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Extended Hiickel tight binding calculations have been employed to analyze the interactions of
oxygen, carbon monoxide and methanol with the (100) and (111) faces of a representative rocksalt
carbide, TiC. The (111) face has been experimentalily shown to be the most active toward the
adsorption, dissociation or decomposition of adsorbates, whereas the (100) face demonstrates very
little activity. Our calculations suggest that the differential reactivity of the two faces is the result
of the coordination of the atom in the active site and the presence of surface carbon. For CO on
the (100) face the population of the 2w * level increases if carbon vacancies are included in the
calculations and dissociation occurs. For the (111) metal-terminated face of TiC the population of
the 27* level is nearly identical to that calculated for Ti(0001). Methanol dissociates into
methoxy and a protic species on the (111) face but remains molecular on the (100). The
calculations suggest that the molecular species is stabilized by interaction of the methanolic
proton with the surface carbon.

1. Introduction

The initial steps in the development of modern surface chemistry and
applications to catalysis *iave dealt with clean metal and alloy surfaces. A
natural evolution of such studies is to consider the effect of surface contamina-
tion on chemisorption ana catalysis. It is within this framework that recent
experimental investigations have focused on sulfur, oxygen and potassium
coadsorbates, which may poison or promote the curface in ways which are
beginning to be understood [1].

Many surface reactions of interest involve organic molecules. There is
ample evidence that in most such reactions the molecules are decomposed,
ieaving not only CH, fragments but carbon on the surface. There arc
persistent hints that the true catalytic activity of metal surfaces may depend
critically on the initial formation of carbon overlayers, or carburized surfaces.

One wishes to know more about the structure of these active sites. Where is
the carbon on the surface? Does it penetrate into the bulk? What is the state of
aggregation of the surface cirbon? These questions are veing actively studied.

Cne obvious approach (whose relevancy to the activity of carburized surfaces
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remains to be determined) is to focus on the reactivity of carbide surfaces.
These are the surfaces of real bulk transition metal carbides.

Transiticn metal carbides have extracidinary physical properties. They are
extremely hard, yet good conductors of electricity. Their structures are some-
times simple (TiC, WC), sometimes complicated (Fe,C, Fe;C,) [2]. The
bonding in ihese bulk carbides is being explored by theoreticians [3]. It has
become possible to prepare metal carbide surfaces which resemble at the
exposed surface the structure one might imagine for a clean metal surface with
carbon chemisorbed. Recent investigation of the reaction of transition metal
carbides and carburized surfaces have suggested that the prasence of carbon at
the surface may catalyze certain reactions while poisoning others [4]. Theoreti-
cal studies into the electronic properties of the surface and adsorbate—surface
interactions may suggest a rationale for the various reactivities of the carbide
surfaces, and this is our reason for undertaking them.

2. Experimental studies on carbides, especially TiC

There have been numerous studies of the catalytic activity of polycrystaliine
carbides [5]. For instance, the relative reactivity of carbides with respect to
cis—trans isomerization has beea evaluated as:

TiC < ZrC < VC < Cr,C; < HfC < NbC < TaC < WC, (1)
and for ammonia oxidation, as:
TiC < VC < WC < Mo,C < ZrC < Cr,C;. (2)

General comparisons with polycrystalline metals indicate that the gross
activity of carbides is not high [6]. The activity of certain prepared surfaces
may still be substantial.

We have chosen for specific theoretical investigation TiC, in part because
its structure is simpie, in part because the catalytic activity of the correspond-
ing free metal is high, but mainly because the (100) and (111) faces of TiC and
NbC have been investigated thoroughly with respect to the adsorption of O,,
CO and CH,0H [7-10].

First a few words about i1e structure of the bulk material. Most transition
metal carbides crystallize into simple structures such as the rock salt, nickel
arsenide or hexagonally closest packed structures. A few of these transiiion
metal carbides crystallize into several crystalline phases dcpending on the
metal to carbon ratic. TiC and NbC possess the NaCl structure, two inter-
penetrating metal and carbon face-centered-cubic lattices. Each metal is
octahedrally coordinated by six carbons, each carbon by an octahedron of six
metals. A view of the bulk structure is given in scheme 1 and a schematic of
the unreconstructed (100) and (111) surfaces in schemes 2 and 3 (O: M, @: C).
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Rock-salt (NaCl)

Scheme 1. Scheme 2. Scheme 3.

Note that for the (111) surface, there are alternative faces with the same
indices, but exposing metal or carbon atoms. The ~epresentation shown is for
the metal-rich face.

Titanium metal is known to adsorb oxygen dissociatively. In studies on
titanium metal, the adsorption of oxygen occurs with significant oxygen
penetration into the bulk [6]. One impetus for studying the oxidation of TiC is
that the reactivity of the (111) face demonstrates behavior similar to that of Ti
metal, though penetration of the oxygen atoms into the bulk of the carbide has
not been observed, suggesting that the carbide may be more resistant to
oxidation than titanium metal. Because of the reduced activity of TiC with
respect to oxidation, TiC has been proposed as a coating for certain steel
alloys [11].

The adsorption of oxygen on TiC is exclusively dissociative. Several studies
on adsorption of atomic oxygen on TiC have provided insight not only into
the surface adsorption of oxygen but into the overall reactivity of TiC
surfaces. The adsorption of oxygen was studied experimentaily on two crystal
faces: (111) and (100). On the most common crystal faces, «ic acuvitv appears

to be releted to the number of metal-carbon linkages broken as the surface is
cleaved:

(111) > (110) > (100).

Actually, attempts at preparation of the (110) face provided only faceted
surfaces, and hence this {ace was not considered in the experimental studies.
For the adsorption of oxygen atoms, the (111) face was 100 times more
reactive than the (100). These two faces are considered below in our theoretical

analysis, as they demonstrate the extremes in the reactivity of this material
[12].
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Table 1

Surface dipole moments of representative systems

Sabiuate Clectrvncgativity D eiecniagl Suilaee wyp L
material + O ionic character moment (D)
C 2.5 22 on

Ti 1.5 63 0.44

Cu 1.9 47 -

Ag 1.9 47 0.54

W 1.7 56 0.44

TiC 0.17

The adsorption sites of atomic oxygen are reasonably well known for both
the (111) and (100) surfaces of TiC. The (111) face is composed entirely of
metal or carbon atoms. The surface analyzed is that in which the top layer is
composed of titanium. This provides, in principle, for the following adsorption
sites: (a) inetal threefold hollow, (b) metal twofold bridging, (c) metal on top,
all illustrated in scheme 4. From UPS measurements, two adsorption sites
have been observed for this surface. One site is the threefold metal hollow. The
other adsorption site has not yet been structurally characterized, but is
believed to be a bridging site [13].

The (100) surface shows the greatest diversity in adsorption site as both
carbon and titanium atoms are implicated in potential adsorption sites.
Surface dipole moment studies on oxygenated surfaces have implied predomi-
nant bonding to carbon in the most reactive adsorption sites. The experimen-
tal results are summarized in table 1 [8,14].

From this table, and a comiparison of the surface dipole moments, it is
possible to assess the contribution of titanium-—oxyge. and carbon-oxygen
interaction to the total surface dipole. The rationale is as follows: for oxygen
on a graphite surface the dipole moment is estimated 0.11 D, for a titanium
surface with adsorbed oxygen the dipole moment is extrapolated to be 0.44 D.
The following relationship suggests the average percentage carbon and titanium
character for the TiC(100) face:

0.17 D(TiC — O) = [(0.11 D)(x)C + (0.44 D)(1 — x)Ti] {100} . (3)

It follows from this model that i nercentage of oxygenated carbon is
about 81% and that of titanium is about 15%. -

a Threefoid sites

b Twofold bridging site c. On fop sife

Scheme 4.
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(a) First layer TiC (100} surface
Ti-C 2.164 A

-]

Ti-Ti 306A
GEL O
@
@

(b) On top carbon

{c) On top titanium

Fig. 1. Possible adsorption sites for oxyvgen on TiC(100).

Experimental measurements have suggested adsorption sites which are
consistent with the dipole moment measurements. lon scattering spectroscopy
(ISS) has been used to characterize the (100) face of TiC. This technique
involves bombarding the surface with helium or other inert gas ions and
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measuring the trajectory and energy after collision with the surface. The
trajectory will give and indication of the surtace structure, while the energy
will be representative of the incident surface atom. The sampling depth of this
technique is ~ 10 A. There are five likely sites for adsorption on the (100)
face. These are shown in fig. 1.

The ISS experimental data suggest ihat sites a, b and c are those most
favorable. From the spectral measurements, it is concluded that as the dosage
of oxygen is increased there is a corresponding loss of intensity in the carbon
1s peak, until it is no longer within the limit of detection. This suggests
preferential adsorption at carbon-rich sites. Some loss of intensity is also
observed in the Ti 2p peaks, suggesting that Ti may be involved in adsorption
but to a lesser extent than was the carbon [8].

There is also a good bit of experimental work on NbC surfaces. The
structure of NbC is very similar to that of TiC, and this similarity :5 reflected
in the observed properties of the surface.

Studies on the adsorption of O,, CO and CH,OH on the (111) and (100)
faces of NbC have suggested that the activity of this material is similar to that
of TiC [11,15]. The studies of oxygen adsorption on these two surfaces parallel
those on TiC. The adsorption of CO on the (111) face of NbC occurs
dissociatively while both molecular and dissociative states are observed on the
(100) face, though the concentration of molecular CO is significantly greater.
The dissociative states of CO on the (100) face are suspected to be due to
carbon vacancies or defects at the surface. The “deactivation” of this surfas= is
believed to be due to the presence of exposed carbon at the surface. UPS
studies of methanol on these two surfaces show that methanol remains
molecular on the (100) surface. On the (111) face. methoxy 15 detected. The
UPS experiments indicate that the main interaction in both cases is with the
oxygen lone pairs of the methanolic species, suggesting that the methanolic
C-0 bond vector may be nearly perpendicular to the surface plane. This is

Table 2

Parameters used in calculations (from ref. [18])

Element X $u H,, (eV)

Ti 4s 1.50 —6.3
4p 1.50 -3.2
3d 455 ¢, = 04206 —-59

¢, =0.7839

C 2s 1.625 —18.2
2p 1.625 —-95

0] 2s 2275 —-296
2p 2795 -136

H¥ Is 1.3¢ -12.2

# This value was obtained through charge irteraction for bridging H on TiC(100) while keeping
the other #,,’s constant.
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consisient with the orientation nf methanol on other transition metal surfaces.

For methanol on the (100) surface the oxvgen is suspected to interact
almost exclusively with the surface carbon. ror the (111) face, the oxygen
ione-peir orbitals interact with surface titaniuin atoms. The oxygen of the
methoxy species is believed to sit in either a threefold or twofold site. On
Ni{111), the oxygen of the methanol is thought to sit in a twofoid site [16].
Methoxy is believed to adopt adsorption sites and interact with surface atoms
in a manner similar to atomic oxygen. For atomic oxygen on surfaces in which
the surface bonds are long, i.e. nonclosest packed surfaces, the oxygen seems
to prefer a bridging site. This is observed for oxygen on nickel and tungsten
surfaces. Both threefold and twofold sites aic included in our analysis of
methanolic species on the (111) surface.

3. Computational details

The extended Hiickel tight binding method has been used to analyze the
interactions of oxygen, carbon monoxide and methanol with the (100) and
(111) surfaces of TiC. Because of similarities in bonding, structure and
reactivity the discussion is restricted to TiC, though actually representative
calculations were also done for NbC. These indicated little difference from
TiC.

The surface for either face was modeled by a two-dimensional slab of finite
thickness [17]. For TiC(100) the siab was three layers deep, while six layers of
alternating metal and carbon atoms comprised the TiC(111) model. The final
carbon layer of the (111) slab was icrminated by hvdrogen. This helped to
satisfy the valency of the terminal carbon. In certain instances, where the
hydrogen was excluded from the calculation, sizeable and unreasonable charge
transfer occurred from the bottom-most layer of the slab to the adsorbate
mosecule. The hydrogenation of the terminal carbon layer did not affect the
charge distribution or the overlap population in the surface layer(s), nor did it
affect the total charge transfer to the adsorbate.

The input parameters for this study were taken from previous studies on
CO on various metal surfaces [18]. These values are given in table 2.

For the sites considered in the theoretical analysis of TiC depicied in fig. 1,
the Ti—C nearest neighbor distances are 2.154 A and the Ti-Ti and C-C face

WIS L Wz a7 o2 A RANANE TS QMR

diagonal distances or next nearest neighbor distances are 3.06 A.

3.1. Clean surfaces

Calculations were performed on both the three-dimensional solid and the
two-dimensional surface models. The inclusion of computations on the solid
ailows for a discussion of the bonding in the subsirate and an analysis of the



S.A. Jansen, R. Hoffimann / Surface chemistry of transi.ice: motai carbides 481

perturbation of cleavage. Also, such a comparison provides for a test of the
model. The bulk layer(sj of the material should be perturbed little by the
cleavage that forms the surface, hence bonding in the bulk layer should be
similar to that in the three-dimensional solid.

For TiC, the bonding results from a mixture of components: ionic, covalent
and metallic. The extent to which each contributes to the bonding has been a
topic of debate. In pur..cular, controversy as to the ionic or covalent nature of
the material is widespread. Schwaiz et al. [19,20] have suggested that the
bonding in carbides is covalent, but as one progresses toward oxygen among
carbides, nitrides and oxides, the bonding between metal and nonmetal
becomes more ionic. Other authors have contended that the bonding in all
carbides, nitrides and oxides is primarily ionic [21]. Wijeyesekera and Hoff-
mann have suggested that the main cohesive factor is covalent bonding
between metal and noninetal atoms [22]. The short metal-metal separations
clearly indicaic metal-metal bonding is essential in these compounds. Samonov
et al. have proposed that the inierstitial carbon atoms donate electron density
int> metal-metal bonding orbital [23]. Though tiic M—C bond is described as
covalent, Schwarz suggests that carbides show the greatest effeciive charge
transfer or polarization of charge between the metal and nonmetal. In the casc
of the nitrides and oxides the polarization of charge is not as exaggerated. Kim
et al. support the conclusions of Schwarz et al. in their suggestion that the
ionic character of the meial-nonmetal bond increases from carbon to oxygen
[24]. We suspect that there is room for both covalent and ionic descriptiois of
the carbide bend.

There have been several theoretical studies on the surfacc clectronic struc-
turc for TiT'(100) and surfacc states, but few consider facial reactivity and
chemisorption [25].

Fig. 2 shows our calculated density of states (DOS) for TiC and the metal
contribution to the DOS. What is not on metal is on carbon. The general
characteristics of the bands, in order of increasing energy, is obviously, C 2s
(—18 to —21 eV), C2p (—9 to —12 eV), then Tt 3d. The covalent nature of
the bonding is manifested by the significant penetration of the metal d levels
into the carbon p block. This was found also by Schwarz ct al. in the DOS
calculated by self-consistent field (SCF) methods (see chapter 2 of ref. [19]).
We get a lower density of rtates at the Fermi level — this results from the
choice of parameters in our calculations. Shown in fig. 2, as well, are DOS
plots calculated with the APW method of Schwarz and photoelectron specira
for TiC. These provide comparison between experimental and more sophisti-
cated theoretical treatment with the results obtair>d from our qualitative
computativns. Whai is obvious from this comparison is that the features of the
photoelectron spectra and the APW calculations are accurately reproduced by
our qualitative treatment [26].

We next proceed to model two surfaces, TiC(100), {1 11). These were shown
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in schemes 2 and 3, respectively. The details of the model slab were given in
the text above. The decomposition of ihe DOS into speciic Ti and C
contributions for the surface layer of TiC(100) is shown in fig. 3. Detailed
differences may be gleaned from table 3, which also gives for comparison
some indicators of the bonding in bulk TiC. The following observations may
be made.

(a) The total DOS curves are similar for the bulk and the slab model, as
they should be. There is a somewhat greater band gap at the Fermi level in the
surface model.
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Fig. 2. Projections of the carbon and titanium atoms for the three-dimensionat TiC from EH and
APW calculations. Experimicnial photoelectron spectrum for TiC.
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(b) There is a significant reduction in electron density on the surface metal
atoms. This comes about as a result of cleaving the metal-carbon bonds. The
Ti levels are populated as a result of their admixture with C orbitals. Some

A. TiC (100)

a) Surface C py, py
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Fig. 3. Atomic orbitel contributions of Cp and Ti d orbitals to the total DOS of a slab model for
the (100) and (111) faces of TiC. The orbital correlation diagram shows the states affected upon
sutface cleavage.
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typical local bonding combinations are shown in schemes 5 and 6. The fewer
carbon neighbors, the less Ti—C bonding, with its corollary fractional occupa-
tion of Ti 3d orbitals. On the different faces, the wnore Ti-C links that are

cleaved in making the surface, the less electron density on Ti.

(c) In general, the substrate carbons are electron-rich. This comes about
from the relative electronegativity of the atoms, C > Ti. That the formal
charge on C is not 4~ derives from the covalent interactions which push above,
the Fermi level, some Ti-C antibonding orbitals. These are analogous to

schemes 5 and 6, but with a node between the metal and carbon.

(d) The overlap populations show some enhancement of the bonding at

Table 3
Some characteristics of the bonding in bulk TiC and several TiC surfaces
Bulk TiC TiC(100) TiC(111) Ti(0001)

Charge
On (surface} Ti +2.187 +2.222 + 2454 +0.116

C —2.186 —2.256 —2.066 -
Querlap populniion
Ti-C (surface) 0.388 0.441 - -
Ti-C (surface-bulk ave.) 0.401 0.409
Ti-C (bulk) 0.377 -
Ti-Ti (surface) 0.029 - 0.052 0.335
Ti-Ti (bulk) - 0.028 0.310
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and near the surface. Perhaps one could tiiink of this as electronic relaxation
to “heal” broken surface bonds, some electrons normally involved in metal to
carbon bonding now being available [27]. One way this is manifested in
transition metal surfaces is in a contraction of the surface, e.g. the formation
of stronger metal-metal bonds. Some evidence for reconstruction is observed
in the case of TaC(100). For this surface there is a contraction between metal
and carbon atoms of the surface and bulk layers. This leads to a rippling of
the surface in which the surface metal atoms move nearer the bulk atoms and
the surface carbon atoms are pushed up slightly relative to the original surface
plane. The displacement for the metal is about 4.8% and for the carbon, 4.2%.
This gives a total displacement of about 0.2 A [28].

Experimental studies on the (111) face have shown the existence of a
surface state [29]. On this surface, the coordination of the metal atom is
threefold. This situation is similar for Ti(0001) where the surface metal is also
threefold coordinate. For both of these surfaces, the surface states arises from
the dangling bonds or orbitals created upon surface cleavage. Experimentally,
the surface state is identified as a small peak just below the Fermi level and is
suggested to arise from a 3d state. The most significant contribution to the
surface state occurs at the I’ point and shows mainly d.: character {30]. Cur
calculations at the zone center are consistent with this assignment. The levels
most significantly aifecied upon crystal cleavage are those with z character. In
the solid there are several states which fall near the Fermi level. We can reduce
the complexity of the orbital combinations by considering the high symmetry
case at the zone center. At this point, there are three states at —8.47 eV which
arise from bonding combinations of x, y, and z levels. Just above these lcvels
are metal-metal combinations which show little carbon character, still further
up are other z combinations which are antibonding at the cleavage site. When
the crystal is cleaved the levels are affected significantly. Several states, which
in the solid are antibonding between layers, drop in energy. Some slight
changes are also observed in the other combinations but clearly the levels most
significantly affected by crystel cleavage are those with significant z character.
What about thz (100) surface? Formally, for this surface, one ligand is
removed. Some change is observed in the d,: metal and p, state; however,
since these states participate in = bonding within the surface plane and
because the metal coordination remains high, the effect of cleavage is not as
pronounced. The projected density of states for the TiC(111) are shown in fig.
3 along with those for the (100) surface.

The differences discussed above will prove to be important when we bring
up molecules to these surfaces.

3.2. CO on TiC(100) and TiC(111)

Our group has had substantial experience with the analy.is of interactions
of CO with a variety of metal surfaces [18]. These previous studies provide a
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baseline for comparison and paradigm for analysis, so we will begin with this
particular chemisorption process.

3.2.1. CO on TiC(100)

The (100) face of TiC has been shown to be the least reactive face of TiC.
This has been attributed to the presence of surface carbide and the number of
dangling or available bonding orbitals per surface atom provided by surface
preparation. Studies on NbC have shown that CO can dissociate at this
surface, suggesting sigaificant population of antibonding 2# * orbitals of the
adsorbed CO [6]. (The two imiportant valence orbitals of CO, 5S¢ and 27 *, are
sketched in scheme 7 and 8, respectively.) The dissociative sites are proposed
to result from carbon vacancies at the surface. Our analysis of CO on this
surface includes consideration of vacancy sites. For this study, the CO is
presumed to occupy an on top titanium site and the surface coverage consid-
ered is 1/2 with respect to surface titanium atoms, i.e., there is one CO
molecule for each two titanium surface atoms. This provides for an overall
coverage of 1/4 for the “perfect” surface and an adsorbate—adsorbate sep-
aration of 4.328 A for any surface considered. This distance insures that no
adsorbate-adsorbate interaction complicates the analysis of the surface—ad-
sorbate chemistry.

In any CO chemisorption (or molecular bonding) the two most important
interactions are:

(a) Donation from the 56 orbital of CO into metal surface orbitals of
appropriate symmetry.

(b) Donation from the metal orbitals of appropriate symmetry into the
27 * orbitals of CO.

The former process can occur without substantial disruption of the C-O
bond, whereas the latter process contributes to weakening of the C-O bond
while strengthening the metal-carbon bond. The orbitals typically involved in
interaction with the 5o and 27 * orbitals of the CO are d,: and the d, and
d,, pair on the metal. For “pristine” transition metal surfaces this interaction
can be traced through the resonances observed in plots of the projected
density of states for metal orbitals and pertinent adsorbate orbitals. These
projections can then be compared with the COOP curves to suggest the nature

z
4
L x

0
|
|
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&
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Scheme 7. Scheme 8.
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Table 4

Pertinent overlap populations, occupations and median energies of “C0” FMO orbitals for CO
on TiC(100) and TiC(111)

TiC(100)  TiC(100)os ®  TiC(100),®  TiC(1'l)  Ti(00O1)

FMO occupations

So 1.731 1.725 1.725 1.727 1.730
Za*/orbital 0.132 1.380 1.530 1.430 1.610
Median energy

27 * (eV) -1.775 —7.875 —8.275 —-7.925 -17.725
Overlap populations

C-0 1.173 0437 0473 0.469 0.430
M-C 0.616 0.976 1.060 1.053 1.110

) Subscripte indicate the fraction of carbon at the surface, 0.5 indicates there is one surface
carbon for each two titanium surface atoms.

of this interaction. For TiC surfaces, this decomposition is complicated by the
additional dispersion in these orbitals provided by interaction with substrate
carbon.

When CO is adsorbed on a “perfect” crystalline TiC(100) surface, there is
no significant population of the 2+ * orbitals of CO; correspondingly, there is
no significani veduciion in the overlap population of the C-O bond. The
relevant numbers may be seen in table 4, the decomposition of the DOS in fig.
4.

Two new peaks appear in the DOS of the composite TiC(100) + CO. One is
the 5¢ of CO appearing with our parameters below the TiC 2p band, the other
the 2 * of CO, falling in-between the C 2p and Ti 3d bands. Resonarnces are
observed between orbitals that interact. Carbon monoxide 5¢ interacis with Ti
z2, s and z (see integration in fig. 4, which shows both the dispersion of the
states and the occupation as a function of energy) but most of the 22 density is
above the energy window displayed. The Ti-C bonding in TiC has pushed z*
to high energy ~ tis is just the local crystal field at work, the same effect that
produces the classical t,, below ¢, splitting in an octahedral molecular
complex. Notice that the integration of the z? contribution indicates mixing
with a ¢ orbital lower than 5¢ of CO as well.

There are resonances between the 27 * level of CO and xz, yz on the metal.
But since effectively both of these orbitals are empty, the only occupation of
CO 27 * that occurs is through the Ti part of the carbon 2p band. And that 1s
small. The perfect TiC surface does not interact well with CO 277, and does
not weaken the CO bond much.

The adsorptiost of CO on TiC(100) in which carbon vacancies activate the
surface has also been considered. It is first necessary to consider the influence
of the defect on the properties of the clean surface. For this study. the
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percentage of carbon relative to titanium at the surface was chosen to be 100%
for the case of the “perfect” surface, 50% and 0%. These concentrations of
surface carbon are not suggested to be realistic but should span the range of
defects in the “imperfect” TiC lattice. In general, two effects are observed as
the surface concentration of carbon decreases. The first is an overall increase
in bonding between the affected titanium atom and neighboring atoms. Some
Ti orbitals are “freed” from interaction with the carbon removed, come down
in energy, and are available for bonding. A second effect is a slight local shift
of the Fermi level at the surface to higher energy. Some primarily metal levels,
in the Ti 3d band, become occupied on C depletion. This is nothing unusual, it
is just a consequence of the electronegativity of Ti and C. The energy of the
orbitals removed when a carbon leaves is such that in the solid, were the
carbon still there, it would be closer to C*~ than C°. But it is removed as
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Fig. 5. Schematic showing the motivation for the reduction of the median energy of the 27 * levels
of CO upon interaction with the TiC surface.
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neutral C. The net effect is a reduction of some Ti atoms, a partial filling of
the Ti 3d band.

The most significant computed effect of removing surface carbon is activa-
tion of the surface. The projected DOS of CO and metal d,,, d,, and d_:
orbitals show many similarities to those of the perfect surface. However,
charge transfer from the substrate into the 27 * orbital is facilitated in the
carbon deficient surface by the increased electron density and the higher
energy of the relevant electrons of the bonded titanium atoms. The increased
interaction can be followed by the population of the 27 * levels of CO, the
metal to carbon overlap population or the dispersion of the FMO’s of CO. For
the TiC(100) surface studies, the median energy of the 27 * level decreases as
carbon vacancies are formed at the surface. For CO on a transition metal
surface, these orbitals are normally pushed up to higher energies as they
interact with orbitals of metal d-orbitals of lower energy. But for the carbides,
the metal d-block median energy is considerably higher than the 27 * levels of
CO, and hence this interaction tends to lower the median energy of the CO
orbitals and raise the median energy of titanium d-block. This “inverse crysial
field” effect is shown schematically in fig. 5. For the “activated” surfaces
discussed, the result of creating carbon vacancies at the surface is an increased
population of the 27 * orbitals of CO and a corresponding increase in the
metal-carbon overlap population. The FMO occupations, pertinent overlap
populations and median energies of the 27 * orbitals are collected in table 4
along with the values from the *perfect” (100) surface.

3.2.2. COon TiC(111)

The (111) face of the rock salt carbides show reactivity which parallels that
of the pristine transition metal surface. For a Ti(0001) surface, CO is dissocia-
tively adsorbed [8]. EH calculations show a large population in the 2#*
fragment orbitals of the CO, with a correspondingly large metal-carbon
overlap population [18]. Calculations on the (111) face of TiC show many
similarities to that of Ti(Q001). The overlap populations of the C-O and Ti-C
(ad-CQO) bonds are nearly identical to those obtained from calculations on the
pristine metal surface. Also, the general appearance of the projected fragment
metal orbitals and COOP curves are quite similar, though the dispers.on of the
FMO levels is somewhat greater for CO on Ti(0001). The (111) surface of TiC
displays a slightly reduced reactivity toward €0, which i5 manifesied in
weaker metal-carbon and stronger carbon-oxygen bonding. The apparent
similarities beiween Ti{0001) and TiC(111) are the result of two factors. The
first is the symmetry of the adsorbate and substrate. For on-top adsorption,
threefold symmetry is preserved for both surfaces. The second consideration is
based upon the strength of interaction between adsorbate and substraie. In the
case of CO on TiC(100), there was little dispersion obvious in the 5¢ and 27 *
levels of CO. For the (111) surface, however, the dispersion in these levels (the
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DOS decompositions are not shown here) is substantially greater.

The interaction of CO with these two surfaces provides some insight as to
the role surface carbide plays in the deactivation of the surface. For the (100)
face, both the coordination of the surface atoms and presence of surface
carbide serves to deactivate the surface. For the perfect (100) surface, we
observed no driving force for CO dissociation. Unsaturation increases at the
metal atom, and the dispersion cbserved as a result of the strong covalent
bonding between metal and carbon atoms is reduced. This brings the median
energy of the implicated surface metal d-orbitals down to a more “reactive”
range. The deactivation in this face occurs as a result of the strong covalent
interactions of the metal and carbon as well as the coordination sphere of the
surface atoms. For the (111) surface, the metal surface atoms are significantly
more “unsaturated” in terms of bonding interactions, as many metal-carbon
bonds are broken upon surface preparation. This surface is more reactive as
the coordination of the surface atoms, in particular the coordination of the
metal atoms, with substrate carbide is reduced relative to the (100) face. Such
differing reactivities become even more apparent when considering the reac-
tion of methanol with these two surfaces.

3.3. Methanol on TiC(100) and TiC(111)

3.3.1. Oxygen on TiC(100) and TiC(111)

Consideration of the adsorption properties of oxygen on these surfaces is a
starting point for studies of methanol on these surfaces. Previous experimental
studies have shown that methanolic species interact primarily through their
lone-pair orbitals and such adsorbates choose adsorption geometries similar if
not identical to that of atomic oxygen.

For TiC(100), ISS experiments performed as a function of oxygen dosage
have shown severe attenuation of the carbon 1s signal, while no significant
reduction was observed in the intensity of the titanium core levels in surface
oxidation studies. These experiments coupled with measurements of the surface
dipole discussed previously have suggested that the primary site of interaction
is one in which the oxygen sits atop a surface carbon atom [38]. Further, UPS
and XPS studies have shown significant changes in the 2s, 2p and 1s orbitals
of carbon, respectively, while only slight changes are associated with the
titanium levels, suggesting the primary interactions between the substrate and
adsorbate are between surface carbon and oxygen [31]. The sites which
implicate titanium surface atoms are suggested to be the most unfavorable
toward oxygen adsorption.

An interesting question is: How much C-O bonding is there when the O
comes on-top of the C. For another point of view is to say that single adatom
adsorbates in general prefer hollow sites with high coordination. The site in
question is such a fourfold hollow site of the Ti surface lattice. The C-O
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overlap calculation we calculate for on-top carbon adsorption of oxygen is
0.468. For a calibration, the value for CO bonds in representative organic
molecules is 0.560. Obviously, there is real, substantial CO bonding.

There is also substantial electron transfer toward the oxygen. The charge
transfer itself appears to be localized; that is, the primary atoms involved are
the adsorbate oxygen and the connected surface carbon atom. This situation
provides for minimal disruption of substrate bonding. For oxygen atop a
surface titanium atom, the worst possible case for adsorption, an even greater
charge transfer is observed. Electron density is lost from almost every atom in
the unit cell. These observations suggest two reasons for the site preference.
First, the charge transfer or charge polarization is at a relative minimum for
the case of on-top carbon adsorption. Secondily, the localized electron transfer
preserves bonding within the substrate. Oxygen adsorption on titanium metal
and on the polar face of TiC results in a rather large change in the work
function. A similar observation is made in the case of oxygen adsorption atop
surface titanium. The states contributed by the oxygen do not interact strongly
because they are very low in energy. The oxygen 2p states come into the total
density of states efieciively unperturbed from iheir aiomic position and are
filled by transfer from states comprised of orbital components from all atoms
in the substrate. This “ionic” interaction is responsible for the sharp unper-
turbed oxygen levels and is consistent with the large electron transfer. Further-
more, it explains the observation of charge transfer occurring from every atom
in the substrate.

For adsorption atop surface carbon, the orbitals involved in “primary”
bonding are energetically suited for interaction. Thus greater dispersion is
observed for the oxygen 2p orbitals. This dispersion reflects a more covalent
bonding situation between the surface vaibou « ud e oxygen and the resuli of
covalent bonding is a modulated and localized charge transfer.

Ideally we should be able to predict the preferred site of adsorption by
following oxygen binding energies. In practice we cannot do this because the
extended Hiickel method does not predict bond distances well. We have to
assume Ti-O distances, we cannot optimize them. From our experience charge
transfer and the extent of interaction, measured by overlap populations and
band dispersions, are better indicators of the quality of bonding.

For the (111) surface, there are two unique adsorption sites for oxygen, one
of which is a threefold site, the other is believed to be a twofold site. For
TiC(111), there are two possible threefold sites, one in which a carbon lies
directly below the surface hollow and another in which there is a “vacancy”
directly below the surface hollow. Both of these threefold sites were considered
in the EH analysis of oxygen on TiC.

Keeping in mind the limitations of the EH method. the twofold site is
calculated to be of lowest energy. The oxygen adsorbed here carries a charge
similar to what was observed for oxygen atop carbon on the (100) face. For
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Table 5

Pertinent overlap populations and electron density distributions for oxygen on TiC(100) and
TiC(111)

Overlap populations

TiC(100) ¥ TiC(111)

Cc-0 Ti-O 2f 3fv ® 3fc ®
C-0 0.468 - 0.019 - —0.020
Ti-O 0.020 0.390 0.298 0.201 0.198

Electron densities ©

TiC(100) ¥ TiC(111)

Con top Ti on top 2f 3fv 2 3fc ®
Ti 1.895 1.764 1.836 1.825 1.868
C 6.587 6.243 - - _
o 7.056 7.685 7.247 7.301 7.216

3 Both sites are on top.
Y 3fy represents a threefold site in which there is “vacancy” below the surface hollow. 3fc

represents the site in which a carbon lies directly below the surface hollow.
) For surface Ti, C and adsorbed O.

this site there is a small bonding interaction between the adsorbate atom and
the substrate carbon, the magnitude of which is critically dependent on the
Ti—-O bond distance. The threefold hollow site in which carbon sits directly
below the surface hollow is the worst site for adsorption (except for an on-top
site) energetically. For this site, the interaction between the substrate carbon
and adsorbed oxygen is of approximately the same magnitude as in the case of
the bridging oxygen. However, this interaction is antibonding and destabilizes
this site toward adsorption. For the other threefold hollow site, the opportun-
ity for stabilization or destabilization through interaction with other substrate
atoms does not exist. This site is the second best energetically and shows a
larger value for the Ti-O overlap population than does the other threefold
site. This suggests that the preferred site is a twofold site, followed by
threefold hollow site in which there is no oxygen—carbon interaction possible.
The observation of an antibonding relationship between substrate carbide and
adsorbed oxygen suggests a mode of deactivation of this surface.

The pertinent overlap populations and charge density distributions are
shown in table 5.

3.3.2. Methanol on TiC(100) and TiC(111)

Experimental studies on the adsorption properties of methanol also show
the differing degree of reactivity of the two faces prepared. Difference UPS
spectra have shown that the O-H bond of the methanol is maintained at the
surface for the (100) face of NbC while the UPS spectrum obtained for the
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70' 20u
C H 3 C H 3
Scheme 9. Scheme 10.

(111) surface is virtually identical to that obtained for methoxy on nickel and
copper surfaces. As far as we know further decomposition of methanol into
formaldehyde or related decomposition products has not yet been studied.
Let’s look at those orbitals of methanol and methoxy likely to interact with a
surface. The highest occupied orbitals of methanol are the 7a’ (scheme 9) and
2a” (scherne 10), both of which are oxygen lone-pair orbitals. It is these two
orbitals, especially the higher lying 2a”, which can participate effectively in
donor bonding to the surface. The lowest unoccupied orbital, localized on C
and O, is too high to interact well. For methoxy there is a similar situation,
there is no good acceptor orbital, only the 2e oxygen lone-pair combination,
scheme 11. 1t should be noted that we are thinking about methoxy from an
anionic, OCHj, viewpoint, 2e occupied. Alternatively we could take methoxy
neutral in which case 2e would be occupied by only three electrons and would
scrve as both a donor, and as a very good acceptor.

Calculations on the cecomposition of methanol on nickel surfaces suggests
that methoxy is much more stable at the (100) surface than methanol, though
attempts at modeling the deccmposition have proved difficult [32]. In a
previous paper, we have discussed the interaction of methoxy with Cu(100)
and that study has provided a baseline for the calculations of the bonding
between methanolic species and the two carbide surfaces of consideration [33].

3.3.2.1. Methanol / methoxy on TiC(100) For the (100) the methanol is pro-
posed to interact primarily with the surface carbon atom through the 7a’
lone-pair oxygen orbital. The UPS spectra for methanol on NbC(100) show
that the most significant « nergetic perturbation is for this particular molecular
orbital. Also, UPS and XPS studies show that the energies of the valence and
core electrons of the surface carbon are shifted significantly, while tnere is

little affect on those of the surface titanium. Since the main interaction
between adsorbate and surface seems only to affect the surface carbon, the

L5

Scheme 11.
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CH, CH,
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a Scheme 12. b

methanol is assumed to be adsorbed through the oxygen, such that the C-C
bond vector of the methanol is perpendicular to the plane. Studies of methoxy
on other surfaces have shown perpendicular geometries or species which are
slightly tilted from the surface normal.

For the (100) surface, the geometry used by us in our calculations is one in
which the oxygen of the methanol /methoxy is atop a surface carbon and the
C-0O bond vector of methanol is perpendicular to the surface plane. In the
case of methano!, there remains a degree of freedom for placing the OH bond.
There are two sites which should represent the extrema; the first is one in
which the hydrogen is directed at a surface titanium and the second directs the
hydrogenr between two surface titanium atoms, i.e. approaching a bridging
position. Both geometries have been considered, however, little difference is
computed. The discussion therefore is limited to the second site described in
which the hydroxyl proton takes on more realistic orientation given what i
known about hydrogen adsorption at surfaces. The adsorption geometries for
methanol and methoxy are shown in schemes 12 and 13.

The distance between the surface carbon and methanolic oxygen is chosen
as a C-0 single bond distance of 1.42 A. This provides for a relatively short
distance between this same surface carbon and the hydroxyl proton and
suggests a potential for interaction.

For either rotational extreme, the hydrogen of the methanol does not
interact in a significant way with surface titanium.

CHy CHs

!
I
o

a b

Scheme 13.
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Fig. 6. Projected density of states contributions of 2e orbitals of methoxy on TiC(100).

When one examines the 7a’, 2a”’ and 2e contributions to the DOS of the
surface—adsorbate complex, one does not see any major differences between
methcxy and methanol. One such decomposition for methoxy 2e is shown in
fig. 6. Note the position of the 2e way below the Fermi level; we are obviously
near the methoxide, OCHj , extreme.

While the POS curves do not reveal much that differentiates, the overlap
population of the surface carbon and methanolic oxygen varies significantly
between these adsorbates. In the case of methanol adsorption the C-O overlap
population has a value of 0.317 whereas that associated with the adsorption of
methoxy is 0.469. The O-H overlap population falls from 0.609 in free
methanol to 0.480 at this surface. These observations lead one to expect that
the overall binding energy of methoxy should be more favorable than that of
methanol. However, the C ,..~H interaction mentioned previously provides
a compensating bonding interaction which seems to stabilize methanol at the
surface. Within the accuracy of the EH method there is no energetic prefer-
ence for either methanol or methoxy at this surface. Though the bonding
between the surface and methanol is somewhat complicated by the diversity of
orbital types located at the Fermi level, an analogy can be made between the

Scheme 14.
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bonding observed for molecular methanol and the surface carbon. This
explains the formation of the weakly associated three center bonded species
and maintenance of the O-H bond.

Normally, three-centered bonding is invoked by the insertion of an electro-
phile into a C-X bond. In this case, the methanolic proton can be thought of
as an electrophile attacking and inserting into the C,;,..—~O bond as shown in
schemes 14 and 15 below [34].

The interaction of the lone-pair orbitals of either species with the surface
provides for surface-adsorbate bonding. Though the dispersion in the 7a’, 2a”
or 2e pair is not large, the median energy of these orbitals reflects the extent to
which these donor orbitals interact with the surface. For methanol, the ia”
orbital is slightly depopulated and its mean energy is lowered by approxi-
mately 0.80 eV. A comparison of the projected density of states for these
pariicalar orbitals and the COOP curves [35] for C-O bonding in methanol,
Courtace=Omethanol @14 Coyrace— H methanor SHOw that this orbital is affected by
interaction of surface carbon with the hydroxyl proton of the methanol. The
COQOP curves for the C  ipce~Crethanat DONding for both adsorbates show
significant dispersion in the 2e set or 7a” and 2a” levels, though all of the
levels of either methanol or methoxy appear to interact in a bonding way with
the surface carbon.

How does the oxygen-containing adsorbate bond to the surface carbon? We
think the C 2p, interact with methanol orbitals of a’ symmetry or methoxy
orbitals of a; symmetry, while the a” and e sets interact primarily with C
2p,.p, orbitals. This is shown in scheme 16. Decompositions of the DOS
curves are behind this interpretation.

The carbon-oxygen bond is really quite well formed. This allows us to think
of the system in another way, as being generated from the hypotheticai surface
adsorption of a CH;0C molecuiar species. They could be thought of as the iso
analogues (as isocyanide is to cyanide) of acetyl species, CH,CO. These
molecules are not well known though have been considered in theoretical
studies [36). The COCHJ species has been proposcd to be a complex formed
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Fig. 7. Orbitals of COCH analyzed in terms of CO and CH , interaction,

from o-methylation of carbon monoxide. The theoretical study suggests that
O-C(CH,) bond is long, 1.749 A while the C-O bond is 1.146 A as in gas
phase CO. Fig. 7 shows the orbitals of 2 hypothetical CH,OC and /ig. 8 showe
some decompositions of the LS mn terms of the FMO's of this molecule and

of CO and CH, fragments. It appears that this is a reasonable perspective. We
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might note that (H,OC has #-tvpe orhitals similer to those of CO 1w afz_fnd
2a*. These ave scen in the D»xOS of fig. 7 and can be related to our earher

discussion of CO :dsorption on C deficient TiC surfaces.
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One is also led to think of the fascinating story of secondary metal
coordination, at the oxygen end of transition metal carbonyls,

L,M--C--O--M’, (3)

where L, M is CH; and M’ is surface C of TiC(100), which bear a similarity to
the bonding suggested for CH,0 on TiC(100) [37].

3.3.2.2. Methanol / methoxy on TiC(111) For methoxy or methanol on metal
surfaces, the adsorption sites which have been proposed assume multiple
coordination at the oxygen. Twofold bridging sites are observed when the
surface bonds are long, while maximal coordination, in hollows, is observed
for shorter surface bond lengths. This is consistent with the observations made
for atomic adsorbates. Further, Yates et al. have proposed that the inter-
mediate for methanol decomposition on a Ni(111) surface is one in which the
oxygen sits at a twofold site and the methanolic proton is directed at the
threefold hollow [16). For the (111) face of TiC two unique sites are identified
for oxygen, one of them representing maximum coordination. The other site is
suggested to be a bridging site and the calculations discussed previously have
proposed this site to be more energetically favorable. Both sites have been
considered in the analysis of methanol and methoxy species at this surface.
This discussion will be restricted to the second bridging site as this site is
consistent with the site proposed by Yates, and suggested most stable by
studies of atomic adsorption on several surfaces. It is proposed to be the most
favorable in the theoretical treatment provided above in the discussion of the
surface chemistry of TiC.

Yates has suggested that the reaction coordinate for the decomposition of
methanol to methoxy is the opening of the COH bond angle, not stretching of
the O-H bond [36]. This mechanism was considered as a means of methoxy
production on this face. The criterion for O-H bond breakage is normally the
magnitude of the overlap population relative to that computed ior the free
molecule. This angle was varied from 109° to 180° in increments of 10°. No
significant reduction was observed in the O—H overlap population relative to
that of the frce molecule in a simiiar perturbed geometry. In general, the
methodology used to evaluate interactions has been to keep all bond lengths

the same and follow changes in the overlap population as a function of
changes in adsorption site, coordination or bond angle, as the overlap popula-
tion is dependent on the bond distance. Using this approach no significant
differences were observed in the overlap population associated with O-H
bond as a function of increasing COH angle. One really should simultaneously
open the bond angle while increasing the O—-H bond distance. The combina-

ticn of these two motions will certainly lead to greater interaction of the
hydroxyl proton with the substrate.
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Table 6
Charge distribution for methanolic adsorbates on TiC(111)

Atomic charges

Ad-methanol Free Ad-methoxy/ad Free
CH,0~ CH,;0
0 -0.579 —0.897 -1.011 -1.509 -1.042
C 0.581 0.611 0.595 0.657 0.848
H (methyl) —0.054 —-0.050 -0.056 —0.049 0.063
H (O-H) 0.309 0.436 - -

Two motions were studied in our analysis; the first utilizes the observed
O-H bond distance and the second the extreme case of methoxy adsorption.
This allows a comparison between the two surfaces of study.

For methanol in this adsorption site, as discussed previously, the primary
interactions are between the titanium d,,, d,, and d,: orbitals and the
lone-pair orbitals of the oxygen. The same arguments can be made in terms of
the enhanced surface-adsorbate bonding for methoxy over methanol, however
for methanol on this surface there are no compensating bonding interactions
to provide stability for the surface methanol. For methoxy the degeneracy of
the orbitals of e symmetry is broken upon adsorption into this twofold site.
This can be seen in projections of the le and 2e <ets of urbitals. In either case,
the dispersion of these orbitals does not appear to be very great and the FMO
populations give no indication as to the machanism of O-H bond breakage or
adsorbate-surface bonding. Projections of surface titanium d-orbitals and
atomic orbital populations are quite similar for two adsorbates.

Some differences between the two adsorbates are seen in the calculations.
First, the charge at the methanolic oxygen is greater in the case of methoxy
than methanol. In particular the p, and p, orbitals show greater populations
for methoxy than for methanol. In either case, there is less electron density at
the oxygen than in the case of free methanol or methoxy species. Furthermore,
there seems to be little affect on the charges on the carbon or hydrogen atoms
of the adsorbate molecules. This is consistent with the UPS experiment that
suggests that the lone-pair orbitals of the methanolic adsorbate are those
involved in bonding with the surface metal atoms. Table 6 shows a comparison

of the adsorbate charge density distribution for methanol/methoxy on the
surfaces discussed compared with the charges of the free moieties. In either
case, the electron density at the oxygen is much greater for methoxy than for
methanol adsorbates. A parallel observation is made for the threefold adsorp-
tion site discussed previously. The mode of bonding for methanolic species is
similar to that of the 50 of CO. The lone-pair orbitals are filled and donate to

metal orbitals of the appropriate symmetry.
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Methoxy is normally not observed as a free reaction product in most
studies of methanol/methoxy surface reactions on unaltered metal surfaces.
Instead the methoxy and protic species recombine to give molecular methanol
as a primary desorption product. For surfaces which have been predosed with
oxygen, the adsorbed oxygen atoms react with the methanolic protons and are
desorbed as water molecules, while the methoxy species continues to react to
give formaldehyde or other decomposition products. Some parallel can be
made between the properties of this methoxy adsorbate and adsorbed oxygen.
First, the oxygen is a site of enhanced negative charge. The primary interac-
tions between this oxygen atom and the surface orbitals are through oxygen
lone-pair orbitals comprised of p, and p, orbital compenents. For atomic
oxygen, the bonding situation is similar. The main interactions are between
surface metal d,, and d, orbitals with the p, and p, orbitals of the oxygen
atom. The EH calculations help provide a rationale for this observation.
Adsorption of methanol leads to formation of protic and methoxy species at
the surface. The decomposition of the methanol provides for localization of
negative charge at the oxygen of the methoxy, which in turn activates this
oxygen for recombination with the methanolic protons at the surface. The
oxygen of the methoxy behaves as the preadsorbed oxygen.

Calculations on the (111) face of TiC suggest that the bonding between the
surface titanium atoms and oxygen atoms of the methanolic species is mod-
ified by the presence of the methanolic proton in a manner similar to that of
the (100) face. For methoxy a stronger overlap population is observed for the
Ti,,ce—O bond than in the case of methano! adsorption, but the difference
between the Ti-O populations for both adsorbates is quite substantial as the

oxygen is multiply coordinate at the surface. The pertinent overlap popula-
tions are shown in table 7.

Table 7
Overlap populations for methanol /methoxy on TiC(111) and TiC(100)
Bond Overlap population

Reference @ TiC(100) TiC(111)

Methanol Methoxy Methano! Methoxy

C.-0 0.560 0.318 0.472 - -
Ti-C 0.268 -0.012 -0.014 0.212 0.323
Coun-0 - ~ —-0.020 0.013
-0, 0.561 0.542 0.548 0.558 0.562
O.-H, 0.600 0.609 - 0.481 -
C,-H, 0.784 0.734 0.784 0.797 0.786
C.-H, 0.180

a

‘The refere.ices here are for oxygen adsorption on TiC(100) and TiC(111) and free methanolic
species.
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From the density of states plot, it is ascertained that the metal orbitals
responsible for interacting with the two adsorbates are as expected, d 2, d,,
and d,,, though their mode of interaction differs slightly. A consideration of
the Ti-O overlap population and the COOP curve associated with this
bonding interaction suggests some slight difference between surface adsorbate
bonding for the two methanolic species. First, an immediate observation is
that there are no antibonding contributions to Ti-O bonding below the Fermi
level for methoxy on this surface, whereas interaction of the oxygen lone pairs
of methanol provides a small antibonding component. Also, the 4a, orbital

0.323" oo eenennn Ti-0, Methoxy
0.212 ————— Ti-0, Methanol

Energy (eV)

—20‘ 40| w‘.t‘.\\\nun 4(]e

Methanol Methoxy

-=— Antibonding Bonding —e

*Overlap population for Ti-0O band

Fig. 9. Comparative COOP curve for Ti~Q interaction for methano! and methoxy of TiC(111) and
O-H interaction.
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seems to be more bonding in the case of methoxy than methanol with respect
to underlying Ti levels. In methanol, the corresponding level contributes to
O-H bonding and is lowered in energy relative to the titanium d orbitals.
There is also some competition between the hydroxyl proion and the surface
titanium for the 7a’ and 2a” orbitals of methanol. This can be seen in a
comparison of the COOP curves for the Ti-O and the O-H interactions
shown in fig. 9.

On this surface there seems to be a competition between the titanium
surface and methanclic proton for the oxygen lone-pair orbitals. The prefer-
ence for methoxy can be traced to energetic and bonding effects. Also, the
calculations suggest a rationale for recombination of the methoxy and protic
species at the surface.

The EH calculations describe a mode of bonding between the methanolic
species and the surface which is consistent with the experimental observation
for methanol reactivity on many surfaces. Further, the competition between
substrate and protic species is demonstrated for both surfaces. For the (100)
surface, the interaction between the surface carbon and methanolic proton
modulates the C-O interaction while forming a weakly associated three center
system. Such a situation is not possible for the (111) face as both the surface
titanium and methanolic proton act as electrophiles and an “exchange” occurs
between the methanol proton and the surface titanium atoms. The recombina-
tion of methoxy with the hydroxyl proton is also reflected in these calcu-
lations. Many similarities between adsorbed oxy_:n and methoxy are noted.
Further, the localized electron density at the oxygen on this surface suggests

that a reaction with the hydroxyi proton may lead to formation and desorp-
tion of molecular methanol.

4. Conclusions

This analysis of the surface chemistry of the transition metal carbides has
provided a description of interactions between adsorbates and surfaces which
should be of general use to surface chemists, while demonstrating the ad-
ditional diversity in reactivity presented by such materials. For the rock salt

carbides of this siudy, the (106) face exposes, for reaction, both metal and
nonmetal atoms, whereas the (111) face exposes only transition metal atoms.
This provides for diversity in reactivity due to surface composition and
structure. Also. the effect of coadsorbed impurities on the surface is addressed
in this study. For example, the Blyholder mechanism suggests that electro-
negative adsorbates tend to reduce the donor properties of the surface and
hence reduce the reactivity ioward certain adsorbates [38]. The (100) face is
proposed as a model for adsorption of a carbon monolayer on an fcc metal

whereas the (111) face shows similarities to the reconstructed W(100)-(5 x 1)-C
[39].
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