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The feasibility is demonstrated of anew approach to the vapor phase lubrication of ceramics using organophosphorus compounds. The
surface of SiC is shown to be unreactive for the decomposition of trimethylphosphite, (CH30)3P, a simple model for organophosphorus
vapor phase lubricants such as tricresylphosphate. In order to activate the surface of SiC it has been exposed to Fe(CO)sg at a temperature
of 600 K. Chemical vapor deposition serves as a means of depositing Fe on the SiC surface. The Fe-modified SiC surface is then shown
to induce the decomposition of adsorbed (CH30)3P. The mechanism of (CH30)3P decomposition is similar to that observed on Fe(110)
surfaces modified by the presence of oxygen. It is initiated by P-O bond cleavage to produce adsorbed methoxy groups, CH3O(qg),
which then decompose by B-hydride elimination resulting in H, CO, H,CO, and CH3OH desorption. It is suggested that chemical vapor
deposition of metals using high vapor pressure metal-containing compounds such as Fe(CO)s can serve as a mechanism for continuous,
in situ activation of ceramic surfaces for vapor phase lubrication in high temperature engines.
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1. Introduction

The lubrication of ceramic surfaces working at extremely
high temperatures has been the focus of a number of re-
cent tribological studies [1-10]. The high physical strength,
low density, and chemical stability of ceramic materialssuch
as SIC and SizN4 make them ideal for use in high-speed
turbine engines and high temperature, low heat rejection
engines that are expected to work at temperatures above
500°C [2,3,11,12]. Since liquid lubricants cannot withstand
such extreme conditions, a number of non-liquid lubrica-
tion systems such as vapor phase lubrication (VPL), solid
powder lubricants, and catalytic carbon deposition have
been explored as aternatives for high temperature applica-
tions[1-19].

VPL has received a great deal of attention over the past
decade as an approach for the lubrication of high tempera-
ture engines. In VPL, lubricants are delivered to contacting
surfaces in vapor form. The vaporized lubricants react at
the hot surfaces of working engine parts to form tribopoly-
mers that reduce wear [2]. A variety of lubricants have
been tested with metals, alloys and ceramics and have shown
excellent anti-wear properties at temperatures ranging from
300 to 800°C [1-15]. Of these VP lubricants, phosphorus-
containing organic compounds such as tricresylphosphate
(TCP), t-butylphenylphosphate, and cyclophosphazene have
been the most widely used. At high temperaturesthese com-
pounds are thought to react with iron-containing surfaces
to form thin films of polyphosphate glasses containing car-
bon [15]. It is these thin films that provide lubrication and
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reduce wear. Recently, the development of VPL technology
has advanced to the stage of being demonstrated for practical
applications [20].

Although the organophosphorus VPL compounds work
well with iron and iron-based materials, difficulties arise
when VPL technology is applied to ceramic materials or
some high temperature alloys. Early studies showed that
TCP, the most commonly used vapor phase lubricant, gen-
erates flaky deposits on surfaces of inert materials such as
SiC, SizsN4 and quartz [8,9]. Tribological tests showed that
the flaky deposits provide no anti-wear protection [8]. In or-
der to overcome this problem, techniques were developed to
treat the ceramic or alloy surfaces with iron coatings prior
to VPL tests. These Fe deposition methods included chem-
ical deposition and electrodeposition [2,4,5,12]. Although
these Fe coatings can activate the ceramic surfaces and con-
sequently reduce wear during VPL tests, a general problem
associated with these static coating techniques is that the
Fe coatings cannot be replenished in situ. Once these Fe
coatings have worn through, severe wear of the ceramic sub-
strates occurs. As aresult, periodic treatment of the surfaces
would be necessary if ceramic engine parts were expected to
work for prolonged periods using VPL. Alternatively, it has
been found that metallic surface films on ceramics can be
generated through sliding contact with metal surfaces[1,3].
At metal—ceramic interfaces, metal residue was detected on
the ceramic surfaces. While this could aid VPL by activat-
ing the ceramic surface this approach evidently cannot be
applied to all-ceramic systems. What is needed for continu-
ous VPL of al-ceramic enginesis a method for continuous
in situ activation of ceramic surfaces during engine opera-
tion.
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This study proposes a new method to activate ceramic
surfaces that can, in principle, be used for continuous de-
position of Fe onto ceramic surfacesin an operating engine.
Volatile metal-contai ning compounds, such as Fe(CO)s, can
be exposed to ceramic surfaces in vapor form to deposit Fe
films that activate the ceramic surfaces for VPL. This va-
por phase delivery technique or chemical vapor deposition
(CVD) has two distinct advantages over previous static ac-
tivation methods. First, the active metal layers can be con-
tinuously deposited onto the ceramic surfaces during engine
operation. Secondly, the deposition rate of the thin metal
films can be controlled in real time, and selected lubricants
can be delivered to ceramic contact areas based on operating
conditions and needsin order to achieve optimal lubrication.

A metal vapor delivery mechanism has probably been ob-
served serendipitously in previouswork by Grahamet al., in
which Cu was found on ceramic surfaces after tribological
tests [3]. It was suggested that the Cu had been transferred
to the ceramic surfaces by unknown vapor phase compounds
produced from a reaction of TCP with the copper tubing
used to deliver the TCP vapor. A later study used a copper
coil to react with TCP vapor in order to transfer activating
deposits to a ceramic test plate [2]. Friction measurements
on the ceramic plate showed an initial reduction of the fric-
tion coefficient, but high friction after the copper coil was
covered with polymer generated by the reaction with TCP
and ceased depositing metal onto the ceramic surface.

In order to demonstrate the feasibility of the vapor phase
metal delivery in this investigation, volatile iron pentacar-
bonyl, Fe(CO)s, was delivered to a SiIC surface to form
an Fe film that activated the SIC surface for reaction with
a model organophosphorus compound, trimethylphosphite,
(CH30)3P. Fe(CO)s was chosen for these experiments for
a number of reasons. First, Fe(CO)s has reasonably high
vapor pressure at room temperature and can been easily in-
troduced into the ultrahigh vacuum (UHV) chamber used
for these studies. Secondly, the decomposition mechanism
of Fe(CO)s on single crystal Si and some metal surfaces
has been studied quite extensively [21-24]. It is known
that Fe(CO)s undergoes thermal decomposition to deposit
Fe onto Si surfaces at temperatures above 500 K. Thirdly,
the decomposition mechanism of (CH30)3P, our model VP
lubricant, has been studied on the clean Fe(110) surface and
thus there is a basis for understanding its chemistry on the
thin Fe films that we produce from Fe(CO)s on SiC sur-
faces [25]. Finally, tribological studies have demonstrated
that Fe coatings generated by static methods can activate ce-
ramic surfaces for VPL [2,4-6]. If CVD methods can be
used to deposit Fe onto SiC then they are expected to have
the same tribological properties as surfaces activated by de-
position of Fe films using other methods.

The choice of SIC as a ceramic substrate for VPL exper-
iments was based on the fact that polycrystalline SIC is a
widely used engineering material and single crystalline SIC
is readily available for our studies. The processing of SIC
surfaces is itself of great importance in the development of
semiconductor devices and thus there is ample discussion in
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the literature of methodsfor preparing reproducible SiC sur-
faces [26-32]. At the time of writing this article, however,
there appear to be no reports of methods for metallization
of SiC surfaces by CVD using Fe(CO)s or any other such
compounds.

The organophosphorus compound chosen as amodel VP
lubricant for thiswork has been (CH30)3P. Thiscontainsthe
P—O—C linkagesthat are present in TCP and there have been
several recent studies of its surface chemistry on Fe(110)
and other metal surfaces [25,33-35]. Those studies indicate
that (CH30)3P decomposes by a mechanism that first pro-
duces methoxy intermediates, CH30(qg), that then decom-
pose by B-hydrideelimination to produceHz, CO, formalde-
hyde (H2CO), and methanol (CH3OH). This previous work
provides afoundation on which to base our understanding of
(CH30)3P surface reactions with the Fe-modified SiC sur-
faces.

The results obtained in this study will show that Fe coat-
ings can be readily formed on the SiC surface by exposureto
Fe(CO)s5 at 600 K. On the unmodified SiC surface (CH30)3P
adsorbs reversibly and during heating desorbs molecularly
with little decomposition. In contrast, (CH30)3P reacts on
the Fe-modified SIC surface to yield Hz, CO, H,CO and
CH3OH desorption at 450 K. The ahility to deposit Fe onto
SiC by CVD and thefact that once deposited the Fe activates
the SiC surfacefor reaction with (CH30)3P demonstratesthe
feasibility of activating ceramic surfaceswith volatile metal-
containing compounds and the potential for combining CVD
with VPL for sustained lubrication of high temperature ce-
ramic engines.

2. Experimental

The experiments described in this article were al per-
formed in an UHV surface analysis chamber. The chamber
is equipped with an Art ion sputter gun for surface clean-
ing, a cylindrical mirror analyzer for Auger electron spec-
troscopy (AES), a low-energy electron diffraction (LEED)
optics for analysis of surface structure, and a quadrupole
mass spectrometer for detection of desorbing species dur-
ing temperature-programmed desorption (TPD) spectrom-
etry. Three standard leak valves were used to introduce
gaseous speciesinto the UHV chamber for deposition or ad-
sorption onto the SiC surface. The single crystal SIC sam-
ple was mounted to an UHV manipulator that allowed it to
be moved within the chamber and to be heated and cooled
through a temperature range of 180-1200 K.

The SiC sample was an n-doped (N, (2—4) x 108 cm~3)
6H-SiC single crystal obtained commercialy from Cree Re-
search, Inc. The Si-terminated (0001) surface was used for
these experiments. The crystal wasdiced intoa10 x 10 mm
square and clamped to a tantalum plate. A K-type thermo-
couple was attached to the back of the tantalum plate for
temperature measurements. The plate was spot-welded to
the sample holder on the UHV manipulator through two tan-
talum wires. The SIC crystal wasiinitially cleaned according
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to a published procedure by HF chemical etching beforein-
troduction into the UHV chamber [30]. After bakeout of the
UHV chamber, AES of the SIC surface revealed only Si, C,
and a trace amount of O. A 1 x 1 LEED pattern was seen
after annealing the crystal to temperaturesin the range 500—
1200 K.

Although the SiC sample was single crystalline we make
no claim to have worked with the ordered SiC(0001) surface
during the course of these experiments. Since the purpose
of this work has been to emulate a process that might be
expected to occur on the surface of a ceramic engine compo-
nent this was not deemed to be necessary. The preparation
of a clean and ordered stoichiometric SIC(0001) surface is
quite an involved process and cannot be achieved by simple
ArT ion sputtering and annealing treatments [26-28]. This
is due to the fact that the Si preferentially evaporates dur-
ing the annealing needed to remove damage caused by Art
sputtering, leaving a carbon rich surface. In order to create
a stoichiometric surface, annealing must be performed in a
flux of vapor phase Si atoms. Since we intended to perform
experimentsthat involve the repeated deposition of Feand P
onto the surface we needed a straightforward method for re-
moving these contaminants that does not require removal of
the sample from the chamber and chemical etching. We have
chosen to remove contaminants by low temperature (200 K)
sputtering with 2000 eV Ar™ ions. We did not perform any
annealing of the sample following sputtering. This proce-
dure generated a surface with a reproducible Sigoey : Co72ev
AES peak-to-peak height ratio of 1.7:1. Using tabulated
AES sengitivity factors we determine that the Si : C ratio of
thesurfaceisroughly 1:1.1[36]. Thusthesurfaceiscloseto
stoichiometric but has no long range order. We believe such
asurfaceis sufficient for the purposes of thisinvestigation.

The Fe coating was deposited by exposing the SiC surface
at elevated temperature, typically 600 K, to Fe(CO)s vapor
a 2 x 108 Torr. After Fe deposition, the SiC sample was
exposed to (CH30)3P for adsorption at 190 K. The exposure
was high enough to saturate the Fe-modified SIC surface.
The surface was then positioned in front of the aperture to
the mass spectrometer and heated at 2 K/sfor TPD studies.

The (CH30)3P was obtained from Aldrich Chemical Co.
at a purity of 99+%. The Fe(CO)s was also obtained from
Aldrich at a purity of 99+%. Both were further purified
by freeze-pump-thaw cycles on the manifold of the UHV
chamber before introduction into the UHV chamber. The
Fe(CO)s sample vial was kept in a Dewar flask containing
icewater when it was not in use but still attached to the UHV
chamber.

3. Resultsand discussion
3.1. (CH30)3P on the SC surface
Before modifying the SiC surface with Fe it was neces-

sary to establish the baseline reactivity of (CH30)3P on the
unmodified SIC surface. It isimportant to note that the SIC
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surface that we have worked with is not a truly ordered,
clean, and stoichiometric SiIC(0001) surface. It was pro-
duced by sputtering with 2000 eV Ar™ ions at 200 K for
periods of 60 min. Although this surface hasa Si: C ratio
of 1:1.1, anear stoichiometric SIC, it is undoubtedly highly
defective and contains some residual oxygen that could not
be removed by sputtering.

Ceramic surfaces such as those of SiC tend to be chem-
icaly inert and this is probably the root cause of their poor
performance with VP lubricants such as TCP. The ther-
mally programmed desorption (TPD) spectra of (CH30)3P
adsorbed on the SiC surface are shown in figure 1 and revea
that it does not react significantly on SiC. The (CH30)3P
was adsorbed on the SiC at 190 K using adose that was suffi-
cient to saturate the surface. The ionization fragments mon-
itored during the TPD experiment were at m/q = 2 (H;),
28 (CO™), 29 (HCO™), 31 (CH30™), and 47 (PO™). Inthe
low temperaturerangefrom 200to 380K thereisabroad de-
sorption feature with a fragmentation pattern that indicates
desorption of molecular (CH3O)3P. A small amount of de-
composition is indicated by the desorption of H, and CO
in the temperature range 400-500 K. As will be seen this
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Figure 1.  Temperature-programmed reaction spectra of adsorbed

(CH30)3P on a SIC surface. The SIC single crystal was prepared by
ArT sputtering at 200 K. A saturated film of (CH30)3P was adsorbed
a 190 K. The detection of ionization fragments with m/q = 2, 28, 29,
and 47 indicates reversible desorption of adsorbed (CH30)3P in the tem-
perature range 200-320 K. Fragments with m /g = 2 and 28 suggest trace
amounts of (CH30)3P decomposition to produce Ho and CO. TheseH, and
CO are negligible when compared with those observed desorbing from the
Fe-activated SiC surfaces. The heating rate was 2 K/s.
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is substantially less than the amount that appears during de-
composition of (CH30)3P on the Fe-modified SIC surface.
Clearly the majority of the (CH30)3Pis reversibly adsorbed
and desorbs from the surface rather than reacting during
heating.

Auger electron spectroscopy analysis also revealed that
very little of the (CH30)3P decomposed on the SiC sur-
face. A small amount of P appeared on the SiC surface af-
ter the (CH30)3P TPD experiment. In contrast, adsorption
and heating of (CH30)3P on the Fe-modified surface will be
shown to result in the deposition of substantial amounts of P.
The P deposited on the clean SIC surface is less than 20%
of that deposited on the Fe-modified SIC surface. The
net results of the adsorption and TPD experiments using
(CH30)3P onthe unmodified SiC surface are consistent with
expectations. There is very little reaction of the (CH30)3P
on the SiC surface and the majority desorbs during heating.

3.2. Fe(CO)s depositionon SC

The deposition of Fe onto the SIC surface during expo-
sure to Fe(CO)s was monitored using Auger electron spec-
troscopy. Figure 2(A) shows the Auger spectrum of the
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Figure 2. Auger spectra of SiC sample surfaces. (A) The clean SiC surface
after Art sputtering. (B) The SiC surface after deposition of Fe by expo-
sureto Fe(CO)5 for 40 min at 2 x 108 Torr with the SiC surface at 600 K.
The Fe: Si atomic ratio was about 3.3: 1 as estimated from the Auger peak-
to-peak intensity of Feat 710 eV and Si at 90 €V and scaled by their Auger
elementd intensities (0.21 for Feand 0.35 for Si at 3 K primary beam volt-
age [36]). The relative intensity of the Si and C signals reversed in order
from the clean SiC surface. (C) Fe-modified SIC surface after adsorption
and thermal desorption of (CH30)3P. P was left on the SiC surface.
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clean SiC surface produced by Ar* ion sputtering at 200 K.
The Siggey and Corey features have relative intensities of
1.7:1 indicating relative concentrations at the surface of
1:1.1 as estimated using published Auger elemental sensi-
tivities [36]. The peak at 211 eV is due to Ar embedded in
the surface after sputtering and there is a peak due to resid-
ual O at 510eV.

Fe was deposited on the SIC surface by exposure to
Fe(CO)s at apressure of 2 x 108 Torr and asample temper-
ature of 600 K. Figure 2(B) shows an Auger spectrum of the
surface after Fe deposition for atotal of 40 min. There are
a series of peaksin the energy range 600-700 eV and a sin-
glefeature at 45 eV that are all characteristic of Fe. During
exposure of the Fe(CO)s to the SiC surface the intensity of
the Fe peaksincreases roughly linearly with time. The AES
sensitivity of Fe is 0.21, dlightly greater than that of C, in-
dicating that the coverage of Fe after 40 min is on the order
of one monolayer. With respect to the Si signal, however,
the Fe signal represents a coverage of roughly 3.3 mono-
layers. It is difficult to establish an absolute coverage scale
for the Fe films at this point because the morphology of the
layer is unknown and the degree to which it is screening the
C signal cannot be determined. It is known that Fe films
deposited on Si by Fe(CO)s vapor phase deposition grow by
anisland growth mechanism[21]. Anisland mechanismwas
also observed for physical vapor deposition of Ti onthe SiC
surface [31]. If this is the case for Fe deposition onto the
SiC surface from Fe(CO)s, then the Fe layer would be fully
developed at much higher coverage than if deposited by a
layer-by-layer deposition mechanism. There are many fea
tures of the surface chemistry of Fe(CO)s on SiC that remain
unexplored at this point, however, it is quite clear from the
datainfigure 2 that thisis a viable method for the deposition
of Fe onto the SiC surface.

The deposition of Fe onto the SiC surface using Fe(CO)s
causes some subtle changes in the Auger spectra of the sur-
face. Comparison of figure 2 (A) and (B) revedls that the
relative intensities of the Si and C peaks reversed in order.
While the intensity of the C AES signal does not change
much during Fe deposition the intensity of the Si signal
drops substantially. There are several possible causes of this
phenomenon. On the one hand, the screening of the Si sig-
nal at 90 eV by the Fe layer is likely to be more effective
than the screening of the C signal at 272 eV [36,37]. Itis
also possible that the decomposition of Fe(CO)5 results in
the deposition of some C onto the surface. This has been ob-
served during the deposition of Fe onto the Si surface from
Fe(CO)s5 [22]. Finaly, it is possible that the Fe causes the
extraction of C from the SiC lattice to form an Fe carbide
film at the surface.

3.3. (CH30)3P on Fe/SIC

In order to test the reactivity of the Fe-modified SiC sur-
face towards organophosphorus compoundswe have studied
the chemistry of our model compound, (CH30)3P, on this
surface. The Fe-modified SiC surface shown in figure 2(B)
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Figure 3. TPRS of (CH30)3P adsorbed on (A) the Fe-modified SiC surface
and (B) the clean SiC surface. The SiC single crystal was prepared by Art
sputtering at 200 K and Fe was then deposited by CVD using 2 x 10~8 Torr
Fe(CO)5 at 600 K for 40 min. A saturated film of (CH30)3P was adsorbed
a 190 K and then heated at 2 K/s. Intense desorption features of species
with ionization fragments a m/q = 2, 28 and 29 indicate decomposition
of adsorbed CH30O (o) intermediates formed during the decomposition of
(CH30)3P. The spectrum of the fragment with m/q = 47 indicates that a
small fraction of the adsorbed (CH30)3P desorbed as parent molecules in
the temperature range from 200-320 K. The desorption spectra from the
clean SiC surface are redrawn using the same scale in this figure for direct
comparison with those from the Fe-modified surface.

was exposed to a saturation exposure of (CH30)3P at 200 K.
Figure 3 shows the TPD spectra obtained during heating at
2 K/s and compares the desorption to that observed from
the clean SIC surface (as in figure 1). It is readily appar-
ent from comparison of the spectra that the presence of the
Fe film on the surface has a profound effect on the surface
chemistry of the (CH3O)3P. At low temperatures there is
gtill a broad desorption feature at m/g = 47 due to mo-
lecular (CH30)3P. The primary differences between the de-
sorption from the SiC and the Fe/SiC surfaces are in the
m/q = 2, 28, and 29 desorption features at 450 K. These
correspondto H, COt*, and HCO™, an ionization fragment
of H>CO. Additional spectrataken by monitoring fragments
at m/q = 30, 31, and 32 indicate that the desorbing species
include both H,CO and CH30OH with H,CO as the major
component. This distribution of productsis very similar to
that reported for (CH30)3P decomposition on the Fe(110)
surface[25] and for methanol decomposition on the oxidized
Fe(110) surface [38]. On the clean Fe(110) surface decom-
position of (CH30)3P results in the desorption of CO and
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Figure 4. TPRS of hydrogen production from adsorbed (CH30)3P on Fe-
modified SiC surfaces. The hydrogen desorption increases with the increase
of Fe coverage. Fe was deposited by decomposition of Fe(CO)5 on the
SiC surface at 600 K. The Fe coverage is expressed in terms of the atomic
Fe:Si ratio estimated using the relative Auger signdl intensity. Saturation
(CH30)3P adsorption was achieved by background dosing while the sample
surface was kept at 190 K. The heating rate was 2 K/s. The inset shows the
relative yields of hydrogen as the coverage of Feisincreased. At measured
Fe: Si ratios above 4: 1 the yield of hydrogen begins to plateau.

Ho at 430 K. It is only once the surface has become contam-
inated by the presence of adsorbed P that the decomposition
mechanism and kinetics change to allow the formation and
desorption of H,CO. The fact that the decomposition prod-
ucts and temperatures observed in our experiments are simi-
lar to those observed on Fe(110) suggests that the (CH30)3P
decomposes via a mechanism similar to that on the contam-
inated Fe(110) surface.

The decomposition of the (CH30)3P is clearly activated
by the presence of Fe on the SiC surface. In addition to
generating decomposition products very much like those ob-
served on Fe(110) the (CH30)3P deposits P onto the Fe/SiC
surface. The Auger spectrum of the surface following de-
composition is shown in figure 2(C) and clearly reveals the
presence of apeak dueto Pat 119 €V.

The activity of the Fe-modified SIC surface towards
(CH30)3P decomposition is certainly influenced by the
amount of Fe on the surface. Figure 4 shows the H> TPD
spectra from surfaces with varying amounts of Fe. The
(CH30)3P was adsorbed using a saturation exposure and
then heated at 2 K/s. Theinset in figure 4 plotsthe peak area
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versus Fe: Si Auger intensity and reveals that the amount of
hydrogen desorbing from the surface is increasing with the
amount of Fe initially present on the surface. As mentioned
earlier, it is not easy to establish an absolute Fe coverage
from the Auger spectra. Nonethelessthe datain figure4 give
someinsight into the Fe coverage on the surface. Itisonly at
Fe: S Auger signadl ratiosin excess of 4: 1 that the intensity
of the hydrogen desorption feature beginsto reach a plateau.
This suggests that it is only at these Fe coverages that the
film approaches compl ete coverage of the SiC surface. Fig-
ures 3 and 4 clearly show that (CH30)3P decomposition is
due to the activation of the SIC surface by Fe. It seems
reasonable that this should be a necessary condition for the
activation of SiC surfaces for VPL, however, we have not
yet made measurements of the frictional properties of these
surfaces to demonstrate that the exposure of SiIC surfaces
to both Fe(CO)s and an organophosphate leads to reduced
friction and wear. A VPL technique combining Fe deposi-
tion using Fe(CO)s with lubrication by an organophosphorus
compound such as TCP could have widespread application
in ceramic VPL and has distinct potential advantages over
static activation methods[2,4,5].

3.4. The (CH30)3P decomposition mechanism on the
Fe-modified SC surface

The decomposition of (CH30)3P on the Fe-modified
SiC surfaces appears to occur via a CH3O(qg) intermedi-
ate. Such a mechanism is consistent with previous studies
of (CH30)3P on the Fe(110) surface and is not surprising
since on the Fe-modified SIC surfaces (CH30)3P is essen-
tially reacting on the Fe overcoat [25]. The primary differ-
ences between the study on Fe(110) and the observations
made in this work are that on the Fe-modified SiC surface
we observe the desorption of HoCO and CH3OH in addition
to the CO and H, observed on the clean Fe(110) surface.

The decomposition of (CH30)3P on the clean Fe(110)
surface is deemed to proceed via a CH3Oq) intermediate
which decomposes by g-hydride elimination to produce CO
and Hy desorption at 430 K [25]. The basis for this is that
methanol (CH30OH) is known to adsorb on the Fe(110) sur-
face by deprotonation to form the CH30 54 Which then de-
composes during heating to produce CO and Hy with kinet-
ics identical to those observed during (CH30)3P decompo-
sition [38]. Although we do not yet have spectroscopic evi-
dence for the formation of a CH3O 4, intermediate the fact
that the decomposition products and kinetics for (CH3O)3P
on the Fe-modified SIC surface are so similar to those ob-
served for CH3OH and (CH30)3P on the Fe(110) surface
makes a compelling case for the formation on CH3O0(aq) as
a decomposition intermediate. The obvious difference be-
tween the Fe(110) surface and ours is that our Fe-modified
SiC is not single crystalline and probably exposes adsorp-
tion sites that would be similar to those on a polycrystalline
surface. Furthermore, our Fe surface is not completely clean
and is probably modified by the presence of some oxygen
and some carbon. It is known that on the Fe(100) surface
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the presence of oxygen can modify the CH3O ) decompo-
sition pathway such that in addition to producing CO and
H» it generates HoCO [39,40]. The fact that we observe
the desorption of both HoCO and CH3OH suggests that the
reaction mechanism is one in which (CH3O)3P generates
CH30ag) intermediates which then either dehydrogenate by
B-hydride elimination to produce H,CO, CO, and Hz or are
hydrogenated to produce CH30H.

4, Conclusions

SiC surfaces can be activated for VPL by deposition of a
thin layer of Fe through Fe(CO)s CVD. Enhanced decom-
position of (CH30)3P indicates that these modified surfaces
can react with organophosphorus compounds where the un-
modified SIC surfaces do not. The decomposition mecha-
nism of (CH30)3P on the Fe-modified SIC surface resem-
bles that on single crystal Fe surfaces that have been mod-
ified by the presence of adsorbed P or O. This study has
demonstrated a new procedure for use of volatile transition
metal compoundsto activate SiC and other ceramic surfaces
such that they may be used in tribological applications that
require high temperature VPL. This technique has the ad-
vantage that metal compounds can be delivered through the
vapor phase in real time to maintain adeguate surface reac-
tivity for the growth of low friction polymers. Combined
with real-time control of vapor phase lubricant delivery, the
technique demonstrated in this work can help to achieve op-
timal ubrication of ceramic materials. This technique may
be particularly important for the development of high-speed
turbine engines and low heat rejection engines, where high
temperature alloys and ceramic materials are primary com-
ponents. However, Fe(CO)s itself isfar from ideal for prac-
tical application due to its high toxicity and instability in air
and under light. Future developments should explore more
stable and less toxic transition metal compoundsin order to
provide safe and environment friendly activation of ceramic
surfaces for vapor phase lubrication.
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