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Role of excited atoms in decaying low-pressure argon plasma
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The influence of the kinetics of excited atoms on the characteristics of an inductively coupled plasma in
argon during the early afterglow is studied. A self-consistent model including the nonlocal approach for the
kinetic treatment of the electrons is applied. Parameters of both the steady state of the rf discharge and the
decay phase are presented. Results for the steady-state densities of excited atoms as well as temporal evolutions
of the wall potential and mean energy of electrons are discussed in comparison with experimental data
available from the literature. The ionization kinetics of the electrons, the electron power balance, and the main
kinetic pathways for excited argon atoms are analyzed in the pressure range between 0.5 and 133 Pa. In
particular, a significant influence of the excited atoms on the plasma behavior in steady state and during the

afterglow is found.
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I. INTRODUCTION

Pulsed low-pressure discharges have been of permanent
interest for many years. This is mainly caused by their use,
e.g., as light sources and for plasma processing. Specific fea-
tures of these discharges, in particular their high values of
the electron density and mean electron energy, make possible
the initiation and control of a manifold of radiation, chemi-
cal, and surface processes activated by the discharge plasma.
When pulsed operation is used, the decay phase of the dis-
charge can have a large impact on the time-averaged
discharge characteristics and specific plasma properties.
A detailed treatment of the time-dependent plasma param-
eters and of the complex particle interaction and redistribu-
tion processes is required not only in the active, but also
in the afterglow phase of the discharge. These interaction
processes can well be analyzed by means of numerical
modeling.

At sufficiently high pressure, starting at few tens of pas-
cals, the collisional interaction between the electrons and ex-
cited heavy particles considerably influences the plasma
properties. Because of the low thresholds for exciting and
ionizing collisions, these states participate both in the power
dissipation processes and in the charge carrier generation of
the plasma. In particular, the latter is controlled by stepwise
and chemoionization processes, while the excitation, ioniza-
tion, and superelastic collisions yield significant contribu-
tions to the power balance. However, when the pressure is
decreased to a few pascals, other processes, like direct ion-
ization and ambipolar diffusion, become predominant.
Therefore, most of the models used so far to investigate low-
presure plasmas often neglect the kinetics of excited species
[1-6] or include only the most important processes and
simplified kinetic schemes [7-12].

A number of recent experimental studies of argon dis-
charges [13-16] have clarified that the densities of excited
atoms could be sufficiently high to influence the characteris-
tics of the discharge plasma even when the total gas pressure
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is in the order of a few pascals, i.e., a few tens of millitorrs.
An experimental study of different regimes of a plasma of an
inductively coupled discharge in argon [17] showed the im-
portant role of the electron impact excitation of excited
states, in particular stepwise metastable excitation, during the
off phase of the discharge. The effect is especially pro-
nounced at pressures around 30 Pa. In the pulsed regime, the
production of the higher excited states continues during the
field-free phase, especially at pressures between 10 and
20 Pa as a result of stepwise excitation from lower excited
states.

The effect of chemoionization processes on the electron
energy probability function in the afterglow was clearly dem-
onstrated in Ref. [18] where the results of experimental in-
vestigations of decaying helium and argon plasmas in a rf
discharge were reported.

The impact of excited atoms in the active discharge phase
starts at somewhat higher pressures. It was proven by
quenching experiments in argon-nitrogen mixtures [7] that at
pressures higher than 100 Pa the metastable argon atoms are
responsible for an increase of the charge carrier density due
to the stepwise ionization processes.

Fluid simulations of inductively coupled discharges in
pure argon [19-21] predicted an important role of the meta-
stable atoms. The inclusion of these excited atoms into the
model [19] resulted in an increase of the discharge current
mainly due to stepwise ionization processes and a decrease
of the power dissipation and the sheath thickness in argon at
133 Pa. The recent theoretical investigations [20,21] based
on simplified argon kinetics showed that even at the pressure
of about 20 Pa the stepwise ionization contributes with more
than 20% to the total ionization rate. These processes are
responsible for the strong hysteresis of the plasma density in
the active discharge, namely, a higher plasma density during
the decreasing power phase in comparison with that during
the increasing plasma phase [21]. Chemoionization processes
are found of minor importance during the active phase of the
discharge [20,21].

However, the situation changes in the absence of the ex-
ternal electric field. A theoretical study of the late afterglow
in helium and argon plasmas [8] showed that superelastic
collisions and chemoionization are very important processes
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for the particle and power budgets in decaying plasmas.
Nevertheless, the role of stepwise ionization during this
phase remains unclear, because corresponding processes
were not included in that model.

The aim of the present paper is to analyze the influence of
the excited states on the characteristics of both the active and
decaying phases of a pulsed rf discharge. The range of the
discharge parameters covers typical conditions from a
plasma reactor to a discharge lamp. As an example, an in-
ductively coupled argon discharge in a cylindrical vessel of
few cm height is considered.

In a previous work [22] a model of the low-pressure argon
afterglow plasma has been reported. The main features of
this model are the description of electron kinetics by solving
the space- and time-dependent Boltzmann equation using the
nonlocal approach as well as the inclusion of collisional in-
teraction between electrons and the gas, diffusive cooling,
electron-electron collisions, and chemoionization processes.
The model is applicable to describe both the active and the
decay phases of the discharge. That way, the model avoids
such approximations, like, e.g., the assumption of a Max-
wellian distribution function for electrons, and takes into ac-
count all processes relevant for the pressure range of interest.

In the present paper an extension of this model [22], in
particular by the inclusion of balance equations of the ex-
cited argon atoms, is applied. Details of the generalized
model are given in Sec. II. The results of model calculations
for excited atom densities and the ionization and power bud-
get of the plasma are discussed in Sec. III and are evaluated
by comparison with experimental data available from the
literature.

II. BASIC FEATURES OF THE MODEL

The study has been performed for a diffusive plasma con-
fined between relatively large dielectric or floating metal
disks with a diameter D in a distance d. The discharge ar-
rangement is discussed in detail in Ref. [22]. The plasma is
produced by an azimuthal rf field at a field frequency of
13.56 MHz. In the framework of the theoretical treatment the
discharge is assumed to be axially symmetric and spatially
homogeneous in radial and azimuthal direction. Thus, the
spatial dependence is reduced to the treatment of the plasma
confinement by the time-dependent space-charge potential
V(z,t) in axial direction. A self-consistent model [22], which
includes the time- and space-dependent electron kinetic
equation, the system of fluid equations for various heavy
particles and equations determining the axial space-charge
potential has been adopted and generalized for the current
investigations.

The kinetic description of the electrons requires the solu-
tion of the time- and space-dependent Boltzmann equation
including the relevant collision integrals for elastic, exciting,
deexciting, and ionizing electron-atom collisions as well as
the electron-electron interaction and chemoionization. The
kinetic equation of the electrons is simplified with respect to
the treatment in velocity space by applying the two-term
approximation of the expansion of the electron velocity dis-
tribution (EVD) function in spherical harmonics. The space-
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charge confinement and resulting spatial inhomogeneity
in the kinetic equation is described by applying the nonlocal
approach [5,23] in the axial direction (z), i.e., by the
introduction of a total energy € as sum of the electron kinetic
energy u and the potential energy w(z,f)=—e,V(z,t) in
the axial space-charge field and by averaging of the resulting
equation over the axial coordinate [22]. Applying these
assumptions, a partial integro-differential equation for the
isotropic component fy(e,7) of the EVD function finally re-
sults. The wall losses of the electrons are treated by a loss
term in this kinetic equation, which vanishes for total ener-
gies lower than the potential energy corresponding to the
space-charge potential at the wall. The corresponding elec-
tron particle and power flux toward the wall result from ap-
propriate energy space averaging of this term of the kinetic
equation.

The temporal behavior of the space-charge potential is
determined by a simplified description considering an appro-
priate diffusion length of the ion flux to the wall and assum-
ing a cosine form for the axial density profile of the argon
ions. Following measurements under comparable conditions,
an appropriate polynomial function for the axial profile of
the space-charge potential has been adopted [22].

In order to analyze the impact of the argon kinetics on the
discharge properties, a detailed reaction kinetic model has
been developed and included into the self-consistent model.
Within the argon energy levels 16 states are distinguished:
the ground state Ar(1p,) (here and further the Paschen nota-
tion is used) with a time- and space-independent density N,
the 14 individual excited states Ar(lss) to Ar(ls,) and
Ar(2p,) to Ar(2p,) with the densities N(z,1) to N4(z,1),
and the argon ion Ar* in the ground state.

Details of the basic equations of the excited atoms, of the
atomic data used and of the solution method are given in the
following subsections.

A. Balance equations of excited species

The spatiotemporal evolution of the densities of excited
argon atoms N(z,7) is described by corresponding time-
and space-dependent balance equations. Taking into account
the specified discharge geometry these equations get the
form

14
IN PN N
—_ppla NG ) =P+ S (1=1,3),
ot oz k=5 Tk,
(1a)
N i YN
AN+ =Pl Py >
ot k=0 TLk k=l+1 Tkl

(1=2,4,...,14),  (1b)

where Eq. (la) describes the behavior of the metastable
atoms Ar(lss) and Ar(ls;) and Eq. (1b) that of all
other excited atoms. This system is complemented by the
representations
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of the individual particle loss frequencies v}"] and 1/; and gain
rates P§' and P/. Here, 7). are the rate coefficients for excit-
ing and deexciting electron collisions, z,” those of the elec-
tron impact ionization, and n, is the time- and space-
dependent electron density. These quantities are determined
by appropriately averaging the isotropic distribution fy(e,?)
over the total energy according to

o

\«";fo(s,t)ds, (3)

e=w(z,t)

o1 \/Z f
S

e=w(z,1)
(a;B) =(L,k;in), (;io0), (4)

where Q}f’k and QI are the total cross sections for the conser-
vative inelastic (in) and ionizing (io) electron collision pro-
cesses.

The coefficients D}" for the diffusion of the metastable
argon atoms in argon have been taken from Ref. [24].
The consideration of the rate coefficients z); and zjy
for quenching and chemoionization processes is detailed
below.

The system of equations (la) and (1b) has been solved
using appropriate boundary conditions. In particular, the
losses due to deexcitation at the wall surface are considered
for the metastable atoms. Following the ideas of Ref. [25]
the outflow of the metastable atoms toward the wall at z,
with the particle flux density j,,(f) = yNi(z,,) has been fixed
as boundary condition. Following the measurements of Ref.
[16] a value of y=7.5X10% cm/s was estimated.

n,(z,t) =

uQ(u)fo(e,1)dse,

B. Collisions with electrons

The set of electron-atom collisions has been selected from
the literature. The data for excitation processes among the
argon states have been compiled from the theoretical data set
of Bartschat e al. [26-28], which was obtained by calcula-
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TABLE I. Rate coefficients z‘;}}( and the center uf,’k and width uik
of inscattering profile for chemoionization processes.

zld}( ulc’k uff

Reactants (cm®s™h) (eV) (eV)
Ar(1s5)+Ar(1ss) 1.3%x107° 7.32 1.5
Ar(Lss)+Ar(1Ls,) 4.5% 10710 7.4 1.5
Ar(1ss)+Ar(1s3) 1.3%x107° 7.5 1.5
Ar(1ss)+Ar(1Ls,) 4.5%10710 7.6 1.5
Ar(1sy)+Ar(1Ls,) 45%10710 7.48 1.5

tions using the Breit-Pauli R-matrix method. This cross sec-
tion set coincides well with the measured total excitation
cross section of Schaper and Scheibner [29] and recent ex-
perimental data for individual excitation of excited argon at-
oms of Boffard et al. [30]. The cross sections for deexcita-
tion have been obtained according to the principle of detailed
balancing. The cross section of direct ionization of argon
atoms has been taken from Ref. [31]. Those for stepwise
ionization have been calculated according to Deutsch-Mirk
formalism [32], which show good agreement with experi-
mental data of Ref. [33]. The momentum transfer cross sec-
tion for elastic electron-argon collisions was taken from Ref.
[34].

C. Radiation processes

Radiative transitions between different argon levels have
been included in the model. Because of the long lifetime of
metastable levels the radiation from these levels was ne-
glected. Even at a low pressure, the plasma cannot be as-
sumed to be optically thin for the transitions from Ar(lsy)
and Ar(ls,) levels into the ground state. In order to describe
these processes, the effective lifetime approximation accord-
ing to the Holstein theory of radiation trapping for a cylin-
drical plasma has been chosen for simplicity. The effective
lifetimes 7, and 74 have been determined using the natural
lifetimes of 8.4 and 1.96 ns, respectively [35]. For all other
optically allowed transitions natural lifetimes of Refs.
[35,36] have been used.

D. Heavy particle collision data

In the pressure range considered chemoionization is
one of the most important processes of electron production.
Furthermore, the chemoionization process is a source
of electrons with relatively high energy and, therefore, it
acts against the diffusive cooling of the electron gas. The
contribution of this electron gain process to the electron par-
ticle and energy balance is proportional to the densities of the
two colliding particles. Here, the ionizing collisions between
the four lowest excited argon levels were taken into account.
The rate coefficients z?}}( (I,k=1,...,4) were estimated ac-
cording to Ref. [37]. Table I gives the values of the rate
coefficients as well as the characteristics of the inscattering
profile (center and width of Gaussian function) used in the
model.
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Concerning the quenching kinetics of all excited states,
the rate coefficients zf,: for transitions from level [ to level k
for these processes were taken from Refs. [38—40].

E. Solution approach

The basics of the solution approach have already been
presented in Ref. [22]. The main difference in the present
method is an additional iteration over the densities of excited
atoms by solving their balance equations. The initial param-
eters for the afterglow studies were calculated for given elec-
tron density. For each electron density value the rf field
strength, the densities of excited atoms and the wall potential
were varied until the steady-state values of all these quanti-
ties were established.

The afterglow starts at =0 with switching off the rf field
exponentially within 500 ns. For each time step the follow-
ing iterative solution procedure was used for known rf field
amplitude. First, a value of the space-charge potential at the
new time is estimated. Next, the time-dependent kinetic
equation of the electrons is solved for given densities of ex-
cited atoms. Using the resulting energy distribution function
of the electrons, updated transport and rate coefficients and
particle wall losses of the electrons are determined. These
rate coefficients are used for the determination of the excited
atom densities at the new time by solving Egs. (1a) and (1b).
These densities are employed then to solve again the kinetic
equation. The cycle of alternating solution of the electron
kinetic equation and the balance equations of excited atoms
is continued until convergence with respect to the excited
atom densities and the energy distribution is reached. Now, a
new value of the wall potential is suggested, leading to a
better compensation of the electron and ion fluxes at the wall
and the iterative solution of the kinetic equation and balance
equations is repeated again. The solution for the time step is
finished when sufficient compensation of the electron and
ion fluxes at the wall is also reached and a new time step can
begin.

III. RESULTS AND DISCUSSION

Model calculations have been performed for argon dis-
charges at pressures between 0.5 and 133 Pa and plasma
powers in the range from 2 to 300 W. The temporal evolu-
tion of the decaying plasma ranging from the active dis-
charge up to 100 us after switching off the rf field has been
analyzed. For given pressure the initial rf field amplitude was
chosen so that the same spatially averaged electron energy
density, i.e., fixed energy stored in the discharge, results. In
order to compare the results of the modeling with the experi-
mental data, two different reactor geometries have been con-
sidered: discharge geometry A with diameter D=11.4 cm
and electrode gap d=3.9 cm, and discharge geometry B with
D=28 cm and d=10 cm. Experimental results for the geom-
etry A were taken from Ref. [16]. They include measure-
ments of line-integrated densities of excited argon atoms.
Results of probe measurements of the wall potential and
mean electron energy in the discharge center from Ref. [3]
were used for a comparison with modeling result for the
discharge geometry B.
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FIG. 1. Steady-state densities of excited argon atoms in the dis-
charge center in dependence on the gas pressure for (a) discharge
geometry A and (b) geometry B.

A. Densities of the excited argon atoms

In this section results of absolute and line-integrated den-
sities of excited argon atoms are represented. Figure 1 shows
the steady-state densities of the argon atoms Ar(lss) to
Ar(1s,) in the discharge center at z=0 for varying pressures
po and a constant energy density of the electrons of
30 wJ/cm?. The model predicts a qualitatively similar pres-
sure dependence for the different excited states and quite
high densities even for the lowest pressure considered. Maxi-
mum values of all densities were obtained at a pressure of
about 6 Pa for both geometries. The reason for the density
increase at growing pressure below this value is the domi-
nance of the processes of ground state excitation with in-
creasing collision frequencies. Above 6 Pa the frequencies of
electron impact excitation of excited states (stepwise excita-
tion) grow substantially. Furthermore, at higher pressures the
power losses due to elastic collisions become more and more
important, and less power is dissipated in excitation
processes. As a consequence, the densities of excited atoms
decrease.

The inverse population of the Ar(ls;) and Ar(ls,)
states with respect to their excitation energy occurs because
of the higher excitation rates of Ar(ls,) from the ground
state and was confirmed by experiments for geometry A
[16].

To illustrate the spatial dependence of the excited atoms,
their temporal decay, and a comparison with experimental
data, only results for geometry A are represented in the
following. Similar results were found for geometry B.

Axial profiles of the densities of excited argon atoms for
geometry A are displayed in Fig. 2 for a pressure of 1.33 Pa.
The space-charge confinement leads to a pronounced axial
decrease in the electronic excitation rates. Therefore, all den-
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FIG. 2. Axial profiles of steady-state densities of excited argon
atoms at py=1.33 Pa for geometry A.

sities of excited atoms diminish from their maximum value
by more than two orders of magnitude from the discharge
center to the electrode. In case of the metastable atoms the
diffusion partially compensates the low production rates near
the electrode, and thus, their profiles are wider than those of
the other excited atoms.

Figure 3 represents the corresponding temporal evolution
of the excited atoms in the discharge center during the
afterglow. In the absence of the rf electric field the decay of
the wall potential causes a depletion of the high-energy part
of the EVD. Hence, all ground state excitation rates in elec-
tron collisions decrease in time. As a consequence, the popu-
lations of the excited states fall off in the afterglow. The short
lifetimes of the 2p levels cause a rapid decay of the corre-
sponding populations. Because of the large effective life-
times of the resonance levels Ar(1s,) and Ar(ls,) their den-
sities diminish more slowly in comparison with those of the
2p states. Pronounced changes in the densities of metastable
atoms occur during the first 20 us of the afterglow only.
Then, these densities decrease only slightly due to the small
loss rates. A detailed analysis of main reaction kinetic
processes is given in Sec. IIT E.

The comparison between calculated and measured line-
integrated densities of excited argon atoms at the center of
the discharge is shown in Figs. 4 and 5 for varying plasma
power and pressure, respectively. Generally, the modeling
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FIG. 3. Temporal evolution of the densities of excited argon
atoms in the discharge center at py=1.33 Pa for geometry A.
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results show good agreement with the experimental data for
the densities of both metastable states. For the resonance
atoms the experimental tendencies are well reproduced
by the model. However, discrepancies between theoretical
and experimental results occur for the absolute values of
their densities. The calculated densities of these atoms are
higher than measured values by a factor of 3 for Ar(1s,) and
2 for Ar(ls,). The reason for this behavior is probably the
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FIG. 5. Line-integrated densities of metastable (a) and reso-
nance (b) atoms as a function of pressure at a plasma power of
160 W and in geometry A.
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simplified description of the resonance radiation transport in
the model by means of the effective lifetime approximation.

The variation of the plasma power at fixed gas pressure
(Fig. 4) has a negligible influence on the densities only. The
theoretical analysis clarifies that a larger plasma power
causes a larger electron density too. However, the electron
density increase is accompanied by a reduction of the mean
electron energy. As a consequence, the rate coefficients for
both populating and depopulating electron-atom collisions
change proportionally to the plasma power, and the excited
state densities remain practically independent on the power.

The density variation of the excited argon atoms with in-
creasing gas pressure at constant power (Fig. 5) is similar to
that discussed in Fig. 1. The ratio of densities of two meta-
stables Ar(1ss)/Ar(1s;) decreases from about 8 at 0.5 Pa to
about 6.2 at 7 Pa. These results are in a good agreement with
recent measurements of Denda et al. [15] where the three-
dimensional (3D) profiles of metastable atom densities have
been studied at comparable conditions.

In order to get better agreement with experimental results
for the resonance atoms a further improvement of the model
is required. In particular, a more detailed treatment of
the resonance radiation transport is expected to result in an
improved coincidence between measured and calculated
densities [41].

B. Interaction of excited states and electron kinetics

The results presented in this and the following two sub-
sections refer to the discharge geometry B. The pressure was
varied from 2 to 133 Pa at a constant energy density of
30 wJ/cm?. The corresponding plasma power decreased
monotonically from 70 W at the lowest pressure to 7 W at
Po= 133 Pa.

Figure 6 illustrate the temporal evolution of the isotropic
(or energy) distribution fy(e,¢) in the center of the discharge
during the afterglow at the lowest and highest pressures
considered. The depletion of the population of electrons in
the range of higher energies progressing in time is mainly
caused by the wall losses of electrons. This reduction
is strongly pronounced at the pressure of 2 Pa [Fig. 6(a)] and
is accompanied by strong structural changes in the energy
distribution. Two specific regions in the energy range above
7.5 eV and around 12 eV can be identified for later times
where maxima occur caused by the production of electrons
in chemoionization processes and superelastic collisions, re-
spectively. The resulting structure is more pronounced at
lower pressures due to higher densities of excited atoms [cf.
Fig. 1(b)]. Hence, chemoionization processes and superelas-
tic collisions become important in the afterglow plasma also
at pressures in the range of a few pascals.

Similar structures in the energy distribution function at
higher pressures have been found for other gases as well.
The effect of superelestic collisions processes on the forma-
tion of local maxima in the energy distribution in the post
discharge regime was demonstrated for Ne [9] and H,
[42,43] as well as for Ar-N, [12] and He-Xe [44] mixtures.
Local maxima that correspond to chemoionization processes
at pressures higher than 0.5 Torr were discussed in Refs.
[2,9,10,18,45].
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To check the theoretical results for the electron kinetics,
influenced in the afterglow by the complex interplay of dif-
fusive cooling, electron-electron interaction, and the argon
kinetics, a comparison with results of probe measurements
[3] has been performed. The measured and calculated tem-
poral behavior of the wall potential and the mean electron
energy at a pressure of 9 Pa are shown in Fig. 7. Two differ-
ent reaction kinetics schemes, namely, set A and set B, have
been used for the model calculations. Set A takes into ac-
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S b))
— 4 _
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&2 |
=
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FIG. 7. Decay of (a) the wall potential V(¢) and (b) mean elec-
tron energy in the discharge center u,(z=0,7) at py=9 Pa for
discharge geometry B.
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count only the excitation from the ground state and neglects
the impact of the excited states, while set B represents the
full kinetic scheme described above. The calculations using
set A and B give qualitatively similar results. However, the
neglect of the excited states (set A) leads to a slower de-
crease of the wall potential [Fig. 7(a)] during the first 50 us
in the afterglow. Set B provides much better agreement with
the temporal course of the wall potential obtained from the
experiments. Remaining discrepancies between experimental
and modeling results in the absolute value of the wall poten-
tial occur already at steady state and arise probably from
simplifications made in the model. It becomes obvious from
the comparison between the measured and calculated mean
electron energies in the discharge center [Fig. 7(b)], that the
excited state kinetics influences remarkably the temporal be-
havior of the plasma and that its neglect in the model causes
an overestimation of the mean energy.

C. Ionization budget of plasma

Applying the factor (2/m,)"? to the electron kinetic equa-
tion [Eq. (7) in Ref. [22]] followed by the integration over
the total energy &, the global electron particle balance

dn

dl <Glo> + <Gstep> + ( chem> le(izlsl (5)

of the plasma is obtained. Here 72, denotes the spatially av-
eraged electron density, (G1 ", (thep> and (GY9) are the
spatially averaged productlon rates of the electrons in direct
(gr), stepwise (step), and chemo- (chem) ionization and L}""!
is the wall loss rate. These quantities have the following

representations:

() = f " Blefende (6a)
0
z(8)
(G=— f ( f u N,»(m)Qf(u)dz)fo(s,r)ds,
i
a = gr,step, (6b)

Chem> = \/7[ S (8 t)dS (6C)
L= \/7 |

where é(s,t) is the axially averaged square root of the ki-

L, (e,0)fo(e,t)de, (6d)
w(ze:)

netic energy, S'C(s,t) is the averaged inscattering profile times
the rate of chemoionization, and L, (e,r) denotes the wall
loss factor. These quantities are given by relations (8b), (8h),
and (8g) in Ref. [22]. Qgr and QStelD denote the cross sections
of electron impact ground staie (gr) and stepwise (step)
ionization.

Figure 8 displays the spatially averaged electron produc-
tion and loss rates in dependence on the gas pressure at
steady state of the active discharge, i.e., r=0 and the instant
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FIG. 8. Pressure dependence of the contributions to the electron
gain due to direct ionization (solid line), stepwise ionization
(dashed line), and chemoionization (dash-dotted line) and electron
wall loss (dotted line) at (a) steady state and (b) r=100 us of the
afterglow for geometry B.

t=100 us of the afterglow. At steady state the direct ioniza-
tion of argon dominates for pressures below 10 Pa, while for
higher pressures the contribution of stepwise ionization
dominates in the electron production. Chemoionization pro-
cesses are generally of minor importance at steady state. An
increase of the gas pressure at fixed energy density is accom-
panied by a diminution of the population of excited states
[see Fig. 1(b)]. Therefore, all contributions to the particle
balance decrease with growing pressure as shown in Fig.
8(a).

During the afterglow represented in Fig. 8(b) almost no
contribution of the direct ionization occurs because of the
depletion of the population of electrons at higher energies
(cf. Fig. 6). Here, the chemoionization processes become
predominantly electron particle gain processes and at
po=2 Pa the considerably high population of excited states
even causes a compensation of the wall losses by chemoion-
ization processes. At pressures higher than about 30 Pa step-
wise ionization gains importance for the electron production
as a result of the slower decay of the high-energy part of
EVD.

D. Electron power balance

The global power balance of the electrons is obtained by
applying the factor (2/m,)"?¢ to the kinetic equation of the
nonlocal approach [Eq. (7) in Ref. [22]] followed by the
integration with respect to the total energy e. The resulting
balance equation gets the representation

d e’ e f i
<r:ltu > — <Pt> + <Pdeexc> + <Pchem> _ <Pela> _ <Pexc> _ <P10>
_ Pwall (7)

loss

where (n,u,) denotes the spatially averaged electron energy
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density, (P), (P%), and (PP°™) are the spatially averaged
power gain rates from the azimuthal electric field and
gas heating, deexciting collisions, and chemoionization, re-
spectively. (P%), (PS°), and (P™°) are the spatially averaged
power loss rates due to elastic, exciting, and ionizing colli-
sions, and the term PV describes the wall loss. These

loss
quantities have the representations

(nu,) = J ’ B(e,0)fy(e,1)e de, (8a)
0

(Py=- )~ f Y LLCUNN (8b)
meJo de
(P13 = 4| ifx G(s,t)fo(s,t)ds, (8¢)
meJo

2 (7 A
(PY) = \/—J 2 UiH?fy(e,0)de, a=deexc,exc,io,
meJo

(8d)

(Pehem) = /mi f S.(e,1)e de, (8e)
eJO
N f Ly(e.0fole.0ede. (80)

W(ze.1)

G(e,t) includes the elastic energy transfer and D(e,?) in-
cludes the 1f electric field. These quantities are given by

formulas (8d) and (8¢) in Ref. [22]. The term f]l“ with «
=deexc, exc, io describes the individual gain in deexciting
(deexc) and loss in exciting (exc) or ionizing (io) collisions,
respectively, and is determined according to Eq. (8f) in Ref.
[22] taking into account each electrom-atom collision pro-
cess separately. U;" denotes the respective energy gain or loss
in the corresponding collision process.

Figure 9 shows the contributions to the electron power
balance in dependence on the gas pressure at steady state of
the active discharge and r=100 us of the afterglow. The
dominating power gain process at steady state is the gain
from the electric field, while the contribution of deexcitation
and chemoionization processes is negligible. In the pressure
range from 2 to about 70 Pa the exciting collisions represent
the main loss mechanism for the electrons. At higher pres-
sures elastic collisions gain a comparable impact as the ex-
citation processes on the power balance. Wall losses gain
some importance only at very low pressures with a contribu-
tion of about 10% to the total power loss rate. All other
processes are insignificant at steady state.

This picture changes completely during the afterglow as
illustrated by Fig. 9(b). In the absence of the electric field the
main power gain results from chemoionization processes at
pressures below 10 Pa. Around 20 Pa the gain rates of
chemoionization processes, deexciting collisions, and heat-
ing by the gas have almost the same value. At further in-
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due to wall losses (solid line), elastic (dotted line), exciting (dashed
line), and ionizing (dash-dotted line) collisions at (a) steady state
and (b) r=100 us of the afterglow for geometry B.

crease of the pressure the gas heating becomes the leading
power gain contribution. Concerning the contributions to the
total power loss, wall losses are dominant at pressures below
40 Pa, while for higher pressures the power is dissipated
mainly in elastic collisions again. The excitation processes
contribute to less than 15% to the total power loss and
ionization processes are unimportant.

E. Main reaction kinetics pathways

Emphasis has been put in the model on a detailed descrip-
tion of the kinetics of excited argon atoms. In Fig. 10 the
most important processes in the steady-state balance of the
excited atoms at the gas pressure of 2 Pa are illustrated,

/ ! 2p4..2p)

13t {]2p10-.-2p5

= 12r
&,
z .
< Isy
T

11

2 036
rates
0{ 1015 ¢m 351

FIG. 10. Most important production and destruction rates of
excited atoms for py=2 Pa and geometry B at steady state. Excita-
tion and deexcitation in electron collisions (solid black arrows),
radiation (solid gray arrows), and ionization (dashed arrows). The
width of the arrows illustrates the magnitude of the rates.
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where rates smaller than 10" cm™ s™! were omitted in the
scheme. The discussion refers to the discharge center of the
geometry B at an energy density of 30 uJ/cm? and a plasma
power of 70 W. The corresponding densities of excited
atoms are shown in Fig. 1(b).

The balance of the Ar(lss) and Ar(ls,) level, respec-
tively, is dominated by the strong coupling with the group of
Ar(2pyg),..., Ar(2ps) levels via 1ss and 1s, excitation to this
2p group in electron collisions and infrared radiation back to
both states. In this way, there is also a transition from the
Ar(lss) to the Ar(ls,) level which is more effective than
direct electron impact excitation and quenching. However,
the transition rates between the Ar(lss) level and the group
of Ar(2pyy),..., Ar(2ps) levels balance each other to a large
extent. Consequently, the net change is small in comparison
with the rates of other processes which influence the popu-
lation of the corresponding levels. In the case of the Ar(1ss)
level these processes are the production by ground state ex-
citation and loss due to electron impact excitation to the
Ar(2py),..., Ar(2p,) levels. A similar situation occurs for the
Ar(1sy) level whose population is additionally influenced by
the loss due to resonance radiation.

The density of the metastable Ar(1s3) level is mainly de-
termined by the ground state excitation, stepwise excitation
to the 2p levels, and infrared radiation from the Ar(2p,) and
Ar(2p,) level. Notice that the production and destruction
rates for the Ar(1s3) level are small compared to those of the
other levels. The balance of the Ar(1s,) level is controlled by
the gain due to ground state excitation and radiative transi-
tions of the 2p,-2p; levels as well as loss in resonance ra-
diation and excitation to the 2p states. Quenching processes
of excited states by argon atoms are generally negligible
because the pressure is low.

The ground state ionization in electron collisions is by far
the most important electron production channel. The ioniza-
tion rates of the levels ls5 and 1s, are together about 10%
of that of the ground state. All other ionization rates are
not displayed in Fig. 10 because they are lower than
5% 10" cm™ s,

The corresponding most important rates of population
and depopulation of excited argon levels at the instant
t=100 us of the afterglow are shown in Fig. 11. Here, rates
smaller than 10'' cm™3s™! were neglected in the scheme.
Notice that the ionization rates presented in this figure are
due to the chemoionization processes of corresponding
levels.

In consequence of the strong depletion of the high energy
part of the EVD at this instant [see Fig. 6(a)] almost no
excitation and ionization from the ground state occurs. In
contrast to this finding the high population of the energy
region below 3 eV in the EVD results in a growing impor-
tance of the electron impact excitation and deexcitation pro-
cesses with small thresholds, like the transfer between neigh-
boring levels. The most important depopulation processes of
the Ar(lss) level are the excitation to other ls levels and
chemoionization processes. Latter contribute with about 90%
to the total ionization rate during the afterglow. Deexciting
electron collisions with Ar(1s,) and Ar(1s;) atoms represent
the most important contributions among the particle gain
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FIG. 11. The same as in Fig. 10, but at r=100 us of the
afterglow.

processes for the Ar(1ss) level. The total particle loss rate is
not compensated by the total gain rate and consequently the
Ar(1ss) density slowly decreases (cf. Fig. 3). The balance of
the Ar(lsy) level is dominated by the resonance radiation
loss whose rate is by more than two orders of magnitude
larger than that of all other processes. The excitation to
Ar(1s,) and deexcitation to the Ar(1ss) and Ar(1s,) states in
electron collisions determine the decay rate of the Ar(1ss)
level. Electron impact excitation of the lower-lying 1s levels
and the resonance radiation are the substantial processes for
the balance of the Ar(1s,) atoms.

IV. SUMMARY

The influence of the excited atoms and their collision and
radiation processes on the characteristics of decaying plas-
mas in argon at pressures between 0.5 and 133 Pa has been
studied by means of a self-consistent model which uses the
nonlocal approach for the kinetic treatment of the electrons.
Special attention has been paid to the determination of the
densities of excited argon atoms as well as to the analysis of
their impact on the electron energy distribution, ionization
kinetics and electron power balance.

The model predicts quite high densities of excited atoms
for pressures of a few pascals and a decrease of the densities
with increasing pressure at fixed electron energy density. The
significant population of the excited levels leads to large
structural changes of the electron energy distribution in the
afterglow phase. In particular, two maxima occur in the dis-
tribution function at energies around 7.5 eV mainly resulting
from chemoionization processes and around 12 eV basically
caused by superelastic electron collisions.

The analysis of the ionization kinetics of the electrons
clarifies that the stepwise ionization processes are predomi-
nant at steady state, while chemoionization processes
become leading for the electron production during the
afterglow.

At steady state the excited argon atoms influence the
power budget mainly due to the power loss in stepwise ex-
citation which dominates for pressures below about 50 Pa
and is comparable to the power loss in elastic electron colli-
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sions at higher pressures. During the afterglow chemoioniza-
tion processes and deexciting electron collisions primarily
provide power gain of the electron ensemble at pressures
below about 10 Pa and the contribution of the excited atoms
to the total power loss generally remains smaller than about
15%.

The comparison of calculations by means of the general-
ized model with experimental data for metastable argon
atoms for the wall potential and mean electron energy
generally showed good agreement and additionally clarified
the distinct impact of the excited atoms on the behavior of

PHYSICAL REVIEW E 74, 066401 (2006)

low-pressure discharges plasmas. The remaining discrepan-
cies between measured and calculated densities of the reso-
nance atoms suggest an improvement of the reaction kinetic
model of the excited atoms, in particular with respect to a
more accurate treatment of resonance radiation transport.
This is planned for future studies.
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