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Abstract
Phase Resolved Optical Emission Spectroscopy (PROES) measurements combined with 1d3v
Particle-in-Cell/Monte Carlo Collisions simulations are performed to investigate the excitation
dynamics in low-pressure capacitively coupled plasmas (CCPs) in argon-oxygen mixtures. The
system used for this study is a geometrically symmetric CCP reactor operated in a 70% Ar-30%
O2 mixture at 120 Pa, applying a peak-to-peak voltage of 350 V, with a wide range of driving
RF frequencies (2MHz! f ! 15MHz). The measured and calculated spatio-temporal
distributions of the electron impact excitation rates from the Ar ground state to the Ar 2p1 level
show good qualitative agreement. The distributions show significant frequency dependence,
which is generally considered to be predictive of transitions in the dominant discharge operating
mode. Three frequency ranges can be distinguished, showing distinctly different excitation
characteristics: (i) in the low frequency range (f ! 3MHz), excitation is strong at the sheaths
and weak in the bulk region; (ii) at intermediate frequencies (3.5MHz ! f ! 5MHz), the
excitation rate in the bulk region is enhanced and shows striation formation; (iii) above 6MHz,
excitation in the bulk gradually decreases with increasing frequency. Boltzmann term analysis
was performed to quantify the frequency-dependent contributions of the Ohmic and ambipolar
terms to the electron power absorption.
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1. Introduction

Capacitively coupled plasmas (CCPs) driven by radio fre-
quency (RF) waveforms have a wide range of applications in
the semiconductor industry and are basic tools in biomedical
applications [1–5]. Study of processing plasmas is driven by
the motive of understanding the complex physical and chem-
ical interactions as well as improving performance and control
in such systems [6–8]. In plasma processing applications elec-
tronegative gases are frequently diluted with electropositive
gases. Argon mixed with reactive gases is particularly import-
ant as it can enhance the etching process [9].

Gas discharges in argon-oxygen mixtures are often used
for sputtering, deposition, to grow SiO2 dielectric films on sil-
icon, to etch photoresist and polymer films, as well as for ster-
ilization of medical instruments and surface activation [10–
14]. Over the years, the plasma properties of low-pressure
argon-oxygenmixture CCPs have been studied extensively via
modeling and numerical simulations as well as experimentally
[15–22]. A reaction set for modeling argon-oxygen CCPs was
introduced in [23] and the role of ionization, resonant and
nonresonant charge-exchange collisions in the formation of
the ion energy distribution at the electrodes was studied by
Particle-in-Cell/Monte Carlo Collisions (PIC/MCC) simula-
tions. PIC/MCC and fluid simulations of argon-oxygen CCPs
were performed in [24] to study the effects of the gas pressure
and the ratio of argon and oxygen in the mixture on the plasma
density, electron temperature and ion energy distribution. A
global (volume averaged) model for argon-oxygen discharges
was proposed in [25] to determine which reactions are import-
ant in the discharge model. An extensive set of processes was
also provided in [26] in the frame of a hybrid Monte Carlo-
fluid model. The mechanisms of Ar metastable generation
was investigated in argon-oxygen CCPs by a two-dimensional
hybrid model in [27], showing that small amount of oxygen in
the mixture decreases the Ar metastable atom density due to
quenching by O and O2 and change their spatial density pro-
file due to a transition to an electronegative plasma. In dual-
frequency argon-oxygen CCPs, the effects of the external dis-
charge parameters, namely the effects of the frequency and
power of the low frequency source and the gas pressure on the
energy distributions of ions bombarding the electrodes, were
studied both experimentally and by simulations [28]. Recently,
the use of tailored voltage waveforms in geometrically asym-
metric CCPs sustained in argon-oxygen mixtures was invest-
igated computationally with the goal of shaping the energy and
angular distributions of electrons incident onto the substrate to
address positive surface charging inside nanometer scale high-
aspect-ratio features [29].

The characterization of CCPs in terms of operation modes
is linked to the electron power absorption in such systems. In
low-pressure CCPs, various discharge operation modes can be
observed. The most common ones are the α-mode and the γ-
mode [30] in electropositive gases, while the drift-ambipolar
(DA) mode [31] and the striation (STR) mode [32–36] are
characteristic of electronegative gases. In the α-mode, the
ionization is caused by energetic electrons accelerated in the

vicinity of the edges of the expanding sheaths, resulting in
ionization peaks (α-peaks) at the expanding sheath edges. In
the γ-mode, the ionization peaks appear within the sheaths
(γ-peaks) and the ionization is primarily caused by second-
ary electrons emitted from the electrodes accelerated in the
sheaths. In the DA-mode, the ionization is mainly concen-
trated in the central bulk region and at the collapsing sheath
edges. Here, the ionization is generated by electrons acceler-
ated by the drift electric field in the bulk (caused by the low
conductivity of the plasma bulk), and by the ambipolar elec-
tric fields at the sheath edges (caused by the strong electron
density gradients). In the STR-mode (which develops when
both positive and negative ions can react to the variation of the
RF electric field), the ionization, concentrated within the bulk,
exhibits features called ‘striations’. These structures are due
to the modulation of the electric field and the electrons’ power
absorption in the bulk.

By varying the external control parameters, transitions
between the different operation modes of low-pressure CCPs
can be observed. In pure oxygen CCPs, by changing the gas
pressure a transition between the α-mode and the DA-mode
was found [37, 38]. Similar mode transitions were found to
be induced by changing the gap distance [38, 39], the driving
frequency [37, 40], the driving voltage waveform [37, 41–45],
as well as the external magnetic field [46]. By increasing the
driving frequency at a constant pressure [40], as well as by
increasing the pressure or the electrode gap [38], a transition
from a hybrid DA-α mode to a pure α-mode was observed.
A transition from the STR-mode to γ-mode due to enhanced
secondary electron emission was also found in oxygen CCPs
[34], as well as a transition between the α-mode and γ-mode
[47]. In argon CCPs, α-γ mode transitions were found under
a wide range of discharge conditions [30, 48, 49].

Here, we study the electron power absorption and excita-
tion dynamics in CCPs operated in mixtures of 70% argon
and 30% oxygen (volumetric ratio). Phase Resolved Optical
Emission Spectroscopy (PROES) measurements combined
with PIC/MCC simulations are performed in a geometrically
symmetric CCP reactor in a wide frequency range (2MHz !
f ! 15MHz) at constant pressure (120 Pa) and peak-to-peak
voltage (350V). PROES [50–52] is considered to be an exper-
imental tool which can reveal the electron power absorption
and discharge operation mode in CCPs. PROES images are
frequently used to formulate statements on the operation mode
of low-pressure CCP discharges despite the fact that PROES
provides information on the spatio-temporal distribution of
the electron-impact excitation dynamics from the ground state
into the selected excited atomic level in the discharge, while
the discharge operation mode is determined by the spatio-
temporal distribution of the ionization dynamics. Recently, the
applicability of PROES to probe the discharge operation mode
was tested in low-pressure CCPs in pure neon [53] and in neon-
oxygen mixtures [54], and limiations were revealed especially
around the transition regime between the α-mode and the γ-
mode.

The computational investigation of the spatio-temporal
dynamics of the electron power absorption is based on the
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Boltzmann term analysis, a computational diagnostic tool,
which is capable of providing a complete description of the
electron power absorption in CCPs [55, 56]. This method, first
proposed in [57] and later revisited in [58], has recently been
applied to CCPs under various conditions: in inert gases [8, 55,
56, 59–63], in electronegative gases [36, 54, 64, 65], in CCPs
at atmospheric pressure [66], and in magnetized CCPs as well
[46, 67–69].

The paper is structured in the following way. In section 2,
the experimental setup, the simulation method and the argon-
oxygen discharge model is described, as well as the the
Boltzmann termmethod. The results are discussed in section 3.
The conclusions are drawn in section 4.

2. Methods and discharge conditions

2.1. Experimental method

A geometrically symmetric plasma reactor (our ‘Budapest
v.3’ cell) is used for the measurements [54]. In the dis-
charge cell, the plane parallel electrodes, made of stainless
steel, with identical diameters of 14 cm, are situated within
a quartz cylinder. One electrode is driven by a RF voltage,
while the other electrode is grounded. The distance between
the electrodes is set to L= 2.5 cm. The background gas is
an argon-oxygen mixture (70%Ar–30%O2). The gas pres-
sure is kept constant at p= 120 Pa. The driving frequency, f,
is varied between 2MHz and 15MHz at a constant peak-to-
peak voltage of Vpp = 350V. Under these conditions the mag-
nitude of the dc self-bias voltage is only a few Volts (less than
3V). PROES measurements [50–52] are performed by using
a fast-gateable ICCD camera (4 QuickE, Stanford Computer
Optics). The optical emission from the Ar 2p1 excited level
with a wavelength of 750.4 nm is measured (by applying
an interference filter with a central wavelength of 750 nm
and a spectral full width at half maximum of ~10 nm), from
which the electron impact excitation rate from the ground state
into the observed level is calculated as introduced in [52]. A
more detailed description of the experimental setup and dia-
gnostics is given in [54]. The reason for selecting a gas mix-
ture of 70%Ar–30%O2 at a pressure of 120 Pa for this study
was motivated by the presence of the large variety of spatio-
temporal emission patterns which develop under these condi-
tions at different frequencies.

2.2. Simulation method

The simulations are based on a one dimensional in space and
three dimensional in velocity space (1d3v) PIC/MCC simula-
tion code [70–75]. The particles traced in the simulations of
the argon-oxygen gas mixture are electrons, Ar+ ions, fast Ar
atoms (Arf), O+

2 ions, O− ions and fast O2 molecules (Of
2).

O2(a1∆g) metastable molecules are also considered in the
model as continuum species. In total, 61 collision processes
are included in the argon-oxygen discharge model.

Table 1. The list of ‘cross processes’ between oxygen and argon
species and collision processes for fast neutrals (Arf and Of

2). The
cross sections of processes 6–9 are calculated as described in [54].

# Reaction Process References

1 Ar+ + O2 −→ Ar + O+
2 Charge transfer [82]

2 Ar+ + O2 −→ Ar+ + O2 Isotropic elastic scattering [83]
3 O+

2 + Ar −→ O+
2 + Ar Isotropic elastic scattering [83]

4 O− + Ar −→ O− + Ar Isotropic elastic scattering [83]
5 O− + Ar+ −→ O + Ar Mutual neutralisation [84]

6 Arf +Ar−→ Arf +Ar Isotropic elastic scattering
7 Of

2 +O2 −→ Of
2 +O2 Isotropic elastic scattering

8 Arf +O2 −→ Arf +O2 Isotropic elastic scattering
9 Of

2 +Ar−→ Of
2 +Ar Isotropic elastic scattering

For e− +Ar collisions, the Hayashi cross section set (com-
prising 27 collision processes, including 25 excitation chan-
nels) [76] is used (available at the LxCat database [77–79]).
For Ar+ +Ar collisions (including isotropic and backward
elastic scattering processes) the cross section data from Phelps
[80] are used. The cross sections adopted for the collisions
of electrons with O2 molecules, O+

2 ions and O− ions, as
well as for the collisions of oxygen species with these targets
and O2(a1∆g) metastable molecules (23 collision processes in
total) are the same as those introduced in [41] and used previ-
ously in simulation studies of CCPs operated in pure oxygen
[37, 39, 41, 45, 64, 81] and neon-oxygen mixtures [54]. More
details as well as plots of these cross sections can be found
in the papers quoted above and these are not repeated here.
The above collision processes are complemented with ‘cross
processes’ between oxygen and argon species (5 processes)
and collision processes for fast neutrals (4 processes), shown
in table 1. The cross sections of these processes are plotted in
figure 1.

The collision processes listed in table 1, which are specific
of the argon-oxygen discharge model are discussed below.
Process 1 is a nonresonant charge transfer reaction caused
by two different ionic levels: Ar+(2P3/2) and Ar+(2P1/2).
They have different charge exchange cross sections within
the same order of magnitude and with similar trends accord-
ing to Flesch et al [82]. As these types of ions are cre-
ated with ratios 2:1 in ionization, a weighted average of the
two cross sections is used, correspondingly. Processes 2, 3,
and 4 (isotropic elastic scattering between Ar+ ions and O2

molecules, between O+
2 ions and Ar atoms, and between

O− ions and Ar atoms, respectively) are treated with their

Langevin cross section: σL =
√

α∗π e2
ϵ0µ

1
g , whereα

∗ is the polar-
izibility of the target, e is the elementary charge, µ is the
reduced mass, ϵ0 is the permittivity of vacuum and g is
the relative velocity. The polarizibility values are: α∗(O2) =
1.562×10−30 m3 and α∗(Ar) = 1.664× 10−30 m3 [85]. The
cross sections of processes 2, 3, and 4 are nearly equal to
each other. Due to the lack of data, process 5 (mutual neut-
ralization of O− with Ar+ ion) is treated with the same cross
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Figure 1. Cross sections of the collision processes listed in table 1
(processes 1–9), as a function of the kinetic energy (considered in
the center-of-mass frame). ‘Cross processes’ between oxygen and
argon species: charge transfer and isotropic elastic scattering
between Ar+ ions and O2 molecules (processes 1 and 2,
respectively), isotropic elastic scattering between O+

2 ions and Ar
atoms (process 3), and O− ions and Ar atoms (process 4), and
mutual neutralisation of O− with Ar+ (process 5). Cross sections of
the collision processes for fast Ar atoms (Arf) and fast O2 molecules
(Of

2) (processes 6–9): elastic scattering between Ar
f and Ar

atoms/O2 molecules (process 6/8) and elastic scattering between Of
2

and O2 molecules/Ar atoms (process 7/9). Note that the cross
sections overlap in case of processes 2–4 and processes 6–9.

section as the mutual neutralization between O− and O+
2 [25].

The cross sections for fast neutral collisions in argon–oxygen
mixtures (processes 6–9) are calculated based on the pair-
potential between the particles, for which the Lennard-Jones
type is assumed (similarly to the case of fast neutrals in
neon–oxygen mixtures, discussed in details in [54]). The cross
sections of these processes are also nearly equal to each other.

The heating of the background gas due to elastic colli-
sions of fast neutrals and ions with thermal atoms/molecules
of the background gas and heating up of the electrodes due
to inelastic collisions of plasma particles with the electrodes
is taken into account in the discharge model (see details in
[54]). As surface processes, secondary electron emission due
to Ar+ and O+

2 ions, elastic reflection of electrons and surface
quenching of O2(a1∆g) metastable molecules are considered
in the model by constant surface coefficients. The elastic elec-
tron reflection coefficient is set to ηe = 0.7 [86]. The second-
ary electron emission coefficient is set to 0.1 for Ar+ ions and
0.01 for O+

2 ions. These values are consistent with the formula
presented in [87] and resulted in a good agreement between
the experimental and simulation results in the wide parameter
regime covered in this study.

The density of the O2(a1∆g) molecules is determined self-
consistently in the simulations, based on their balance of cre-
ation, transport and de-excition at the surfaces (see details in
[54]). The value of the surface quenching probability is set to
α= 8 · 10−4 [54].

PIC/MCC simulations have been performed for the whole
parameter regime covered by the PROES measurements: for
plasma excitation with a waveform V(t) = 0.5Vpp cos(2π ft),
for driving frequencies, f, varied between 2MHz and 15MHz
at a peak-to-peak voltage, Vpp, of 350V, for a discharge gap of
2.5 cm and a pressure of 120 Pa of the background gas, which
is a mixture of 70%Ar and 30%O2. The numerical parameters
of the simulationswere set to ensure the fulfillment of the usual
PIC/MCC stability and accuracy requirements [88].

2.3. The Boltzmann term method

For the investigation of the electron power absorption dynam-
ics, the Boltzmann term method is applied [56–58]. This
method provides a self-consistent, spatio-temporally resolved
description of the electron power absorption by splitting the
electric field into various, physically distinct terms based on
the momentum balance equation, according to [64, 81]:

Etot = Ein +E∇p+EOhm,where

Ein =− me

nee

[
∂

∂t
(neue)+

∂

∂x

(
neu2e

)]
,

E∇p =− 1
nee

∂

∂x
p∥,

EOhm =−Πc

nee
, (1)

with me and e being the electron mass and the elementary
charge, respectively, ne the electron density, ue the mean velo-
city, Πc the electron momentum loss (as a result of collisions
between electrons and the background gas particles), and p∥
the diagonal element of the pressure tensor.
Ein is the electric field term originating from inertial effects,

EOhm, the Ohmic electric field, is a consequence of electron
collisions, while E∇p describes (kinetic) pressure effects. This
electric field term can be split into two additional terms:

E∇p = E∇n+E∇T,where

E∇n =−
T∥
nee

∂ne
∂x

,

E∇T =−1
e
∂T∥
∂x

. (2)

Here T∥ = p∥/ne is the parallel electron temperature (where
‘parallel’ refers to the direction of the electric field that is per-
pendicular to the electrode surface). The corresponding power
absorption terms can be calculated based on these electric field
terms by multiplying each of them with the electron conduc-
tion current density, jc.

3. Results and discussion

Figure 2 shows the spatio-temporal distribution of the elec-
tron impact excitation rate from the ground state into the
Ar 2p1 level measured by PROES in CCPs operated in a
70%Ar–30%O2 gas mixture at different driving frequencies,
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Figure 2. Spatio-temporal plots of the electron impact excitation rate from the ground state into the Ar 2p1 level measured by PROES [a.u.]
for different driving frequencies (2MHz ! f ! 15MHz), for a 70%Ar–30%O2 background gas mixture. The horizontal axes correspond to
one RF period, TRF = 1/f. The vertical axes show the distance from the powered electrode, which is located at x/L= 0, while the grounded
electrode is at x/L= 1. The color scales of the plots are individually normalized to a maximum of 1. Discharge conditions: L= 2.5 cm,
p= 120 Pa, Vpp = 350V.

f, between 2MHz and 15MHz. In all panels of figure 2, the
vertical axes show the distance from the powered electrode,
and the horizontal axes cover one RF period (TRF = 1/f). At
the lowest frequency of 2MHz (figure 2(a)), strong excitation
at the bulk side of the collapsing sheath edge is found at both
electrodes, as well as significant excitation in the central bulk
region, indicating discharge operation in the DA-mode. By
increasing the frequency to 2.5MHz, the spatio-temporal dis-
tribution of the excitation rate exhibits a spatially weakly mod-
ulated structure (figure 2(b)). As the driving frequency is fur-
ther increased, these excitation structures become well separ-
ated and the gap between the excitation rate maxima decreases
(the number of striations increases). At frequencies between
3MHz and 4.5MHz (figures 2(c)–(f)), the relative intensity
of the excitation in the bulk region (in the striated excita-
tion patterns) is enhanced by increasing the frequency. At
these driving frequencies, excitation at the expanding sheath
edge can also be observed (α-peak), as well as the forma-
tion of an excitation peak at the bulk side of the expanding
sheath edge. These excitation features are also enhanced as
the driving frequency is increased (figures 2(c)–(f)). At 5MHz
(figure 2(g)), strong excitation at both the expanding and the
collapsing sheath edges are found, as well as in the central bulk
region. At this frequency, the gaps between the excitation rate
maxima in the bulk becomes narrow, and the striations can-
not be clearly resolved spatially. At frequencies higher than

5MHz (6MHz ! f ! 15MHz), the striations in the measured
spatio-temporal excitation rate vanish completely in the bulk
(figures 2(h)–(q)). The excitation at the expanding sheath edge
(the α-peak) is enhanced, while the excitation at the col-
lapsing sheath edge and that in the bulk region get weaker
by increasing the frequency, exhibiting a discharge operation
mode transition from a hybrid α-DA mode to α-mode.

In figure 3, time-averaged results for the electron impact
excitation rate from the ground state into the Ar 2p1
level obtained by PROES for different driving frequencies
(2MHz ! f ! 15MHz) are presented, corresponding to the
spatially and temporally resolved experimental results shown
in figure 2. The vertical axis shows the distance from the
powered electrode, while the frequency values are shown in
the horizontal axis. Here, columns of the time-averaged res-
ults obtained for the different frequencies are put next to each
other, separated by thin white vertical dashed lines. This figure
facilitates comparison of the locations of the main excitation
features revealed by PROES at different driving frequencies,
as well as the analysis of the transitions between the different
discharge operation modes as a function of frequency. At all
frequencies, the excitation rate peaks at the sheath-bulk bound-
ary at both electrodes. However (as discussed later), differ-
ent mechanisms are responsible for these excitation maxima at
low and high frequencies. Based on this figure, three frequency
ranges can be defined with different characteristic excitation
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Figure 3. Time averaged results for the electron impact excitation rate from the ground state into the Ar 2p1 level measured by PROES
[a.u.] for different driving frequencies (2MHz ! f ! 15MHz), corresponding to the spatio-temporal results shown in panels of figure 2. The
horizontal axis shows the driving frequency. The vertical axis shows the distance from the powered electrode. The results obtained for the
different frequencies are separated by thin white vertical dashed lines. The thick vertical dashed black lines indicate the frequency values
around which significant changes in the spatial distribution of the excitation rate take place (suggesting transitions of the discharge
operation mode), defining three frequency regimes labeled as I., II. and III. for ranges 2MHz ! f ! 3MHz, 3.5MHz ! f ! 5MHz, and
6MHz ! f ! 15MHz, respectively. Discharge conditions: 70%Ar–30%O2 background gas mixture, L= 2.5 cm, p= 120 Pa, Vpp = 350V.

features. These are separated by thick vertical dashed black
lines and labeled as I., II. and III. in the figure. Between 2MHz
and 3MHz, the excitation is strong at the sheaths and weak
(but enhanced with the frequency) in the middle of the bulk
region. The 2MHz! f ! 3MHz frequency range is defined as
range I. or low frequency range. At all frequencies in range I.,
the intensity of the excitation in the bulk is significantly lower
than those observed at the sheath edges. As the frequency is
increased from about 3.5MHz up to about 5MHz, the central
bulk region exhibits an intensifying excitation rate/light emis-
sion, including development of striations. At these frequen-
cies, the intensity of the excitation in the bulk is comparable
to those at the sheath edges. The 3.5MHz ! f ! 6MHz fre-
quency range is defined as range II. or intermediate frequency
range. At higher frequencies (f" 6MHz), the excitation in
the bulk decreases gradually with increasing frequency. The
6MHz! f ! 15MHz frequency range is referred as frequency
range III. or high frequency range. Figure 3 illustrates spectac-
ularly the effect of the driving frequency on the length of the
sheath/bulk as well. The sheath length slightly increases with
the frequency up to about 3.5MHz, and decreases as the fre-
quency is further increased. In this latter domain the plasma
density is significantly enhanced due to ionization in the a-
mode, which dominates the ionization dynamics at high fre-
quencies, resulting in wider bulk region and narrower sheaths
as the frequency is increased. At low frequencies, however, the
mechanisms influencing the sheath lengths are more complex
and their clarification requires further investigations.

In the following, the results of PIC/MCC simulations per-
formed for discharge conditions identical to those of the
PROES measurements (see figures 2 and 3) are presented. In
figure 4, the spatio-temporal plots of the calculated electron
impact excitation rate from the ground state into the Ar 2p1
level are shown for different driving frequencies (2MHz !
f ! 15MHz). At all frequencies, the main excitation patterns
revealed by PROES are well reproduced by the simulations. At
low frequencies, in agreement with the PROESmeasurements,

the excitation rate in the bulk region is spatially modulated.
The variation of the number of striations as a function of the
driving frequency is also well reproduced by the simulations.
At 2.5MHz, besides the strong excitation at the bulk side of the
collapsing sheath edge at both electrodes, two weak excitation
rate maxima can be observed in the central bulk region during
each half of the RF period. The number of striations increases
with the frequency, exhibiting five peaks in the excitation rate
in the central bulk region at 4.5MHz, in perfect agreement
with the experimental results. The enhancement of the excit-
ation at the expanding sheath edge, as well as the formation
and enhancement of an excitation peak at the bulk side of the
expanding sheath edge with increasing frequency are also cap-
tured in the simulations. Conforming the PROES results, at
frequencies above 5MHz, the excitation in the bulk region is
reduced and strong excitation is found at the expanding sheath
edges.

In figure 5, time averaged results for several discharge
characteristics obtained from PIC/MCC simulations for dif-
ferent driving frequencies (2MHz! f ! 15MHz) are presen-
ted: panel (a) shows the electron impact excitation rate from
the ground state into the Ar 2p1 level, Sexc,Ar; the ambipolar
and Ohmic power absorptions, P∇n and POhm, respectively,
are shown in panels (b) and (c); panel (d) shows the ambi-
polar electric field, E∇n, while in panel (e) the electron dens-
ity, ne, is plotted for different driving frequencies. The format
of the panels is the same as that used in case of figure 3.
Here (unlike in figure 3), the results obtained for the differ-
ent driving frequencies are presented by using a color map in
which the intermediate values are smoothed (resulting in con-
tinuous transitions between the results corresponding to the
different driving frequencies, contrary to the step-like trans-
itions one can see in figure 3). Thin white vertical dashed
lines are used here again to separate the slabs (columns) of
time-averaged results corresponding to the different driving
frequencies. The plot in panel (a) looks similar to the time-
averaged PROES results shown in figure 3. The locations of
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Figure 4. Spatio-temporal plots of the electron-impact excitation rate [a.u.] from the ground state into the Ar 2p1 level obtained from
PIC/MCC simulations for different driving frequencies (2MHz ! f ! 15MHz), for a 70%Ar–30%O2 background gas mixture. The
horizontal axes correspond to one RF period. TRF = 1/f. The vertical axes show the distance from the powered electrode, which is located at
x/L= 0, while the grounded electrode is at x/L= 1. The color scales of the plots are individually normalized to a maximum of 1. Discharge
conditions: L= 2.5 cm, p= 120 Pa, Vpp = 350V.

the main excitation patterns in the gap observed in the exper-
imental results at different frequencies are well reflected by
the simulations. This way of representation of the simulation
results on the electron impact excitation rate exposes impress-
ively the differences between the characteristic excitation fea-
tures at distinct frequencies and reveals the frequencies (fre-
quency regimes) where significant changes in the spatial dis-
tribution of the excitation rate take place. Such pronounced
changes in the excitation or the ionization rates (judged by
simply looking at the spatio-temporal distribution of the excit-
ation/ionization rate) are generally associated with changes
in the dominant electron power absorption mechanisms and
transitions in the discharge operation mode. Based on the res-
ults shown in panel (a), two transitions in the electron power
absorption and excitation happen as the frequency is varied.
The transitions seem to occur at frequencies around 3MHz
and 5MHz, in accordance with the PROES results (figure 3).
These frequencies are marked by vertical black dashed lines
in all panels of figure 5. Similarly to the experimental res-
ults, one can identify a frequency range where strong excit-
ation is found at the sheath edges and no excitation/only weak
excitation in the middle of the bulk (f! 3.5MHz, range I.),
a range where strong excitation can be observed both at the
sheath edges and in the bulk region (3.5MHz ! f ! 5MHz,

range II.), and one range where strong excitation is found at
the sheath edges again (f" 6MHz, range III.).

In panel (b), which shows the ambipolar power absorp-
tion term, striations can be observed in the bulk region at
low frequencies (range I.). As the frequency is increased, the
striations branch to other striations (the number of striations
increases up to about 5MHz, i.e. striations are present in both
frequency ranges I. and II.). These bifurcations arise here from
the specific way of representation of the simulation data using
interpolation, however finer resolution of the low frequency
range studied here would also reveal these structures. At high
frequencies (range III.), the ambipolar power absorption is
concentrated near the sheaths, characteristic of the α-mode.
The Ohmic power absorption (panel (c)) is relatively high in
the bulk in frequency range II. (characteristic of the DA-mode,
resulting in strong excitation in the central bulk region) and
decreases in the middle of the bulk by decreasing/increasing
the driving frequency in range I./range III. (the excitation in
the bulk region disappears by decreasing/increasing the fre-
quency towards range I./III.). The Ohmic power absorption is
high whenever the electron density decreases locally (see the
time-averaged electron densities in panel (e)). This is caused
by the decreased conductivity that requires an increased elec-
tric field to sustain the plasma current. By increasing the fre-
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Figure 5. Time averaged results for the electron impact excitation rate from the ground state into the Ar 2p1 level, Sexc,Ar (a), the ambipolar
power absorption, P∇n (b), the Ohmic power absorption, POhm (c), the ambipolar electric field, E∇n (d), and the electron density, ne (e),
obtained from PIC/MCC simulations for different driving frequencies (2MHz ! f ! 15MHz). The horizontal axes show the driving
frequencies. The vertical axes show the distance from the powered electrode. At each frequency value, the corresponding quantities are
normalized to their respective maxima. Discharge conditions: 70%Ar–30%O2 background gas mixture, L= 2.5 cm, p= 120 Pa,
Vpp = 350V. The vertical dashed black lines in all panels indicate the frequency values around which transitions in the discharge operation
mode appear to take place based on the excitation rates shown in panel (a).

quency (in ranges I. and II.), more and more striations develop
(at positions of local density minima). The density decrease is
sharper at lower number of striations (at lower frequencies),
where local maxima in the Ohmic power absorption are also
resolved (at f = 3.5MHz in panel (c)). Whenever the number
of striations is high, the density decrease will not be as large
as in case of lower number of striations, therefore striations in
the Ohmic power absorption are not visible in the intermediate
frequency range II. for f" 4MHz. The change in the number
of striations is also the reason why there is a region of negat-
ive/positive ambipolar electric field, E∇n, near the powered/-
grounded electrode, respectively, as seen in panel (d): since
the smaller number of striations leads to a steeper increase/-
decrease of electron density, the corresponding density gradi-
ents will be high, which leads to an increase in the magnitude
of the ambipolar electric field. Based on these findings, there
is no change in the dominant power absorption mechanisms in
frequency range I. and II. (at the two sides of the black vertical
dashed line at 3MHz), despite the significant differences that

can clearly be observed in the excitation rates. Based on the
excitation rate (panel (a)) one could identify mode transitions
from α-mode to the DA-mode and striation mode as the fre-
quency is decreased from 15MHz to 2MHz. However, regard-
ing the power absorption, it is not straightforward to infer the
power absorption mode transitions based on the excitation rate
alone. The present results clearly show that the same electron
power absorption mechanisms could be associated with excit-
ation patterns of significantly different characteristics.

In the following, the PIC/MCC simulation results are
analyzed in detail for thee different driving frequencies: (i)
2MHz, (ii) 4.5,MHz, and (iii) 10MHz. These frequency val-
ues are in the frequency ranges I. (low frequency range),
II. (intermediate frequency range), and III. (high frequency
range), respectively. At these driving frequencies, the cor-
responding excitation rates, obtained both from PROES (see
figures 2 and 3) and PIC/MCC simulations (see figures 4 and 5)
exhibit substantially different characteristics, suggesting dif-
ferent discharge operation modes. For these three cases, the
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Figure 6. Time averaged particle density distributions obtained from PIC/MCC simulations for different driving frequencies: 2MHz (a),
4.5MHz (b), and 10MHz (c), and ratio of the time averaged negative ion (O−) density and electron density (local electronegativity, β(x)):
2MHz (d), 4.5MHz (e), and 10MHz (f). Discharge conditions: 70%Ar–30%O2 background gas mixture, L= 2.5 cm, p= 120 Pa,
Vpp = 350V.

time averaged particle density distributions and the electroneg-
ativity are plotted in figure 6, while various discharge char-
acteristics, including the spatio-temporal distribution of the
electron-impact excitation rate, the electron density, the elec-
tric field, the ambipolar and Ohmic power absorption terms,
and temporal snapshots of particle densities, are shown in
figures 7 (2MHz), 8 (4.5MHz), and 9 (10MHz), respectively.

At 2MHz, local maxima at the edges of the bulk region can
be observed in the time averaged electron density distribution
(figure 6(a)). The electron density as well as the density of
heavy particles exhibit spatial modulation in the discharge cen-
ter. The electron density is significantly lower than the density
of negative O− ions in the bulk, resulting in high electroneg-
ativity in the bulk (figure 6(d)). Due to the spatial modulation
of the particle densities in the bulk, the electronegativity also
shows this feature. The ratio of the negative ion density and
electron density is above 30 in the middle of the gap, reaching
high values of about 160 at the positions of electron density
minima in the bulk. Under these conditions, the global elec-
tronegativity of the discharge (the ratio of the density of neg-
ative ions and electrons averaged over the electrode gap) is
about 30. The local minima/maxima of the fast neutrals is due
to the presence of an oscillating electric field, as a result of
the presence of the striations: since the charged heavy particle
density has a gradient, so will the electron density, which leads
to an ambipolar electric field. This field will accelerate charged
particles, which can create fast neutrals through collisions with
the background gas. The maxima of the fast neutral density
correspond to maxima of the electric field (see figure 7). The
local maxima of the Ar+ density in the center of the discharge
is due to electrons being accelerated by the ambipolar electric

field, as will be discussed later. At the higher frequency of
4.5MHz (figure 6(b)), similarly to the case of 2MHz, local
maxima in the time averaged electron density distribution at
the edges of the bulk and high negative ion density in the bulk
can be seen, as well as spatial modulation of the particle dens-
ities in the discharge center. However, the electron density and
the density of Ar+ ions is enhanced in the discharge center at
this frequency, while the density of fast neutrals decreases in
the bulk, in accordance with the higher number of striations
present in this situation. The electronegativity is modulated
in space, with maximum values of about 90 in the center of
the bulk (figure 6(e)). The global electronegativity is about 16
at this frequency. At 10MHz (figure 6(c)), the bulk region is
wider compared to the lower frequency cases. The time aver-
aged electron density peaks in the discharge center, while the
density of Ar+ ions as well as that of fast neutrals drop in the
bulk. The O− and O+

2 densities are high in the bulk, the corres-
ponding time averaged density profiles exhibit local minima in
the discharge center and local maxima near the bulk-sheath
boundary. As a result of this, the electronegativity exhibits
local maxima of about 7 at the bulk edges and a local minimum
of about 5 in the center of the bulk (figure 6(f)). The global
electronegativity is about 3 at this frequency. The electronegat-
ivity shows similar spatial distribution also at higher frequen-
cies. The global electronegativity of the discharge decreases
with further increase of the frequency, and is about 1.2 at the
highest frequency of 15MHz studied here.

Figure 7 shows PIC/MCC simulation results for various
discharge characteristics obtained for the 70%Ar–30%O2

background gas mixture at p= 120 Pa pressure and f = 2MHz
driving frequency. The spatio-temporal distribution of the
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Figure 7. Spatio-temporal plots of the electron-impact excitation rate, Sexc,Ar (a), the electron density, ne (b), temporal snapshots of the
electron density (solid color curves) as well as the temporally averaged negative ion (O−) density (dashed black curve) divided by a factor
of 50 (c), spatio-temporal plot of the electric field, Etot (d), the Ohmic power absorption, POhm (e), and the ambipolar power absorption, P∇n
(f) for a driving frequency of f = 2MHz. The colors of the curves in panel (c) denote the respective time instances in panel (b). The powered
electrode is located at x/L= 0, while the grounded electrode is at x/L= 1. Discharge conditions: 70%Ar–30%O2 background gas mixture,
L= 2.5 cm, p= 120 Pa, Vpp = 350V.

Figure 8. Various discharge characteristics—same as those presented in figure 7—obtained for a driving frequency of f = 4.5MHz. Here,
the temporally averaged negative ion (O−) density (dashed black curve in panel (c)) is divided by a factor of 100. Discharge conditions:
70%Ar–30%O2 background gas mixture, L= 2.5 cm, p= 120 Pa, Vpp = 350V. The horizontal dashed gray lines in panels (a), (d) and (f)
indicate the region where striations develop in the bulk.

electron-impact excitation rate from the ground state into the
Ar 2p1 level, Sexc, is shown in panel (a) (not normalized, oth-
erwise same as panel (a) of figure 4), while that of the elec-
tron density, ne, is shown in panel (b). In panel (b), 4 time
instances within the RF period (at values of t/TRF of 0, 0.25,

0.5, and 0.75) are marked with vertical dashed lines in differ-
ent colours. The electron densities in the discharge gap cor-
responding to these time instances are shown in panel (c),
where the colors of the solid curves identify the respective time
instances in panel (b). In panel (c) the temporally averaged
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Figure 9. Various discharge characteristics—same as those presented in figure 7—obtained for a driving frequency of f = 10MHz. Here,
the temporally averaged negative ion (O−) density (dashed black curve in panel (c)) is divided by a factor of 10. Discharge conditions:
70%Ar–30%O2 background gas mixture, L= 2.5 cm, p= 120 Pa, Vpp = 350V.

density of negative O− ions divided by a factor of 50 is also
included (dashed black line), to illustrate that the density of
O− ions is much higher than the electron density in the bulk
region. The spatio-temporal plots of the electric field, Etot,
the Ohmic power absorption, POhm, and the ambipolar power
absorption, P∇n, are shown in panels (d), (e) and (f), respect-
ively. At all selected t/TRF time instances, strong electron
density peaks can be observed at the edges of the bulk region:
one peak at the powered/grounded electrode side at t/TRF val-
ues of 0 and 0.5 and peaks at both sides at t/TRF values of 0.25
and 0.75. The electron density is low in the discharge center,
where additional local electron density peaks can be observed:
one local peak at t/TRF values of 0 and 0.5 and two local peaks
at t/TRF values of 0.25 and 0.75. Under these conditions, the
ratio of the O− ion density and the electron density, i.e. the
electronegativity is high (between about 30 and 160) in the
discharge center (see figure 6(d)). Due to the high electroneg-
ativity in the discharge center, the conductivity of the plasma
is low in the bulk. As a consequence of this, the Ohmic power
absorption, POhm, is high in the discharge center at the times
of electron density minima within the RF period (panel (e)).
The ambipolar power absorption, P∇n, peaks at the edges of
the bulk region at the time of sheath collapse at both electrodes
(panel (f)) due to the local maxima (panels (b) and (c)). These
ambipolar power absorption maxima near the sheath edges
produce an electric field which does not change sign during
the RF-cycle (e.g. near the powered electrode, the ambipolar
electric field is always negative). This is a well-known feature
of eletronegative discharges [64], and is due to the fact that
the ‘electropositive edge’, i.e. the local electron density max-
imum near the sheath is not modulated in time (cf also panel
(b)). It is very important to note that the ambipolar electric

field near the striations is of different nature. Since, based on
panel (b) and (c), the electron density is temporally modu-
lated, so is the density gradient. Thus, at a given position in the
bulk, the ambipolar electric field will change sign depending
on the sign of the electron conduction current. This means that
in the bulk region, the ambipolar electron power absorption
has the same sign in the whole RF-cycle at a given position.
This difference between the behaviour of the ambipolar power
absorption near the sheath edge and in the bulk is what leads
to the spatio-temporal excitation patterns seen in panel (a): the
maxima near the sheath edges are a consequence of electrons
accelerated by the local ambipolar electric field, as a result of
the density gradient due to the presence of the ‘electropositive
edge’ (cf. panel (f)). The second peak near x/L= 0.5 is due to
the ambipolar electric field resulting from the presence of the
striations: since the electron power absorption at this position
is positive in the entire RF-cycle, the local excitation maxima
are much closer to each other: the one in the first half of the
RF-cycle is closer to the grounded electrode, since electrons
move towards the grounded electrode, while the situation is
the opposite in the second half of the RF-cycle. This fact is the
reason for the symmetric local maxima in the Ar+ density seen
in figure 6(a). Under the present conditions, both the ambipolar
and the Ohmic power absorption mechanisms contribute to the
power absorption, their magnitudes being similar.

Similarly to the 2MHz case (figure 7), some discharge
characteristics obtained for 4.5MHz are shown in figure 8. In
this case, the spatio-temporal distribution of the excitation rate
shows strong excitation at the collapsing sheath edge, spatially
modulated structure (with six excitation peaks) in the central
bulk region and excitation at the expanding sheath edge as well
(panel (a)). The electron density profiles plotted at different
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time instances (panel (c)) show strong peaks at the edges of the
bulk region (one peak at the powered/grounded electrode side
at t/TRF values of 0 and 0.5 and peaks at both sides at t/TRF val-
ues of 0.25 and 0.75). The electron density is low and spatially
modulated in the bulk (panels (b) and (c)). This is similar to the
2MHz case. However, the electron density is enhanced in the
discharge center and the number of the local electron density
peaks is higher compared to the results obtained for 2MHz:
here, six local electron density peaks can be observed at all
selected t/TRF time instances, which is due to the increased
driving frequency and the correspondingly smaller amplitude
of ion charge separation, which causes the striations [32]. The
ratio of the O− ion density and the electron density is high in
the discharge center (see figure 6), exhibiting spatial modula-
tion with values above 30 in the bulk and reaching maximum
values of about 90 in the center of the bulk. Similarly to the
previous case, the Ohmic power absorption is high in the dis-
charge center (panel (e)) and shows spatial modulation in the
bulk. The ambipolar power absorption peaks at the edges of
the bulk region and exhibits striations in the bulk (panel (f)).
The six peaks in panel (a) in the bulk are the result of stri-
ations, as in the previous case: the local maxima are due to
the positive ambipolar power absorption near each striation as
a result of the electron density gradient. The superposition of
the Ohmic and ambipolar electric fields results in a strong elec-
tric field at both sides of the bulk as well as in the bulk region
(panel (d)). We note that similar discharge mechanisms and
formation of striations can occur also in the case of geometric-
ally asymmetric reactor configuration, e.g. the GEC reference
cell [89].

For 10MHz, the simulation results on various discharge
characteristics are shown in figure 9. At this frequency,
strong excitation is found only at the expanding sheath edges
(panel (a)). The electron density profiles for the different time
instances show only small local minima at the edges of the
bulk region (panel (c)). The time averaged O− density has a
local minimum in the center and local maxima at the sheath-
bulk boundary. The ratio of the O− ion density and the elec-
tron density is low in the discharge center (see figure 6(f)),
with local minimum of about 5. The Ohmic power absorption
(panel (e)) shows peaks at the expanding sheath edges. The
ambipolar power absorption (panel (f)) is also concentrated at
the sheath edges at both electrodes, which is characteristic of
the α-mode. Since in this case there are no striations, and due
to the low electronegativity the ‘electropositive edge’ is not
pronounced, the only peak visible in panel (a) is the α-peak,
although there is a small spatio-temporal region of ambipolar
power absorption according to panel (f) near the collapsing
phase of each sheath. However, this is too small to lead to any
excitation that would be visible in panel (a).

4. Conclusions

PROES measurements combined with 1d3v PIC/MCC sim-
ulations have been performed in low-pressure capacitively
coupled argon-oxygen plasmas. The discharge conditions

covered a wide frequency range between 2MHz and 15MHz
in a geometrically symmetric plasma reactor with a gap length
of 2.5 cm, operated in a mixture of 70%Ar and 30%O2 (volu-
metric ratio) at 120 Pa, applying a peak-to-peak voltage of
350V.

The measured electron impact excitation rates from the
Ar ground state into the Ar 2p1 level were compared to the
PIC/MCC simulation results on the Ar excitation rate, show-
ing a good qualitative agreement for all discharge conditions.
At the lowest frequency of 2MHz, strong excitation at the bulk
side of the collapsing sheath edgewas found at both electrodes,
as well as weak excitation in the central bulk region, indicating
discharge operation in the DA-mode. By increasing the fre-
quency, the spatio-temporal distribution of the excitation rate
was found to exhibit spatially modulated excitation patterns,
with increasing number of these features with the frequency,
as well as enhancement of the excitation in the bulk and at the
expanding sheath edges. At frequencies higher than 5MHz, it
was found that the striations vanish in the bulk, while the excit-
ation at the expanding sheath edge is enhanced, and the excit-
ation in the bulk and at the collapsing sheath edge becomes
weaker.

Visualization of the time-averaged results for the electron
impact excitation rate from the Ar ground state into the Ar 2p1
level (obtained both by PROES and PIC/MCC simulations) for
different driving frequencies in a single plot clearly showed
the main differences in the characteristic excitation features
at different frequencies and it revealed the frequency values
around which significant changes in the excitation rate take
place. Such changes are generally considered to be predict-
ive of transitions of the dominant electron power absorption
mode and discharge operation mode. Three frequency ranges
could be definedwith profoundly different characteristic excit-
ation features. Up to 3MHz (frequency range I., low frequency
range), the excitation was found to be strong at the sheaths and
weak in the middle of the bulk region. At frequencies between
3.5MHz and about 5MHz (frequency range II., intermediate
frequency range), the excitation was found to be strong at the
sheaths, while the central bulk region was found to exhibit
intensifying excitation rate including the formation of spatially
modulated patterns. At frequencies higher than 5MHz (fre-
quency range III., high frequency range), the excitation in the
bulk was found to decrease gradually, while the excitation was
found to remain strong at the sheath edges. This suggested two
transitions in the dominant power absorptionmode and the dis-
charge operation mode as the frequency was tuned between
2MHz and 15Mhz: one transition at about 3MHz and another
one at about 5MHz.

Based on Boltzmann term analysis, the mechanisms behind
the excitation characteristics at different frequencies were
analyzed. At low frequencies (range I.), striations could be
observed in the ambipolar power absorption in the bulk region.
As the frequency was increased, the striations were found to
branch to other striations at intermediate frequencies (range
II.). At high frequencies (range III.), the ambipolar power
absorption was found to be concentrated near the sheaths. The
Ohmic power absorption was found to be high in the bulk in
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frequency range II. and to decrease in this region by decreas-
ing/increasing the driving frequency towards range I./range
III. The variation of the number of striations with the fre-
quency was found to have important effects on the contribu-
tions of the Ohmic and ambipolar terms to the power absorp-
tion. It was found that despite the significantly different excit-
ation maps seen in the different frequency regimes, the dom-
inant power absorption mechanisms are basically the same in
frequency ranges I. and II. The present results clearly showed
that it is not straightforward to infer the power absorption
mode transitions based on the excitation rate alone. It was
found that the same electron power absorption mechanisms
could be associated with excitation patterns of significantly
different characteristics.

The agreement between the experimental data and the res-
ults of the simulations over a wide range of operation frequen-
cies confirms that the discharge model properly captures the
main physical phenomena in the CCP operated in the Ar-O2

mixture and verifies the implementation of this model in the
simulation code.
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