, are also such that

) pinmin
= - 8.1
s (3.8.19)

where 1/m™ = 3", _s Y;*/my and the inlet mass fractions must sum up to unity, i.e., >, s V" = 1.
It is traditional for strained flows to introduce the auxiliary variables

=24 (3.8.20)
a ar

W = pw. (3.8.21)

The strained flow isobaric equations (3.8.14)-(3.8.17) then read
Oip + 2pati + 0w = 0, (3.8.22)
p@tYk + ﬁ)aZYk = MrWi — asz, ke 6, (3823)
POyl + 00,0 = o p™ — pii®) + 0,(nd, 1), (3.8.24)
peoOT + 0T = 0.(N0.T = p 3" xiVe) = D cuFidT = 3 by, (3.8.25)

ke k€& ke6

The transport fluxes, namely the species diffusion velocities Vy = Vi (t, 2)e,, k € S, the heat
flux @ = Q(t, z)e,, the viscous tensor IT = II(, z)e,, have been expressed in section 3.6 in terms
of transport coefficients, whose expressions are given in the following section.

3.9 Transport Coefficients

Transport coefficients have been calculated by means of the multicomponent transport library
“EGLIB” developed by Ern and Giovangigli [EG96a]. In this section, the approximations chosen for

87



CHAPTER 3. SIMULATION OF CHEMICAL VAPOR DEPOSITION

each transport coefficient are described and compared to those of the benchmark model [Kle00|. For
a thorough description of the mathematical theory of multicomponent transport property evaluation,
the reader is referred to [EG94] [Gio99].

Transport coefficients generally depend on the temperature 7', the pressure p, and the species
mass fractions Yy, kK € &. In the low Mach number limit, the transport coefficients depend only on
the spatially uniform pressure py.

3.9.1 Molecular parameters and collision integrals

The practical calculation of transport coefficients requires the choice of the interaction potentials
between molecule species pairs (k,1), k,l € &. Generally the Lennard-Jones interaction potentials

are used S .
P = 4d€p [(%) - (%)6}, (3.9.1)

where oy, denotes the collision diameter, €,; the potential well depth, and r the distance between
the molecules. Molecular parameters e;; and oy, for k,1 € &, are usually expressed in terms of pure
species parameters €, and oy, for £ € &. The mixture contains exclusively non polar molecules and
for such molecules, the collision diameter and the potential well depth read

w_ [Ery 6

o= (k:B)(k:B)’ (3.9.2)
1

Okl — §(O'k —+ O'l). (393)

The transport linear systems are generally expressed in terms of collision integrals which are
functions of the state variables and of molecular parameters. These quantities are integrals along
collision paths between pairs of molecules which naturally appear in the expression of transport
linear systems and which depend on the dynamics of intermolecular collisions and thus on species
pairs [CC70] [FK72] [EG94]. The species collision numbers ™ at 298 K, k € P, where P denotes
the set of polyatomic species, are also required for the evaluation of transport coefficients [EG94].
These collision numbers are associated with energy transfer either between translational degrees of
freedom and internal degrees of freedom or between internal degrees of freedom [EG94]| [Gio99], and
arise under the common assumption that complex collisions, i.e., collisions in which there are more
than one quantum jumps, may be neglected [MM62] [MPM65] [EG94].

In this work, the pure species transport properties and the collision integrals needed were calcu-
lated using approximation formulas and a software written at the SANDIA National Laboratories
[KDLWT86|. Lennard-Jones interaction potentials are used as in the benchmark model by Kleijn
[K1e00]. The molecular species parameters have been taken from [KDLWT98], and are listed in
Table 3.2.

The different approximations chosen for each transport coefficient are detailed in the remaining
of this section.

3.9.2 Shear viscosity

In the benchmark model by Kleijn [Kle00], the shear viscosity 7 is evaluated from Wilke’s empirical
formula [Wil50] [KDLW*98|

. X
pWilke _ \/gz adl (3.9.4)

2 Yee KoL+ my /i) =12 (1 + (/) V2 (g g ) 14))

where 7, k € &, denote the pure species shear viscosities.
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Table 3.2 — Molecular parameters adopted for the present model.

k Species €/ks (K) o (A) £"(298 K)
1 H 145.0 2.050

2 Hs 38.0 2.920 280.0
3 Si 3,036.0 2.910

4 Sip 3,036.0 3.280 1.0
5 Sig 3,036.0 3.550 1.0
6 SiH 95.8 3.662 1.0
7 SiHy 133.1 3.803 1.0
8 SiHj 170.3 3.943 1.0
9 SiH, 207.6 4.084 1.0
10 SipHs 323.8 4.383 1.0
11 SiyHj 318.2 4.494 1.0
12 Hj3SiSiH 312.6 4.601 1.0
13 H,SiSiHy 312.6 4.601 1.0
14 SiyH; 306.9 4717 1.0
15 SiyHg 301.3 4.828 1.0
16 SizHg 331.2 5.562 1.0
17 He 10.2 2.576

However, as shown by Ern and Giovangigli [EG96b] [Gio99], even a direct resolution of the
symmetric linear system associated with the first “natural” variational space for the shear viscosity,
namely the space of size n® spanned by the basis functions

1
2000k — ((wk K wy — 5"”“ CWy H)(Skl)lee" ke6, (3.9.5)

is less computationally expensive than Wilke’s formula which involves fourth order roots. Thus,
we prefer applying one step of the conjugate gradient method to the corresponding linear system,
which is faster than a direct numerical inversion, while still ten times more accurate than Wilke’s
formula [EG94| [EG95a] [EG96al.

3.9.3 Diffusion coefficients

The diffusion coefficients are approximated by the first order diffusion coefficients [Gio91] [EG94]
[Gio99)
D = DU,

associated with the projection of the perturbed distribution functions ®”%, i € &, on the variational
space of size n® spanned by the functions

¢1000k = (wkdkl)ZGB’ ke 6. (396)

The corresponding transport linear system is made of n® systems of order n® indexed by i € G, of
the form

APt = gPi

aPieyt,
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where Y = (Y;)res is the mass fraction vector. The system matrix A is common to the n® linear
systems, and is given by

XX,

A=Y # ke o, (3.9.9)
XX,

Ay = —#, kile®, k+#1, (3.9.10)
k,l

where D,E’fl“ is the binary diffusion coefficient for species pair (k,[), which only depends on 7" and p.
The right hand terms of (3.9.7) are given by

Yy
2jes Vi’

Finally, the approximate diffusion coefficients are evaluated from the following expressions [EG94|

[Gio99)

B = 6 — k€. (3.9.11)

DY = (aP,gP7) = (aP1 P =l =0’ i jEG. (3.9.12)

From the preceding relations, and from equation (3.6.18), where D has been replaced by D
the classical Stefan-Maxwell [Wil58] [DL68] [Gio90] equations are retrieved

XX XX
dy + x0T =Y D’“bm’ - (X D’“bml)vk, kee, (3.9.13)
(&2 g M
> vivi=o. (3.9.14)
e

Thus, evaluation of the first order transport coefficients D% is equivalent to solving the constrained
linear system (3.9.7)-(3.9.8) or, equivalently, to inverting the Stefan-Maxwell equations (3.9.13)-
(3.9.14) for the diffusion velocities. A more precise description of the mathematical properties
associated with the Stefan-Maxwell equations may be found in [Gio90] [Gio91| [EG94].

Kleijn [Kle00] also considers the Stefan-Maxwell equations corresponding to the first order diffu-
sion coefficients D%, and proceeds by a direct inversion of a nonsymmetric form of the corresponding
linear system [KDLW98]. Conversely, we have applied two steps of a projected standard iterative
method to approximate the diffusion coefficients [EG96a|, which is ten times to hundred times faster
[EGI6b]| and should remain within tenths of a percent accuracy with respect to the exact solution

[EG4].

3.9.4 Thermal conductivity and thermal diffusion ratios

It is worth noting that in reference [Kle00| the so-called “thermal conductivity A\” actually refers
to the partial thermal conductivity defined above as \. This difference of nomenclature is also
observable in the Chemkin Transport Package [KDLW™98|, which is the reference cited by Kleijn,
where the quantity “)\o” is called the “thermal conductivity”’, but actually stands for the partial
thermal conductivity. The original papers by Monchick, Yun and Mason [MYM63| and Dixon-
Lewis [DL68|, however, make a clear distinction between the partial thermal conductivity, denoted
by “X¢”, and the thermal conductivity, denoted by “A..”. As well, the thermal diffusion coefficients
Dy defined by Kleijn [Kle00] following [MYMG63] [DL68] [KDLW 98] differ from our definition by
the factor pY;

DZ = kaQk, ke 6, (3915)
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as shown in [EG94]. Having this in mind, we conserve in the following the notations and terminology
adopted in the preceding sections.

We denote by AU, 911, DI the first-order partial thermal conductivity, thermal diffusion vector,
and diffusion matrix derived from the resolution of the constrained linear system arising from the
projection of the perturbed distribution functions ®*, and ®”', | € &, on the variational space

[EG94] A
AD — A)\ — Span(qﬁlOOOk, k € 6, ¢1010k’ k € 6, ¢1001k’ k € 73)7

where the ¢!%%% Lk € &, were given in (3.9.6), and where

)
HL010% _ ((5 — w, .wk)wl,c(sl,d)le67 ke (3.9.16)
$10% — (7, — ka)wk5kl)l667 ke P. (3.9.17)

The set P is the indexing set for polyatomic molecules, n” the number of polyatomic molecules,
and €, = Ey/k,T, k € P. In particular, D! is a higher order of approximation than D% for the
multicomponent diffusion matrix D.

In the benchmark model [Kle00|, the partial thermal conductivity A and the thermal diffusion
vector = (0x)res are evaluated through the direct matrix inversion of the first-order linear system
of size 2n* +n* associated with the variational space A* described above, while D is approximated
by DU instead of DI

The space A* can be decomposed into

AN = Span(¢1000k, k e 6) ® AN, (3.9.18)

where

A* = Span(¢''% k€ &, ¢'"'F ke P). (3.9.19)

Ern and Giovangigli [EG95b] have shown that approximating A, 6, D by A, 01 DI respectively,
and defining the approximate thermal conductivity Al and thermal diffusion ratios XLI], k € G, by

DUy — gl
(3.9.20)
> =0,
ke6
A= Al % S oY, (3.9.21)
k€6

is actually equivalent to approximating D by DI, and X and y from the projection of the perturbed
distribution function on the variational space A* of size n® + n*.

In other words, the variational space associated with the evaluation of A and x uncouples from
the variational space for D. Therefore, we have kept the approximation D = D as in [Kle00] for
the diffusion matrix, but we have chosen the first-order expression for the thermal conductivity and
thermal diffusion ratios

A=Al (3.9.22)

Xe=xih kee, (3.9.23)

instead of approximating the partial thermal conductivity and thermal diffusion vector by expres-
sions Al and @1, as in the benchmark model [Kle00]. Indeed, there is no reason for neglecting the

translational and internal energy when expanding @' for the calculation of the diffusion coefficients,
but not neglecting it for the calculation of A and 6.
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3.10 Boundary Conditions

We consider now the CVD reactor model illustrated in Figure 3.1 for which we specify relevant
boundary conditions compatible with the self similar formulation. The substrate is at z = 0, while
z = L corresponds to the injection plane.

The temperature at the substrate boundary is assumed constant and equal to

T|t,0 =1T°, (3.10.1)
and the temperature at the inlet boundary is equal to the temperature of the inlet gas mixture
T|,, =T (3.10.2)

The inlet flux is assumed to be perfectly normal, since the gas mixture is injected through a
showerhead. Besides, the condition of adherence on the substrate can reasonably be assumed for
such atmospheric pressure flows with convection velocities around 10 cm.s~'. Thus the boundary
conditions for the tangential velocity read

i, =0, (3.10.3)
i, , = 0. (3.10.4)

The inlet boundary conditions for the species mass fractions are those of a porous wall
(Ve + F)|, , = Vo™, ke, (3.10.5)

where W™ = |, ; is the inlet mass flow, assumed continuous at the interface and Y, k € & are
the species mass fractions in the injected mixture.

The boundary conditions for the species mass fractions at the substrate are those of a catalytic
plate

(Y + F) }w = My, ke 6, (3.10.6)

where @y, is the surface molar production rate of the k™ species.

Physically speaking, the normal velocity is constrained at both ends of the reactor, inlet and
substrate. Indeed, if we neglect the slight variation of the substrate position along the z axis due
to surface growth, the normal velocity at the substrate must be zero or equal to the Stefan flux

Wyo =Y Ml (3.10.7)
ke

associated with surface deposition [Gio99] [Kle00] [KCGO03]|. On the other hand, the inlet velocity
is imposed by the experimentator. Thus, two boundary conditions are specified for the normal
velocity equation (3.8.22), which is only of order one in @w. The excess boundary condition actually
determines the scalar . Two methods are then possible in practice. As a first method, the normal
velocity is specified at both ends of the reactor, while the strain rate « is treated as an eigenvalue
of the boundary-value problem [KCGO03|. Alternatively, the normal mass flux at the substrate is
set equal to the Stefan flux (3.10.7), and the strain rate « is given as an input parameter to the
numerical solver, while the inlet normal velocity is left unkown. Several numerical simulations are
then run for different values of o until the steady-state normal velocity at the upper boundary
approaches the specified value 121|t7 ; = w™. The latter method is the method used in this work.
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3.11 Surface Chemistry

The computation of the molar deposition rates Wy, k € &, appearing in the substrate boundary
condition (3.10.6) requires the choice of a surface reaction mechanism.

We consider a set % of heterogeneous reactions describing the deposition process, in the form

Soptam= > o, re, (3.11.1)
leGUS le6GUS
where & denotes the set of surface species, and vt and 77 denote the forward and backward
stoichiometric coefficients of the I*® species in the " surface reaction, respectively. The molar
surface production rate is then computed from the rates of progress 7,, r € Z
o= O -D")7, keGUB. (3.11.2)

TEFZA?

Table 3.3 — Heterogeneous reaction mechanism adopted for the present model and corresponding
sticking probabilities [CKM86| [Kle00].

r k, Surface reaction Sk,
1 3 Si(g) — Si(s) 1.0
2 6 SiH(g) — Si(s) + H(g) 1.0
4 8 SiHs(g) — Si(s) + Ha(g) + H(g) 1.0
6 4 Siy(g) — 2Si(s) 1.0
8 11 SiyHs(g) —> 2Si(s) + Ha(g) + H(g) 1.0
9 12 H;SiSiH(g) — 2Si(s) + 2H,(g) 1.0
10 13 HySiSiHy(g) — 2Si(s) 4+ 2Hy(g) 1.0
11 14 SiyHs(g) — 2Si(s) + 2Ha(g) + H(g) 1.0
12 15 SigHg(g) — 2Si(s) + 3Ha(g) 4.44 x 107
13 5 Siz(g) — 3Si(s) 1.0
14 16 SizHg(g) — 3Si(s) + 4Ha(g) 0.0

The reactions considered are assumed to be irreversible, in the form

SipHopm(g) — nSi(s) + mHa(g), (3.11.3)
Si,Homi1(g) — nSi(s) + mHy(g) + H(g). (3.11.4)

Thus, each surface reaction r € Z is _associated with a unique gas-phase reactant species k, € 6.
The rate of progress of reaction r € Z is simply the consumption rate of species number k, at the
surface, expressed as its thermal flux towards the wall [MW60| [McD64| [CKMS86| [Kle00]

~ Sk RT s
= | , c X, 3.11.5
I %%T 2my, " ( )

where 7, = pYy, /my, is the molar concentration of the depositing species, and sy, is its sticking
coefficient. The reactive probability sy, is adjusted by the factor 1 — s, /2 in order to remain valid
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in the limit s;, — 1, where nearly all the molecules of species k, stick to the wall without being
reflected [MW60| [KCGO3].
The silicon deposition rate associated with each surface reaction r € Z is then given by

m

wgi(s) = VSi /V\g?(s)?ra (3116)

where /V\gib(s) is the backward stoichiometric coefficient of Si(s) in the 7 surface reaction, and V' is

the molar volume of crystalline silicon
V3~ 12.06 cm®.mol ™, (3.11.7)

and, consequently, the total silicon deposition rate reads

Wsi(s) = Z W) = VIS]; Wsi(s) - (3.11.8)

7“6@

The sticking coefficients have been taken from [CKMS86|, as described in the benchmark model
[K1e00|. The list of surface reactions and the corresponding sticking coefficients are given in Table
3.3. The values correspond to a substrate temperature of T° = 1000 K.

The surface reaction mechanism can be very complex and include adsorption, desorption, com-
plex surface reactions between surface species only or involving also gas-phase species. The accurate
description of surface deposition requires an appropriate surface reaction scheme, along with the
corresponding thermodynamic and reaction data [KCGO03|. The present surface reaction mechanism
is thus a first step towards a more consistent numerical modeling of the deposition process.

3.12 Numerical Method
Equations (3.8.22)-(3.8.25) are discretized over a grid along the z axis of the form
Z:{O:Z1<ZQ<"'<ZN:L}, (3121)

where N is the number of grid points. We denote by n® = n® + 3 the number of unknowns. The
solution vector is denoted by

(1]

= (E)1<i<ne = (T, 0,0, Y1, ..., Yos), (3.12.2)
and the discretized solution vector is denoted by

Ez = (Z1i)1<i<ne 1<i<N, (3.12.3)

where =;; = Z(z;). The discretized equations are obtained from a three-point finite difference
scheme. The time derivatives are discretized in a fully implicit manner. The convective terms ap-
pearing in the equations for the tangential velocity, the species mass fractions, and the temperature,
are treated by means of an upwind scheme [Pat80].

The steady discretized equations consist in a system of NV x (n°+3) nonlinear algebraic equations,
of the form

Fz(25) = 0. (3.12.4)

A modified Newton method is applied to the latter system of discretized equations. The correspond-
ing iterates are given as

JELER 28 = —\Fs(EY), k=0,1,2..., (3.12.5)
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where Z is the k™" Newton iteration, )\ the k" damping parameter calculated according to the
method of Deuflhard [Deu74|, and where

_OF,

=7z, =5) (3.12.6)

—~

denotes the Jacobian matrix evaluated at =%.
The Jacobian matrix is obtained from the evaluation of the finite differences of F';

_ Fy(Ez+0U) — Fy(Ez)
5

along vectors of the form U = Uk indexed by ko € {1,...,n} and ng € {1,2,3}. For each
ko € {1,...,n} and ny € {1,2,3}, the vector Uk = (Uin)kefa,...neymeft,...ny is taken such that
its only nonzero components Uy, are those for which k£ = kg and n = ny (mod 3). Consequently,
the evaluation of the Jacobian matrix requires merely 3n° + 1 evaluations of F;. Furthermore, the
thermochemical properties, namely the molar production rates and transport coefficients, need only
be evaluated every three points when evaluating the perturbed terms Fz(Zz + 0U), provided that
F7(Z7) has been evaluated first.

Also, due to the use of a three-point discretization scheme, the numerical Jacobian is banded,
that is the Jacobian matrix consists in blocks whose nonzero elements appear only in the first three
diagonals. The numerical inversion of such a matrix can be considerably simplified by using an
appropriate decomposition method given by linear algebra.

The steady equations (3.12.4) are solved by the Newton method after a specified number of non-
stationary iterations, provided the non-stationary solution has approached sufficiently the domain
of convergence of the steady equations. The non-stationary equations for the n'" iteration at time
t may be written in the form

J(E2)U

(3.12.7)

A(ZY) 2% + Fz(2%) =0, (3.12.8)
were =% denotes the n'! iterate over the grid Z, A(Z7%) is a bloc diagonal matrix, and

—n —n—1

-_n _ =z =Z

is the discretized time derivative at time t". These implicit non-stationary equations are solved by
the Newton method, making use of the following Euler predictor

2L =2 A EL (3.12.10)
Accordingly, the time step at iteration n, At" = t"* — ¢!, is chosen such that

—n—1 —n—2
, 0= — 9=

tn—l _ tn—?

=n =n

=z = =Z

~ |[=(At") <e

— )

(3.12.11)

1
2

where ¢ is taken smaller than 1.

3.13 Results and Discussion

The governing equations (3.8.22)-(3.8.25) for the axisymmetric strained CVD reactor are solved for
the configuration presented in Figure 3.1. The inlet mixture is composed of 0.1 % silane diluted in
helium, namely Xgy, = 0.1 % and Xy = 99.9 %. The pressure is constant and equal to py = 1 atm.
The inlet temperature is 7™ = 300 K and the inlet normal velocity is w'™ = 10 cm.s~!. The strain
rate o has been varied over several numerical simulation in order to obtain the specified normal
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Figure 3.3 — Temperature profile along the axis of symmetry of the reactor. Continuous line, this
work. Circles, simulations by Kleijn [Kle00].
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Figure 3.4 — Normal velocity profile along the z axis. Continuous line, this work. Circles, simulations
by Kleijn [Kle00].
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Figure 3.5 — Tangential velocity profile along the z axis. Continuous line, this work. Circles,
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inlet velocity of 10 cm.s™!. The corresponding value is o = 1.22775 s!. The substrate temperature
is set at T° = 1000 K.

The axial profiles obtained for the temperature, the normal velocity, the tangential velocity, and
the species mole fractions are compared to the results of the benchmark model presented in [Kle00].
The temperature profile along the axis of symmetry of the reactor is shown in Figure 3.3. Figures 3.4
and 3.5 show the normal and tangential velocity profiles, respectively. Finally, Figure 3.6 represents
the mole fractions of several selected species close to the substrate.

The temperature profile shows a strong gradient in the vicinity of the substrate, associated
with thermal conduction. Therefore, chemical reactions occur exclusively in a localized zone close
to the substrate, where the temperature is sufficiently high to initiate silane dissociation. This is
confirmed by the study of the species concentration profiles. Most of the silane dissociation occurs
between z = 0 cm and z = 0.2 c¢m, and a significant silane depletion can be observed in this
region. The deposition of the radicals on the substrate explains the very sharp gradients observed
at the boundary. The radicals also diffuse backwards in the upstream direction, depending on their
diffusion length.

The profiles in Figures 3.3-3.6 show an excellent agreement with the simulations of Kleijn [Kle00].
Also, the total deposition rate computed does not differ by more than 1 % from [Kle00|. The
slight differences observed might be explained by different choices for approximation of transport
coefficients, formulation of inlet boundary conditions, or discretization schemes. This validates the
sofware developed against standard models for multicomponent reactive gas flows.
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3.14 Conclusion

We have implemented a self-consistent model for chemical vapor deposition of crystalline silicon in
an axisymmetric reactor. The equations for multicomponent reacting neutral gas flows have been
stated, along with thermodynamic properties, chemistry mechanism and transport fluxes. Equa-
tions have then been expanded using the low Mach number approximation, and the strained flow
equations have subsequently been derived as an exact self similar solution of the isobaric equations
in axisymmetric coordinates. The expressions of transport coefficients have been recalled in section
3.9, and have been calculated by means of the library EGLIB [EG96a| using approximations similar
to those made in the benchmark model [Kle00]. The boundary conditions have also been detailed in
section 3.10, and the heterogeneous reactions mechanism has been taken from [Kle00]. The numeri-
cal methods presented in section 3.12 are slightly different from those used in the benchmark model
[K1e00|. All equations are indeed coupled and discretized implicitly. A modified Newton method
has been used for the resolution of the discretized equations.

The results of our numerical simulations are fully consistent with the benchmark model [Kle00]
as well as with the standard SPIN software [CKE*91], with an accuracy within a few percents. The
species density profiles in the vicinity of the substrate are very close to the benchmark profiles. The
maximum mole fraction of main species are also very close, as well as the deposition rate computed
from surface fluxes on the substrate. This validates the software implemented in this chapter.

Chemical vapor deposition of silicon in general might be more complex than the process de-
scribed in this chapter. In particular, we have restrained ourselves to the deposition of crystalline
silicon for the purpose of software validation against the benchmark model [Kle00]. Besides, the
nucleation of silicon nanoparticles might also occur under specific conditions, inducing thereby a
drastic modification of the process properties.

In the next chapter, the software will be enriched and applied to the modeling of silane plasma
discharges. This will require the incorporation of charged species, including electrons, which will be
coupled to the electric field specified by Poisson’s equation, as well as to the electron temperature
equation. The set of species and the set of gas-phase chemical reactions will also be adapted to the
plasma regime, where the gas temperature is in the range 300-500 K, while the electron temperature
is of the order of a few electronvolts. Boundary conditions for charged species will also be taken
into account with care, since the drift induced by the electric field might exceed by one order of
magnitude the diffusion velocity.

Apart from these difficulties specific to plasma discharge modeling, the framework adopted in
this Chapter, the general formulation of the model equations, including transport fluxes, chemistry
mechanism, thermodynamic properties and boundary conditions, as well as the self similar formu-
lation of strained flow equations, will remain unchanged. Also, the numerical methods employed in
this Chapter are sufficiently robust and optimized to be used for the study of an industrial plasma
reactor.
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Chapter 4

Simulation of a Silane-Hydrogen
Radio-Frequency Plasma Discharge

4.1 Introduction

Plasma enhanced chemical vapor deposition, or “PECVD”, is a low-temperature process which
is routinely used to process high quality materials with various optical and electrical properties.
The quality of the deposited material generally depends on the process parameters and the type of
substrate used, and ranges from amorphous silicon to crystalline silicon, passing by microcrystalline,
or so-called “polymorphous silicon” [RICNTD*07].

Self-consistent modeling of radio-frequency plasma discharges is crucial for the understanding
and optimization of PECVD processes commonly employed in the fabrication of photovoltaic solar
cells. As standard CVD, PECVD is a complex process involving many parameters, such as pressure,
gas flow rates, or applied potential, which in turn drive many coupled physical quantities, several
of which may be difficult to assess experimentally. The PECVD process is also more complex than
the chemical vapor deposition process, because of the thermal non-equilibrium between electrons
and heavy-species, the sharp potential barrier and the sharp electron temperature peaks accross the
plasma sheaths, the strong coupling between charged-species diffusion and electric drift, and the
strong coupling between the charged species and electric potential imposed by Poisson’s equation.
Due to this extreme complexity, and because experimental data on discharges under practical de-
position conditions remain scarce, numerical simulation is highly desirable for the optimization of
silane-hydrogen plasma discharges. In this chapter, we will consider a discharge in which nanopar-
ticles are absent. The modeling of the nanoparticle dynamics and their coupling to other plasma
parameters will be addressed in Chapter 5.

The numerical modeling of radio-frequency plasma discharges has been extensively studied over
the last thirty years [BLO4]. Two main methods are generally employed. For low pressures, due
to the strong departure from local thermal equilibrium the resolution of the Boltzmann equation
is necessary. In general, “particle in cell” or Monte Carlo methods are used. Conversely, when the
pressure is too high, the Boltzmann equation becomes impractical due to the high species densities
and collision frequencies, and a fluid model is required. Fluid models are generally valid for pressures
above 500 mTorr [GJ86|, which is the case of the process considered here.

One of the first fluid numerical model of radio-frequency discharge was developed by Graves
and Jensen [GJ86|, for a discharge containing two species, namely electrons and positive ions. The
model solved the species continuity equations, coupled to the Poisson’s equation for the electric
potential, and the electron temperature equation, and was followed by many similar models for
both electropositive and electronegative discharges [RT'S87| [Boe87| [PE9OQ).

Silane hydrogen mixtures are very reactive and produce many different radicals and species.
Models taking into account such a complex chemistry have also been developed and implemented
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numerically. For pure Hy plasma a very detailed description of chemical kinetics can be obtained,
including vibrational kinetics of Hy [GCC'92], negative ion H™ and H atom kinetics, and a good
agreement with experiments has been obtained [HGG99] [DEL*14]. Concerning silane discharges,
due to the production of Hy occurring from the dissociation of SiH,, a correct chemical mechanism
must include Hy plasma chemistry. However, due to the large number of different molecules and
ions appearing in silane discharges, the chemical kinetics are generally simplified compared to pure
H, discharges. Several models have been proposed and some of them have been compared to
experiments [Nie98| [dBGG04] [LAMOG].

In this chapter, the model for non-thermal reactive plasma derived in Chapter 2 is simplified in
order to describe silane-hydrogen radio-frequency plasma discharge in the Torr regime. The model
includes thermal non-equilibrium, two-temperature chemistry, and coupling between charged species
and electric potential. The model is then implemented numerically. The chemical vapor deposition
software validated in Chapter 3 is enriched in order to model a radio-frequency silane-hydrogen
plasma discharge. The fluid plasma equations are solved in axisymmetric geometry using a self
similar model, taking into account a two-temperature hydrogen-silane plasma chemistry, including
electron collision reactions and heavy-species reactions. The deposition process is also described by
a simplified surface reaction mechanism. Results are presented for typical conditions used in low-
temperature silicon epitaxy [RCL12]. A self-consistent computation of the DC bias potential is also
implemented, allowing to study the effect of asymmetric excitation on silane-hydrogen capacitively
coupled plasma discharges.

The radio-frequency process is described in section 4.2. In section 4.3, the governing equations
are stated, along with expressions for the transport fluxes. In section 4.4, the model is simplified
and a self similar formulation is derived. Transport coefficients are described in section 4.5, the
chemistry mechanism in section 4.6, and the electron heavy-species energy exchange term in section
4.7. The boundary conditions are given in section 4.8, and the numerical method is presented in
section 4.10. Results are presented in section 4.11.

4.2 Radio-Frequency Reactor

Figure 4.1 — Parallel plate radio-frequency plasma reactor from the GREMI laboratory, in Université
d’Orléans.

A schematic representation of the radio-frequency reactor is shown in Figure 4.2. The reactor is
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axisymmetric around the z axis, with corresponding polar coordinates r and #. A silane-hydrogen
gas mixture is injected through a showerhead with a normal inlet velocity. The lower electrode
is grounded, while the upper electrode is driven by a periodic applied potential at a frequency of
f = 13.56 MHz, which is the standard frequency used in industrial radio-frequency reactors.

¢, Gas Flow o |
l (SiH,/H,)

e, € J — f=13.56 MHz
L*i 777777777777777777777777 i ]

Substrate S

Figure 4.2 — Schematic representation of the axisymmetric radio-frequency reactor.

Before the plasma is ignited, a steady flow is established in the reactor with a prescribed uniform
pressure. After ignition, the oscillating potential induces an oscillating electric field in the plasma
region located near the electrodes, commonly referred to as the “plasma sheath”. Conversely, the
central region of the discharge, called the plasma bulk, is quasi-neutral. The oscillating electric
field accelerates the electrons in the plasma sheaths, which collide with the heavier neutral carrier
gases, inducing in turn ionization, dissociation, or attachment to the carrier gas. The mixture thus
becomes weakly ionized, and subsequent chemical reactions produce radicals and silicon containing
species, which may depose on the reactor walls.

4.3 General Equations for a Multicomponent Plasma

4.3.1 Conservation equations

The governing equations (2.6.1)-(2.6.5) for a non-thermal multicomponent plasma derived in section
2.6 may be written in the form

0 (pYy) + Oz - (pYrvp, + pYi Vi) = mywy, ke®, (4.3.1)

Oy (prvn) + O - (prvn, @ vy, + pl) + 8y - I, = pg + ngE, (4.3.2)

0+ Op - (Ep) + D Op -0y + 8- Qe =Jo-E+ AFE, (4.3.3)

OEn + O - (Epvy) + pp Oz - v + Opvy 11, + 0y - Qp = Jp - E+ AE),, (4.34)
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where as in the preceding chapter p; denotes the mass density, Y, = pi/p the mass fraction, and
n, = pr/my the density of the k'™ species, while p = > ree Pr denotes the mass density of the
fluid mixture, and v, the heavy-species mass-averaged velocity. For k € &, V. denotes the diffusion
velocity of the k™ species in the mass-averaged velocity reference frame, m;, = N,m;, its molar mass,
and wy, its molar production rate. Besides, p., p, and p = p.+p;, denote the electron partial pressure,
the heavy-species partial pressure, and the total pressure, respectively, where n, = Zieﬁ n;. The
vector g is the gravity vector, E is the electric field, and ¢ is the average charge of the mixture

ng = ansz, (4.3.5)

ke®

where n = Zke@i ng = ne + ny. Also, IT;, denotes the viscous tensor, & and &, denote the electron
and heavy-species energy per unit volume, respectively, Q. and Q) denote the electron and heavy-
species heat flux, respectively, and J. = n.q.V., respectively J, = Zieﬁ n;q; Vs, is the electron,
respectively the heavy-species, conduction current density. Finally, AF., = —AFE},. is the energy
exchange rate between electrons and heavy species due to nonreactive or reactive collisions.
The electric potential ¢ is solution of the Poisson’s equation
02p = 1 (4.3.6)

X Y

€0
where g is the vacuum dielectric permittivity, and the electric field reads
E=-0,p. (4.3.7)
The magnetic field has been neglected, as the typical discharge dimensions are sufficiently small to

avoid the generation of magnetic waves [CB11].

4.3.2 Thermodynamics
The perfect gas laws (2.4.31) and (2.4.45) derived from the kinetic theory read

Pelle
. = , 4.3.8
Pe="rr (4.3.8)
PrMmp,
g 4.3.9
Ph RTh P ( )

where T}, and T, are the heavy-species and electron temperature, respectively, and my, is the mean

heavy-species molar mass
Ph Pi
Lho_ L 4.3.10
= ; - (4.3.10)

The energy conservation equations (4.3.3), (4.3.4) can also be expressed in terms of the temper-
atures T,, Tj,. The heavy-species and electron enthalpies per unit mass, h;, and h., respectively, are
given by

prhy = En + pa, (4311)
pehe = Ec + pe. (4.3.12)

The heavy-species enthalpy can be decomposed into

pnhn =Y pihi, (4.3.13)
€9

106



4.3. GENERAL EQUATIONS FOR A MULTICOMPONENT PLASMA

where h; is the specific enthalpy of the i*! heavy species already given in (3.4.9)
T
h; = hft + / Cpi(T/) dT/, 1€ 9. (4314)
Tst
Similarly, we introduce the heavy-species constant pressure specific heat ¢, defined by
PrCph = Z PiCpi- (4.3.15)
€9

From the definition of the heavy-species enthalpy (4.3.11) and the heavy-species energy conser-
vation equation (4.3.4), the following enthalpy balance equation is obtained

6t(phhh) + 0, - ( hhhvh) + 0y Q= 0ipp + Oxpp - vy, — Ogvy I + Jy - E+ AE),. (4.3.16)

On the other hand, the enthalpy derivatives may be expressed as

at(phhh) + 6 phhhvh Zpl(?th + Z PiUVp * 8 h + Z h atpz + 6 (pivh))

€N €N 1€
= pnCprO¢Th + prcpnvn - 0T, — Oy - (Z hﬂi‘)
1€
+ Z Cpi .7:1 . 8wTh + Z himiwi,
i€ 1€

where F; = p;V;, i € §, are the heavy-species diffusion fluxes. The evolution equation for the
heavy-species temperature 7}, thus reads

PrCphOiTh + prcppvn - OgTh + Oy - (Qh - Z hi-’ﬁ') = Oipy, + Ozpp - v, (4.3.17)
1€EH
—Hh 15) 2Uh — (Zij:Z) ~8mTh—Zhimiwi+Jh-E+AEh€.
€9 (AS)

We proceed in a similar fashion for the electron temperature. The electron specific enthalpy per
unit mass

T
he = hzt +/ cpe(T') dT’ (4.3.18)
Tst
is such that
pehe = Eo + pe, (4.3.19)

and is thus solution of the following evolution equation
3t(pehe) -+ 8m . (pehevh) + Bm . Qe = 815])6 -+ Uy 8mpe + Je -E + AEeh. (4320)
Since

O (pehe) + Bz - (pehevn) = pedihe + pevh - Ozhe + he(Depe + Bz - (pevhn))
- pecpeatTe + PeCpeUp, amTe - 6:{: : (hej:e)
+ Cpe fe : aa:Te + hfemewea

the electron temperature equation finally reads

pecpeatTe + PeCpeVp, 8ccTe + 8:1: : (Qe - he-re) = atpe + vp - ampe (4321)
— Cpe ‘7:6 : aa:Te - h'emewe + Je -E + AEeh-

107



CHAPTER 4. SIMULATION OF A SIH,/H, RF PLASMA DISCHARGE

4.3.3 Transport fluxes

The transport fluxes involved in the conservation equations (4.3.1)-(4.3.4) have been stated in Chap-
ter 2. From equations (2.6.27) and (2.6.33), the electron diffusion velocity and heat flux may be
expressed in the form

Ve =—Deede = > Deid; — 002 In T, — 0,0, In T, (4.3.22)
1€H
— [DE» (8, -v) + DS (T, — Ty)] de — [07 (8 - v) + 02 (T, — T3,)] 8, In T,

5 s e . 5
Qe = - peeede —p ; eeidi - /\eeascTe - /\ehamTh + TNe <§kBTe> Ve (4323)
— p[05 (8- ) + 69 (T, — Th)] d, — [\ (8- v) + A& (To. — T1)] 8,1,

where the unconstrained electron diffusion driving force reads

- 1

The electron self-diffusion coefficient D,., the electron self-thermal-diffusion coefficient 6.., and the
electron self-partial-thermal-conductivity .. have been expressed in (2.6.28), (2.6.29) and (2.6.32),
respectively. The electron i*"-heavy-species diffusion coefficient D.; = D;., the electron heavy-
temperature thermal diffusion coefficient 6.5, = 0y, the i**-heavy-species electron-temperature ther-
mal diffusion coefficient 6,.; = 6;., and the electron heavy-temperature partial thermal conductivity
A have been stated in (2.5.43), (2.5.54), (2.5.45), and (2.5.95), respectively. The remaining trans-
port coefficients D, 9%+ D€ 09 \wn and A2, have been expressed in (2.5.96)-(2.5.101).

The heavy species diffusion velocities, viscous tensor and heat flux have also been derived in

Chapter 2, and were expressed in equations (2.6.34)-(2.6.36) as

vi = — Z DZ]CiJ — Diede — (91;183 In Th — 91-68,; In Te, 1 E ﬁ, (4325)
JjEH
o 2
L, = i, (B + (D) — ~(9e-vn) 1) = kn(Be - 01) V= (T2 = Th) L, (4.3.26)
~ ~ a A 5 —
Qh = —pz thdj — p@hede — )\hhazTh — )\he(‘?mTe -+ Z (§kBTh —+ Ej)ﬂjVj, (4327)
JEH JEH

where the heavy-species diffusion coefficients D;;, i,7 € §, the heavy-species heavy-temperature
thermal diffusion coefficients 60;,, ¢ € $, the heavy-species self-partial-thermal-conductivity S\hh,
and the heavy-species electron-temperature partial thermal conductivity Ane have been expressed in
(2.5.42), (2.5.44), (2.5.52), and (2.5.53), respectively. Also, the heavy-species shear viscosity 1, and
volume viscosity kp, and the thermal non-equilibrium viscosity ¢, were given in (2.5.48)-(2.5.50).

4.4 Simplified Model

In the case of a radio-frequency axisymmetric reactor, the general plasma model embedded in
equations (4.3.1)-(4.3.2), (4.3.6), (4.3.17) and (4.3.21) can be simplified in several ways. Indeed, it
is generally sufficient as a first approximation to consider the coupled evolution of charged species,
electric potential and electron temperature.
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4.4.1 Equations

The heavy-species convection velocity is generally neglected
v, =0, (4.4.1)
and the heavy-species temperature can be considered uniform as a first approximation
Ty(t,x) = T, (4.4.2)
where T}, independent of t and . The momentum equation (4.3.2) and the heavy-species temper-

ature equation (4.3.17) are thus discarded, and the system (4.3.1)-(4.3.4) is reduced to a system of
n® + 2 equations, of the form

0(pYr) + O+ (pYiVi) =y, k€ 8, k#Hy, Yy, =1- > Y, (4.4.3)
k£H,
02 = -1, (4.4.4)
€0
3
0t<§nekBTe> +8,-Q,=J.-E+AE,, (4.4.5)

The equation for the main carrier gas H, is taken such as to ensure the total mass conservation in
the mixture, since ZkeG Y.V =Y. V. # 0 a priori. Also, the pressure is assumed to be uniform in
the reactor

p(t, ) = po, (4.4.6)

where pg is independent of ¢ and @, in agreement with the low Mach number approximation. Equa-
tions (4.4.3) may also be written in their nonconservative form

pOYy + B - (PYiVi) = mywy, k € 6, k#Hy,  Yu,=1- > Y, (4.4.7)
k#Hs

where the time derivative of p, which is proportional to the time derivative of m, has been neglected.
Indeed, in the approximation v, = 0, the total mass conservation equation reads d;p = 9 - (pY. V),
which is proportional to the mass ratio 2 and is therefore negligible. Alternatively, the center-of-
mass reference frame equations (2.7.11)-(2.7.15) could have been used, and the assumption v, = 0
would have been replaced by v = 0.

4.4.2 Self similar formulation

As can be seen in Figure 4.2, the cylindrical coordinates (7,0, z), with corresponding unit vectors
e, ep and e,, are such that e, is normal to the stagnation plane (O, e,, ey), where O is the origin
located at the centre of the substrate (see Figure 4.2). As in Chapter 3, we assume that the gravity
is either oriented in the normal direction: g = (0,0, g), either negligible. In this framework, we seek
for a self similar solution of equations (4.4.7), (4.4.4) and (4.4.5), of the form

p=p(t,2), (4.4.8)

T. = T.(t,2), (4.4.9)

Yy = Yi(t,2), k € &, (4.4.10)
© = p(t, 2). (4.4.11)
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From the expressions (4.4.18) and (4.4.21) where the pressure p has been replaced by the spatially
uniform pressure po, which is valid for a low Mach number flow, the diffusion velocities and the
electron heat flux can be expressed in the form

Vi = (0,0, V(t,2)), k € &, (4.4.12)
Q. = (0,0,Q.(t,2)). (4.4.13)
Thus, equations (4.4.7), (4.4.4) and (4.4.5) are rewritten
pOYy + 0.(pViVe) = mywy, k€S, k#Hy, Yy, =1- ) Y (4.4.14)
k#£Ho
Pp=—", (4.4.15)
€o
3
o, <§nekBTe) 9.0, = nugV.E + AB., (4.4.16)
where
E=—0.0 (4.4.17)

is the electric field.

4.4.3 Transport fluxes

As far as the transport fluxes are concerned, the heavy-species viscous tensor (4.3.26) and heat flux
(4.3.27) are not required anymore since they do not appear in the simplified system (4.4.3)-(4.4.5).
Also, the remaining transport fluxes (4.3.22)-(4.3.23), and (4.3.25) are simplified. The Soret effect
is neglected, the species diffusion is reduced to the self-species diffusion driving terms, and the
transport coefficients D5n, D€ 051 and 69 are generally neglected. The species diffusion velocities
are thus taken in the form

0 Yy
Yy,
where Dj is the self-diffusion coefficient of the k' species, and the mobility coefficient p} is given

by the Einstein relation

Vi=-Dj

+E, ke, k+#H, (4.4.18)

Diar
;= ke & 4.4.19
M = T T ! (44.19)
where T}, is the temperature of the k" species
T., k=ce,
T, = { T, kte (4.4.20)

Equation (4.4.18) corresponds to the first variational approximation to the first-order multicompo-
nent diffusion coefficients (3.9.12) in a neutral gas mixture [OB81] [Gio99], commonly referred to
as the “Hirschfelder-Curtiss approximation” [HC49|, except the term 0,X} /X has been replaced
by 0.Y)/Y:, where Y, = X;m;/m, that is the spatial derivative of m has been neglected. Also, the
correction velocity [OB81| [Gio99] has been dropped since the mass conservation is ensured by the
equation for Hy. Thus, the governing equation (4.4.7) for the k' species depends only on the mass
fraction Y}, and not on Y}, [ # k. Such a diagonal approximation is valid when one of the species is
in excess while all the other species are in trace amounts [Gio90| [EG94|.

Concerning the electron heat flux, the Dufour effect is generally neglected, the heavy-species
temperature gradient is zero since T}, was assumed to be constant, and the transport coefficients
Arn N gEnand 0 are generally neglected. Thus, Q. can be taken in the form

ee ee’ ee)

5 ~
Qe = énekBTeve - )\eeawTea (4421)

where . is the electron self-partial-thermal-conductivity.
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4.5 Transport coefficients

The self-diffusion coefficients Dj, k € &, are taken according to the “Hirschfelder-Curtiss approxi-
mation” [HC49| [OB81] [Gio99], namely

pro =Y e (4.5.1)

> /DRy

len

I£k
where D,'jfln is the binary diffusion coefficient for species pair (k,1), and where 9t C & denotes the
indexing set for neutral species. In practice, due to the lack of data on charged species binary
diffusion coefficients, we consider that the charged species diffuse against H, and SiHy only. This
has no influence on numerical results, since Hy, and SiH, are in excess and other neutral species are
only present in trace amount.

The electron self-partial-thermal-conductivity is given by the following Drude-Lorentz type for-

mula [Lor05]
D

Aee = SneknD. (4.5.2)
Equation (4.5.2) can be obtained from the kinetic theory of a Lorentz gas made of Maxwellian
molecules, that is molecules interacting with a potential proportional to r—5, where r is the inter-
molecular distance [CC70].
The electron binary diffusion coefficients are taken equal to

D&y, p=1.2-10° cm® s~ " Torr, (4.5.3)

DE’}& p= bl 7.5-10° cm®.s . Torr. (4.5.4)
The electron mobilities are plotted as a function of T, in Figure 4.3. The continuous lines correspond
to the values obtained with the Bolsig software |[HP05| |[Hagl6| assuming a Maxwellian electron
distribution function, and the dashed lines correspond to the approximation retained in this work.
The figures show a good agreement with the results of the Bolsig software, although the electron
mobility in hydrogen is slightly underestimated at high electron temperatures.

The binary diffusion coefficients of ions with respect to neutral molecules are taken in the form

|PLBY6|
ksj% 7% 2 -1 . .

cm”.s~ . Torr, iedJ,jeMN, (4.5.5)
gl /a5

where m;; = m;m;/(m; + m;) is the reduced mass of the species pair (7, ) in a.m.u., o; the polariz-
ability of the 5 species in A® [PLB96]

D" p = 38.7

ag, = 0.805 A°| (4.5.6)
asi, = 4.62 A°, (4.5.7)

and other variables are in S.I. units. Finally, the binary diffusion coefficients of neutral species are
computed with the “TRANFT” fitting program [KDLW*86]|, as in Chapter 3.

4.6 Silane-Hydrogen Plasma Chemistry

The chemical reaction mechanism is composed of a set Z of elementary reactions, of the form

St =D "My, re, (4.6.1)

ke ke®
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Figure 4.3 — Electron binary mobilities as a function of the electron temperature. The continu-
ous lines correspond to the values obtained with the Bolsig software [HP05| [Hagl6] assuming a
Maxwellian electron distribution function, and the dashed lines correspond to the approximation
retained in this work. The scattering cross-sections were taken from [IST] for Hy and from [SIG] for

SiHy.

where 9, denotes the chemical symbol of the k™ species, and where v}' and v;® denote the forward
and backward stoichiometric coefficients of the k™ species in reaction r, respectively. According to
expression (2.4.159) from the kinetic theory , the molar production rate of the k" species can be
decomposed into the different contributions from each reaction

Wy = Z(ng — )7, (4.6.2)
reX

where 7, is the rate of progress of the r*" reaction.

Table 4.1 — Species included in the plasma model.

Neutral Species Charged Species

H, H,, SiHl,, SiHs, Sifly, e, SiH, H, Hy, H*,
H,SiSiH, SisHs, SisHg SiHy, SiH;, Si,H;, H;SiSiH~

The chemistry mechanism involves two kinds of reactions: electron collision reactions on the
one hand, which depend on electron temperature 7, and are assumed to be irreversible, and heavy-
species reactions on the other hand, which depend on the heavy-species temperature 7j,. We denote
by Z., respectively %}, the set of electron collision reactions, respectively the set of heavy-species
reactions, so that Z = #Z. U %),.
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The rate of progress (2.4.160) of a reaction r € Z reads

n= K[ - [T (4.6.3)

kes kes

where 4, = pY/my, is the molar concentration of the k" species, and K! and KP are the forward
and backward rate constants of the r*® reaction.

When r € %), is a heavy-species reaction, as a consequence of detailed balancing and reciprocity
relations (2.2.36), the ratio of the rate constants Kt and K is the equilibrium constant of the rth
reaction, as already stated in (2.4.169)

Ki(Th)

)= ey

(4.6.4)

The reaction rate constant corresponds to the chemical equilibrium proportions, as described by
statistical mechanics |Tol38], and is given by (2.4.168)

atm

vim; RT;, P
In Ke(T3) = — ’—(‘-“mT — ) 4.6.5
ST = = 3 e (90 = o n G (46.5)
where g2 i € §), denote the species specific Gibbs functions at atmospheric pressure
g?tm(Th) = hz(Th) — ThS?tm(Th), 1€ 9. (466)

In general, the forward rate constant is approximated by a generalized Arrhenius empirical
relation, of the form

KT = AT exp ( - ng> (4.6.7)
where T}, is the temperature of the k' species, A, is the pre-exponential factor, 3, the pre-exponential
exponent and &, > 0 the activation energy of the r*" reaction. Electron collision reactions are
generally assumed irreversible [References|. For heavy-species reactionns, the backward rate constant
is deduced from the forward rate constant and the equilibrium constant (4.6.5) by the law of mass
action (4.6.4). For some of the heavy-species reactions though, both the forward and backward rate
constants are specified directly in Arrhenius form.

The present model takes into account seventeen species, listed in Table 4.1. The model was
adapted from the chemistry mechanism of de Bleecker and coworkers [dB06], itself originating from
the work of Girshick and coworkers [Bha03] [Agal2]. We considered species containing up to 2 silicon
atoms in order to lower the computation time. Previous results by Agarwal [Agal2| suggest that
this is sufficient for a self-consistent calculation of overall negative ion densities and nanoparticle
nucleation rate.

The set of electron collision reactions for silane-hydrogen plasma chemistry is detailed in Table
4.2. Electron collisions include ionization, dissociation, dissociative attachment, detachment, as well
as recombination reactions. In particular, the formation of negative ions leading to clustering is due
to the dissociative attachment reactions. The reaction rate constants have been taken in Arrhenius
form, and the Arrhenius constants for silane plasma chemistry were taken from [BSGKO00|. We do
not consider vibrationally excited silane molecules, since vibrational effects are relatively low in the
range of temperatures generally used for silicon epitaxy, i.e., around 500 K [dBO06|.

Heavy-species reactions are listed in Table 4.3. They comprise cluster growth reactions, neu-
tralization reactions between positive and negative ions, neutral-neutral reactions, and additional
hydrogen reactions. The cluster growth reactions are responsible for the nucleation of nanoparticles
in the discharge, and are therefore of fundamental importance. The clustering rate constants were
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Table 4.2 — Arrhenius parameters for electron collision reactions. N
2
=
Electron collision A, (mol,em3,s) B3, €&, (cal.mol™') Reference =
Ionization E
1 SiH, + e — SiHy + H + 2e 1.510 x 1032 —2.930 553,910 [BSGKO00] %
2 SiH3 + e — SiHi + 2e 1.355 x 10'2 0.900 188,396 [BSGKO00| o
3 Hy +e—HJ +2e 8.007 x 10%° 1.100 392,574 [BSGKOO0] &
4 H+e—H' + 2e 1.080 x 106 0.000 178,210 [SFGT96| ;
Dissociation =
5 SiH; + e — SiH3z + H + e 1.102 x 10%! —1.000 245,421 [BSGKO00] =
6 SiHy; + e — SiH; + 2H + e 5.394 x 10% —1.000 245,421 [BSGKO00] &
7 Hy +e—2H + e 1.023 x 106 0.000 238,347 [BSGKO00] %
8 Hi +e—H'+2H +e 1.220 x 10'7 0.000 179,380 [SFGT96| -
9 Hf +e—H"+H+e 1.460 x 107 0.000 37,460 [SFGT96] E
Dissociative attachment C£
10 SiHy + e — SiH; + H 2.269 x 10! —1.627 190,540 [BSGKO00] o>
11 SiHy + e — SiH; + 2H 2.269 x 10 —1.627 190,540 [BSGKO00] S
12 SiH; +e — SiH; + H 3.440 x 101 —0.500 44,740 [BSGKO00] 8
Detachment as
13 SiH; + e — SiHjz + 2e 1.900 x 10 0.500 32,425 [BSGKO00] 53
14 SiH, + e — SiHy + 2e 1.900 x 10 0.500 25,921 [BSGKO00] gj)
Recombination and dissociative recombination
15 H" + 2 —H + e 3.630 x 10%7 —4.000 0 [SFGT96|
16 Hf +e— 3H 8.000 x 10'7 —0.404 0 [SFGT96], [KNFT04]
17 Hf +2e —~H+ Hy +e 3.170 x 10 —4.500 0 [SFGT96]
18 Hy + 2 — 2H + e 3.170 x 10% —4.500 0 [SFGT96]




GII

Table 4.3 — Arrhenius parameters for the heavy-species reactions.

r Reaction A, (mol,cm3,;s) 3, ¢, (cal.mol™1) Reference
Cluster growth

19 SiHj + SiHy = Si;H; + Hs 6.020 x 10 0.000 0 [BSGKO00]

20 SiH, + SiH, = H3SiSiH™ + Hy 6.020 x 10! 0.000 0 [BSGKO00]
Neutralization reactions

21 SiH; + SiHj = SiHjz + SiH3 1.232 x 1018 —0.500 0 [BSGKO00]

22 SiH, + SiHF = SiH, + SiHj 1.359 x 10'8 —0.500 0 [BSGKO00]

23 SipH; + SiHj = SipHs + SiHj 9.648 x 107 —0.500 0 [BSGKO00]

24 H3SiSiH~ + SiHj = H3SiSiH + SiHj 1.001 x 10'8 —0.500 0 [BSGKO00]
Neutral-neutral reactions

25 SiH, + H = SiH3 + Hy 1.510 x 1013 0.000 2,484 [BSGKO00]

26 SioHg + H = SigH;+Hsy 9.630 x 10%3 0.000 2,484 [BSGKO00]

27 SisHg + H=SiH3 + SiH,4 4.820 x 10%3 0.000 2,484 [BSGKO00]

28 SiH, + Hy = SiHy 5.260 x 10%° 0.000 0 [BSGKO00]

29 SiH, + SiH4 = SiyHg 3.620 x 10" 0.000 0 [BSGKO00|

30 SiH3 + SiH3 = SiH, + SiHy 9.030 x 10'3 0.000 0 [BSGKO00|

31 Hy; +Hy, =2H + H, 8.610 x 10'7 —0.700 52,530 [SFGT96|
Reverse rate 1.000 x 10'7 —0.600 0 [SFGT96]

32 H, + H=3H 2.700 x 106 —0.100 52,530 [SFGT96]
Reverse rate 3.200 x 10% 0.000 0 [SFGT96]
Additional hydrogen reactions

33 Hy + H=H" + H, 3.850 x 10 0.000 0 [SFG196], [KNF+04]
Reverse rate 1.900 x 10 0.000 21,902 [SFGT96]

34 H, + Hy —~HJ +H 1.270 x 10%° 0.000 0 [SFGT96], [KNFT04]

35 H' +2H, — Hf + H, 1.950 x 10% —0.500 0 [SFGT96], [KNFT04]
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computed by |[Bha03| as the Langevin rates devided by 10, since the Langevin rates are known
to overestimate anion-neutral reaction rates. In [dB06], this clustering reaction rate constant is
divided by 100 compared to [Bha03], on the basis of experimental resuts obtained by Perrin ar al
[PBEL94]. We adopted the latter value since at a temperature of 500 K the data of Perrin et al.
must prevail. Negative ions remain trapped in the plasma due to the strong potential barrier, and
can thus be neutralized due to electron detachment or neutralization reactions. The neutralization
reactions are the main source of negative ion loss [dB06]. Finally, the Hy plasma chemistry was also
enriched compared to the work of de Bleecker, which considered pure SiH, chemistry, and the work
of Girshick and coworkers, which considered Ar-SiH, chemistry. The main positive ion in Hy plasma
is indeed HF, due to the fast conversion reaction [DCL05] [MJAO7]

H, + Hy — HJ + H. (4.6.8)

The vibrationnally excited states of hydrogen have not been taken into account, neither the presence
of H™ ion induced by the dissociative attachment on Hy excited states [KNF104] [DCL05|. The
H~ density is indeed negligible compared to silicon hydride anion densities, and H™ ions are thus
expected to have a negligible influence on the plasma properties.

4.7 Emnergy exchange term

The energy exchange term AE,;, = —AFE}, is expressed from equations (2.6.11), (2.4.104), (2.4.137),
and (2.4.139) as .
AE., = AES + AEY + AES™, (4.7.1)

where AE® is the energy exchange term due to elastic scattering of electrons against heavy species,
AFE™ the energy exchange term associated with inelastic scattering of electrons against heavy
species, and AE®™ the energy exchange term due to reactive electron collisions. The elastic re-
laxation term is induced by the translational non-equilibrium between electrons and heavy species,
and is generally reduced [LE95] to the zeroth-order term (2.4.105)

1

=

AES = AEY = —gnth(Te —Ty) (4.7.2)

which is in general negligible for the process we consider [LE93| [Nie98|. As well, the energy exchange
due to electron inelastic scattering against heavy species is generally approximated by the zeroth-
order term (2.4.109), which can be rewritten in the form

AE), = AER" = Z > (~AB)me, (4.7.3)
zGﬁ L,I’'eq;
' #1

where 7/ is the rate of progress of the inelastic scattering process (e,1) — (e, 1)

i1 ) A-EII’ _
Tw = git ZI; <6_E“/kBTh — exp < T )e Eil’/kBTh). (4.7.4)

The energy exchange due to reactive electron collisions was given in (2.4.174) as

AEChem AE;},Lchem _ Z AE, T, (475)
r€Xe

where AE,, is the net average energy gained by electrons during the r*® electron collision reaction.
Thus, from expressions (4.7.3) and (4.7.5), and noting .7, the indexing set for inelastic scattering of
electrons against heavy species, the energy exchange term finally reads [Nie98] [KNFT04]

ABg = > A&7, (4.7.6)

T’G%euje
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where 7, and —A&,, are, respectively, the rate of progress and the net average electron energy loss
in the 7 electron collision. The values adopted for the present study are specified in Table 4.4,
along with the associated references.

Table 4.4 — Net average electron energy loss in reactive collisions.

r Electron collision —AE., (eV) Reference
Ionization

1 SiHy + e — SiHF + H + 2e 12.09 [BGCRST]

2 SiHz + e — SiHJ + 2e 8.01 [BGCR8T7]

3 Hy +e—HJ + 2 15.43 [PLBI6|

4 H+e—H'"+ 2 13.60 [PLBI6|
Dissociation

5 SiHy + e —SiHs + H + ¢ 8.00 [PSd*82]

6 SiHy; +e — SiHy, + 2H + e 8.00 [PSd*82]

7 Ho+e—2H +e 10.50 [JLEP87|

8 Hf +e—HT +2H +e 14.87 [JLEP87|, [CHS8S|

9 Hy +e—H" +H+e 8.67 [JLEP87|, [PLBY6]
Dissociative attachment

10 SiHy + e — SiH; + H 6.50 |[PLBI6|

11 SiHy + e — SiH; + 2H 8.50 [PLBI6|

12 SiH; + e — SiH; + H 5.50 [PLBI6|
Detachment

13 SiH5 + e — SiHs + 2e 1.41 [PLBI6|

14 SiH; + e — SiHy + 2e 1.12 [PLB96]
Recombination and dissociative recombination

15 HY +2 —H +e —13.60 [PLBI6|

16 Hi +e— 3H 1.27 [PSd*82|, [CH8Y|

17 Hf +2e —~H+Hy +e —9.23 |[CHSS]

18 Hj +2 —2H +e —4.93 [JLEP87|, [PLBY6]

4.8 Boundary Conditions
The electron temperatures at both electrodes are specified as

Te|t,0 = Tes,
Te|t7L - Temy

where T8 = T = 5000 K ~ 0.43 eV, which is representative of a secondary electron emission
temperature [WGOT7|. Also, for the range of parameters considered here, the discharge remains in
the “a-regime”, in which secondary electron emission is negligible [BB90| [SG91]| [dBGGO04].

In the base case, the external capacitor is not taken into account. This is perfectly justified for
a geometrically symmetric reactor with a sinusoidal waveform excitation. The electrode located at
z = 0 is grounded, and a sinusoidal voltage with amplitude ¢y, and frequency f = 13.56 MHz is
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imposed on the electrode located at z = L

(10|t,0 = 07
90|t,L = (xS0 (27 f1).
An alternative boundary condition for the potential at the driven electrode is also implemented in
the following.
The boundary conditions for electrons are taken as
Yelpo = 1072, (4.8.5)
Ye|t,L = 10_207

and for negative ions as
Yil,o=0, i€77,
Yil,, =0, i€7J,
where J~ denotes the set of negative ions. For positive ions, the boundary conditions at both

electrodes are
F.-n = max (9—';1“& ‘n, fﬂ»), i et (4.8.9)

where J denotes the set of positive ions, n denotes the unit vector normal to the surface oriented
towards the electrodes, Fiift = p, VI is the drift velocity of the & species

Ft— p B, k€S, (4.8.10)

and F,  is the average mass flux of molecules from the k™ species [CC70] whose velocity is directed
towards the wall. This average flux is computed as that of Maxwellian molecules, that is

1
f—&-,k == Epkvth,k, (4811)

where vy, is the thermal velocity of the &' species, given by |[CC70| [FK72]

1

ko Ty \ 2

Vtn = (8 ’“) , keEG. (4.8.12)
™My

Expression (4.8.11) actually corresponds to the surface deposition rate of neutral species as given
in (3.11.5), with a sticking coefficient of 1.

The boundary condition (4.8.9) is such that when the outwards drift velocity V& . n is large
compared to the thermal velocity vy, ;, the diffusion velocity at the boundary is merely equal to the
drift velocity, while in the case when the drift velocity is negligible or oriented inwards, the diffusion
flux at the electrode is merely the thermal flux p;ve, /4 [MW60] [McD64|. This boundary condition
also ensures that the flux of positive ions is always directed outwards the reactor, since secondary
ion emission is negligible for the discharge we consider.

In the dilution approximation, the boundary conditions associated wih the equation for Hy read

YH2|t,0 =1- Z Yk’t’m (4.8.13)
kAHa

il =1— Y Yil,,- (4.8.14)
k#Ha

118



4.8. BOUNDARY CONDITIONS

For other neutral species, the boundary conditions at the upper electrode read
Yol , =Y, neM, (4.8.15)

where Y is the n'! species inlet mass fraction, and the boundary conditions at the substrate are
those of a catalytic plate
(PY V)|, o = maln, n €M, (4.8.16)

where @,, is the surface molar production rate of the n'* neutral species.

Table 4.5 — Heterogeneous reaction mechanism adopted for the present model and corresponding
Arrhenius parameters.

i Deposition reaction A; Bi ¢€;(K) Reference
1 H(g) — LHy(g) 000 00 00 [KNF+04]
2 SiHy(g) — Si(s) + Ha(g) 08 00 00  [PLBYG]
4 SiHs(g) — Si(s) + Ha(g) + H(g) 009 00 00  [PLBY|
5 SiH,(g) — Si(s) + 2Ha(g) 537x 1072 0.0 9400  [CKMS6]
6 HsSiSiH(z) — 2Si(s) + 2Ha(g) 0.8 0.0 00  [PLBYG]
7 SisHs(g) —» 2Si(s) + 2Ha(g) + H(g)  0.09 0.0 0.0 [ABOG]

8 SipHs(g) —> 2Si(s) + 3Hy(g) 537x 107" 0.0 9400  [CKES9|

The molar surface production rates Wy, k € &, are obtained from a given set R of heterogeneous
reactions describing the deposition process, in the form

Soptam= > o, re, (4.8.17)
1e6US 1e6US

where & denotes the set of surface species, and vt and U/ denote the forward and backward
stoichiometric coefficients of the I'*® species in the " surface reaction, respectively. The molar
surface production rate is then computed from the knowledge of the rates of progress 7,., r € Z

o= (O 0”7, keGUB. (4.8.18)

'reé

The surface reactions are assumed irreversible. Each surface reaction r € @ is associated with a
unique gas-phase heavy-species reactant, denoted by ¢, € ). The rate of progress of reaction r € #

is calculated as in (3.11.5)
S RTh a~
L , 72 4.8.19
(g Y — re (4.8.19)

where ~; = pY; /m;, is the molar concentration of the depositing species, and s;, is its sticking
coefficient. As in (3.11.5), the reactive probability s;. is adjusted by the factor 1 — s; /2 in order
to remain valid in the limit s;, — 1, where nearly all the molecules of species 7, stick to the wall

without being reflected [MW60| [KCGO3].
The silicon deposition rate (in cm.s™!) associated with each surface reaction r then follows

Wiy = Van Vi) T (4.8.20)
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where ﬁg}’(s) is the backward soichiometric coefficient of Si(s) in the r" surface reaction, and V5! is
the molar volume of crystalline silicon

V3 ~ 12,06 cm® mol ™, (4.8.21)

and consequently the total silicon deposition rate reads
Wsi(s) = Z Wei(5) = Vii Wsi(s) - (4.8.22)
re#

The heterogeneous reaction mechanism used in the present software corresponds to the deposition
of amorphous silicon by low temperature PECVD. The sticking coefficients associated with the main
silicon radicals have been taken from [PLB96]. They have been taken in Arrhenius form

| ¢y
yi(Th) = AT exp ( - ?>, i€, (4.8.23)

where A; is the pre-exponential factor, §; the pre-exponential exponent and &; > 0 the activation
energy in Kelvin. The list of surface reactions and the corresponding Arrhenius parameters are
given in Table 4.5.

4.9 External Circuit

c(t) @ap(t) @c(t) Pap(t)
& 4 Q) |[tec® I —0e® e I
| o a o
Igp(t) Cy Irp (1) Cp .

I I T I
J— J——
o(6%) 9.(t) = a®| eaxtn 4 Pov (6,%)

QO
— ——
L Iy I To

Figure 4.4 — Schematic representation of the discharge and external circuit, including the generator
and blocking capacitor. The potential is decomposed in a “bare” potential ¢,y and a “relaxation”
potential ¢qy .

An alternative boundary condition for the potential at the driven electrode was also implemented.
In this new formulation, the external blocking capacitor is taken into account, which will allow for
the determination of the DC bias in an asymmetric discharge. A schematic representation of the
discharge and external circuit is presented in Figure 4.4. For the sake of simplicity, no matching
box is considered. In order to compute the potential at the driven electrode ¢, (t) = ¢(t, L), the
potential accross the discharge is decomposed in the form

© = ov + PuX; (4.9.1)
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where gy is the solution of Poisson’s equation with the actual charge distribution in the reactor at
time ¢, which can be asymmetric, and a driven potential equal to zero

o
Rogy=—> =L 2eQ  or,=0, ¢ =0, (4.9.2)

€
kes 0

and y is the “bare” potential, that is the solution of the Laplace’s equation accross the reactor
x=0ze€Q,  xr,=0  xr =1, (4.9.3)

which depends only on the geometry of the reactor and can be computed a priori. In the preceding
equations, Iy and I', denote the respective electrode surfaces, and the walls are grounded so the
potentials must vanish at the reactor walls.

The conservation of total current in the circuit can then be written in the form

_ dQc _ dpo o dose  dpy,
Irp(t) = T Cs T OB< o ) (4.9.4)
from which ¢, is solution to
dey -, dpae
Cs pTai Cs T Irp(t) (4.9.5)

where ,, is the applied potential.
The current can be expressed in terms of the physical variables directly as

Lan(t) = — / (G + 200/E) - ds. (4.9.6)

where

3= nksvs (4.9.7)
ke&

is the conduction current, and £y0,E is the displacement current. Alternatively, the following ex-
pression can be obtained [Qui05|

1 dp,,
Ine(t :—P:—/awxjdw—i—C’v—, 4.9.8
where C\ is the “bare” capacitance of the reactor
C, = 50/ O, x-nds, (4.9.9)

which depends only on the geometry of the reactor and can be computed a priori.
Therefore, the potential ¢, is the solution of the following differential equation

dL dAP
o _ o dy

(Ch +Cv) dt dt

+ / Oz x - J dw, (4.9.10)
Q

which is solved self-consistently within the software. In this work, we have preferred expression

(4.9.8) to (4.9.6) since it has revealed more stable numerically. Note that in the one-dimensional

approximation, equation 4.9.10 becomes

dp, dose S "
B v = Ug - d 5 4.9.11
(C+C)dt Cdt —i—L/sz (4.9.11)
and the “bare” capacitance reads
EQS
A\ — _; 4 12
C=2 (4912
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where S is the surface of the electrodes, which is the classical expression for the capacitance of a
parallel plate capacitor. In practice, the geometry of a reactor is complicated, and due to the law
of electromagnetics, even a small feature in the structure of the reactor can change considerably the
value of the “bare” capacitance, so that it is better to measure it experimentally. Besides, since the
blocking capacitance is generally taken large before C,, the actual value of C\, does not matter and
equation (4.9.10) only depends on Cj.

Figure 4.5 — Picture of the ARCAM multiplasma monochamber reactor in LPICM.

4.10 Numerical Implementation

The numerical implementation follows the same framework as in section 3.12 of the preceding
chapter. We denote by n® = n® + 2 the number of unknowns. The solution vector is denoted by

E = (El)lflgnc - (T€7 QPa Yia EE 7Yn5)7 (4101)

The discretized equations are obtained from a three-point finite difference scheme. The time deriva-
tives are discretized in a fully implicit manner. The discretization of the transport fluxes requires
special care, for the electric field acts as a convection velocity.

4.10.1 Discretization
As in Chapter 3, equations (4.4.14)-(4.4.16) are discretized over a grid along the z axis of the form
Z:{022’1<2’2<"'<2’N:L}, (4102)
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Figure 4.6 — Interior of the ARCAM reactor in LPICM (Left); grounded rotating plate (Middle);
RF electrode and plasma box (Right).

where N is the number of grid points. The discretized solution vector is denoted by

(11

7z = (ki) 1<k<ne 1<i<N- (4.10.3)

Discretization of the species diffusion velocities It is known that, in the case of a neutral gas,
an unproper discretization of the species diffusion flux pY,v, — D;0,Y}, where v, is the convection
velocity, may lead to unstable or less consistent numerical solution. For the sake of stability and
consistency, the discretization must take into account the order of magnitude of the Peclet number

pthZ)
Dy Jit1y2

Prisije = ( . ke, 1<i<N, (4.10.4)
where (Az);11/2 = 241 — % is the mesh size around midpoint 2,11/ = (2; + 2i41)/2. Several schemes
are possible to avoid such drift-induced instability, more or less consistent, for example the upwind
discretization scheme, the “hybrid” scheme, the “power-law” scheme, or the “exact” exponential
scheme |[Pat80].

Similarly, in the plasma case the electric drift behaves as a convection velocity. Indeed, the
species diffusion velocities, expressed in equations (4.4.18), read in the axisymmetric coordinates

az Yk

Vk - —D;;Tk

+ 1 E, ke 6, k # H,. (4.10.5)
Since the electric field in the sheaths may reach fairly large values, namely the associated Peclet

number
wiEAz

Dy )i—i-l /2
may be large compared to 1, the central difference scheme may lead to numerical instability, as for

the convection-diffusion problem. In general, the exponential discretization scheme is adopted to
avoid such instability, in the form

Prisijo = ( . k€6, 1<i<N, (4.10.6)

Prit1/2 Prit1/2
Dy, Yiiem 2 —Yiiae

Pyiv1/2
AZ>i+1/2 a+1/ ePk,z;H/z

(YaVi)iv1y2 = ( , ke€e®,1<i<N, (4.10.7)

_ Priiv1/2
2

where Y;; denotes the mass fraction of the k'™ species at grid point z;. The exponential scheme
(4.10.7) is often referred to as the “Scharfetter-Gummel” numerical scheme in the litterature [SG69|
[Boe87].
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Discretization of the electron heat flux Equation (4.4.16) for the electron temperature in-
volves the electron heat flux (4.4.21), which reads in axisymmetric coordinates

5 ~
Qe = §nekBTeVe - )\eeazTe- (4108)

where )\, was expressed in equation (4.5.2). As the species diffusion velocities, the electron heat flux

can be discretized by the exponential or “Scharfetter-Gummel” numerical scheme [Pat80] [SG69].
This yields

A T ePQe,;-s-l/z e_PQe,;'-H/z
_ [ Nee ‘ e —Leit1
(Qe)itiyz = <AZ>Z’+1/2 Po,iv1/2 Por i) oy , 1<i<N, (4.10.9)
e 2 — 2
where Pg, ;11/2 is the corresponding Peclet number
Skan V.Az
Po, iv1/2 = (%) 1y 1<i<N. (4.10.10)

4.10.2 Resolution

Contrarily to the chemical vapor deposition process described in Chapter 3, the radio-frequency
discharge problem is fully non-stationary, since the potential imposed on the RF electrode depends
on time. Yet, the applied signal being periodic, after a few cycles the process reaches a pseudo-
stationary state, in which the relevant physical variables, namely the electron temperature T,, the
electric potential ¢ and the species mass fractions Y, k € &, are periodic with the same period as
the RF signal.

As in Chapter 3, the equations for the n'! iteration at time ¢ may be written in the form
A(EY) 0B, + Fz(EY) =0, (4.10.11)

were 2% denotes the n' iterate over the grid Z, A(EY) is a bloc diagonal matrix, and
08y ="~2 "2 (4.10.12)

is the discretized time derivative at time ¢". These implicit non-stationary equations are solved by
the modified Newton method already described in section 3.12.

4.11 Results and Discussion

Simulations have been carried out under typical conditions for plasma enhanced low-temperature
epitaxy of silicon [RCL12|. The geometry is that of Figure 4.2. The interelectrode distance is set
equal to 2 cm. For the base case, the inlet gas mixture is composed of 85 % hydrogen and 15 % silane,
that is Xp, = 85 % and Xgu, = 15 %. The pressure is set at py = 2.28 Torr, the heavy-species
temperature is taken equal to T, = 500 K. We first present results for symmetric radio-frequency
waveforms. Then, a self-consistent computation of the DC bias is implemented and the effect of
asymmetric waveforms is studied.
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Figure 4.7 — Pseudo-steady-state electric potential (a), electric field (b), electron temperature (c)
and electron density (d) profiles along the axis of symmetry of the reactor at several instants of the

radio-frequency cycle, namely ft = 0.0, 0.25, 0.5, and 0.75.
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Figure 4.8 — Charged species density profiles along the axis of symmetry of the reactor, averaged
over an RF period.
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Figure 4.9 — Neutral species density profiles along the axis of symmetry of the reactor, averaged
over an RF period.
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4.11.1 Symmetric Discharge

Figures 4.5 and 4.6 depict the ARCAM reactor used in PICM for several decades. This reactor, as
most research reactors, is actually geometrically asymmetric due to the relatively small surface area
of the electrodes. In particular, the reactor walls are grounded, so that the grounded area is larger
than the powered area. This induces an asymmetry in the current flowing into the discharge, which
in turn translates into a DC bias at the powered electrode, due to the accumulation of charge between
the blocking capacitor, illustrated in Figure 4.2, and the reactor. In standard industrial processes,
however, the reactors used have much larger lateral dimensions, and the DC bias induced by the
geometrical asymmetry is generally negligible. This justifies the use of a symmetric one-dimensional
geometry.

The frequency is set at f = 13.56 MHz, and the applied potential amplitude is ¢z = 100 V.
For those “base case” conditions, the power dissipated in the discharge is equal to 5 W. The initial
profiles are uniform over the reactor length. Time iterations are performed with timesteps bounded
by 0.1 ns, until a pseudo-steady-state is reached, where the relative changes in the main plasma
properties do not exceed 107 between two cycles. The electron temperature and electric potential
reach a pseudo-steady-state after a few thousand cycles. The charged species densities reach a
pseudo-periodic state after approximately 20,000 cycles, while some of the neutral species densities
require up to 100,000 cycles to reach a pseudo-steady-state.

The pseudo-steady-state electric potential, electric field, electron temperature, and electron den-
sity profiles along the axis of symmetry of the reactor are shown in Figure 4.7, at four different
instants of the radio-frequency cycle, namely ft = 0.0, ft = 0.25, ft = 0.5 and ft = 0.75. As
can be seen on these figures, the imposed potential induces an oscillating electric field accross the
reactor. The quasi-neutrality is generally ensured in the center of the discharge, called the “bulk”
plasma, so that the electric field is significant mostly in the vicinity of the electrode surfaces, in the
region referred to as the “plasma sheaths”. Also, the potential is quasi-concave because electrons are
more mobile and less easily trapped in the plasma bulk, so that the net charge density is essentially
positive accross the reactor. The electron temperature is in the range 1 — 2 €V in the plasma bulk,
and oscillates between 1 —2 eV and 6 —7 eV in the sheaths. The pseudo-steady-state electron density
is of the order of 10 cm™3, which is relatively low compared to commonly observed radio-frequency
plasma discharges. This is due to the presence of negative ions in silane plasma discharges, which
are the dominant negatively charged species.

The pseudo-steady-state density profiles, averaged over an RF cycle, are shown in Figures 4.8
and 4.9, respectively for charged species and neutrals. The main positive ion is the SiHj ion, and
the ionization ratio of silane is equal to

X SiHZT
Xsin,

=3.0x 107, (4.11.1)

at the center of the discharge. This result is comparable to the value obtained by Salabas et al. in
[SGA02]. The silane depletion rate accross the reactor length is equal to 4 %.

The main negatively charged species are the negative ions SioH; and H3SiSiH™. These species
are produced from the clustering reactions between the smaller negative ions SiH, and SiHz and
silane, namely reactions 19 and 20 of Table 4.3. These species are known to be the main precursors
of the nanoparticle nucleation in silane plasma discharges [BSGK00|. The electron density is of the
order of 10° cm™2, that is one order of magnitude lower than the overall negative ion density.

As expected, Hy ion is dominant over H2™ and H™ ions, but its density is one order of magnitude
lower than that of silicon containing ions. The hydrogen ionization ratio is equal to

XH;

=1.7x1078 4.11.2
Yo, ( )
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Figure 4.10 — Main radicals (Left) and ion (Right) densities at the center of the reactor as a function
of the silane dilution ratio.

at the center of the discharge. For comparison in [DCLO05| Diomede et al. obtained a ratio of the
order of 1077 for a pure H, discharge, and Salabas et al. obtained a ratio of roughly 7-1078 in for
a 7 %-93 % SiHy-Hy discharge [SGA02]. A possible explanation for this relatively low ionization
ratio of hydrogen is the presence of silane, which is more easy to ionize than hydrogen, since its
ionization energy is significantly lower. Results are also in good agreement with experimental results
of [HDD194].

The SiH3 radical produced by the dissociation of silane is the dominant radical, and Si;Hg is the
second most abundant neutral spcies. Atomic hydrogen is also abundantly present in the reactor,
and the dissociation degree of molecular hydrogen is equal to

Xu
=2.7x107°, 4.11.3
X (4.11.3)

at the center of the discharge.

The influence of the silane dilution in Hj is investigated in Figure 4.10. The pressure and
applied potential have been kept equal to 2.28 Torr and 100 V, respectively, as in the base case.
As can be seen on this Figure, increasing the dilution ratio tends to hinder the rate of clustering
reactions leading to the formation of SioH_ ions, and also decrease the density of SiHi ion. Also,
the electronegativity decreases as the electron density does not decrease substantially when the
dilution ratio is varied from 15 % to 2.5 %. It is well known that at high Hy dilution ratio, the films
produced tend to be microcrystalline (uc-Si), while at high silane flow rate the films are generally
hydrogenated amorphous silicon a-Si:H. The significant increase in hydrogen atom density as the
dilution is increased could explain the transition to microcrystalline deposition, as H atoms, which
are very reactive, have been shown to enhance crystallization of silicon nanoparticles [VB05| and
are also expected to enhance crystallization within the deposited layer. Interestingly, SioH, silicon
radical densities decrease as the dilution ratio is increased, following the trend of SioH_ ions, while
SiHy density increases, following the trend of SiH_ ions.
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Figure 4.11 — Main radicals (Left) and ion (Right) densities at the center of the reactor as a function
of the RF voltage.

Finally, the influence of the radio-frequency power is investigated in Figure 4.11. The pressure
and silane inlet mole fraction have been kept equal to 2.28 Torr and 15 %, respectively, as in the
base case. As expected, increasing the power increases the ionization rate as well as the silicon
clustering reaction rates. Also, the plasma tends to become less electronegative, which is consistent
with the increase in the DC bias observed when increasing RF power in an asymmetric discharge
setup under similar conditions [Kim12|. However, from a practical viewpoint, increasing the RF
power also increases ion flux and energy, as well as dust formation, and thus induce impurities in
the deposited layers [Kim12].

4.11.2 Asymmetric Excitation

As mentioned in the preceding subsection, industrial reactors are generally geometrically symmet-
ric. However, the use of asymmetric excitation waveforms is now seen as an interesting tool to
control independently the ion flux and ion energy in a capacitively coupled radio-frequency dis-
charge [DSHCO09] [SSC09] [LDJB12|. This kind of waveform generally induce a nonnegligible DC
bias even in a geometrically symmetric discharge, due to the temporal asymmetry of the applied
potential. Additionally, in research reactors the evolution of the DC bias is strongly related to
the formation of nanoparticles and powders [BBH96| [WB12| [Kim12|, and is often used as a tool
for controlling the discharge conditions and deposition process. This is a stong motivation for im-
plementing a self-consistent calculation of the DC bias in the plasma fluid model, as described in
section 4.9. In a one-dimensional formulation, no geometrical asymmetry will be observed, so in the
following we will consider “tailored voltage waveforms”.

We first consider a two-frequency waveform that is the sum of a fundamental frequency and its

first harmonic [HCBMOS|
Oap(t) = @RF[COS (wt + o) + cos (2(wt + wo))} , (4.11.4)
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Figure 4.12 — Electric potential profile averaged over a radio-frequency cycle (a) and electron tem-
perature profiles at four different instants of the radio-frequency cycle (b) under a two-frequency
waveform excitation. The fundamental frequency is f = 13.56 MHz and the applied potential
amplitude is g, = 100 V. Other parameters are those of the base case.

where w = 27 f is the RF pulsation and f = 13.56 MHz. The pressure is set at p = 2.28 Torr, and
the silane inlet mole fraction is kept at X&y, = 15 %. Simulation results are shown in Figure 4.12.
Under such conditions, the average electric potential is clearly asymmetric, and a DC bias potential
of ppc = —29 V has appeared. This in line with the analytical expression of the DC bias derived in
[DSHCO09], in the form

¥Pmax + €@min

1+e€
where € is a geometrical asymmetry parameter. For e = 1, that is if all the asymmetry could be
attributed to the amplitude asymmetry of the applied signal, the DC bias observed would be of
—25 V [DSHCO09| [Brul5|. However, the asymmetry of the signal induces additional asymmetry
between the two electrodes, which explains the difference with this theoretical value. The electron
temperature profile is also strongly asymmetric, with a higher excitation peak occuring in the vicinity
of the powered electrode during the sheath contraction period. This is consistent with the results
of Donko et al. [DSHCO09].
Another type of waveforms has recently been considered, whose asymmetry is not an amplitude

asymmetry, as in the preceding example, but a slope asymmetry. Sawtooth-like waveforms are
obtained by truncating the Fourier series of a “sawtooth” function [BGO™*15]

oo = : (4.11.5)

NRF

Par(t) = Pre Z % sin (kwt). (4.11.6)

k=1

This kind of waveform also induces a DC bias on the powered electrode, which has revealed sensitive
to the chemistry employed. In particular, when an electronegative gas is used such as CFy4, the sign
of the DC bias is reversed compared to the argon case. When Hjy is used as a gas precursor, an
intermediate behavior is observed with a less pronounced asymmetry effect, attributed to the lower
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Figure 4.13 — Normalized DC bias as a function of the silane dilution ratio, for a geometrically
symmetric discharge excited with sawtooth waveforms. The DC bias has been normalized by the
peak to peak voltage.

mass of hydrogen [BLG"16|. Therefore, an investigation of the effect of sawtooth-like waveform on a
silane-hydrogen plasma is desirable, since silane and hydrogen respond differently to such waveforms.

Simulations have been run for a silane-hydrogen discharge excited with sawtooth waveforms
(4.11.6), in a perfectly symmetric reactor with an interelectrode distance of 2.5 cm, a potential
amplitude of g, = 200 V, and at a pressure of 900 mTorr. Those conditions are close to the
conditions used in [BLG"16|. Figure 4.13 shows the values of the normalized DC bias as a function
of the SiH, dilution ratio. The DC bias is positive, as was the case with CF4. This can be explained
by the electronegativity of silane. Given the very low densities of HI positive ions compared to
silicon hydride ions, hydrogen ions do not play a significant role on the bias formation. However,
silane is less electronegative than CF,4, and the electron density remains comparable to the main
negative ion densities under the conditions considered. This can explain the relatively low values
of DC bias obtained, compared to CF, chemistry, although further investigation should be carried
out.
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4.12 Conclusion

The chemical vapor deposition software developed in Chapter 3 has been extended in order to
model self-consistently a radio-frequency discharge in silane-hydrogen. The Poisson’s equation for
the electric potential and the evolution equation for the electron temperature have been incorporated
and coupled to the existing set of equations. The convection velocity has been neglected, and the
expressions for transport fluxes have been simplified using approximations routinely employed in the
modeling of non-thermal plasmas. The self similar formulation in axisymmetric coordinates has been
conserved. A complete chemistry mechanism has been incorporated, taking into account electron
collisions depending on the electron temperature 7T,, and heavy-species reactions depending on the
heavy-species temperature T},. A surface chemistry mechanism has also been used for modeling the
interaction of the neutral species with the substrate.

Simulations have been performed under typical conditions for plasma-enhanced low-temperature
epitaxy of silicon. The numerical method used in Chapter 3 for chemical vapor deposition has
been conserved. The problem is fully non-stationary, and the plasma parameters are shown to
reach a pseudo-steady-state, in which the discharge properties are quasi-perodic, after a few tens
of thousands of RF cycles. The plasma is electronegative, with a majority of SiH3 positive ions
and SioH_ negative ions. The results obtained are in agreement with previous studies under similar
conditions. A study of the influence of silane dilution ratio and RF power was carried out. The
results are in good qualitative agreement with previous experimental studies under conditions for
deposition of amorphous silicon.

Finally, a self-consistent calculation of the DC bias potential was implemented, by taking into
account the blocking capacitor in the external circuit. This allowed for the study of excitation
by asymmetric waveforms. The effect of amplitude asymmetry was first considered by using a
two-frequency waveform. In this case, the value of the bias potential depends essentially on the
amplitude ratio of the applied signal, and the bias obtained was found to be close to theoretical
predictions and previous results in argon discharges. The effect of a new kind of waveforms, called
“sawtooth” waveforms, was also investigated. The DC bias was found to be of the same sign as for
CF4 chemistry, which can be attributed to the electronegativity of silane. However, the value of
the DC bias is much lower than was observed for CFy in similar conditions. A possible explanation
is the lower electronegativity of silane. Under the conditions considered, the influence of hydrogen
ions was found to be negligible.

The plasma model will be enriched in Chapter 5 with a sectional model for nanoparticles. The
negative ions containing two silicon atoms SioH_ are known to be the main precursors of nanoparticle
nucleation [BSGKO00], and their rate of clustering with silane molecules will be used as the nucleation
rate for nanoparticles. The incorporation of nanoparticles will induce additional complexity, since
the characteristic time governing the nanoparticle evolution, typically of the order of the us, far
exceeds the plasma properties characteristic times, of the order of the RF period Ty, = 1/f =
7.37 x 1078 s.
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Chapter 5

Nanoparticle Formation in a
Silane-Hydrogen Plasma Discharge

5.1 Introduction

The presence of nanoparticles, microparticles, and possibly powder is an important feature of silane-
hydrogen plasmas, which has a significant impact on silicon thin-film deposition process. If the
deposition of amorphous silicon (a-Si:H) at low pressure and RF power is generally explained by the
contribution of SiHj radicals [Str05], most models fail at explaining deposition rates and material
properties under conditions where particle nucleation occurs [RiICHS'98|. In particular, the depo-
sition of so-called “polymorphous silicon” (pm-Si:H), as well as low-temperature plasma enhanced
silicon epitaxy are obtained under conditions close to powder formation [RiICHST98] [RCL12].

The formation and behavior of nanoparticles and microparticles in silane plasma discharges has
been studied extensively over the last decades, both from the experimental and numerical viewpoints.
A more detailed presentation of the historical developments may be found in [Bou99]. We only
mention the pioneering experimental works of Watanabe and coworkers [WSK*96|, and Boufendi,
Bouchoule and coworkers [BB94|, which led to the identification of the four distinct phases of particle
formation, illustrated in Figure 5.1. J. Perrin and coworkers [PBEL94|, following Hollenstein and
coworkers [HDD"94], also accomplished a tremendous experimental work on the study of silane
plasma discharge chemistry, which contributed to identify the main clustering reactions leading to
the nucleation of nanoparticles.

From the numerical point of view, Girshick, Swihart and coworkers developed for the first time
a kinetic model for silicon hydride clustering in low-temperature silane plasma [BSGKO00|. Their
model used a group additivity scheme to predict the thermochemical properties of large silicon
hydride clusters, and data from ab initio calculations. Reaction rate constants were estimated
from available experimental data and cross-sections. Clustering was principally due to reactions
between negative ions and neutral species, in accordance with experimental results of Hollenstien
[HDD*94|. Bhandarkar, Kortshagen and Girshick coupled this kinetic model to a sectional model for
nanoparticles in a quasi-one-dimensional formulation for low pressure argon-silane plasmas [BKGO03|
[Bha03].

Akdim and Goedheer developed a self-consistent model for the transport of dusts in silane-
hydrogen plasma [AGO3], accounting for electric drift, diffusion, ion drag and thermophoresis. Dusts
were assumed to be monodispersed with prescribed radius and corresponding equilibrium charge,
and coupled to a one-dimensional plasma fluid model. Nucleation was not taken into account self-
consistently and the total dust density was taken as an input parameter. They also introduced a
“time splitting” procedure to speed up the convergence towards a quasi-steady state solution [AGO03].

Bogaerts, de Bleecker, and Goedheer investigated the nucleation of nanoparticles in silane dis-
charges [{BBGGO04| [dBGGO04| [dB06]. Their one-dimensional plasma fluid model accounted for the
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chemical kinetics of silicon hydrides containing up to 12 silicon atoms, following the work of Girshick
et al.. According to their model, over 90 % of the dust formation was initiated by the clustering
reaction between SiH; and SiHy. They also observed a delay in nucleation when gas temperature
is increased, in agreement with experimental observations. Their model was then coupled to a sec-
tional model accounting for nucleation, coagulation, and transport of nanoparticles. The clustering
reaction rate of the largest silicon anions was taken as a source term for nucleation of nanopar-
ticles [dBGO6]. The charge of a nanoparticle of a given size was taken equal to its equilibrium
value, and surface growth of nanoparticles was not taken into account. They obtained quasi-steady-
state nanoparticle density profiles and charge distributions in a pure silane discharge. They also
investigated the effects of different forces on nanoparticles [dBBG04| [dBBGO5].

In the meantime, Warthesen and Girshick implemented a self-consistent one-dimensional plasma
fluid model, coupled to a sectional model for nanoparticles accounting for nucleation, coagulation,
and surface growth [WGO07] [War06]. The nanoparticles were sorted out in sections of given size
and charge, so that the charging dynamics was modeled self-consistently. They obtained results
for a silane plasma discharge diluted in argon at 100 mTorr. Their model did not consider the
complete chemical kinetics of clustering but imposed a fixed nucleation rate over a short period of
time at the beginning of the simulations, and a fixed surface growth rate. Their results evidenced
four distinct phases of nanoparticle growth, namely a charge-limited phase, a charge accumulation
phase, an early ion drag phase, and a sheath interaction phase. They also showed a qualitative
agreement with laser light scattering experiments by Rozsa et al. [RBGO1], although the influence of
coagulation was found to be underestimated. Finally, Agarwal and Girshick [AG11] [AG12| [Agal2]
modified the coagulation rates in order to take into account the image potential between neutral
and charge particles, which can strongly enhance the coagulation [RG09|. They also investigated
the effect of gravity, thermophoresis, and neutral drag. They further incorporated a gas phase
chemical mechanism allowing for a self-consistent evaluation of nucleation and nanoparticle surface
growth rates. Pulsed radio-frequency discharges were also investigated as a way of controlling the
nanoparticle nucleation [LAG17].

More recently, Michau and Hassouni have developed a self-consistent model for carbonaceous
particle formation in an argon graphite cathode dc discharge used for simulating parasitic discharges
expected under tokamak divertor domes [MH10|] [MAL*16]. Their model coupled a DC discharge
module base on hybrid Monte Carlo analytic simulations, a cluster module describing the kinetics of
particle formation, and a particle module including nucleation, transport, coagulation, and particle
surface growth, and a self-consistent calculation of average mass and average charge.

The regime of main interest for photovoltaic applications corresponds to the intermediate regime
where the plasma experiences the o — ~/ transition, as depicted in Figure 5.1. Indeed, this regime
corresponds to improved deposition rate and material quality, and both the deposition of so-called
“polymorphous” silicon and the low-temperature plasma enhanced epitaxy of crystalline silicon are
obtained under such conditions [RiICHS™98] [RCL12|. In this regime, the nanoparticle size remains
generally below 10 nm, which is beyond the current resolution of most experimental techniques. In
particular, it is currently not possible to measure directly the density nor the size distribution of such
a nanoparticle cloud. Furthermore, due to the high surface reactivity of silicon radicals and clusters,
traditional plasma probe measurements are not straightforward in silane-hydrogen discharges. As a
consequence, there is a lack of experimental data on the nanoparticle early coagulation phase, and
previous numerical studies have generally focused on the latest phase of particle cloud formation,
where coagulation is dominant, and where dust particle radius ranges up to 10 — 250 nm, and
possibly higher. In particular, the argon-silane chemistry considered by Girshick and coworkers is
known to enhance powder formation compared to silane or silane-hydrogen chemistry. As well, de
Bleecker and coworkers considered pressures in the range 100 —300 mTorr, an interelectrode distance
of 3 cm, a frequency of 50 MHz, and a power of 5 Watts.

In this Chapter, a fully coupled numerical model for nanodusty silane-hydrogen plasma discharge
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Figure 5.1 — Schematic representation of powder formation in silane plasmas. Results from

[RiICNTD*07].

is implemented, and a numerical investigation of the early phase of particle growth is carried out.
The pristine plasma software presented in Chapter 4 has been extended to account for nucleation,
coagulation, surface growth, and transport of nanoparticles. A sectional model with sections of given
size and charge has been used, following the method of Girshick and coworkers [WGO07] [AG12]. The
enhancement due to electrostatic interaction between charged particles and the influence of image
potential are taken into account for coagulation. The model is fully coupled and fully non-stationary.

In section 5.2, the sectional model is described and the general sectional equation is stated. In
section 5.3, the computation of the nucleation rate from the gas phase chemical kinetics is described,
and the expression for the coagulation rate is derived in section 5.4. The nanoparticle surface growth
rate due to deposition of plasma species or radicals on nanoparticles is expressed in section 5.5, and
the charging rates due to collection of electrons or ions in section 5.6. The nanoparticle transport
fluxes is given in 5.7, and the self-consistent plasma-nanoparticle equations are summarized in section
5.8. Results are presented and discussed in section 5.9.

5.2 Sectional Model

We denote by n.(t,x,v) the continuous distribution function for aerosol particles of a given charge
number c¢. The continuous distribution depends on the volume of the particle v, and is a solution
to the general dynamic equation [Fri00]

on. 0 . on. on. on,
Er + 05 - (neVe) + a—n(nc(t,b)fc(t,n)) = { 5 Luc + { 5 Lag+ { o Lharge, (5.2.1)

where V. is the diffusion velocity of aerosol particles with charge number ¢, I. is the particle current
associated with nanoparticle surface growth, [%]nuc is the nanoparticle nucleation source term due
to the cluster growth of plasma species, [%]Coag is the coagulation source term, and [%]Charge is the
nanoparticle source term due to charging through ion or electron capture.
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CHAPTER 5. NANOPARTICLE FORMATION IN A SIH,/H, PLASMA DISCHARGE

The sectional model consists in sorting the nanoparticles into a finite number of discrete bins of

a given size p = 1,..., N, and charge ¢ = —K_, ..., K, over which the particle volume density is
assumed to be constant:

on.(t,x,0) = 9,.(t,x), v EJv, 1,0,], (5.2.2)

and solving the evolution equations for the densities in each section

Up U
Ny(t, x) = / ne(t,x,0)do = 9,.(t, ) In ( P ), 1<p<N,, —K_<c¢<K,, (5.2.3)
bp—1

p— Up—1

The sectional model is thus equivalent to approximating the continuous density by

Al N,o(t, )
ne(t,@,0) =Y Il]t,p_hnp[(n)lpc—’n, ~K_<c¢<K,, (5.2.4)

for almost every v € R.
Upon introducing the volume contained in each section

vp
Vie(t, ) = / on.(t,x,0)do = 9,.(t,z)(v, —0,_1), 1<p<N, —K_<c<K,  (525)
bp—1

P

the sectional density can be expressed as

VC t?
Npe(t, z) = g, 1<p<N, —-K_<c<K,, (5.2.6)
p
where b, is the average volume in size section p

g, =2 Ol oo N (5.2.7)

p v, )
In <Up71)

The equations for the sectional volumes V,,., 1 <p < N,, —K_ < ¢ < K, are generally obtained
by multiplying the general dynamic equation (5.2.1) by v, and integrating over the volume v:

OVpe OV OVpe OVpe OVpe
ot +8w (‘/PCVPC) a |: ot :|nuc+ |: ot 1growth+ |i ot coag+ ot charge’ <528)

where V,. is the average diffusion velocity of nanoparticles in section (p,c), and the terms on the
right hand side are the respective source terms associated with nucleation, nanoparticle surface
growth or condensation, coagulation, and charge fluctuations. The equations for the densities NV,
Npe, 1 < p < N,, —K_ < ¢ < K., are then deduced dividing equation (5.2.8) by b,, and read
[GTS80] [WGOT]

ON,,  [ON,. ON,, ON,, ON,,
ot +8m (NPCVPC> a |: ot :|nuc " |: ot :|growth+ |: ot coag+ ot charge‘ <529)

5.3 Nucleation

The nucleation rate is taken equal to the production rate of SisH, negative ions induced by the
clustering reactions

SIQHg + SIH4 — SlgH; -+ HQ,
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that is
ONpe
ot = pléc(—l)(knuanSSjSiH_nSiH4 + anCnSigHg nSiH4)7 (533)
where Ky, is the reaction rate constant [dBGO6]
Fowe = 1.0 x 10712 cm®s71. (5.3.4)
The freshly nucleated particles are added to section of size p = 1 and charge ¢ = —1.

5.4 Coagulation

The coagulation term appearing in the general dynamic equation (5.2.1) reads [GTS80|

[a;”La:% > / Bap(B,0 — B)nq(8)np(0 — B) dﬁ—za:/ouﬁm(n,a)nc(n)na(ﬁ) do, (5A.1)

where [,,(0,0) is the coagulation coefficient of aerosol particles of charge a and volume v with
aerosol particles of charge b and volume b, and where for the sake of simplicity the dependance on
t and @ has been dropped. The term Sy (t, x, 0, 0)n,(t, &, 0)ny(t, , v) dodo represents the number
of particles of size v + v arising from coagulation of a particle of size v with a particle of size v, at
time ¢ and position x.

In order to compute the net coagulation rate |
between several subcases, as follows.

Wpe

2] cong into section (p,c), one has to distinguish

1. The mass flux into section (p,c) due to coagulation between particles from sections of size
strictly lower than p reads, when p > 2

vp—1 bp—1
> % / / 50,1 < U410 < 0,) (14 0)Be; 0, (1, 0)1, (W), (0) dudo.  (5.4.2)
Vo Vo

c1+ca2=c

2. The mass flux into section (p,c) due to coagulation between a particle of size strictly lower
than p and a particle of size p reads, when p > 2

3 / / " (4 0 < 0,)(1 & 0)Boy ey (1, 01, (W (v) dods. (5.4.3)

c1+ca=c

3. The mass flux outwards section (p,c) due to coagulation with a particle of size strictly lower
than p, growing into a particle of size p, reads, for any p € {1,..., N, }

3 / / " St 0 < 0, )1y (1, 0) (1)1, (0) dud. (5.4.4)

4. The mass flux outwards section (p,c) due to coagulation with a particle of size strictly lower
than p, growing into a particle of size strictly larger than p, reads, when 2 <p < N, — 1

3 / / " St 0 > 0,)uBuey (1, 0110, (0) dudo. (5.4.5)

5. The mass flux into section (p,c) due to coagulation between particles from sections of size p
reads, when p > 2

Z % /:1 /:1 S(u—+10 <0,)(u+0)5 0, (U, 0)n., (U)ne, (0) dudo. (5.4.6)

c1+ca2=c
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6.

10.

The mass flux outwards section (p, ¢) due to coagulation with a particle of the same size p and
of a different charge, growing into a particle of size p, reads, for any p € {1,...,N,}

Z/ / S(u+0 < 0y ufec, (1, 0)n(1)ne, (b) dudo. (5.4.7)

coFce

The mass flux outwards section (p, ¢) due to coagulation with a particle of the same size p and

charge ¢, growing into a particle of size p, reads, for any p € {1,..., N, }
1 vp vy
- / / 5w+ 0 < 0,)(1t + 0)Beo(tt, 010 (u)n (o) dudo. (5.4.8)
Up—1 v Up—1

The mass flux outwards section (p,c) due to coagulation with a particle of the same size p
and of a different charge, growing into a particle of size strictly larger than p, reads, when
b S Np - 1

Z/ / S(u—+10 > vy ufe, (1, 0)n.(u)n., (v) dudo. (5.4.9)

caFc

The mass flux outwards section (p, ¢) due to coagulation with a particle of the same size p and
charge ¢, growing into a particle of size strictly larger than p, reads, when p < N, — 1

%/U:: /U:: 6(u+0 > 0,)(u+ 0) 05, (1, 0)nc(u)ne, (0) dudo. (5.4.10)

The mass flux outwards section (p, c) due to coagulation with a particle of size strictly larger
than p reads, when p < N, — 1

3 / UN” / Y By (1, 0) e (1)1, (1) il (5.4.11)

From the preceding results, the net coagulation rate into section (p, c) reads

ot

9 Zp Z Z / / p—1 <UF V< U;D)(u + U)ﬁcl,cz (u> U)?’Lcl (u)n@ (U) dudo

p1 1pa=1ci+co=c? Pp1—1 Y Upy-1

N Z / /U::uﬁc,cQ(u,n)nc(u)ncg(u)dudn

(p2,c2)#(p,c) ¥ P21

-5 /npl /Dpl(u + 0)Be.c (1, 0)n(u)n.(0) dudo,

[%} = (5.4.12)
coag

which can be rewritten in the form

Ve 4 v
8t p101p202 Plcl p1C2 plclplcg Plcl pic2
coag

p1<p2 c1+ca=c c1<co

c1+ca=c
o Z Z BPCIDCQ V;UC‘/P2027
b2 cC2
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where
10117262 o (5413)
rr e G( np 1 < u+o < 0,) (U4 0)5e, ¢ (U, 0)
. dudv, ,C .C1),
/Pl 1 /p DPQ 1)(U t)pl 1) (p2 2) % (pl 1)
v U
/ P1 / 2 §( np 1 < U+0<0,)(u+0)5e 0, (u,0) dudo, (ps,c2) = (p1, 1)
Up—1 JOpy—1 uv UPQ Up2*1)<np1 Uplfl) ’ ’ ’ ’
and
uBec, (u,0)
B cpac / : dudo (5414)
pepees Opy—1 Op, = Upy— 1)(Up - Up—l)
are the sectional coagulation coefficients.
The coagulation kernel is expressed as [WGO07|
ﬁcd<u’0) = f<QC7Qd7r<u)7r(b))ﬁ(uan)ﬂ (5'4'15)
where 7(v) is the radius of a ball of volume v
30\ 5
p) = [ — 5.4.16
o) = (1) (5.4.16)

and B(u,v) is the coagulation kernel between neutral particles in the “free molecular regime”, i.e.,
when the particle diameter d, is negligible compared to the particle mean free path [, [Fri00]

s = ()} (5)} (14 ) oo ol) o)

The neutral coagulation kernel depends on the gas temperature 7j, and the particle volume density
pp. For silicon nanoparticles, the volume density is taken equal to [dBO6]

pp = 2.3kg.m . (5.4.18)

Equation (5.4.17) can be obtained from the kinetic theory of gases for rigid spherical molecules
[CCT70] [Fri00]. The factor f(qe,qa,(u),r(v)) in (5.4.15) is the enhancement factor due to the
respective charges ¢. and gq carried by the coalescing particles, and reads [KB99| [AG12]

( 1d q ql — q2 —_= 07
142
- ; Q192 <0,
4 kT
flau, q2,m1,72) = meolr 31%) e -0 (5.4.19)
exX —
p 471'80(7"1 + TQ)]{?BTh ’ 192 ’
\ g(Qhrh TQ)’ qo = 07 q1 7& 07

where &(q1,71,72) denotes the image potential for an interaction between a neutral an a charged
particle.

Generally, the charge enhancement factor is taken constant over each nanoparticle size section
[Agal2|

Fge, qa, 7 (W), 7(0)) = f(Ges 4, Tps Tq), W E]Op_1, 0], 0 EJ0 1, 0. (5.4.20)
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5.5 Nanoparticle Surface Growth

5.5.1 Sectional growth rate

The expression of the sectional growth rate is a critical issue. In the present study, the “orbital motion
limited” theory will be used for the description of charged species interactions with nanoparticles
[A1192].

The continuous nanoparticle surface growth rate I.(t,v) is given by [Fri00|

L(t,0) = (chvﬁiysl) (v) (5.5.1)

les

where 0 w . is the average molar surface flux of the [*! gaseous species on a nanoparticle of size p and
charge c, Vél is the average number of Si atoms in a molecule of the I'" species depositing on the
surface of a nanoparticle upon collision, Vf.ﬁ is the molar volume of silicon, and s(v) is the surface

of a sphere of volume v
2

s(b) = 736503, (5.5.2)
The sectional nanoparticle surface growth term is obtained from integration of the particle cur-
rent U%[n(t, v)1.(t,0)] over v, which yields integrating by part

oV, o
|:W:| growth B /Up—l U@u (n0<t7 U)Ic(t, U))dn’

= Hpe(t) Voe + Ip—1c(t) — Lpe(2),
where
Le(t) = vpn.(t, 0,)1.(t,0,) (5.5.3)
is the intersectional growth rate and H ,.(t) is the intrasectional growth rate, which reads
( Z prVrSril/&) (5.5.4)
€6 Ty’

where 5, is the average surface of particles of size p

f;;p,l ne(t,z,0)s(v)do 3 aa)s W23 _ %2)[31
5, =~ | A — (5.5.5)
J,7 ne(t,x,0)do 2 In (-2-)

The density at the interface between section p and p+1, n.(t,v,), was left undefined in expression
(5.2.4) and can be chosen arbitrarily, and so is the intersectional growth rate (5.5.3). For the sake of
numerical stability, it is desirable that the total number density be conserved during surface growth

[WS85], namely

= Voe  Ipe Iy
H,2X=X_-" 1<p<N,—1,-K <c<K,, (5.5.6)
Yp Up Op+1

from which the intersectional growth rate reads [WS85|

[ —
L = ﬁ wVoey 1<p<N,—1 —-K_<c<K,. (5.5.7)
p+1 P

a8

Also, the growth rate into the smallest section must be zero

Ie=0, —K_<c<K., (5.5.8)
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and the growth rate out of the largest section is traditionally taken equal to zero
In,=0, —-K_<c<K,, (5.5.9)

which is valid provided that the mass flux into the largest section is negligible in the timescale
considered.
The nanoparticle surface growth term can then be rewritten in terms of the sectional densities

Npe, 1 <p< N,—1, —K_ <c¢ < K. This yields
ON,, Tp1 — T,  —
{a—t”] = — L My 1Npote — ——HpeNye (5.5.10)
growth  Up — Up—1 Up+1 — Up

5.5.2 Average surface flux

The average molar surface flux @]loc of molecules of the I'™® species onto particles in section (p,c),

where 1 <p < N, -1, —K_ < ¢ < K, depends on the respective charges ¢. and g;.

Surface flux of a neutral species onto a neutral particle When ¢. = 0 and ¢, = 0, the
surface flux is equal to the thermal flux [Fri00]

- 1
w;f)c = Zsi’cwvth’l’ (5.5.11)

where v, = n;/N, is the molar concentration of the species, séc is the accomodation coefficient

of the I species on a particle of section (p, c), and vy, is the thermal velocity of the I*™ species

lth

8k T} &
vth’l:< ’)2, €. (5.5.12)
™y

Surface flux of a charged species onto a charged particle with opposite signs When
geq1 < 0, the surface flux is equal to

-~ 1 4
! — pYc
w,.=-yu|1— 2—), 5.5.13
pe =y M l< 4egT M7 ( )
where ; = n; /N, is the molar concentration of the I'! species, and where 7; is an average macroscopic
velocity of the I'" species, given by [dB06]

v = (v + (2omy)?) 2. (5.5.14)

Surface flux of a charged species onto a charged particle with the same sign When
geqi > 0, the surface flux is equal to

~ L _ dpq
z pde
= — — 2—). 2.5.15
pe T NMULRD ( 4eqT, v} ( )

Surface flux of a neutral species onto a charged particle When ¢. # 0 and ¢, = 0, the
surface flux is taken in the form (5.5.11)

~ 1.

wéc = Zsé;ﬂlvth,l- (5.5.16)

where §§)C is an effective accomodation coefficient. In practice most of the surface growth can be

attributed to SiHy, and the corresponding accomodation coefficient is independent of (p, ¢)

§5Hs — 3oim,. (5.5.17)

pc

147



CHAPTER 5. NANOPARTICLE FORMATION IN A SIH,/H, PLASMA DISCHARGE

Surface flux of an ion onto a neutral particle When ¢. = 0 and ¢; # 0, the surface flux is
taken according to the Orbital Motion Limited, or “OML” theory, as

N I
wéc = 70 (5.5.18)

In a future study, we intend on considering the effect of the image potential on the surface flux of
ions onto neutral nanoparticles.

5.6 Charge fluctuations rate

The source term for charge fluctuations can then be written in the form

ON,. .
[ atp } = l/p,c+1Np,c+1 + Z Vzl)7c+1Np7c+1 + Z V;l),c—le,c—l (5.6.1)
charge les- lert
— VpeNpe — Z Vylachc — Z V]lochc, (5.6.2)
lej— leg+

where J= and J% denote the sets of negative ions and positive ions, respectively, and V;)C is the
collection frequency of molecules from the ' species by particles in section (p, c)

Vhe = AN D, (5.6.3)

5.7 Nanoparticle Transport

Nanoparticle transport is governed by a classical drift-diffusion equation [Fri00]. The sectional
drift-diffusion velocity is taken in the form [Cha43] [Fri00] [AGO3]

1
NPCvPC = f F;)c(t - DpcawNpca (571)
pc

where f,. is the friction coefficient of particles in section (p, c), F;’C‘t is the sum of external forces
acting on particles in section (p, c), and D, is the diffusion coefficient of particles in section (p, c),
given by the Stokes-Einstein expression [Fri00]

kT,

D, = =" (5.7.2)

Jpe
In the free molecule range, that is when the particle diameter is negligible compared to the particle
mean free path d, < [,, the friction coefficient follows the Epstein’s law [Eps24]| [Fri00]

4 SkBTﬁ<1 m), (5.7.3)

where n and 7" are the density and temperature of the background gas, respectively, 7, is the average
radius of particles of size p, m is the mean mass of the mixture

1 Y,
— =Y - (5.7.4)
m my

les

and « is an accomodation coefficient representing the fraction of the gas molecules that leave the
surface in equilibrium with the surface, the remaining fraction 1 — « being specularly reflected.
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Finally, external forces comprise gravity, ion drag, and electric drift
xt rav ion drift
Fr=F + F)0+ F (5.7.5)

No neutral drage is considered, since the mixture convection velocity is neglected. The effect of
neutral drag is not significant for the sizes of nanoparticles considered in the following. The gravity

field reads

rav 4 —
F3 = gﬂrf;ppg, (5.7.6)

where p, is the volume density of silicon nanoparticles, and g is the gravity vector. The electric
drift force reads classically .
Fi = ¢ E. (5.7.7)

The ion drag force is decomposed according to the Orbital Motion Limited, or “OML” theory into
a collection force and an orbital force

ion __ coll orb
Fol=F +F)". (5.7.8)
The collection force is the momentum transfer due to collection of ions by nanoparticles in section
(p, ¢), and reads [BKF192]
FIC;C)H = Z wbgﬂmlmlvl, (579)
le3

where b, is the collection parameter, given by

¢

2q.
FQ [1 - %]7 qeqr < 07
p Ame T,y U;
_ 2q.q1
by = 7“12; €xp [— ﬁ}’ qeq > 0, (5.7.10)
TEOT U]
F;2;7 q. = 0.

\

The orbital force is due to the deflection of a nanoparticle induced by ions approaching its surface
without being collecting, and reads [BKF*92]

F;‘,Zb = Z 47Tb72r/2FG6lnlml'vl> (5.7.11)
13

where b/ is the effective impact parameter

— qcqi
by sy — ( _ —) 5.7.12
2=\ dregr, e ( )

I'; is the integral of the Coulomb logarithm from b. to A,

poo L (ot e 5.7.13
G‘§”<bg+b§/2> (5.7.13)
where \p is the linearized Debye length
1 1 1
- =0 1T (5.7.14)
AN N
which depends on the respective electron and [*" ion Debye lengths
gOkBTe %
A = ( ) , 5.7.15
neq? ( )
=21
N = (50“”;’1 ) ‘e (5.7.16)
niq;
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5.8 Plasma-Nanoparticle Model

The plasma-nanoparticle model describing the coupled evolution of electron temperature, electric
potential, plasma species densities, and nanoparticle densities, is now summarized. The plasma
equations (4.4.3)-(4.4.5) are modified accordingly and solved consistently with equation (5.2.9).
The fully-coupled equations then read

Ou(pYr) + Bz - (pYi Vi) = mawy — Z Z mily,, k€6, k#H,, (5.8.1)
p=1c=—K
w,=1— Y Y, (5.8.2)
k;éHg
i cle.
Pp=——— Z Z Nocde (5.8.3)
p=1c=—K_
at( nok T)+am-ge:Je-E+AEeh—Z Z AES,, (5.8.4)
p=1 c=—K
ONpe ON,. ONp. ON,. ON,.
cov- (3] [3]_ [ [ e
at e at nuc at growth at coag at charge
where 2’;0 is the loss term for the k'™ species due to deposition onto particles of section (p, c) [War(6]
e =V Ny, k€S, 1<p<N, -K_<c<K,, (5.8.6)
and AE?_ is the electron energy loss term due to collisions with nanoparticles of section (p, c) [War06]
4cqe
AES, = — £ 5.8.7
pe 477'50?23 pe ( )

The boundary conditions for the plasma variables, namely the electron temperature, electric
potential and plasma species mass fractions, have been given in section 4.8. For the nanoparticles,
the boundary conditions depend on the charge of the section considered. The densities of negative
particles are assumed to vanish at both electrodes

Npclw =0, 1<p<N,, -K_<c<-1, (5.8.8)
Nyly =0, 1<p< N, —K <c<—1,
while for positive and neutral particles the density gradients vanish at both electrodes
(OxNpe )],y =0, 1<p<N, 0<c< Ky, (5.8.10)
(BmNpc'n)|t7L =0, 1<p<N,0<c<K,, (5.8.11)

where n denotes the unit vector normal to the surface.

5.9 Results and Discussion

The non-stationary plasma-nanoparticle model has been incorporated into the plasma software
described in Chapter 4. Equations (5.8.1)-(5.8.5) are solved iteratively over a specified number of
radio-frequency cycles. Time iterations are performed with time steps bounded by 2.5 x 10719 s
Unlike for the pristine plasma, the nanoparticle characteristic time scales being much longer than
the plasma characteristic time scales, no pseudo-steady-state is reached, and transient profiles must
be considered. We consider in particular the early stage of nanoparticle formation, which is believed
to play a crucial role in the silicon deposition process.
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5.9.1 Parameters

The conditions considered in Chapter 4, which are typical conditions for silicon epitaxy [RCL12],
have been conserved. The inlet gas mixture contains 85 % hydrogen and 15 % silane, that is
Xnu, = 85 % and Xg, = 15 %. The pressure is set at py = 2.28 Torr, the heavy-species temperature
is taken equal to T = 500 K. The frequency is set at f = 13.56 MHz, and the applied potential
amplitude is g = 100 V. The initial particle profiles are uniform over the reactor length. The cycle-
averaged pseudo-steady-state profiles obtained from the pristine plasma model of Chapter 4 are taken
as initial profiles for electron temperature, electric potential and plasma species mass fractions. The
corresponding density profiles were plotted in Figures 4.8 and 4.9. We adopt logarithmic spacing
for section volumes, namely

Opr1 =0, 1 <p <N, (5.9.1)

The logarithmic spacing factor is taken equal to v = 2.85. Since we are interested in the early
stages of nanoparticles growth, the absolute charge carried by a nanoparticle does not exceed a few
elementary charges [dB06| [Agal2].
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Figure 5.2 — Temporal evolution of the time-averaged densities of electrons, ions, and nanoparticles
of each charge at the center of the discharge (left) and density profiles of nanoparticles of each size
at the center of the discharge (right), for different values of 3gy,.
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5.9.2 Investigation of nanoparticle surface growth rate

We first consider the influence of the accomodation coefficient 554 of silane on charged nanoparti-
cles. Indeed, this is the main parameter driving the nanoparticle growth rate at early stages, and
the values found in the literature may vary significantly. In [War06|, a uniform surface growth rate
of 12 nm.s™! is applied, while in [Agal2|, the surface growth rate is computed from the collision
frequency according to the kinetic theory of rigid elastic spherical molecules [CC70| [FK72|, multi-
plied by the surface sticking coefficient of the molecule considered, with a sticking coefficient of 10>
for SiH,. Finally, in [dB06] the nanoparticle surface growth is not taken into account. In order to
shed light on nanoparticle surface growth, the coagulation is turned off, and we consider only five
sections of size, and three sections of charges, namely

Figure 5.2 shows the temporal evolution of the main species densities at the center of the dis-
charge during the early stage of particle growth. The accomodation coefficient has been varied
between Sgir, = 1 X 107 (above), g, = 5 x 107* (middle), and S, = 1 X 1072 (below). The
densities of negative, neutral, and positive nanoparticles, negative and positive ions, and electrons,
are represented on the left of the figure, while the size distribution of nanoparticles is shown on the
right.

One can see a rapid increase in the density of negative nanoparticles, which tend to replace
negative ions as the main negatively charged species within the plasma. As expected, neutral and
positive nanoparticle densities remain low compared to negative nanoparticle density, since the
latter remain trapped inside the plasma due to the potential barrier. In the meantime, the electron
density slightly decreases, while the positive ions density remains stable or slightly increases, which
is coherent with experimental observations for this phase of particle growth [WB12].

Table 5.1 — Reaction rate constant computed for a molecule of radius 2 A, and a gas temperature
of 500 K.

SsiH, 1x107°  5x107*  1x1072 25x 1072
k (cm?.s™1) 43x1071% 22x 107 43 x 1078 1.1 x107'2

As can be seen in Figure 5.2, the evolution of the main species densities are not affected drastically
by the value of the accomodation coefficient of silane, while the growth rate is very sensitive to
Ssin,- It is readily seen from (5.5.16) that a constant accomodation coefficient induces a constant
radial growth rate &' V3!, with values of 2 As™t 95 As™, 1900 A.s1, respectively for the three
cases. Radial growth rate in the range of 1000 A.s™! has been achieved experimentally under
similar conditions [NTRiCP07], so that an accomodation coefficient around 1 x 1072 seems to be
the most appropriate choice for silicon epitaxy conditions. Another confirmation is obtained from
the comparison of the reaction rate constants obtained for the different values of accomodation
coefficient with the rate constants associated with the clustering reactions of the smallest negative
ions, namely

SlnH2_n + SIH4 — Sin+1H2_n+2 -+ HQ,
SinH;n_H + SIH4 — Sin+1H§n+3 + HQ,

which has been taken equal to ky, = 1.0 x 1071 em®.s7! according to (5.3.4). The reaction rate
constant computed for a molecule of radius 2 A, and a gas temperature of 500 K, are presented
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in Table 5.1. The rate constant computed is closest to the nucleation rate for an accomodation
coefficient value of Sgipy, = 2.5 x 1072, which is consistent with the results above. Therefore, we will
keep in the following the value of

Ssim, = 2.5 x 1072, (5.9.5)

5.9.3 Study of a silane-hydrogen discharge during the early stages of
nanoparticle formation

We now apply the fully consistent software, including coagulation and influence of the image poten-
tial. We consider ten sections of size, as listed in Table 5.2, and five sections of charges, namely

Gc = _37_27_1707+1' (596)

1E12 ;
1E11 4 SiH,
o 0 - :
= 1EI10 /
n n
2 1ES8 - SiH,
~ =
g 1E7
5 1E6 .
H2
1ES N
1E4
1E3 N T T T T I T T T T [ T T T T T T T T T
0 0.5 1 1.5 2
z (cm)

Figure 5.3 — Density profiles of charged plasma species.

Figure 5.3 shows density profiles for charged plasma species, and Figure 5.5 shows the nanopar-
ticle density profiles, as obtained after 6,000 radio-frequency cycles. At this stage, nanoparticles
with one negative elementary charge are dominant, and the first two sections of size are dominant,
so that for the time considered the nanoparticles observed are essentially “large” negative ions or
clusters containing at most a few thousands of silicon atoms.

Due to the strong potential barrier, the negatively charged nanoparticles are trapped at the
center of the discharge, in agreement with previous results [dB06| [Agal2]. The trapped negative
particles have therefore a longer residence time than neutral or positive particles, and continue to
grow and accumulate charge. The density of neutral nanoparticles, which appear mainly due to
neutralization of negative nanoparticles by positive ions, is one or two orders of magnitude lower
than negative nanoparticle density. Positive nanoparticle density is about five orders of magnitude
lower than negative nanoparticle density. Compared to the SiHj ion profile in Figure 5.3, positive
nanoparticles have a negligible density, at least for the time considered. It should be noted that
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Figure 5.4 — Temporal evolution of the positive ion density n,, the sum of negative nanoparticle
density and negative ion density n_ + N_, and the sum of all negative species densities n_+ N_ +n,,
at the center of the reactor.

Table 5.2 — List of sections considered with corresponding average radius and number of silicon
atoms.

Section Average radius (nm) Number of Si atoms

1 0.36 10

2 0.51 28

3 0.72 81

4 1.02 231

) 1.45 659

6 2.06 1,878

7 2.92 92,353

8 4.13 15,256
9 .86 43,478
10 8.31 123,914

the OML theory describing the charging mechanism still needs to be assessed, as far as nanometric
or subnanometric particles are concerned. Charge fluctuations of such silicon clusters are indeed
very frequent, possibly increasing the number of positive nanoparticles under some specific discharge
conditions. Taking into account UV photodetachment could also modify the charge distribution.
However, a significant density of neutral nanoparticles is observed, which are not trapped in the
plasma and can therefore contribute atively to the deposition process.

The temporal evolution of the main negative species and positive ions densities at the center
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of the reactor are given in Figure 5.4. It is readily seen that the positive ion density increases
as nanoparticles nucleate and grow. This increase is associated with an increase in the density of
negative nanoparticles and ions, a slight decrease in electron density, and an increase in the number
of charges carried on average by a nanoparticle, which explains the difference observed between the
positive ion density and the total negative species density. Nanoparticles with a radius below one
nanometer are so small that they can actually stand a limited number of charges. Calculations with
a charge limit of 1 have been carried out, and the increase in positive ion and negative nanoparticle
densities are also observed under such conditions. The evaluation of the charge limit is discussed in
[Gal00] [LG16|. Since the number of charges considered here remains limited, the charge limit was
discarded so that the charge of the smallest nanoparticles might be overestimated. In experimental
conditions, the charge accumulation may thus be slightly delayed compared to the present results.

The decrease in electron density and increase in electron bulk temperature are notoriously ob-
served in silane-hydrogen plasmas during the nanoparticle nucleation. This change in the plasma
properties may be associated with the beginning of an o« — 4/ transition [BB93| [PBEL94| [BBH96|.
Precisely, epitaxy of silicon and deposition of polymorphous silicon thin films occur under conditions
where the discharge is maintained on the verge of nanoparticle agglomeration [SRiC06]. Similarly,
the rapid increase in positive ion density induces an increase in ion fluxes on the substrate, which in
turn induces a dramatic increase in deposition rate. This result is consistent with previous experi-
mental observations, which have pointed out the dominant contribution of ions to the deposition of
polymorphous silicon [HFiMNBO0O| [NTRiCP07]| [KJK*17].
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Figure 5.5 — Transient profiles of nanoparticles as obtained after 6,000 radio-frequency cycles, that
is after 0.5 ms. (a) Density profiles of negative nanoparticles with three elementary charges ¢ = —3.
(b) Density profiles of negative nanoparticles with two elementary charges ¢ = —2. (c¢) Density
profiles of negative nanoparticles with one elementary charge ¢ = —1. (d) Density profiles of neutral
nanoparticles ¢ = 0. (c) Density profiles of positive nanoparticles with one elementary charge
c=+1.
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5.10 Conclusion

We have implemented a self-consistent and fully coupled numerical model for nanoparticle forma-
tion in silane-hydrogen plasma discharge. The model includes a complete chemistry mechanism for
nucleation of nanoparticles, effect of charge enhancement on coagulation, and transport of nanopar-
ticles. In turn, the influence of the nanoparticles on electric potential, plasma species densities
and electron temperature is accounted for. The model is fully non-stationary, and has been used
to investigate the early phase of nanoparticle formation, where particles’ radii remain below ten
nanometers, under industrial conditions typical of silicon thin-film deposition.

The surface flux of silane on clustering particles has been treated by means of an effective
accomodation coefficient sgy,. Different values of the accomodation coefficient have been tested,
and Sgy, was found to be in the range 1 — 2.5 x 1072, The strong interaction of silane with clusters
can be explained by several reasons. The surface growth rate on particles could be strongly enhanced
by an increased nanoparticle temperature. As supported by molecular dynamics simulations [VB05],
the nanoparticles can be strongly heated due to to hydrogen interaction with nanoparticle surface,
which can adsorb on an existing dangling bond or recombine with an H atom on the cluster surface.
Experimental observations confirm that it is possible to grow crystalline nanoparticles when a high
hydrogen dilution is used [NTRiCPO07], although other heating mechanisms could play a role as well.
In turn, an increase in the cluster temperature will enhance drastically the surface accomodation
coefficient of silicon containing species. Additionnally, the polarizability of SiH; induces a dipole
interaction which can influence the surface flux on charged silicon clusters of a given size. Finally, the
surface flux of silane in general depends on the size and charge of the nanoparticle. It is expected
to decrease rapidly when nanoparticles reach a critical size, and become equal to the standard
accomodation coefficient on the walls, leading to amorphous growth of large nanoparticles once
nucleation has been quenched by coagulation [HDD*94].

The instantaneous nanoparticle density profiles presented are in qualitative agreement with pre-
vious results obtained for different conditions [dBG06] [AG12]. Although the density of neutral
nanoparticles was found to be nonnegligible compared to that of negative particles, positive nanopar-
ticle densities are several orders of magnitude below, so that positive nanoparticles are not expected
to play a significant role in the deposition process. However, a rapid increase in positive ion density
has been observed, and the subsequent increase in positive ion flux may have a significant impact
on silicon thin-film deposition.

Given the very small time scale associated with the radio-frequency excitation, namely T, =
m = 7.37x107% s, time iterations are time consuming. In a future study, we intend on applying
the “time splitting” procedure of Akdim and Goedheer [AGO03|, where seperated time integrations
are carried out for “fast” variables, namely the electric potential, the electron temperature and the
charged species densities, and “slow” variables, namely the nanoparticles and most of the neutral
species [dBGO06| [War06] [AG12|. The results obtained will be validated by comparison with the
fully coupled method applied in the present version of the software.
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Chapter 6

Conclusion and Perspectives

In this thesis, a fully coupled, fully consistent, and fully non-stationary plasma-nanoparticle model
has been developed and implemented numerically.

A plasma fluid model for a multicomponent reactive two-temperature polyatomic plasma has
been derived from the kinetic theory of gases. For the first time, the internal energy levels of
the heavy plasma species were taken into account, yielding additional terms in the expression for
transport fluxes. This derivation has set a sound basis for the modeling of non-thermal plasmas
accomplished in the remaining of the thesis, and opens new perspectives of applications in the field.

In the limiting case of a neutral mixture, classical models for multicomponent reactive gas flows
have been retrieved. A numerical model for thermal chemical vapor deposition (CVD) of crystalline
silicon was then implemented numerically. A software has been written in FORTRAN and validated
against a benchmark model from the literature. The results are fully consistent with the benchmark
within a few percents accuracy.

The fluid model derived from the kinetic theory has then been simplified to describe a radio-
frequency plasma discharge reactor. The software for CVD modeling has been enriched and adapted
to the modeling of PECVD, including thermal non-equilibrium, a two-temperature chemistry, and
self-consistent calculation of charged species transport and electric potential. Numerical results are
presented in conditions typical of polymorphous silicon deposition, and influence of silane dilution
ratio as well as RF power is studied. A simplified gas phase chemical mechanism was shown sufficient
to reproduce the main plasma properties. A self-consistent calculation of the DC bias was also
incorporated. This allowed to assess the influence of asymmetric waveform excitation on discharge
chemistry and electrical properties in silane-hydrogen.

Finally, a sectional model for nanoparticles with respect to size and charge was derived, and im-
plemented in the software. The surface growth rate of nanoparticles was investigated, and compared
to experimental results from LPICM. The nanoparticle and plasma species transient density profiles
have been studied. Although positive nanoparticle densities remain several orders of magnitude
below the positive ion density, a non-negligible fraction of nanoparticles are neutral and can thus
reach the substrate without beinng trapped in the plasma. Besides, under the conditions considered,
the early phase of nanoparticle is associated with a significant increase in the positive ion density
and subsequent ion flux, which is a possible explanation for the apparition of embedded crystalline
structure in the deposited layers.

Several perspectives of research can be drawn. From a theoretical viewpoint, the derivation
from the kinetic theory will be completed and extended in a future work. In particular, the sign
of the entropy production rate will be asserted, since a positive entropy structure is required for
the sake of numerical stability. In addition, the effect of “strong” magnetic field will be included,
and a scaling where some of the heavy species internal energy modes thermalize at T, while the
others thermalize at T} will be considered. The complete model derived in Chapter 2 still needs
to be implemented and validated against kinetic models and when possible against experimental
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data. For practical applications, the knowledge of transport parameters and thermochemical data is
required, in particular for the computation of collision integrals. If electron collision cross-sections
are generally well referenced for the most current discharge chemistries, transport data for positive
and negative ions in silane discharges is currently scarcely available. As well, existing chemical
reaction rates between silicon hydrides and other plasma species can be improved. The use of
molecular dynamic simulations could be useful as well as new experimental measurements under a
wide range of discharge conditions. However, the model derived from the kinetic theory is general
and can also be applied to different chemistries and processes.

The description of surface processes as well can be improved. In particular, a self-consistent
description of surface kinetics should account for hydrogen surface coverage, and for the impact en-
ergy of ions bombarding the substrate. The derivation of a self-consistent reaction mechanism and
associated reaction rates is a tremendous task, especially in plasma discharges where ion bombard-
ing energy play an important role in the surface processes. A better description of the nanoparticle
surface growth process is also desirable. Indeed, the description by means of an effective accomoda-
tion coefficient has proved to be efficient in explaining the observed nanoparticle radial growth rate
under polymorphous silicon deposition conditions, but does not describe self-consistently the surface
growth kinetics. In particular, H surface coverage and ion impact energies should be accounted for,
while additional complexity could arise from the actual geometry of nanoparticles, the variation
of their surface temperature, as well as polarizability effects and influence of image potential on
surface fluxes. In turn, a better knowledge of reaction rates between clusters and plasma species
would provide a more accurate description of nanoparticle charging. Finally, in this work the full
charge distribution was accounted for by means of a sectional model with sections of size and charge.
The charge distribution of “small” nanometer-sized nanoparticles is particularly narrow, so it would
be interesting to compare the average charge computed from this model to results of models where
only the average charge on each particle of a given size is computed.

Comparison with experiments are also expected. The computation of the DC bias will be vali-
dated against existing results from experiments and kinetic modeling of hydrogen discharges. Ex-
perimental measurements of the DC bias in silane-hydrogen discharges will then be carried out at
LPICM for comparison with simulations under conditions where nanoparticles are absent and in
the presence of nanoparticles. Comparison of deposition rates obtained from simulations and from
experiments is also envisioned. This requires to estimate the contribution of silicon nanoparticles to
growth. As a first approximation, sticking coefficients can be used, until a more precise description
is available. Finally, experimental measurement of positive, neutral and negative cluster densities
under polymorphous deposition conditions, whenever possible, would of great interest.

From a numerical viewpoint, several improvements are possible to accelerate the computations.
The use of the time splitting procedure of Akdim and Goedheer would allow to use much larger
time steps and thus simulate the discharge over a longer period of time. Parallelization of numerical
algorithms would also accelerate considerably the computations. Currently, most of the computa-
tional cost arises from the evaluation of the numerical Jacobian, which requires 3n¢ 4+ 1 evaluations
of the function F, as explained in Chapter 3. Parallelization of those function evaluations, which
are completely independant from each others, would significantly lower the time required for the
Jacobian evaluation. In a second time, parallelization could be applied to accelerate the evaluation
of F itself. The gain in computation rate could be used to enrich the discharge chemistry, or could
as well permit to develop a two-dimensional axisymmetric model.
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