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The near edge X-ray absorption fine structure and infrared spectroscopy of acetylene and benzene
adsorbed on C(100)-2 x 1, Si(100)-2 x 1 and Ge(100)-2 x 1 surfaces is studied with density functional
theory calculations. Time dependent density functional theory calculations of the near edge X-ray
absorption fine structure with a modified exchange-correlation functional agree well with experiment,
and show that the spectral features arise from excitation to 7", 6¢_y; and o%_ orbitals, where X represents
C, Si or Ge. The g}_ excitation energies are dependent on the surface, and for acetylene, the location of
the 7* band also varies with the surface. Calculations of the vibrational modes show the C—H stretching
frequencies for carbon atoms bonded directly to the surface vary significantly between the three surfaces,
while those for carbon atoms not bonded to the surface do not change significantly.
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1. Introduction

The study of hydrocarbon chemistry on semiconductor surfaces
has been the focus of considerable attention in recent years. This
interest is in part motivated by the importance of these systems
in emerging technologies [1]. Problems that have been addressed
include the reaction of organic molecules with the surface, and
the structure of the resulting adsorbed molecule. Most of this work
has focused on the Si(100)-2 x 1 surface. Detailed studies have
been reported for a wide range of molecules, from small molecules
such as butadiene [2-4] to much larger systems such as Cgg [5-7].
In comparison to Si(100)-2 x 1, the related Ge(100)-2 x 1 and
C(100)-2 x 1 surfaces have received much less attention. How-
ever, several studies have been reported, and much of this work
has been reviewed elsewhere [1,8,9]. Hydrocarbons adsorbed on
Ge(100)-2 x 1 reveal similar chemistry to the reactions on
Si(100)-2 x 1, but the products are less strongly bound to due to
the weaker C—Ge bond [10,11]. The structure of acetylene on
Si(100)-2 x 1 has been studied by a number of groups [12-14]. Re-
cent work has used multireference wavefunctions with dynamic
correlation [15]. This work found the most stable binding site to
correspond to acetylene bonded to a single surface dimer, with
an acetylene carbon-carbon bond length of 1.36 A. A comprehen-
sive investigation of benzene adsorbed on the Si(100)-2 x 1 sur-
face has been reported, and showed that the favoured binding
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site to correspond to the butterfly structure arising from a 4 +2
addition [16]. Density functional theory (DFT) calculations have
been used to study the adsorption of acetylene and benzene on
the Ge(100)-2 x 1 surface [17]. These calculations were consistent
with the observation that there is a weaker binding to the
Ge(100)-2 x 1 surface. Theoretical studies have also investigated
the adsorption of several small molecules, such as acetylene, the
methyl radical and carbon dimer on diamond surfaces [18-22].
Spectroscopic measurements, often in concert with theoretical
calculations, can allow the structure of the adsorbed species to
be determined, and infrared (IR) and near edge X-ray adsorption
fine structure (NEXAFS) spectroscopies have been used extensively
to probe molecules adsorbed on the Si(100)-2 x 1 surface. In this
paper, the sensitivity of the spectroscopy of an adsorbed unsatu-
rated organic molecule to the nature of the underlying surface is
studied. Acetylene and benzene are used as model systems, and
their NEXAFS and IR spectroscopy on the C(100)-2 x 1, Si(100)-
2 x 1 and Ge(100)-2 x 1 surfaces is computed using DFT.
NEXAFS measures the excitation of core electrons to semi-
stable states below the ionization threshold. Several groups have
reported NEXAFS studies of acetylene and benzene on Si(100)-
2 x 1. In a study of acetylene on the Si(100)-2 x 1 surface, Matsui
and co-workers observed peaks at 284.7, 286.0 and 287.6 eV,
which were assigned to excitations from the carbon 1s orbitals to
T¢_c, 0%_c and a¢_y, orbitals, respectively [23,24]. Above threshold,
a broad peak at 300 eV was observed and assigned to the g .
orbital. In a later study, Pietzsch et al. reported a fully polarization
resolved NEXAFS investigation of acetylene on the surface [25].
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Acetylene adsorbed on the surface showed four resonances at
283.8, 286.7, 288.4 and 299 eV, in broad agreement with earlier
work. Interestingly, the ny_. feature was evident in spectra with
the incident radiation parallel or perpendicular to surface silicon
dimers, indicating that two adsorption products are present.

NEXAFS spectra of benzene adsorbed on Si(100)-2 x 1 have
been reported by Kong et al. [26]. At 100 K benzene is predomi-
nantly physisorbed to the surface and the resulting spectra have
two peaks at 285.0 and 288.8eV due to C(1s) - m*(ez,) and
C(1s) —» m*(by,) transitions. In contrast, at room temperature
chemisorption is favoured. The =n* excitation was found at
285 eV, with weaker bands at 287.7 and 289.5 eV arising from exci-
tation to o¢_; and of_. orbitals. In polarized NEXAFS measure-
ments for benzene, the ©* feature was evident at more than one
polarization, indicating that benzene is no longer flat on adsorption
[27]. The application of NEXAFS to study Ge(100)-2 x 1 and
C(100)-2 x 1 is much less common. Studies of sulphur atoms ad-
sorbed on Ge(100)-2 x 1 [28], and hydrogenated C(100)-2 x 1
surface [29] have been reported, but to our knowledge the NEXAFS
of acetylene or benzene on these surface has not been measured.
Time dependent density functional theory (TDDFT) calculations
of the NEXAFS of acetylene and benzene have also been reported
[30]. A modified exchange-correlation functional in which the frac-
tion of Hartree-Fock exchange was optimized was used in con-
junction with the 6-31+ G" basis set. In general, the calculations
were in good agreement with experiment, particularly for the va-
lence states. For benzene the location of the dominant 7¢_. band
was found to be sensitive to the adsorption geometry.

IR spectroscopy is a particularly powerful technique to study
the products of reactions on semiconductor surfaces. For the reac-
tion of unsaturated hydrocarbons, these studies have focused on
the C—H stretching region of the spectrum. The IR spectrum of ben-
zene deposited on Si(100)-2 x 1 at 100 K has been reported [26].
Strong IR absorption peaks were observed at 3086, 3067, 3036,
and 3030 cm™! which correspond to the vibrational features of
molecular benzene, and the adsorption product was subsequently
identified as physisorbed benzene. For benzene chemisorbed on
the surface, the hybridization of the carbons directly bonded to
the surface change from sp? to sp>. At room temperature benzene
is chemisorbed on the surface and two peaks at 3044 and
2945 cm~! are observed, and assigned to the C—H stretching of
the sp? and sp> hybridized carbons, respectively. This was consis-
tent with earlier work [31]. Another study showed several C—H
stretching bands in the frequency range 2899-3043 cm~', and
determined the dominant adsorption product to correspond to a
1,4-cyclohexadiene like structure [32]. More recently, the vibra-
tional spectroscopy of benzene was re-examined. Three different
chemisorbed phases were identified, which corresponded to the
1,4-cyclohexadiene structure but bonded to a single Si—Si dimer
or bridging between two dimers [33]. Measurements of the IR
spectrum of ethylene on Ge(100)-2 x 1 showed the symmetric
and antisymmetric C—H stretching modes to occur at 2913 and
2961 cm ™}, respectively [11].

A number of theoretical calculations of vibrational frequencies
of the organic molecules on the Si(100)-2 x 1 surface have been
reported [2,3,34-38]. These calculations usually use DFT and adopt
small cluster models of the surface, however, larger surface clus-
ters have been using in conjunction with semi-empirical calcula-
tions [32]. The vibrational frequencies of acetylene on the
Si(100)-2 x 1 surface computed at the MCSCF + MRMP2 level of
theory [15]. Recently, a partial Hessian approach was employed
to compute the IR spectroscopy of a range of organic molecules,
including acetylene and benzene, on Si(100)-2 x 1 using DFT
[39]. The adoption of the partial Hessian methodology reduced
the cost of the calculations and allowed larger cluster models of
the surface to be used.

2. Computational details

TDDFT is well established for computing valence excited states.
Core excitations are dominated by single excitations and should be
described well by TDDFT, and TDDFT has been extended to the effi-
cient computation of core excited states [40,30]. Within the
Tamm-Dancoff approximation (TDA) [41] of TDDFT, excitation
energies and oscillator strengths are determined as the solutions
to the eigenvalue equation [42]

AX = wX (1)

The matrix A is given by

Aiajp = Sijdab(€a — &) + (ialjb) + (ialfxclib) (2)

where two-electron integrals are given in Mulliken notation,

(ialfxcljb) = / drdr’ tﬁZ(r)wi(r)%W(f Wy (1) 3)
sp(r)op(r) ™

and the convention of i, j,... denoting occupied orbitals and q, b,. ..
denoting virtual orbitals is adopted. X describes the linear response
of the Kohn-Sham density matrix in the basis of the unperturbed
molecular orbitals, ¢; are the orbital energies, w give the excitation
energies and Exc is the exchange-correlation functional.

The calculation of core excited states with standard TDDFT
implementations is inefficient because of the large number of roots
of Eq. (1) that are required. A solution to this problem is to perform
the TDDFT calculation within the subspace of single excitations
involving excitations from the relevant core orbital(s). The follow-
ing equation is solved [40,43]

AX = wX 4
where
A = Ayjy ()

and {i} represents a subset of the occupied orbitals. For core excita-
tions, this approximation introduces a very small error in the com-
puted excitation energies [44]. We have used this approach to study
the NEXAFS [30,44] and electronic [45,46] spectroscopy of a variety
of molecules adsorbed on surfaces. For the systems studied here,
electronic excitations from the two carbon 1s orbitals of acetylene
and the six carbon 1s orbitals of benzene to the entire virtual space
are included in the excitation space.

Core excitation energies computed with TDDFT show a large
underestimation, which increases with the nuclear charge of the
atom on which the core orbital is localized. Consequently, while
the spectra are often correct, they need to be shifted in energy to
match experiment. The origin of this error is associated with the
approximate local exchange used in most exchange-correlation
functionals. One way to address this problem is to adjust the pro-
portion of Hartree-Fock exchange in the hybrid functional
[47,48,30]. In this work, a modified hybrid exchange-correlation
functional is used with an increased fraction of Hartree-Fock ex-
change [30].

BH®¥'LYP = 0.57HF + 0.35B + 0.08S + 0.81LYP + 0.19VWN  (6)

where HF, B and S are Hartree-Fock, Becke [49] and Slater [50] ex-
change functionals, respectively, and LYP [51] and VWN [52] are
correlation functionals. This functional has been designed to predict
correctly the core excitation energies for carbon 1s excitations, but
is also accurate for core excitations from the 1s orbitals of other first
row atoms. A mixed basis set comprising the 6-311++G" basis set for
the atoms of the adsorbed molecule and the 6-311G" basis set for
the atoms of the surface cluster was used. CgHp,, SigH;, and
GegH1, clusters are used to model the surfaces, and molecules are
treated as binding to one surface dimer, with “butterfly” binding
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Fig. 1. Models of acetylene and benzene adsorbed on the Si(100)-2 x 1 surface.

configurations considered for benzene. These binding configura-
tions are often referred to as the “di-¢” structure and have been
shown to be the favored binding site for acetylene and benzene
on Si(100)-2 x 1 and Ge(100)-2 x 1 [53,17]. Structures were opti-
mized at the B3LYP/6-31G" level of theory, and Fig. 1 shows acety-
lene and benzene bound to the SigH;, surface cluster. Spectra are
generated by representing each computed core excitation and asso-
ciated intensity with a Gaussian function with full width at half
maximum of 0.3 eV.

Within the harmonic approximation, vibrational frequencies
and normal modes are obtained from diagonalization of the
mass-weighted Hessian matrix, with the associated intensities
evaluated through the derivative of the dipole moment with re-
spect to the normal coordinates. In this work, a partial Hessian
methodology is adopted [54,55] in which the Hessian matrix is
truncated to include the energy derivatives associated with the ad-
sorbed molecule and the two surface atoms bonded to the adsor-
bate. Earlier work has shown that this approximation introduces
a small error in the computed vibrational properties, particularly
for the C—H stretching modes, and yields a substantial reduction
in computational expense [39]. The single dimer surface cluster
models are also used for the IR calculations. For the vibrational fre-
quency calculations the B3LYP functional was used in conjunction
with the 6-311G™ basis set. The exception was for the Ge(100)-
2 x 1 surface, where to reduce the cost of the calculation, the 6-
31G’ basis set was used for the atoms of the surface cluster not
bonded to the adsorbant. The structures were fully optimized at
the same level of theory prior to the frequency calculations, and
the resulting vibrational frequencies are scaled by the standard
factor of 0.96 [56]. All calculations were performed with a develop-
ment version of the Q-Chem software package [57].

3. Results and discussion
3.1. Near edge X-ray absorption fine structure

Fig. 2 shows the computed x,y and z-polarized NEXAFS spectra
for acetylene adsorbed on the surfaces. The computed spectrum
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Fig. 2. Computed BH®>’LYP x,y and z-polarized spectra for acetylene adsorbed on
C(100)-2 x 1, Si(100)-2 x 1 and Ge(100)-2 x 1.

for acetylene on Si(100)-2 x 1 is similar to previous work [30],
although a different basis set is used here. The spectrum is domi-
nated by an intense transition that appears with y polarization.
This corresponds to excitation to the 7¢_ orbital, which is shown
in Fig. 3. At higher energy, weaker bands are evident in the x and z
polarized spectra. These correspond to excitation to 0%,_. and o¢_
orbitals, these orbitals are also shown in Fig. 3. This is consistent
with experiment, the ©¢_, 0%_. and o bands are observed at
284.7, 286.0 and 287.6 eV [23,24], respectively, which compare
well with the computed values of 283.8, 286.7 and 288.2 eV, and
indicates that the modified hybrid exchange-correlation functional
used provides a good description of these excitations.

The predicted spectra for acetylene on the C(100)-2 x 1 and
Ge(100)-2 x 1 surfaces appear similar, although there is variation
in the position of the spectral bands. Table 1 summarizes the com-
puted excitation energies on the three surfaces. The C(1s)— m¢_c
excitation energy is dependent on the surface, and increases in
the order Si(100)-2 x1<Ge(100)-2 x1<C(100)-2 x 1. This
ordering can be rationalized by the C—C bond length of the ad-
sorbed acetylene molecule. This bond length is shortest on the
C(100)-2 x 1 surface and longest on the Si(100)-2 x 1 surface.
Shortening of the C—C bond length will lead to a destablization
of the m;_. orbital, and result in an increase in the associated core
excitation energy. There is little change in the computed excitation
energy for the C(1s) — o¢_, excitation. This is reasonable since the
0¢_y orbital is located on the carbon and hydrogen of the acetylene
molecule, and has little interaction with the surface. The o}_
(where X denotes C, Si or Ge) orbital has a large contribution from
the surface, and the associated excitation is the most sensitive to
the surface. The excitation energy is much higher for the C(100)-
2 x 1 surface, and results in a change in the order of the g¢_
and o%_. bands. In the z-polarized spectrum, the ¢¢_. band forms
part of a larger band, which has its maximum at a slightly higher
energy than the value of 289.5 eV recorded in Table 1. The higher
energy of the o¢_. band on the C(100)-2 x 1 surface is likely to
be a consequence of the greater strength of the adsorbate-surface
C—C bonds compared to Si—C and Ge—C bonds.

It is interesting to compare the spectra computed with the
BH®*’LYP functional with the more standard B3LYP functional.
Fig. 4 shows NEXAFS spectra for acetylene on the three surfaces
computed with the B3LYP functional and the computed excitation
energies for the n;_, o¢_; and o;_. excitations are shown in Table
1. It is well known that the B3LYP functional underestimates core
excitation energies for carbon 1s excitations by about 10 eV, and
this is observed for the excitations considered here. However, the
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Fig. 3. Virtual orbitals of acetylene adsorbed on Si(100)-2 x 1.

Table 1
Computed excitation energies and C—C bond lengths of acetylene adsorbed on the
surfaces. Experimental results for the Si(100)-2 x 1 surface [23,24].

Surface Te_c (eV) 0%y (eV) O5_c (eV) re—c (A)
BHO¥LYP

C(100)-2 x 1 2843 288.0 289.5 1.340
Si(100)-2 x 1 283.8 288.2 286.7 1.352
Ge(100)-2 x 1 284.1 288.1 286.4 1.344
B3LYP

C(100)-2 x 1 2744 276.1 279.3 1.340
Si(100)-2 x 1 273.8 276.5 2749 1.352
Ge(100)-2 x 1 2741 276.4 274.9 1.344
Experiment 284.7 287.6 286.0

spectra are qualitatively similar to the spectra obtained with the
BH®>’LYP functional. The main differences between the two func-
tionals are in the intensities of some bands, and the energy separa-
tion between the n;_. band and the higher energy bands is smaller
for the B3LYP functionals. Detailed analysis of the excitation ener-
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Fig. 4. Computed B3LYP x,y and z-polarized spectra for acetylene adsorbed on
C(100)-2 x 1, Si(100)-2 x 1 and Ge(100)-2 x 1.

gies show similar trends to those observed for the BH*>’LYP func-
tional. For example, the C(1s) — 7¢_. excitation energy increases
in the order Si(100)-2 x 1<Ge(100)-2 x 1<C(100)-2 x 1, there
is little change in the computed excitation energy for the
C(1s)— o¢_y excitation between the three surfaces and the o}_
excitation is much higher for the C(100)-2 x 1 surface.

Fig. 5 shows the computed spectra for benzene adsorbed on the
three surfaces. Several bands are observed in the spectra, which
correspond to excitation to n*, o¢_,; and o%_. orbitals. These orbi-
tals are shown for the Si(100)-2 x 1 surface in Fig. 6. For the
Si(100)-2 x 1 surface excitation to the 7* orbitals results in an in-
tense band in the z-polarized spectrum. A weaker 7* band is also
observed in the y-polarized spectrum indicating that benzene is
no longer planar on adsorption. The n* band of benzene on
Si(100) is computed to lie at 284.6 eV, which agrees well with
the value of 284.8 eV measured in experiment [27]. An additional
feature at 286.9 eV was also observed in experiment. The calcula-
tions show two further bands at higher energies corresponding
to excitation to ¢o§_. and o¢_y orbitals, and are computed to lie
at 286.8 eV and 287.9 eV. Based on these results, the additional
band observed in experiment corresponds to the o§,_. excitation,
although this does not agree with assignments made in earlier
experimental work [26].
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Fig. 5. Computed BH*’LYP x,y and z-polarized spectra for benzene adsorbed on
C(100)-2 x 1, Si(100)-2 x 1 and Ge(100)-2 x 1.
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i

Fig. 6. Virtual orbitals of benzene adsorbed on Si(100)-2 x 1.

The excitation energies for benzene on the three surfaces are
summarized in Table 2. Unlike acetylene, the * excitation energies
do not show a dependence on the surface. This is physically intui-
tive since the w* orbitals are associated with the sp? carbons that
are not bonded directly to the surface (see Fig. 6), and as a result
will not be affected by the change of surface to the same extent.
The o¢_y and o}_. excitations show a similar behavior to that ob-
served for acetylene. The o¢_,, is localized on the benzene mole-
cule, and the corresponding excitation energy does not vary
significantly between the three surfaces. The o%_ excitation is sig-
nificantly higher for the C(100)-2 x 1 surface, and results in a
change in the order of the of_,, and o%_. bands.

Table 2
Computed excitation energies of benzene adsorbed on the surfaces. Experimental
results for the Si(100)-2 x 1 surface [27].

Surface e (eV) Oy (eV) Ox_c (V)
C(100)-2 x 1 284.4 287.6 289.6
Si(100)-2 x 1 284.6 287.9 286.8
Ge(100)-2 x 1 284.6 287.8 286.3

Experiment 284.5 - 286.9

3.2. Infrared spectroscopy

Experimental measurements of the IR spectroscopy of organic
molecules adsorbed on semiconductor surfaces focus on the C—H
stretching region, and in this work we will also concentrate on
these vibrational modes. For the C(100)-2 x 1 and Si(100)-2 x 1
surface clusters used in this study, harmonic frequency calculations
using the full Hessian can be performed. However, for the Ge(100)-
2 x 1 surface, the calculation of the vibrational frequencies be-
comes computationally expensive. Therefore, it is quite useful to
adopt a partial Hessian framework to reduce the cost of these
calculations, and for consistency this approach is used for all three
surfaces. The partial Hessian approximation for vibrational fre-
quencies is analogous to the assumption that atoms not included
in the Hessian matrix have infinite mass. Earlier work showed that
this approximation introduced a very small error for the C—H
stretching modes of organic molecules on the Si(100)-2 x 1 surface
[39]. Since carbon is lighter than silicon, it is necessary to examine
the partial Hessian approximation for the adsorbants on the
C(100)-2 x 1 surface. For acetylene on the C(100)-2 x 1 surface,
a full Hessian calculation predicts the symmetric C—H and antisym-
metric C—H stretching vibrations to have (unscaled) frequencies of
3183.7cm™! and 31523 cm™! with associated intensities
49.0kmmol~!' and 18.4 km mol !, respectively. This compares
with 3183.7 cm~! and 3152.3 cm~! with intensities 49.8 km mol !
and 17.4 km mol~! for the partial Hessian calculation. Thus, even
for the C(100)-2 x 1 surface, the partial Hessian approximation
introduces essentially no error for the computed frequencies and
a very small change in the computed intensities. For the Si(100)-
2 x 1 surface the unscaled vibrational frequencies for the symmet-
ric C—H, antisymmetric C—H and C—C stretching mode are 3128.6,
3105.6 and 1572.0 cm™ . These can be compared to corresponding
frequencies of 3324, 3302 and 1575cm™' computed at the
MCSCF + MRMP2 level of theory [15]. This shows the C—H stretch-
ing frequencies to be significantly lower in the present calculations.

Table 3 shows the computed frequencies of the relevant vibra-
tional modes. For acetylene, the C—H stretching region of the spec-
trum shows an intense band corresponding to the symmetric
stretching mode and a weak band corresponding to the antisym-
metric stretch. There is only a small difference of approximately
5cm~! between the computed frequencies on the Si(100)-2 x 1
and Ge(100)-2 x 1 surface, but for the C(100)-2 x 1 surface the
predicted frequencies are significantly higher. This is consistent
with experimental measurements of C—H stretching modes of
butadiene, which found a difference of less that 15 cm™' between
Si(100)-2 x 1 and Ge(100)-2 x 1 surfaces [10]. Another mode of
interest is the C—C stretch, the computed frequencies increase in
the order Si(100)-2 x 1<Ge(100)-2 x 1<C(100)-2 x 1. This is

Table 3

Computed vibrational frequencies (in cm™!) and intensities in parenthesis (in
km mol~!) for the C—H stretching modes. Frequencies have been scaled by 0.96.
Experimental results from reference [26].

Mode C(100)-2 x 1 Si(100)- Ge(100)-
2x1 2x1

Experiment
(5i(100)-2 x 1)

Acetylene

Symmetric C—H 3056.3 (49.8) 3003.5 (65.4) 3009.8 (62.3)

Antisymmetric C—H 3026.2 (17.4) 2981.4 (6.1) 2985.3 (3.5)
C—C stretch 1606.6 (2.8) 1509.1 (0.5) 1520.8 (5.2)
Benzene

C—H stretch (sp?
C—H stretch (sp?

3069.0 (16.2) 3065.1 (13.7) 3062.2 (16.3) 3044
3066.3 (20.6) 3062.7 (16.2) 3059.6 (18.1)

C—H stretch (sp?)  3045.4 (14.4) 3044.0 (3.9) 3041.7 (5.2)
3042.8 (0.0) 3040.2 (0.0)
C—H stretch (sp?)  2957.7 (0.6) 2971.9 (6.3) 2993.4 (7.4) 2945

(sp?)
(sp?)
(sp?)
C—H stretch (sp?)  3044.0 (0.0)
(sp”)
(sp”)

C—H stretch (sp®)  2958.0 (62.3) 2970.8 (11.1) 2992.1 (9.1)
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consistent with the analysis of the NEXAFS spectra, and indicates
that the C—C bond is strongest on the C(100)-2 x 1 surface, and
weakest on Si(100)-2 x 1.

The IR spectra of benzene adsorbed on the surface shows two
C—H stretching bands arising from the the sp? hybridized carbon
atoms not bonded to the surface and sp> carbon atoms bonded di-
rectly to the surface. The vibrational frequencies for the C—H
stretching modes of the sp® carbon atoms is computed to lie at
approximately 2971 cm~!, compared to an experimental value of
2945 cm~! [26]. For the sp? carbon atoms, the C—H stretching band
is predicted to lie at approximately 3063 cm~!, compared to an
experimental value of 3044 cm~! [26]. Both of the predicted fre-
quencies are a little too high, this may be a consequence of the
cluster model of the surface used will not capture the interaction
between the adsorbed molecule and the extended surface. The pre-
dicted vibrational frequencies for the sp? carbons do not vary sig-
nificantly between the three surfaces. For the sp® carbons that are
bonded directly to the surface, the predicted frequencies increase
in the order C(100)-2 x 1<Si(100)-2 x 1<Ge(100)-2 x 1. The
magnitude of the difference in frequencies between Si(100)-
2 x 1 and Ge(100)-2 x 1 is approximately 20 cm~!, which is a lit-
tle greater than the 15 cm™! observed for butadiene. The calcula-
tions indicate a decrease in frequency for the C(100)-2 x 1
surface compared with the Si(100)-2 x 1 surface, which contrasts
with acetylene for which an increase in the C—H stretching fre-
quencies is predicted.

4. Conclusions

DFT calculations of the NEXAFS and IR spectroscopy of acety-
lene and benzene have been described. Within TDDFT, core excita-
tion energies computed with a modified hybrid exchange-
correlation functional with an increased fraction of HF exchange
are in good agreement with values measured in experiment.
Although it should be noted that this functional has been opti-
mized for carbon 1s excitations, and a different fraction of HF ex-
change would be optimal for other types of core excitation. For
acetylene, the 7" excitation energy is dependent on the nature of
the underlying surface, and correlate with the length of the C—C
bond length of the adsorbed molecule with a shorter bond leading
to a higher excitation energy. For benzene, " orbitals are associ-
ated with carbon atoms that are not bond directly to the surface,
and no significant variation of the excitation energy between the
surfaces is predicted. Weaker features at higher energy arising
for o¢_y and oy_. excitations are also predicted. These bands show
a similar behavior for acetylene and benzene. The o _,, shows little
dependence on the surface, while the o}_ band is much higher for
the C(100)-2 x 1 surface than both Si(100)-2 x 1 and Ge(100)-
2 x 1 surfaces, reflecting the greater strength of the adsorbate-sur-
face bond.

Calculations of the IR spectra show the C—H stretching frequen-
cies for carbon atoms bonded directly to the surface have signifi-
cant variations between the three surfaces. The frequencies are
predicted to be 4-20 cm™! higher on the Ge(100)-2 x 1 surface
compared to the Si(100)-2 x 1 surface. For acetylene, an increase
in frequency is predicted, while for benzene a decrease in fre-
quency is predicted for the C(100)-2 x 1 surface compared to the
Si(100)-2 x 1 surface. Overall, DFT calculations can provide an
accurate description of the NEXAFS and IR spectra of these systems,
and can be a useful tool to aid the interpretation of experiment.
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