IOPSClence iopscience.iop.org

Home Search Collections Journals About Contactus My IOPscience

Kinetics of conversion of silicon carbide to carbide derived carbon

This article has been downloaded from IOPscience. Please scroll down to see the full text article.
2006 J. Phys.: Condens. Matter 18 S1763
(http:/fiopscience.iop.org/0953-8984/18/32/S07)

View the table of contents for this issue, or go to the journal homepage for more

Download details:
IP Address: 129.252.86.83
The article was downloaded on 28/05/2010 at 12:57

Please note that terms and conditions apply.



http://iopscience.iop.org/page/terms
http://iopscience.iop.org/0953-8984/18/32
http://iopscience.iop.org/0953-8984
http://iopscience.iop.org/
http://iopscience.iop.org/search
http://iopscience.iop.org/collections
http://iopscience.iop.org/journals
http://iopscience.iop.org/page/aboutioppublishing
http://iopscience.iop.org/contact
http://iopscience.iop.org/myiopscience

INSTITUTE OF PHYSICS PUBLISHING JOURNAL OF PHYSICS: CONDENSED MATTER

J. Phys.: Condens. Matter 18 (2006) S1763-S1770 doi:10.1088/0953-8984/18/32/S07

Kinetics of conversion of silicon carbide to
carbide derived carbon

Allen Lee, Ranyi Zhu and M McNallan

Department of Civil and Materials Engineering, University of Illinois at Chicago, 842 W Taylor
Street, Chicago, IL 60607, USA

Received 23 January 2006
Published 24 July 2006
Online at stacks.iop.org/JPhysCM/18/S1763

Abstract

Carbide derived carbon (CDC) was produced on SiC by reaction with flowing
Ar-3.5% Cl, gas at 900 and 1000 °C. The thickness of the CDC layer increased
with time during high temperature exposure according to a parabolic rate
equation represented by K, = [2.48 x 1070~ (165000/RTY] m2 s=1  Carbon
loss due to the formation and spallation of graphitic powder was found to
be negligible in these experiments. Residual chlorine contents in the CDC
layer were measured, and a gradient in chlorine content increasing from the
CDC/SiC interface to the CDC/gas interface was observed. This is consistent
with diffusional transport of chlorine through the growing CDC layer as the
rate controlling step in the CDC growth process. Because the value of the
parabolic rate constant is high compared with solid state diffusion coefficients
for carbon, transport by solid state diffusion is unlikely. Because the apparent
activation energy of 165000 J mol~! is high for a gas phase diffusion process,
surface diffusion of adsorbed chlorine in the pores of the CDC is suggested as a
transport mechanism for the growth of CDC under these conditions.

(Some figures in this article are in colour only in the electronic version)

1. Introduction

Carbide derived carbon (CDC) is a new form of carbon produced by exposure of metal
carbides to chlorine at temperatures in the range of 600-1200°C [1, 2]. In this temperature
range, chlorine will react with the metal component of the carbide to form a volatile product,
leaving the carbon behind. Because CDC processing temperatures are low compared with
graphitization temperatures, the residual carbon is not able to relax into the thermodynamically
stable graphite phase, and instead remains in a metastable state containing amorphous carbon
with both sp? and sp® bonding as well as nanocrystalline diamond and nested fullerene
structures (carbon ‘onions’) [3-5].

CDC can be conveniently grown on silicon carbide (SiC), a hard ceramic material widely
used in tribological applications such as bearings and pump seal rings [6]. CDC conversion
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Figure 1. Schematic diagram of the horizontal tube furnace and gas flow control system used for
CDC synthesis on SiC pump seal rings.

coatings on SiC reduce the friction coefficient in sliding wear and have better resistance to
wear than graphite because of their higher hardness and better resistance to spallation than
diamond coatings because of their graded mechanical properties, which match those of the
carbide substrate across the interface [7-9]. Possible commercial applications of CDC coated
SiC in these industries are currently being investigated.

A key requirement for commercial application of CDC coatings on carbide surfaces is
accurate knowledge of the kinetics of the conversion reaction. In spite of considerable research,
some inconsistencies remain regarding the thickness of the CDC layer produced by chlorine
treatment as a function of time and temperature. Part of this ambiguity may result from
different polytypes of SiC, which can be obtained in the form of single-crystal or polycrystalline
materials and densified by different methods by the SiC material suppliers. In order to clarify
the kinetics, a series of experiments were performed in which CDC was synthesized on the
surfaces of commercial sintered SiC pump seal faces commonly used in the seal industry.

2. Experimental details

CDC was grown in a horizontal tube furnace, shown schematically in figure 1, under isothermal
conditions using Ar—3.5 vol% Cl, at a superficial flow rate of 0.23 cm s~!. CDC layers were
grown at 900 and 1000 °C. Experiments were initiated by placing SiC coupons in a fused silica
rack within the fused silica reaction tube and purging the tube with the chlorine containing
gas. The furnace was then brought to the intended reaction temperature and held for a fixed
period of time, after which the power was switched off and the specimen was cooled to room
temperature.

Treated coupons were cleaned by ultrasonic cleaning in deionized water to remove any
loose graphitic powder on the outside surface before the samples were mounted for microscopic
examination. Subsequent to the chlorine exposures, the CDC layer thickness on each specimen
was determined by optical microscopy on polished surfaces for thick layers of CDC, or by
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Figure 2. Backscattered scanning electron micrograph of a CDC layer produced on sintered alpha
SiC after 1 h treatment in flowing Ar-3.5% Cl, at 1000 °C.
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Figure 3. CDC layer thickness versus time for growth on alpha SiC in Ar-3.5% Cl, at 1000 °C.

scanning electron microscopy using backscattered electrons (as shown in figure 2) for thin
layers of CDC. The micrographs show that CDC growth has little effect on the roughness of
the external surface of the ceramic, but there is a rough interface between the CDC and the SiC
on the scale of the SiC grain size. This is produced by differential CDC growth rates on SiC
grains with different crystallographic orientations. This microscale roughness contributes to the
adhesion between the CDC and underlying SiC, making these coatings resistant to spallation
and delamination during tribological service.

Figure 3 shows the thickness of the CDC layer as a function of time for growth in Ar—
3.5% Cl, at 1000°C. The thickness of the layer increases with time in a manner that is
consistent with parabolic kinetics. Similar results were observed for growth of CDC in the
same environment at 900 °C, as shown in figure 4.

Figures 5 and 6 show the same data plotted as parabolic equations. The data are well fitted
by parabolic kinetics and yield parabolic reaction rate constants at each temperature.

The parabolic kinetic rate constants obtained at 900 and 1000°C can be fitted to an
Arrhenius type equation to predict the temperature dependence of the CDC growth rate in
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Figure 4. CDC layer thickness versus time for growth on alpha SiC in Ar-3.5% Cl, at 900 °C.
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Figure 5. Thickness of the CDC layer on SiC at 1000°C plotted as a parabolic equation;
Kp=43x 1078 m? s,

this temperature range. The result can be summarized in equation (1), which can be used to
predict the average thickness of CDC layers formed in this environment as a function of time
and temperature:

[ = (2.48 x 100 (163000/RT)£y1/2 "

where [ is the layer thickness in metres, ¢ is the time in seconds, R is the gas constant
(Jmol~! K~ and T is the temperature in kelvins.

The parabolic growth kinetics for CDC contradicts the work by Ersoy who reported
linear growth and slower kinetics in the same temperature range [2]. Reasons for this kinetic
difference may lie in the different furnace designs and experimental procedures used in the two
studies. More recent measurements in undiluted chlorine by Carroll gave thicknesses consistent
with the present work (~60 wm after 6 h at 1000 °C, and ~250 pm after 19.5 h at 1000 °C with
some effects of specimen orientation) [10].
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Figure 6. Thickness of the CDC layer on SiC at 900 °C plotted as a parabolic equation; K, =
114 x 107 B m? 7L,

3. Implications of parabolic kinetics

Whenever a reaction product scale is formed on a material as a result of an environmental
reaction, a change from linear to parabolic kinetics is expected after long reaction times when
the product scale becomes thick enough that transport through the scale limits the rate of the
reaction. Paralinear kinetics, in which an initial linear reaction rate becomes parabolic after
long reaction times, has been observed in many systems, such as the oxidation of silicon [13].
The time at which the kinetics changes from apparently linear to parabolic depends on the
relative magnitudes of the linear and parabolic rate constants.

Parabolic kinetic rate laws for growth of reaction product layers in high temperature
corrosion processes are usually associated with reaction rate control by diffusional transport of
areactant or a reaction product through the layer. In the case of CDC, which is known to contain
nanoscale porosity, it is reasonable to expect the transport mechanism to be diffusional transport
of gas species through the pores. However, the relatively high activation energy in equation (1)
of 165000 J mol~! would be unusual for a gas phase diffusion process. Furthermore, the
average diameter of pores in CDC is in the region of less than 1 nm [11], while SiCly
(the most thermodynamically stable silicon chloride) molecules would be expected to have
diameters of approximately 0.45 nm, based on the Lennard-Jones parameters for the similar
molecule SnCly [12], and could not easily penetrate such fine pores. This suggests that the
reactive species may be transported as adsorbed species on the pore surfaces rather than as gas
molecules within the material.

In order to further clarify the mechanism of CDC growth and transport, a cross section
of a CDC layer on SiC was produced after growth in Ar—3.5% Cl, for two hours at 1000 °C,
as shown in figure 7. The CDC layer on this sample is approximately 10 pum thick. X-ray
fluorescence microanalysis was performed at locations (a) to (g) in figure 7 using the scanning
electron beam with a spatial accuracy of approximately 1 um. The results were analysed using
the INCAEnergy Energy Dispersive analysis system, and the variation of chlorine content with
position through the CDC layer is shown in figure 8.
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Figure 7. Cross section scanning electron micrograph of a CDC layer grown on SiC in Ar-3.5% Cl,
for 2 h at 1000 °C. X-ray fluorescence analysis was performed for chlorine at positions (a)—(g).
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Figure 8. Chlorine concentration in CDC as a function of position within the CDC layer formed on

SiC in Ar-3.5% Cl, for 2 h at 1000 °C.

As shown in figures 7 and 8, the chlorine concentration in the CDC decreases continuously
from a high value of approximately 8% at the external surface to nearly zero at the interface
with the SiC. Silicon analyses were performed at the same locations, but the gradient in Si
concentration was in the opposite direction (highest at the SiC/CDC interface and lower at
the CDC/gas interface), verifying that the Cl is not present at trapped SiCly molecules. This
profile is consistent with parabolic growth controlled by transport of chlorine from the reactive
atmosphere to the reacting SiC interface. On the basis of the apparent activation energy for
the rate equation, the chlorine is likely to be transported by surface diffusion along the pore

network in the CDC.
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Parabolic scale growth can result from either parabolic kinetics of CDC formation at the
CDC/SiC interface, often associated with diffusional transport control, or formation of CDC
according to a linear rate equation accompanied by degradation and removal of the CDC by
a process that accelerates with time. It is known that some material is lost as a fine powder
dislodged from the surface of the CDC during ultrasonic cleaning after each experiment. If this
material accounts for a significant fraction of the total CDC formed, then the second mechanism
is a possibility.

To test for this possibility, a very thick CDC layer, approximately 300 pm across, was
formed on each side of a SiC specimen 0.32 cm thick by treatment for 55 h in a 3.5% Cl,—
Ar mixture at 1000°C. Although nearly 20% of the SiC coupon was converted to CDC,
the overall specimen thickness is unchanged at 3190 £ 10 wm at the end of the experiment.
This demonstrates that material loss due to powder formation and dispersion in the ultrasonic
bath is negligible in comparison to the overall CDC layer thickness and supports the diffusion
mechanism for CDC growth kinetics. It is to be noted that the CDC layer thicknesses reported
in earlier work by Ersoy et al [2] were consistently lower than those in this study, and may
indicate that a larger fraction of the CDC was lost as powder in that work.

The low linear rate constants reported in the work of Ersoy er al [2] are not consistent
with the parabolic kinetics observed in this work. Several of the experiments in that work were
performed with platinum hardware in the reaction chamber. When platinum is present in the
system, some platinum is transported as volatile species and deposits in the CDC, concentrating
at the CDC/SiC interface [14]. Although this did not appear to affect the conversion kinetics at
the time, this was based on a limited number of experiments, and it is possible that the presence
of platinum affected the CDC growth kinetics, either by slowing the reaction or by increasing
the rate of graphite exfoliation from the external surface.

4. Conclusions

The kinetics of conversion of SiC to CDC follow parabolic kinetics in the temperature range
of 900-1000°C. These kinetics and measured composition gradients through the scale are
consistent with inward transport of chlorine through the scale as the rate controlling step in
the conversion process. The value of the parabolic rate constant is too high in comparison
to diffusion coefficients of graphitic carbon for solid state diffusion to be a likely transport
mechanism, and the apparent activation energy for the process of 165000 J mol~! is too high
to be consistent with gas phase diffusion in the pores. Surface diffusion of chlorine as an
adsorbed species on the pore surfaces appears to be the most likely mechanism for transport of
chlorine through the CDC.

Acknowledgments

This work was supported by the US Department of Energy, EERE Industrial Technologies
Program, under Award Number DE-FC07-02ID14257. The useful comments and suggestions
of Professor Yury Gogotsi of Drexel University and Dr Ali Erdemir of Argonne National
Laboratory are appreciated.

References

[11 Gogotsi Y G, Jeon I D and McNallan M J 1997 Carbon coatings on silicon carbide by reaction with chlorine-
containing gases J. Mater. Chem. 7 1841-8

[2] Ersoy D A, McNallan M J and Gogotsi Y 2001 Carbon coatings produced by high temperature chlorination of
silicon carbide ceramics Mater. Res. Innovations 5 55-62


http://dx.doi.org/10.1039/a701126a
http://dx.doi.org/10.1007/s100190100136

S1770 A Lee et al

(31

(6]
(71

(8]

(91

[10]
[11]
[12]

[13]
[14]

Gogotsi Y, Welz S, Ersoy D and McNallan M 2001 Conversion of silicon carbide to crystalline diamond
structured carbon at ambient pressure Nature 411 283-7

Zheng J, Ekstrom T C, Gordeev S K and Jacob M 2000 Carbon with an onion-like structure obtained by
chlorinating titanium carbide J. Mater. Chem. 10 1039-41

Welz S, Gogotsi Y and McNallan M J 2003 Nucleation, growth and graphitization of diamond nanocrystals
during chlorination of carbides J. Appl. Phys. 93 4207-14

Divakar R 1994 Friction and Wear of Ceramics ed S Jahanmir (New York: Dekker) p 357

Ersoy D A, McNallan M, Gogotsi Y and Erdemir A 2000 Tribological properties of carbon coatings produced by
high temperature chlorination of silicon carbide STLE Tribol. Trans. 43 809-15

Carroll B, Gogotsi Y, Kovalchenko A, Erdemir A and McNallan M 2003 Effects of humidity on the tribological
properties of carbide derived carbon (CDC) films on silicon carbide Tribol. Lett. 15 51-5

Erdemir A, Kovalchenko A, McNallan M J, Welz S, Lee A, Gogotsi Y and Carroll B 2004 Effects of high-
temperature hydrogenation treatment on sliding friction and wear behavior of carbide-derived carbon films
Surf. Coat. Technol. 188/189 588-93

Carroll B 2004 Characterization of carbide-derived carbon films on silicon carbide for tribological applications
MS Thesis Materials Science and Engineering, Drexel University

Johansson E, Hjorvarsson B, Ekstrom T and Jacob M 2002 Hydrogen in carbon nanostructures J. Alloys
Compounds 330-332 670-5

Hirschfelder J O, Curtiss C F and Bird R B 1964 Molecular Theory of Gases and Liquids (New York: Wiley)
p 1152

Deal B E and Grove A S 1965 General relationship for the thermal oxidation of silicon J. Appl. Phys. 36 3770-8

Ersoy D, McNallan M J and Gogotsi Y 2001 Platinum reactions with carbon coatings produced by high
temperature chlorination of silicon carbide J. Electrochem. Soc. 148 C774-9


http://dx.doi.org/10.1038/35077031
http://dx.doi.org/10.1039/b000038h
http://dx.doi.org/10.1063/1.1558227
http://dx.doi.org/10.1023/A:1023508006745
http://dx.doi.org/10.1016/j.surfcoat.2004.07.052
http://dx.doi.org/10.1016/S0925-8388(01)01641-3
http://dx.doi.org/10.1063/1.1713945
http://dx.doi.org/10.1149/1.1415033

	1. Introduction
	2. Experimental details
	3. Implications of parabolic kinetics
	4. Conclusions
	Acknowledgments
	References

