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OF CARBON-CONTAINING MOLECULES

This work is devoted to the experimental and theoretical study of charged carbon nanoparticles
formed at the pyrolysis of various carbon-containing substances behind shock waves. The exper-
imental results and the computer simulation of the electrical charging of carbon nanoparticles
produced during the pyrolysis of C302, CCls, and Cs¢Hs in shock waves are presented. The
measurements of the nanoparticle charge by electric probes, as well as their temperature by
emission-absorption spectroscopy and size by LII, were performed simultaneously. The results
of simulation show a satisfactory agreement with the experimental data.
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1. Introduction

This work continues the series of investigations of
the kinetics of formation of carbon particles during
the shock-wave pyrolysis of various carbon-bearing
species [1-7|. Investigations of complex plasma-par-
ticle systems, which have been actively studied dur-
ing the last years [8-10], were quite helpful and
gave information for a qualitative analysis of the ob-
served data. In [5,6], we studied the charging process
of nanoparticles formed upon the decomposition of
C302 mixtures diluted in argon behind shock waves
and showed that the concentration of electrons and
ions arising from the ionization of the natural sodium
impurities in a shock-heated gas changes consider-
ably in the presence of carbon nanoparticles. In [7],
we investigated the charging of nanoparticles formed
during the pyrolysis of CCl,; mixture with argon be-
hind shock waves and showed that the presence of
chlorine atoms in the mixture leads to a considerable

© S.Y. BRONIN, A.V. EMELIANOV, A.V. EREMIN,
A.G. KHRAPAK, E.Y. MIKHEYEVA, 2014

ISSN 2071-0194. Ukr. J. Phys. 2014. Vol. 59, No. 4

decrease in the concentration of electrons in the gas-
particles system and to decrease in the concentration
of charged nanoparticles. In [6, 7], the kinetic model
describing the electron trapping by carbon nanopar-
ticles was proposed, which agrees well with the exper-
imental results obtained. In this paper, the results of
investigation of the charging of carbon nanoparticles
formed during the pyrolysis of hydrocarbon mixtures
with argon behind shock waves are presented, and the
comparison of these results with previous ones for the
hydrogen-free carbon-bearing mixtures is carried out.

2. Experimental Setup

The experiments were performed in a shock tube with
a 50-mm inner diameter and a 4.5-m long driven sec-
tion. The experimental setup was described in detail
in [5-7]. Particle charging was studied in the mix-
tures initially containing of 0.5-1% CgHg in Ar. The
temperatures T; and the pressures Ps behind the
reflected shock wave were varied in the range of
1900-3200 K and 2-8 bar. The process of propaga-
tion of the incident and reflected shock waves and
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the following growth of carbon nanoparticles was ob-
served by means of laser extinction measurements at
633 nm. The time resolution of these measurements
was (1-2)x107% s. For measurements of the concen-
trations of free electrons and ions, the shock tube
was equipped with two sensitive electric Langmuir
probes. The diameter of each probe was 6 mm, and
the electric voltage on the probes could be changed
in the £50 V range. The calibration experiments were
performed in pure argon and described in detail in [6].

The emission-absorption spectroscopy technique in
the visible range of the spectrum was applied to
the time-resolved temperature measurements of the
nanoparticles formed during the pyrolysis. This tech-
nique is based on the simultaneous detection of emis-
sion and absorption from the identical volumes at the
same wavelength. Taking Lambert—Beer’s and Kirch-
hoff’s laws into account, one can get the following
expression for the temperature:

T(t) = I;;{ln {1 + (exp (;;;) - 1) x
(-

Here, I.(t) and I,(t) are the time-resolved intensities
of emission and absorption + emission, respectively,
h is the Planck constant, c¢ is the speed of light, &
is the Boltzmann constant, \ is a diagnostic wave-
length, T} is the brightness temperature of the refer-
ence source, and I is the initial intensity of radiation
of the reference source. A tungsten ribbon lamp was
used as a reference source for the absorption chan-
nel. The wavelength of 589 nm corresponding to the
sodium D-line was chosen in order to measure the gas
temperature before the condensed phase appearance.

The time-resolved laser-induced incandescence
(LII) technique was applied to the particle sizing. The
LII is widely used for soot measurements in flames
[11]. The technique is based on the measurement of
the decay of thermal radiation from the particles
preliminarily heated by a laser pulse. In our study,
the wavelength of a heating-up Nd:YAG laser was
1064 nm. The incandescence signals from particles
were registered at wavelengths of 488 and 760 nm by
two fast photomultipliers and recorded by a 500 MHz
scope. The LIT model used and the method of evalu-
ation of the mean particle size and the optical prop-
erties are described in detail in [12].
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The measurements of the nanoparticle charge by
electric probes, as well as their temperature by emis-
sion-absorption spectroscopy, and the size by LII,
were performed simultaneously.

3. Kinetics Modeling

The theoretical analysis of the probe measurement re-
sults requires the study of (a) the ionization kinetics
of the sodium impurities, (b) the formation of soot
particles, and (c¢) the charging of soot particles upon
the recombination of charged plasma components at
their surfaces. The plasma formation behind the re-
flected shock wave front in the absence of C¢Hg was
calculated with regard for the following processes:

NaCl + Ar +4.26 eV — Na + Cl + Ar,
Na+ Ar+2.1 eV — Na* + Ar,

Na* + Ar+3.04 eV — Na® + e + Ar,
NaCl + Ar + 5.8 eV — Nat + Cl™ + Ar,
Cl”" +Ar+3.61 eV - Cl+e+ Ar

Here Na* designates the intermediate electronically
excited 3p level. The equilibrium parameters corre-
sponding to the conditions behind the reflected shock
wave were taken as the initial conditions. The rate
constant values recommended in [13] and extrapo-
lated to the temperature range of 1500-3500 K (see
also [6]) were taken as the rate constants for the
reactions involving sodium. In the experiments with
CgHg, the temperature of the gas mixture differs from
Ts by the heat consumption due to the benzene de-
composition and the following heat release at the car-
bon condensation [14]. For simplicity of the subsequ-
ent analysis, it is assumed that the growth of soot
particles is described by the scheme involving only
the atomic carbon:

CN +C — CN+1,

where N is the number of carbon atoms in a parti-
cle. The rate constant of this reaction was obtained
from that given in [15] for N = 45 under the assump-
tion that it is proportional to the particle cross-sec-
tion, which, in turn, is proportional to N2/3:

a(N) = 3.5 x 107" TY2(N/45)%/ em®s~1.

It is also assumed that the concentration ng of soot
particles is constant and equal to the concentration of
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initial condensation centers, the size of all soot parti-
cles being considered to be identical at any time. In
calculations, their concentrations varied within 10—
10'2 cm 3. In fact, at any time, there is some size dis-
tribution of soot particles, and the total concentration
of soot particles can vary with time. The formation
of soot particles is accompanied by the growth of the
enthalpy due to the heat released during the conden-
sation. The quantitative account for the heat was car-
ried out, based on temperature measurements. The
soot particles formed under the conditions of this
experiment influence the ionization equilibrium in
plasma, since an additional mechanism of ion and
electron recombination occurs at the surface of par-
ticles. Under these conditions, the flow of charged
plasma components is proportional to the concen-
tration of these components. The recombination of
plasma components at the soot particle surface is
taken into account by addition of the corresponding
summands to the kinetic equations

dne _ Ne  [dnna+ _
dt rec B Te ’ dt rec a

where, 7, is an analog of the characteristic time of
bulk recombination, which characterizes the loss of
charged particles recombining at the soot particle sur-
face. If the particle has no charge, the 7, values are
determined by the charged particle mobilities and the
ratio between the soot particle size and the free path
length [, of charged components. For the conditions
under consideration, [, = 0.1 um and In, ~ lo] =
~ 0.01 pm, and all these lengths are much less than
the Debye layer thickness and comparable with the
typical size of soot particles a ~ 0.015 pym. In this
case, the total transit time of a charged plasma parti-
cle to the soot particle surface is composed from the
transit times through the Knudsen layer and through
the external diffusion part of the Debye layer [8,9]:

NNa+
_ < 1
TNa, ’ ( )

1 1 1
Ta = + R
NaVTaa? (1\/27r dm(1+ la)/a)la/())

where vy is the thermal velocity of the o component.
The presence of a charge creates the potential barrier
A¢ = €?Z/a (Z is the particle charge, in e) for the
recombination on the particle of the same sign. Under
the considered conditions Z < 0, and the charge effect
is taken into account by the factor exp(ZeA¢/kT)
on the right-hand side of Egs. (1) corresponding to

ISSN 2071-0194. Ukr. J. Phys. 2014. Vol. 59, No. 4

1.0 \
\\Mextinction f\

ion probe

0.5

, a.u.

0.0 Ml

WWMNMWM

\\ WME
05 \/Aw

0 200 400 600 800 1000
time, us

Fig. 1. Example of the time profile of the laser extinction and
signals from the positive and negative probes. Mixture of 1%
CeHg in Ar at T5 = 2120 K (Teq = 1950 K), Ps = 3.6 bar;
particle size is 8 nm

electrons and chlorine ions. For the charging kinetics
of soot particles, we get

dZ  nna+ ngol-  Ne Ze?

v = (e %) e ()

Here, it was taken into account that the Z value in the
calculations was everywhere small in absolute magni-
tude, which made it unnecessary to take into account
its effect on the positive plasma particle flows. The ki-
netic processes given above are described by a system
of seven equations for the concentrations of different
plasma components, as well as for the soot particle
sizes and charges.

4. Experimental Results and Discussion

Figure 1 shows the time profiles of the laser extinc-
tion signals and signals from the positive and neg-
ative probes for a mixture of 1% CgHg in Ar at
Ts = 2120 K, Ps; = 3.6 bar. One can conclude from
the form of the signals that the particles are formed
within ¢ ~ 300 ps and are stable throughout the ex-
periment. The time of the peak signal achievement
for the electron and ion probes was ~100 s, which
suggests the formation of a charge on the growing
particles. However, in contrast to the experiments in
pure Ar [6], the sharp maximum in both signals is
followed by a zone of signal decrease, the duration
of which is about 200 us. The measurements showed
that the peak signal on the ion probe is several times
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Fig. 2. Comparison of the measured and calculated maximum
concentrations of electrons Ne(mayx) and ions Nj(max) in differ-
ent mixtures: C¢Hg — (a), C302 — (b), CCls — (¢) in argon. The
solid line (9) is the equilibrium electron and ion concentra-
tions in argon with the natural sodium admixture. The up-
per dashed line shows the total Na concentration of 2x107°%
in Ar
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Fig. 3. Comparison of the measured and calculated final elec-
trons Ne(eq) and ions Njeq) concentrations in different mix-
tures: CgHg — (a), C302 — (b), CCly — (¢) in argon. The
solid line (9) is the equilibrium electron and ion concentra-
tions in argon with the natural sodium admixture. The up-
per dashed line shows the total Na concentration of 2x107°%
in Ar
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higher than the signal measured in pure argon, while
the signal from the electron probe is several times
lower than that in pure argon.

Figure 2, a shows the comparison of the measured
and calculated maximum concentrations of electrons
Ne(max) and ions Njmay) at different temperatures
in mixtures of 0.5% and 1% CgHg in argon. The con-
centration of charged particles decreased by two times
with increasing the concentration of CgHg in the ini-
tial mixture from 0.5% to 1%, which can be explained
by increasing the concentration of carbon nanoparti-
cles.

Figure 2, b shows the comparison of the measured
and calculated maximum concentrations of electrons
Ne(max) and ions Njmax) at different temperatures in
mixtures of 0.2%, 0.8%, and 2% C30, in argon. A
considerable deviation of all concentrations from the
equilibrium curve (curve 9 in Fig. 2, b) is clearly ob-
served. The concentration of charged particles is al-
most independent of the concentration of C305 in the
initial mixture.

Figure 2, ¢ shows the comparison of the measured
and calculated maximum concentrations of electrons
Ne(max) and ions Njmax) at different temperatures in
mixtures of 0.5% and 5% CCly in argon. The concen-
tration of charged particles increased by an order of
magnitude with increasing the concentration of CCly
in the initial mixture from 0.5% to 5%, which can
be explained by the increase in the concentration of
carbon nanoparticles. Although the chlorine concen-
tration also increases, the effect of chlorine becomes
less noticeable.

Figure 3 shows the comparison between the mea-
sured and calculated values of the final electron con-
centration Ne(eq), which were measured at different
concentrations of particles in mixtures of CgHg, C304
and CCly in argon. All these values are several orders
of magnitude less than the equilibrium electron con-
centration in the absence of particles. The divergence
between the calculated and measured values is caused
by the imperfection of the kinetic model for the for-
mation of soot particles, since there is no enough in-
formation on the rate constants for the decomposition
of CgHg and the formation of soot particles.

The proposed modeling of the charging of particles
in the process of their formation presents the satis-
factory agreement of simulations with the experimen-
tal data. In this model, the particle size determined
in the experiments has been used, but, at the tem-
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peratures above 2800 K, the model must involve the
emergence of hydrocarbon radicals and their thermal
ionization.

The comparison with the previous results [6, 7] on
the charging of soot nanoparticles by the pyrolysis
of C305 shows that, in C30,, the difference between
the equilibrium electron concentration in the absence
of particles and the final electron concentration de-
creases with increasing the temperature. At the same
time, in the presence of particles formed at the py-
rolysis of CCly, the difference between the measured
final electron concentration and the equilibrium one
increases with the temperature, which, as was shown
in [7], is due to the presence of chlorine atoms trap-
ping free electrons. In the presence of particles formed
at the pyrolysis of CgHg, the difference between the
measured final electron concentration and the equi-
librium ones remains nearly constant.

5. Conclusions

In the presence of condensed carbon nanoparticles
produced during the pyrolysis of C4Hg, C302, and
CCly for about 50 microseconds after the arrival of
the front of the shock wave, the free electron concen-
tration is reduced by two orders of magnitude, while
the concentration of positive ions changes slightly.

The equilibrium concentration of free electrons in
the presence of particles in all mixtures is much
smaller than in the same gas without particles.

In C303, the difference between the equilibrium
electron concentration in the absence of particles and
the final electron concentration decreases, as the tem-
perature increases. In CgHg, this difference remains
essentially constant. In CCly, this difference increases
with the temperature, which is due to the presence of
chlorine atoms trapping free electrons.

The obtained results of modeling of the charging of
particles in the process of their formation present the
satisfactory agreement with the experimental data. In
this model, the experimentally determinated particle
size has been used, but, at the temperatures above
2800 K, the model must take the emergence of hy-
drocarbon radicals and their thermal ionization into
account.
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EKCIIEPUMEHTAJIBHE TA TEOPETUYHE
JOCJILIYKEHHST 3APSIIKM BYTJIELIEBUX
HAHOYACTUHOK B VIAPHO-3ITPITII IIJTA3ZMI
[IPU MIPOJII3I BYIJIEHEBOBMICHUX MOJIEK YT

Peszmowme

Y poboTi HaBELEHO IOCIIMXKEHHS KIHETHKH 3apsIIKHU ByTJlelle-
BHUX HAHOYACTUHOK, II[0 yTBOPIOIOTBHCS IIPU IipoJIi3di ByrJIere-
BOBMICHUX MOJIEKYJI 32 yAapHUMHU XBUIsAMU. [IpesicraBieHo pe-
3yJIbTATH €KCIIEPUMEHTIB i KOMII'TOTEDHOIO MO/IEJIIOBAHHS IIPO-
[eCcy 3apsi/IKi BYIJIELIEBUX HAHOYACTUHOK, IO (POPMYIOTHCS B
nporieci nipomizy CgHg B ymapuo-marpiriit miaswmi. [IpoBeneno
MOPIBHSIHHS IIPOIECY 3apsiAKd HAHOYACTHHOK, IO yTBOPIOIO-
Thes npu mipostiszi C30q, CCly i CgHg. [Tokasano BiaminHICTB
[POLIeCy 3apsKW HAHOYACTUHOK, sIKi YTBOPIOIOTHCH 3 OEe3BO-
JTHEBOBMICHUX MOJIEKYJI IIOJO BYIJIEIIEBOBOJHEBUX.
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