
 
 
General rights 
Copyright and moral rights for the publications made accessible in the public portal are retained by the authors and/or other copyright 
owners and it is a condition of accessing publications that users recognise and abide by the legal requirements associated with these rights. 
 

 Users may download and print one copy of any publication from the public portal for the purpose of private study or research. 

 You may not further distribute the material or use it for any profit-making activity or commercial gain 

 You may freely distribute the URL identifying the publication in the public portal 
 
If you believe that this document breaches copyright please contact us providing details, and we will remove access to the work immediately 
and investigate your claim. 
  
 

   

 

 

Downloaded from orbit.dtu.dk on: May 26, 2023

D2 dissociative adsorption on and associative desorption from Si(100): Dynamic
consequences of an ab initio potential energy surface

Luntz, A. C.; Kratzer, Peter

Published in:
Journal of Chemical Physics

Link to article, DOI:
10.1063/1.471074

Publication date:
1996

Document Version
Publisher's PDF, also known as Version of record

Link back to DTU Orbit

Citation (APA):
Luntz, A. C., & Kratzer, P. (1996). D2 dissociative adsorption on and associative desorption from Si(100):
Dynamic consequences of an ab initio potential energy surface. Journal of Chemical Physics, 104(8), 3075-
3091. https://doi.org/10.1063/1.471074

https://doi.org/10.1063/1.471074
https://orbit.dtu.dk/en/publications/8fec079e-97af-491d-aec4-2947a417dfed
https://doi.org/10.1063/1.471074


D2 dissociative adsorption on and associative desorption from Si(100):
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Dynamical calculations are reported for D2 dissociative chemisorption on and associative desorption
from a Si~100! surface. These calculations use the dynamically relevant effective potential which is
based on anab initio potential energy surface for the ‘‘pre-paired’’ species. Three coordinates are
included dynamically; the distance to the surface, the D–D bond length and a Si phonon coordinate.
Other coordinates~multidimensionality! have been included via a static approximation. Both an
asymmetric and symmetric reaction paths are considered. While energetics favors the asymmetric
path, phase space favors the symmetric one. Under the conditions of many experiments, either could
dominate. The calculations show quite weak dynamic coupling to the Si lattice for both paths, i.e.,
weak surface temperature dependences to dissociation and small energy loss to the lattice upon
desorption. These calculations do not support previous suggestions that either a strong coupling to
the lattice or ‘‘entropic’’ effects can reconcile the apparent violation of detailed balance obtained by
comparing experimental dissociation to desorption barriers. In fact, the results reported here do not
agree with several experimental findings. We discuss several possibilities for this disagreement,
including experimental artifact, limitations in the dynamical model and even the possibility that
electronically adiabatic dynamics involving the ‘‘pre-paired’’ species is not relevant to experiments
on real systems. ©1996 American Institute of Physics.@S0021-9606~96!00808-4#

I. INTRODUCTION

Hydrogen terminated Si surfaces have been well studied
within the surface science community for many years. In
part, this is due to their technological importance in passivat-
ing Si. Recently, the kinetics and dynamics of hydrogen dis-
sociation on and desorption from Si~100! have initiated con-
siderable new discussion and debate. The initial motivation
for this renewed interest was the finding that the kinetics of
associative desorption followed first-order rather than
second-order kinetics.1,2 This observation has stimulated a
rather lively debate as to the underlying mechanism. The
most generally accepted rationale for this currently is that
desorption occurs from a ‘‘pre-paired’’ configuration,3 al-
though defect mediated desorption has also often been
invoked.4–6 There is now some experimental2 and consider-
able theoretical support7,8 that the ‘‘pre-paired’’ state is a
minimum energy configuration. This does not, however,
guarantee that the first-order kinetics is due to desorption
through this configuration. One of the principal reasons that
defect models have been suggested to explain the first-order
kinetics is that the energetics of desorption from someab
initio cluster calculations4–6 was found to be larger than ex-
perimental measurements. While these calculations did allow
some substrate relaxation, otherab initio cluster calculations
employing more substrate relaxation9 as well as severalab
initio slab calculations10–12are in agreement with experimen-

tal desorption energies, so that this argument must be viewed
with some caution. It should also be pointed out, however,
that both of the latter sets of calculations are based on den-
sity functional theory, while the former are all based on con-
figuration interaction so that this may also play a significant
role in the contradictory results.

More recently, another puzzle has provoked even more
controversy, i.e., trying to reconcile associative desorption
from the monohydride phase of Si~100! with measurements
of dissociative chemisorption. Populations of internal states
of H2 and D2 thermally desorbed from Si~100! have been
measured via laser spectroscopy.13 Desorbing species were
found to be rotationally cold and only weakly vibrationally
excited. Recent laser induced thermal desorption experi-
ments also show that desorbing D2 is translationally equili-
brated at the surface temperature,14 i.e., cold as well. Com-
bining these two experiments implies that the barrier to
adsorption should be quite small.15 In contrast, all measure-
ments of dissociative chemisorption of H2 and D2 on Si~100!
find that the magnitude for this sticking is very small,15–17

consistent with a high barrier to dissociation. Since the bar-
rier to dissociation and desorption should be equivalent, the
incompatibility in the two barrier determinations has been
discussed in terms of an apparent violation of detailed
balance.15

Many ideas have been suggested to reconcile the low
sticking coefficient with the desorption data. In addition to
the rather obvious possibility of the importance of defects in
one or both processes, severalad hocmodels have also been
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suggested for the ‘‘pre-paired’’ configuration. For example, it
has been postulated that tunneling through a barrier is impor-
tant. In such a scenario, desorbing species do not reflect the
high barrier since they have tunneled through it, but the
sticking could still be low and show strongly activated
behavior.18 Another key experimental finding is that the
sticking is activated by surface temperature,15,19,20although
the magnitude of the activation observed in two experiments
is qualitatively different. The observed temperature depen-
dence is thought to be related to the fact that the adsorption
of hydrogen involves major structural relaxations of the
Si~100! surface, i.e., that the Si dimers on the clean surface
are strongly buckled relative to the surface normal while the
monohydride surface of Si~100! consists of symmetric flat
dimers. Based on this, Brenig and co-workers21 suggested
that a quite high barrier exists, but that it is located mainly in
the degrees of freedom of the Si substrate. Due to a strong
coupling between desorption and substrate relaxation in their
model, the energy released after traversing the barrier is
transferred mainly to the surface atoms. Hence the molecules
desorb with little kinetic energy, while the surface remains in
a highly excited state after desorption. Others15,11,22 have
suggested that the barrier for sticking could be partly en-
tropic in nature, i.e., a result of the high dimensionality of the
dissociation process. Only a few orientations and impact pa-
rameters of the molecule and few surface configurations are
favorable for sticking, and this results in a small sticking
coefficient. The desorption is assumed to proceed predomi-
nantly via the lowest possible barrier, involving full sub-
strate, impact parameter and orientational relaxation and
therefore with little excess energy available for the desorbing
molecules.

Recently, a detailed mechanism for the adsorption and
desorption of H2/Si~100!, involving a ‘‘pre-paired’’ state, has
been suggested on the basis ofab initio density functional
calculations.9–12,23The lowest energy pathway between the
adsorbed~monohydride! and gas phase H2 or D2 is via an
asymmetric transition state. This transition state occurs for a
Si dimer buckling angle intermediate between that of the free
surface and the flat dimer appropriate for the monohydride
surface. It has been argued10,11,23 that such a PES topology
can qualitatively reconcile many of the dynamical observa-
tions. Using a ‘‘sudden’’ approximation for sticking, it was
suggested that an incoming H2 or D2 sees a ‘‘frozen’’ Si
dimer configuration characteristic of the free lattice and for
which the barrier to dissociation is high. On the other hand,
associative desorption is taken to be a slow adiabatic process
which always finds the minimum energy pathway and thus a
much lower barrier. It is therefore suggested that such a PES
is compatible with the experimental finding of a high barrier
in dissociative adsorption and a low barrier for associative
desorption. In addition, since the barrier depends signifi-
cantly on the Si dimer angle, this provides a mechanism for
coupling of the H2 or D2 to substrate phonons and could
result in both energy loss to the substrate in desorption and a
temperature dependence of the dissociative chemisorption.
Thus, this PES was taken as partial justification for key as-

pects of the models of both Brenig and co-workers21 and
Kolasinskiet al.15

In an effort to strengthen the connection between theab
initio PES and experimental observations, we have per-
formed dynamical simulations of D2 dissociative chemisorp-
tion and associative desorption on models of the dynamically
relevant effective potentials based on theab initio PES.
These simulations included three dimensions dynamically, in
which the full coupling to a Si dimer phonon is included,
while other coordinates are treated statically. Although many
of the qualitative features discussed above do arise in the
dynamical calculations, the effects are far weaker than sug-
gested in previous interpretations of the experiments. For
example, only a modest surface temperature dependence is
predicted for dissociative chemisorption and very small en-
ergy transfer to the lattice upon desorption. We thus conclude
that adiabatic dynamics based on theab initio PEScannot
account for the experimental results, nor resolve the dynami-
cal paradox between dissociation and desorption. Several
possible reasons for this disagreement are discussed, includ-
ing experimental artifact, incomplete or inaccurate theoreti-
cal treatments and the possibility that other physical effects
entirely dominate in experiments on real surfaces.

Even though the asymmetric transition state is the mini-
mum energy path for dissociation or desorption, a somewhat
higher energy path involving a symmetric transition state
was also found in theab initio calculations.23 Because dy-
namics based on a PES involving the asymmetric transition
state gave such poor agreement with experiment, we have
also performed dynamical calculations for the effective po-
tential based on anab initioPES about the symmetric path as
well. We find weak dynamic coupling of the D2 to the Si
dimer phonons on this PES as well. Although this is a higher
energy path, the symmetric path is favored both in terms of
phase space and for higherTs , so that this path may be
important in dissociation and desorption as well as the asym-
metric one.

The rest of the paper will be organized as follows: Sec-
tion II gives a brief overview of the PES and previews the
dynamics via the application of transition state theory, Sec.
III discusses the general dynamical procedure, Sec. IV dis-
cusses theab initio PES, Sec. V presents the models of the
dynamically relevant effective potentials, Sec. VI presents
dynamical calculations of dissociative chemisorption, Sec.
VII presents dynamical calculations of associative desorp-
tion, Sec. VIII gives a comparison of the dynamical calcula-
tions to existing experiments and suggests possible reasons
for the poor qualitative agreement and Sec. IX gives a brief
summary and some conclusions. Appendix A presents the
definition of a reduced dimensionality dynamical model in
terms of the full multidimensionality and defines the dynami-
cally relevant effective potential to be used in such a case.
Simple approximations to include multidimensionality stati-
cally are also discussed there.

II. TRANSITION STATE THEORY

As a prelude to discussing the dynamics, we summarize
the results of the density functional calculations of Ref. 23 as
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follows ~see Fig. 1!: The lowest energy pathway between gas
phase D2 and dissociatively adsorbed D atoms on Si~100!
involves an asymmetric transition state located above the
lower Si atom of the buckled Si dimer. Displacements of the
Si atoms modify the barrier height for adsorption. The most
important excitation in this regard is a surface phonon mode
where bond lengths are relatively unchanged, but the lower
Si atom~principally! moves due to changes in the degree of
buckling of the Si dimer. We have introduced a generalized
coordinateY to describe the displacement of the lower Si
atom in the Si dimer relative to the flat dimer in the mono-
hydride. The energy of the clean surface as a function ofY
~lower curve in Fig. 1! shows the well-known minimum at
the buckled-dimer reconstruction. The barrier height for ad-
sorption,~upper curve in Fig. 1!, however, has its minimum
for a less buckled configuration of the Si dimer. A barrier of
0.48 eV for adsorption was obtained for the asymmetric tran-
sition state. More extensive calculations reported here~larger
surface supercell! yield a lower barrier of 0.24 eV. The re-
gime where the dimer is almost flat has a completely differ-
ent transition state; one where the D2 center of mass is mid-
way between the two Si atoms of the flat dimer~dashed line
in Fig. 1!. For this transition state, a barrier of 0.57 eV was
obtained earlier and which increased negligibly to 0.59 eV in
the larger supercell calculations reported here. A normal
mode analysis has also been performed for both of these
transition states23 and is presented in Table I.

Although the barrier through the asymmetric transition
state is lower, it is not immediately apparent that this path
will be dominant in actual experiments because this neglects
all phase space considerations. For example, in dissociative
adsorption, we would anticipate that the asymmetric transi-
tion state dominates for collisions where the impact param-
eter is near the lower Si atom of the dimer pair. On the other
hand, for impact near the center of the dimer pair, we antici-
pate that the symmetric transition state is dominant. Which
transition state is the best description for intermediate impact
parameters depends in large extent to the phase space avail-
able around these two limits.

Given only the barrier heights and normal mode frequen-

cies at the saddle point, transition state theory~TST! pro-
vides reasonable estimates of thermal rate constants. The ap-
plication of TST to dissociative adsorption and associative
desorption has been widely discussed in the literature~see
for example Weinberg24!. While not taking absolute TST
rates too seriously, the relative rates should provide a reason-
able estimate of the importance of the two transition states
since they dependboth on barrier heightand phase space.
The ratio of the two TST rates for adsorption and desorption
is given as

ksym
kasym

5e2~DUsym2DUasym!/kBTs
Pqi

6~sym!

Pqi
6~asym!

. ~1!

DUX is the zero point corrected barrier for the transition state
X, i.e.,DUX 5 VX* 1 0.5(S\v i

6 2 S\v i) whereVX* is the
barrier on the PES andv i

6 andv i are the vib rationale fre-
quencies at the transition state and in the reactant respec-
tively for all normal modes i in X. qi

6(X) 5 (1

2 e2\v i
6/kBTs)21. The first term in the ratio of Eq.~1! is the

effect of the different zero point corrected barriers for the
two transition states and the second term reflects the impor-
tance of the vibrational phase space of each.

Using the barrier heights fromab initio calculations with
the c(432) surface unit cell~0.24 and 0.59 eV! and the
vibrational frequencies of Table I, and assuming aTs5950 K
typical of laser desorption experiments, this ratio
ksym/kasym50.03346.'1. Thus, although the barrier strongly
favors the asymmetric path, phase space strongly favors the
symmetric path. The latter is due to the much lower vibra-
tional frequencies for the hindered translations in the sym-
metric relative to the asymmetric transition states. Since
these two effects largely offset each other, it is virtually im-
possible to predict which transition state is most important in
thermal rates.

Because of the possibility that either transition state may
dominate adsorption or desorption, we have calculated dy-
namical processes through both paths in order to assess the
compatibility of both with experiments.

FIG. 1. Total energy of the asymmetric and symmetric transition statesETS

for D2 interacting with Si~100! and of the clean surfaceEs as a function of
the Si dimer phonon coordinateY.

TABLE I. The normal modes of the D2 molecule at the asymmetric and the
symmetric transition state. The labels are chosen as a hint to what the mode
resembles most closely. The missing entry is the main component of the
reaction coordinate.

Normal mode
Asymmetric TS

\v @meV#
Symmetric TS

\v @meV#

Reaction coordinate i92 i134
D–D stretch 127 184
Si–D2 stretch 71 •••
Hindered cartwheel 117 81
Hindered helicopter 67 57
Translation parallel to dimer ••• 11
Translation normal to dimer 32 3.5

Sum of real modes 414 336
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III. DYNAMICAL MODELS: GENERALITIES

A full adiabatic description of D2 dissociation and de-
sorption from Si~100! is given in terms of multidimensional
dynamics. However, for computational tractability, we con-
sider here only reduced dimensionality dynamical models.
The Appendix gives the appropriate definition of such a re-
duced dimensionality model in terms of two classes of inter-
nal coordinates; ‘‘active’’ coordinatesr that are strongly in-
volved in the reaction and ‘‘spectator’’ coordinatesQ which
are assumed to couple only weakly to the reaction coordi-
nate. It is shown there that the role of the ‘‘spectator’’ coor-
dinates should be included in the reduced dimensionality
model by solving ther dynamics using an effective potential
Ueff

Ueff~r !5V0~r !1
1

2
S\vk~r !, ~2!

whereV0~r ! is the potential with allQ relaxed andvk~r ! are
the frequencies of theQ modes and which depend parametri-
cally on r .

For reduced dimensionality dynamical calculations, we
need both the bare potentialV0~r ! and the ‘‘spectator’’ fre-
quenciesvk~r !, for all r . Often, only the bare PESV0~r ! and
frequencies of ‘‘spectator’’ modes at the transition state are
calculated in theab initio calculations. We therefore will
assume thatUeff is identical in shape to the bare PES, but
with the barrier height adjusted to contain the effects of
‘‘spectator’’ mode zero point.

For D2 dissociation or associative desorption on Si~100!,
we take as ‘‘active’’ coordinatesZ the distance of D2 to the
surface,D is the D2 internuclear separation and a phonon
coordinateY. As ‘‘spectator’’ modes we take those modes
which become the frustrated translations and rotations of the
molecule–surface complex and which are not treated dy-
namically. Further, since the saddle point is the critical part
of the PES defining reaction, we take the normal coordinates
Q to be defined as those appropriate for ther corresponding
to the transition state, i.e., the four modes and frequencies
defined in Table I. Then, the barriers in the effective potential
Ueff appropriate for D2 dissociative adsorption are given as
DUasym 5 Vasym* 1 0.14 eV for the asymmetric path and
DUsym 5 Vsym* 1 0.08 eV for the symmetric path.VX* is the
bare PES barrier andDUX is the barrier on the effective
potentialUX . Analogously, for desorption we findDUasym

5 Vasym* 1 DH 1 0.03eVandDUsym5 Vsym* 1 DH 2 0.03eV
whereDH is the exothermicity of adsorption. All hindered
external modes of the adsorbed monodeuteride phase are
taken as 54 meV.23 The differences in zero point corrections
to the effective activation energies between adsorption and
desorption simply reflect the differences in zero point of the
adsorbed species relative to that of the gas phase species.

OnceUeff is available, only the relevant masses need be
specified for full definition of the reduced dimensionality
dynamical model. For D2 on Si~100!, we use obvious D2
translational and vibrational masses forZ andD. ForY, we
use a mass of 28 a.m.u. since this is the appropriate mass for

rotation about the upper~largely fixed! Si atom of the dimer
pair.

IV. Ab initio PES

In the D2/Si~100! system, adsorption and desorption are
intimately related to the reconstruction of the surface. At
saturation coverage, no dangling bonds exist at the surface,
and a reconstruction built up from flat, symmetric monodeu-
teride units is stable. On the clean surface, each atom of the
Si dimers is associated with a dangling bond. Different re-
constructions have been proposed for this surface. Mean-
while there is general agreement in the literature that the Si
dimers are stabilized by buckling. This relaxation allows the
lower Si atom to become closer tosp2 hybridization, and the
occupation of its dangling bond is reduced. The energetic
gain from rehybridization is partly canceled by increased
mechanical stress in the substrate. Several higher-order re-
constructions, withp(232) orc(432) unit cells, have been
proposed, that could possibly allow for a further stabilization
of the buckled dimers on the clean surface. These reconstruc-
tions are locally undone by the adsorption of deuterium~or
hydrogen!. Upon adsorption of D2, the lower Si atom of the
dimer returns tosp3 hybridization, and the extra surface
stress associated with the buckling is released. The energetics
of D2 dissociation on Si~100! therefore involves a delicate
interplay between the hybridization of the surface atoms and
deformation of the substrate.Ab initio total-energy calcula-
tions give the opportunity to study this interplay in great
detail.

The work presented here is mostly based on calculations
employing a 231 surface unit cell, the smallest possible
choice that allows for a correct description of the dimeriza-
tion and buckling, and allowing for relaxation of two layers
of the substrate. The technical details of the calculations are
described in Ref. 23. Electronic exchange and correlation
effects are accounted for within the framework of density
functional theory, employing the gradient-corrected func-
tional suggested by Perdew and co-workers.25

For a detailed dynamical study, a complete multidimen-
sional PES is required. This poses a computationally difficult
task, since the PES is a function of all molecular and sub-
strate coordinates. To make the problem tractable, we use the
231 unit cell in the full PES calculations, and restrict our-
selves to the most important molecular coordinates,Z andD
as discussed in the previous section. Our aim is to develop a
3D PES for these two degrees of freedom and one substrate
coordinateY, and with all other coordinates in the unit cell
fully relaxed. For both the symmetric and the asymmetric
transition state, the following procedure was employed.

First we determine the PES in two molecular coordinates
Z andD, freezing the impact site and molecular orientation
to the geometry at the transition state and also freezingY at
the value yielding the lowest barrier. For the asymmetric
transition state we assume that the molecule approaches~or
leaves! the surface at an angle of;60° from the surface
normal, as suggested by the calculated forces acting on the
molecule. For the symmetric transition state, approach per-
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pendicular to the surface is assumed. We have concentrated
on the part of the PES around the transition state and be-
tween it and the gas-phase because this is the crucial part in
determining both the dissociation probabilities and the
amount of coupling between translation and surface vibration
in desorption.Z vsD contour plots of the PES are shown in
Figs. 2 and 3. They show the well-known elbow shape char-
acteristic of a reactive PES. The asymmetric PES shows a
more pronounced stretch of the D–D bond at the transition
state.

The reaction path in theZ,D plane is determined from
these contour plots by finding the steepest descent path from

the transition state. In a second step, we calculate slices
through the multidimensional PES for different values ofY,
with theZ,D coordinates varying along the reaction path. In
these calculations, the local geometry of the D–Si–D group
in the asymmetric transition state~the local geometry of the
Si–D–D–Siunit in the symmetric transition state! was held
fixed when varyingY. @The potential energy for variousY
~and for Z andD along the reaction path! is displayed in
Figs. 5 and 7 for the asymmetric and the symmetric paths
respectively. This procedure allows us to sample the relevant
information contained in the 3d PES ofZ,D,Y coordinates
and insures that the forces about the minimum energy path
are correct.#

To check the validity of these results, we also perform
some calculations using ac(432) unit cell. The two Si
dimers in this unit cell were both allowed to relax freely, and
a ground state with alternating buckling is determined for the
bare surface. Substrate relaxation was taken into account in
the first four layers of Si to allow for a better convergence of
the elastic energy contribution. D2 is placed above one of the
Si dimers, in the local geometry of either the asymmetric or
the symmetric transition states determined via the~231! unit
cell, and again the substrate is allowed to relax. The barrier
height in thec(432) unit cell is calculated using the true
c(432) ground state, with alternating buckling, as the ref-
erence for the potential energy. For the asymmetric transition
state, we recover the result that the Si dimer active in the
reaction is less buckled than the bare surface. The Si dimer
not involved in the reaction, on the other hand, shows a
slightly stronger buckling than the bare surface equilibrium.
This larger calculation results in a value for the barrier height
of 0.24 eV, slightly lower than the 0.48 eV obtained with the
231 unit cell. The difference might be due to the fact that
elastic strain can be relaxed more easily if more degrees of
freedom in the Si substrate are included. For the symmetric
transition state, we considered both configurations where the
neighboring, inactive Si dimer was either buckled or hori-
zontal. The reaction barrier was found to be 0.59 eV in both
cases, in close agreement with the 0.56 eV obtained using the
231 unit cell. We conclude that the calculations using the
231 unit cell give a correct qualitative picture of the PES
governing the reaction, but that the value for the barrier
height for the asymmetric transition state is slightly lower
than inferred from these smaller calculations.

V. MODELS OF Ueff

Simple analytic forms are needed to modelUeff @Eq. ~2!#
for use in the dynamical calculations and which are based on
the ab initio PESs described in the previous section. The
general procedure will be to assume that the shapes ofUeff
are similar to those of theab initio bare PES from the~132!
unit cell calculations, but that barrier heightsDUX are based
on theab initio c(432) VX* and zero point corrections~vi-
brational frequencies at the transition state! are obtained
from the ~132! calculations. These modelUeff PES assume
that the total PES is divided into two regions; an entrance

FIG. 2. Equipotential contours of theab initio PES for D2 interacting with
Si~100! at a fixed phonon coordinate ofY520.47 Å. This produces con-
tours about the asymmetric transition state in terms of the center of mass
distance of the D2 to the surface as measured byZ0 and the D–D distance D.
The contour interval is 0.05 eV and the origin of energy is given by the free
surface~Y520.69 andZ0 large! plus the energy of a free D2.

FIG. 3. Equipotential contours of theab initio PES for D2 interacting with
Si~100! at a fixed phonon coordinate ofY50. Å. This produces contours
about the symmetric transition state in terms of the center of mass distance
of the D2 to the surface as measured byZ and the D–D distance D. The
contour interval is 0.05 eV and the origin of energy is given as the surface
at Y50 ~andZ large! plus the energy of a free D2.
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channel described by a molecular potentialVM and an exit
channel described by an atomic potentialVA . The total PES
is given via a Lennard-Jones style mixture,

Ueff~Z,D,Y!50.5@VA1VM2A~VA2VM !21x2#, ~3!

wherex is a mixing parameter.

A. Asymmetric Ueff

In this section, we present the model PES for the asym-
metric reaction path. In this case,VM is given as

VM5WmFm@Fm2gm~ZD!#2Vmin~ZD!

10.5k~Y10.69!21Vme
2am~Y!ZD. ~4!

The appropriate distance parameter to the surfaceZD is taken
as the perpendicular distance of the D2 center of mass to the
lower Si atom in the dimer pair,ZD5cos~60°!(Z02Y) with
Z0 the oblique coordinate corresponding to the;60° ap-
proach to the surface. The origin of the phonon coordinateY
is taken as the flat dimer and spans the range 0 to20.75 Å.

The first two terms describe a Morse-like potential be-
tween the two D atoms in D2. However, the well depth is
weakened and the equilibrium bond length stretched in a
smooth fashion as the molecule approaches the surface. This
form of a modified Morse potential has been defined
previously;26 Wm is the free D2 well depth, Fm

5 e2lm(D2D0) the exponential term in the free D2 Morse po-
tential,gm(ZD) is a variable attraction term and is given as
gm(ZD)5(22hm)1hm tanh[(ZD2OZ)/WZ] and Vmin(ZD)
is theZD dependent well depth of the D2 molecule. Param-
eters for the free molecular Morse potential were typical D2
parameters. The third term in Eq.~4! represents the potential
of the dimer phonon. Since this PES was originally intended
to only describe dissociative chemisorption, andY is only
modestly changed at the transition state from that of the free
surface, we have used a harmonic approximation~centered
about the free surface buckling!. k is chosen to give a surface
phonon frequency of 20 meV, close to that in theab initio
calculations.23 The last term describes the Pauli repulsion as
D2 approaches the surface. In order to force the minimum
barrier to occur forY520.47 Å, the exponential term is
made a function ofY,am(Y) 5 am 1 0.15e2(Y10.47)2/0.0625.

In a somewhat similar manner,VA was defined as

VA52WaFa@Fa2ga~D !#2Vmin~D !10.5kY2

1Vae
2aaD. ~5!

The first two terms describe a Morse like potential be-
tween a D atom and the surface~lower Si atom of the dimer
pair!. However, as before the well depth is weakened and the
equilibrium bond length stretched in a smooth fashion as the
D atoms come together to form a molecule. This describes
the fact that the atoms cannot make bonds to the surface until
the intermolecular bond is broken.Wa is the D–Si well
depth,Fa 5 e2la(ZD2Z0) the exponential term in the bare
D–Si Morse potential,ga(D) is the variable attraction term
and is given asga(D)5(22ha)1ha tanh[(D2OD)/WD]
andVmin(D) is theD-dependent well depth of D–Si.Wa ,

la , andZ0 are taken to match typical D–Si bond energies,
vibrational frequencies, and equilibrium lengths. The second
and third terms are the harmonic phonon potential and an
exponentially repulsive term to force the dissociated atoms
apart. The same phonon force constant is used here as inVM .
Parameters used in the model PES are given in Table II.

The top part of Fig. 4 showsZ0 vs D contours of this
model PES for a fixed value ofY520.47 Å which corre-
sponds to theY of the minimum barrier. This barrier is 0.47
eV, slightly in excess of the barrier in the effective potential
Uasymof 0.38 eV@based on thec ~432! supercell#. We also
see that the D–D bond is stretched nearly 0.22 Å at the
transition state, in very good agreement with theab initio
PES~see Fig. 2!.

The bottom part of Fig. 4 showsZ0 vsY contours of the
model PES.D values were adjusted for eachZ to fall along
the path of steepest descent in theZ0 vs D contours of the
top part of the figure (Dsd). This contour plot illustrates the
shift in the minimum energy withY as D2 approaches the
surface. It also shows that the contours are rather flat alongY
in the region of the entrance channel likely to be important in
dissociation~or desorption! dynamics.

Figure 5 compares one dimensional cuts through the
modelUasym PES to similar cuts through theab initio PES
based on the~132! supercell calculations. These cuts are
plotted as a function ofZ0 for fixed Y and forD chosen as
Dsd . It is evident that there is very good qualitative agree-
ment between the model andab initio PES. The variation of
the barrier height withY is similar as well as the fact that the
barrier moves in and out alongZ0 as a function ofY. To
anticipate dynamical calculations, we note that the variation
of barrier height withY and the breathing in and out of the
barrier withY ~so-called ‘‘recoil’’! can both produce a dy-
namic coupling to the phonon coordinate.

TABLE II. Potential energy parameters used in the model PES.

PES parameter Asymmetric PES Symmetric PES

Wm ~eV! 4.75 4.75
lm ~Å21! 1.95 1.95
D0 ~Å! 0.74 0.74
hm 0.5 0.15
OZ ~Å! 1.85 1.91
WZ ~Å! 0.26 0.26
k~eV Å22! 2.71 2.71
Vm ~eV! 350. 150.
am ~Å21! 3.07 2.55
WY ~eV! ••• 0.14
lY ~Å21! ••• 3.10
Wa ~eV! 3.57 3.57
la ~Å21! 1.46 1.46
Z0 ~Å! 1.53 1.53
ha 0.5 0.5
OD ~Å! 1.06 0.87
WD ~Å! 0.26 0.26
Va ~eV! 20. 17.5
aa ~Å21! 1.89 2.08
x ~eV! 1.0 1.0
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B. Symmetric Ueff

The modelUsym PES about the symmetric path was cre-
ated in a similar manner to that for the asymmetric one.VM

is given as

VM5WmFm@Fm2gm~ZD!#2Vmin~ZD!1WYFY~FY22!

1Vme
2amZD. ~6!

The appropriate distance parameter to the surfaceZD in this
case is taken asZD5Z20.4Y with Z as the normal distance
of D2 to the flat dimer. BecauseVM samples a very wide
range ofY from the asymptotic entrance channel to the tran-
sition state in this case, it was not sufficient to use a har-

monic approximation for the phonon coordinate. We utilized
a Morse potential in2uYu centered atY50.69 Å, e.g.,FY

5 e2lY(2uYu10.69). Also, in this case it was not necessary to
make the Pauli repulsion termY dependent to force the mini-
mum barrier to the flat dimer position.VA was the same as
that in Eq.~5!. For this part of the PES, a harmonic approxi-
mation to the phonon coordinate was appropriate. The pa-
rameters for this PES are also given in Table II.

The top half of Fig. 6 gives theZ vs D potential con-
tours for this model PES and forY50. The overall barrier
height relative to the entrance channel is ca. 0.65 eV, in very
good agreement with the barrier of 0.67 eV forUsymmbased
on theab initio calculations@and thec(432) supercell for
bare PES barrier height#. At the transition state along this
path, the D–D bond is stretched ca. 0.1 Å, considerably less
than in the transition state for the asymmetric path. This
contour diagram is also in very good agreement with theab
initio bare PES of Fig. 3.

The bottom part of Fig. 6 showsZ vs Y contours of the
model PES for values ofD asDsd from the top part of the
figure. This plot illustrates how the minimum in energy var-
ies from uYu50.69 Å toY50 as the D2 approaches the sur-
face and dissociates. A barrier increase withY is also evi-
dent.

Figure 7 compares one dimensional cuts through this

FIG. 4. Equipotential contours of the modelUasymPES about the asymmet-
ric path. Contour intervals are 0.1 eV. The thickest contour represents the
zero of energy, solid lines are positive energy contours and dashed lines are
negative energy contours. The zero of energy is taken forZ0 large and
Y520.69 Å. ~top! Contours plotted as a function of the oblique distance to
the surfaceZ0 and internuclear separationD for a fixedY520.47 Å. ~bot-
tom! Contours plotted as a function of the oblique distance to the surfaceZ0
and the phonon coordinateY. D is chosen for eachZ0 as that of steepest
descent from the transition state atY520.47 Å.

FIG. 5. Comparison of the modelUasym to theab initio PES in the general
region of the asymmetric transition state. Several one-dimensional ‘‘cuts’’
through the PES are presented at differentY. The potential energy
V(Z0 ,Dsd,Y) is plotted againstZ0 . Dsd is the value ofD obtained at each
Z0 by steepest descent on the PES at a fixedY520.47 Å. ~a! ab initio PES
and ~b! modelUasym.
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model PES to those for theab initio PES. These cuts are
plotted as a function ofZ for fixedY and forDsd at the given
Z. Although there is good qualitative agreement between
these two, the model PES contains a somewhat stronger
variation of the barrier height withY. However, it must be
remembered that the model is a model ofUsym and not the
bareab initio PES. Again, to anticipate dynamical calcula-
tions, we note that for the symmetric path, there is very little
breathing in and out of the barrier withY, i.e., little ‘‘recoil.’’

VI. DISSOCIATIVE ADSORPTION

Because tunneling has been suggested to be important in
the dynamics and as a possible resolution of the

dissociation–desorption paradox, we have utilized conven-
tional wavepacket quantum dynamics to solve for dissocia-
tion on the reduced dimensionality (3d) model PES ofUX

described in the previous section. The dependence of the
dissociation probabilityS on incident energyEi is calculated
for initial D2 vibrational statesv and initial surface oscillator
statesn. TheTs dependence is calculated forv50 states at
several fixedEi by performing Boltzmann averages over
separate calculations for a range of initialn. The details of
such calculations are similar to those described previously
for the dissociation of alkanes on metal surfaces.27

A. Asymmetric path

1. Dependence of S on E i

The top portion of Fig. 8 shows the logarithm of the
calculated dissociation probability for D2 on Si~100! as a
function ofEi for bothv50 andv51 with n50 (Ts50).S
for v50 andn50 is also shown using a simple ‘‘sudden’’
dynamical calculation based on the same PES~see below!.

For v50, where the most extensive calculations exist,
the dependence onEi can be approximately divided into two
regions. Below an energy of;0.45 eV,S is dominated by
tunneling and decreases exponentially with decreasingEi .
Above this energy,S increases only slowly with increasing

FIG. 6. Equipotential contours of the modelUsym about the symmetric path.
The thickest contour represents the zero of energy, solid lines are positive
energy contours and dashed lines are negative energy contours. Positive
contour intervals are 0.1 eV and negative contour intervals 0.05 eV. The zero
of energy is taken forZ large andY50 Å. ~top! Contours plotted as a
function of the distance to the surfaceZ and internuclear separationD for a
fixedY50 Å. ~bottom! Contours plotted as a function of the distance to the
surfaceZ and the phonon coordinateY. D is chosen for eachZ as that of
steepest descent from the transition state atY50.

FIG. 7. Comparison of the modelUsym to theab initio ‘‘bare’’ PES in the
general region of the symmetric transition state. Several one-dimensional
‘‘cuts’’ through the PES are presented at differentY. The potential energy
V(Z,Dsd,Y) is plotted againstZ. Dsd is the value ofD obtained at eachZ by
steepest descent on the PES at a fixedY50. ~a! ab initio PES and~b! model
Usym.
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Ei . In this region, the rather gradual approach to the asymp-
totic high energy limit (S51) is due to energy transfer into
the lattice so that not all ofEi is available to reaction. Note
that the boundary between the two regions appears to be
approximately at the barrier along the minimum energy path
~Y520.47 Å!, rather than at 0.8 eV, the barrier in the model
potential at the initial dimer tilt angle~Y520.69 Å!. This
suggests that there is considerable ‘‘steering’’ of theY coor-
dinate as the D2 approaches the surface, especially at lowEi .
This contention was confirmed by looking at the actual co-
ordinate dependences of the wave packets during the time
evolution of the system. As the D2 approached the surface,
there is almost complete steering inY before hard impact
with the surface.

Further confirmation for the importance of steering is
evident in a comparison with the results of a sudden calcu-
lation based on the same PES.Ssuddenis given by

Ssudden~v50,n50!5E S2d~Z,D;Y!uc0* ~Y!c0~Y!udY,

~7!

with S2d(Z,D;Y) the results of a two-dimensional dynamical
calculation based on a fixed value ofY for the surface oscil-

lator coordinate in the model PES andc0(Y) the ground
state vibrational eigenfunction for the surface oscillator. This
sudden approximation neglects all dynamic coupling to theY
coordinate, i.e., both ‘‘steering’’ and energy transfer to the
lattice ~‘‘recoil’’ !. Over most of the energy range,
Ssudden~v50, n50! is nearly two orders of magnitude less
than the full three-dimensional dynamical calculation
S3d(v50, n50). This difference reflects the importance of
‘‘steering’’ in finding the minimum energy path. At the high-
estEi , Ssudden~v50, n50! is in fact larger thanS3d(v50,
n50), reflecting the neglect of energy transfer to the lattice
in the sudden approximation.

Several previous qualitative discussions of the dissocia-
tion of H2 and D2 on Si~100!10,11,15have been based on the
sudden approximation. We see here that such an approxima-
tion is not particularly valid. The justification cited for the
applicability of the sudden approximation was a time scale
argument, i.e., that the vibrational period of a surface atom is
an order of magnitude longer than the collision time. How-
ever, the sudden approximation is formally based on a semi-
classical approximation and the assumption thattcv i f /\'0,
wheretc is the collision time andv i f is the frequency dif-
ference between the initial and final states. Hence, the sud-
den approximation also depends on the extent of energy
transfer as well. The wavepacket calculations show modest
energy transfer to the surface (Dn.1) at impact~principally
due to recoil!. Thus, the limited separation of the time scales
coupled with the energy transfer do not make the sudden
approximation a very accurate description of the full dynam-
ics.

The shift of the curve forS3d(v51, n50) towards
lower Ei relative to that ofS3d(v50, n50) is in complete
accord with expectations based on theZ vs D contour plot
~top of Fig. 4!. Many two-~and higher! dimensional dynamic
studies28 have emphasized the role of initial vibration as well
as translation in overcoming a barrier when the saddle point
occurs at a stretched vibrational coordinateD. For this sys-
tem, a so called vibrational efficacy of;0.5 is obtained for
D2, i.e., the shift of the sticking curve to lowerEi is roughly
half of the added vibrational energy.

2. Dependence of S on T s

The lower part of Fig. 8 shows the calculatedTs depen-
dence forS3d(v50) plotted in an Arrhenius fashion for sev-
eral initial incident energies. TheTs dependence is very
small and only mildly dependent on initial energy. To the
extent that theTs dependence can be phenomenologically
described by an Arrhenius expression, the apparent activa-
tion energy atEi50.25 eV is only 0.04 eV. It must be em-
phasized, however, that theTs dependence in this calculation
arises from purely dynamic coupling and the Arrhenius ex-
pression and apparent activation energy have no fundamental
meaning.

The weakness of theTs dependence ofS implies that the
net dynamic coupling of the reaction to the lattice is rather
weak. This conclusion is also qualitatively suggested in the
Z0 vsY potential contour~bottom of Fig. 4! since the poten-

FIG. 8. Quantum dynamical calculation of the dissociative chemisorption
probability S using Uasym as the PES log (S) is plotted as a function of
initial energy for different initial D2 vibrational statesv and forTs50 (n
50) ~top! and as a function of reciprocal surface temperature for different
incident energiesE ~bottom!. A sudden calculation ofS is also given for
comparison in the top part of the figure.
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tial energy in the entrance channel is relatively independent
of Y over most of the PES region sampled prior to dissocia-
tion. As discussed previously in Sec. V A and exemplified in
Figs. 1 and 5, there are two types of dynamic couplings for
the asymmetric path. First, as the D2 approaches Si~100!, the
D2 ‘‘pulls’’ on the lower Si atom of the dimer pair in an
attempt to decreaseuYu and minimize the barrier to dissocia-
tion. However, in addition, the incoming D2 ‘‘pushes’’ on the
repulsive wall of the lower Si atom, i.e., couples via ‘‘re-
coil.’’ The full dynamic coupling is the sum of both effects,
and since they oppose each other the net coupling is quite
weak. This cancellation can be quantified by comparing the
forces]V(Z,D,Y)/]Y along the reaction path for the model
PES in which the full coupling is present to others in which
‘‘recoil’’ is explicitly excluded or where only ‘‘recoil’’ cou-
pling is included. Over most of the entrance channel, the
forces due to recoil dominate. The net forces, however, are
considerably smaller than for a PES where either coupling
alone is present. Dynamic calculations where only recoil is
present in the model PES predict aTs dependence ofSmany
order of magnitudes larger than that in Fig. 8.

Another recent quantum dynamical calculation,29 similar
in spirit to that presented here, finds substantially largerTs
dependence. This calculation, however, is based on a differ-
ent model of theab initio PES than that used in this paper. In
particular, their model PES, while accounting for the modu-
lation of the barrier up and down withY contains very little
‘‘recoil,’’ i.e., modulation of the barrier in and out withY,
and which is clearly apparent in theab initio points. We
suspect that this accounts for their finding of a much larger
dependence ofS0 on Ts since the two modulations oppose
each other. There must remain, however, some uncertainty in
the magnitude of theTs effects since the net coupling is
caused by the cancellation of two larger couplings.

B. Symmetric path

1. Dependence of S on E i

The top portion of Fig. 9 shows the logarithm of the
calculated dissociation probability for D2 on Si~100! as a
function ofEi for v50 andn50 (Ts50) on the model PES
about the symmetric path. BelowEi'0.8 eV, the dissocia-
tion probability decreases roughly exponentially with de-
creasingEi . At anEi50.65 eV corresponding to the barrier
height along the minimum energy path (Y50), the dissocia-
tion probability is still relatively small. This low probability
implies that ‘‘steering’’ to the minimum energy configuration
is not as dominant on this PES. Instead, the dissociation
process seems to proceed with barriers characteristic of a
range ofY intermediate betweenY50 and the initial state
Y520.69 Å ~see Figs. 6 and 7!.

2. Dependence of S on T s

The bottom part of Fig. 9 shows the calculated depen-
dence onTs for several initialEi ~for v50!. In terms of a
phenomenological Arrhenius expression, the results can be
approximately described in terms of apparent activation en-

ergies; 0.07 eV atEi50.4 eV decreasing to 0.02 eV at
Ei50.7 eV. Again, such Arrhenius expressions have no fun-
damental meaning.

ThisTs dependence is also quite weak. Inspection of the
contours at the bottom of Fig. 6 shows that the potential is
nearly independent ofY over much of the entrance channel
~excepting the actual barrier and far entrance channel re-
gion!, again indicative of weak dynamic coupling. We also
compare theTs dependence calculated dynamically to that
predicted using a sudden approximation forEi50.5 eV.

Ssudden~v50,Ts!

5E (
n

PnS2d~Z,D;Y!ucn* ~Y!cn~Y!udY, ~8!

with S2d(Z,D;Y) the results of a two dimensional dynamical
calculation based on a constant value ofY for the surface
oscillator coordinate in the model PES,cn(Y) the nth state
vibrational eigenfunction for the surface oscillator andPn is
the relative Boltzmann population of thenth surface oscilla-
tor state atTs . In the sudden approximation, an increase inS
with Ts should arise from anharmonicity in the surface os-
cillator ~when D2 is far from the surface! since the higher the
excitation ofn, the smaller is the centroid ofuYu and the
lower the barrier to dissociation~seeZ vsY contours in Fig.

FIG. 9. Quantum dynamical calculations of the dissociative chemisorption
probabilityS using the model PESUsym log (S) is plotted as a function of
initial energy for the ground D2 initial state and forTs50 (n50) ~top! and
as a function of reciprocal surface temperature for different incident energies
E ~bottom!. A sudden calculation ofS at E50.5 eV is also given for com-
parison in the bottom part of the figure.
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6!. The result~dashed line in the bottom of Fig. 9! is nearly
indistinguishable from the full dynamic calculations. Thus,
theTs dependence in the dynamic calculations is nearly fully
determined by the static initial state properties. In this case,
energy transfer to the lattice is even smaller than in the
asymmetric case due to the smaller ‘‘recoil.’’ Hence, the sud-
den approximation appears to be more valid.

C. Comparison of asymmetric and symmetric paths

For a comparison of the relative importance of the asym-
metric and the symmetric paths in dissociative chemisorp-
tion, it is important that the best estimates of the PES barriers
in Ueff be utilized. Based on the barrier height calculations
from the c(432) supercell, combined with the vibrational
frequencies of theQ modes from the~132! supercell~Table
I!, we estimate barrier heights of 0.38 and 0.67 eV for the
asymmetric and symmetric paths, respectively. These barri-
ers are slightly different than those of the model PES used in
the calculations for Figs. 8 and 9. We therefore use the static
approximation outlined in the Appendix@Eq. ~A13!# to adjust
the calculations of Figs. 8 and 9 to those appropriate for the
best estimate barriers. Results forv50 andn50 (Ts50)
using this correction are shown in Fig. 10~a!. It is evident
that because of the lower barrier, the asymmetric path is
predicted to dominate all sticking measurements. This com-
parison, however, neglects entirely the importance of the vi-
brational phase space associated with the ‘‘spectator’’ modes.

Figure 10~b! shows the predicted 7d dissociation dy-
namics when the externalQ coordinates~Table I! are in-
cluded via the static approximations outlined in Eq.~A14! of
the Appendix. For the plot, we have somewhat arbitrarily
chosen a value ofj50.2. This corresponds to moderate steer-
ing. We note the large decrease inS for both dissociation

paths, even at very largeEi . This reduction ofS is due to the
restricted vibrational phase space for dissociation caused by
the relatively large vibrational frequencies of the external
modes at the transition state. These curves include all aspects
of the so called ‘‘entropic’’ barriers discussed by Kolasinski
et al.15 The suppression ofS for the asymmetric path is
larger than for the symmetric path, in complete agreement
with the phase space estimates of transition state theory~Sec.
II !. The rationale for the smaller phase space of the asym-
metric path is again the higher frequencies of the frustrated
translations at the transition states. We now see that inclusion
of the phase space produces a dominance of the symmetric
path for incident energies above 0.8 eV. Smaller values ofj
produce even larger reductions inS and lower incident ener-
gies for the crossover between asymmetric and symmetric
dominated dissociation.

BecauseS increases withTs more for the symmetric
path than the asymmetric one, the symmetric path becomes
increasingly important asTs is raised. Figure 10~c! shows the
predicted dissociation probabilities for 7d dynamics and for
a Ts5600 K, again withj50.2. We see that the symmetric
path is predicted to dominate at thisTs for all Ei.0.6 eV.

Averaging the 7d sticking curves of Fig. 10 over a ther-
mal distribution ofEi characteristic of a gas temperature
Tg5300 K yields thermally averaged sticking coefficients.
Because of the uncertainty of the extent of steering and the
approximations inherent in the multidimensional formula-
tion, we make no conclusions about the absolute magnitude
of the thermalS. ForTs5600 K, contributions to the thermal
~Tg5300 K! S are now only two orders of magnitude larger
from the asymmetric than the symmetric path. When
Tg5Ts;750 K, the contributions are equivalent from both
paths. Note that this is the same conclusion as reached via
the TST arguments. In the convolutions, incident energies of
ca. 0.3–0.4 and 0.5–0.6 eV dominate the thermalS for the
asymmetric and symmetric paths respectively, depending
uponTg . This demonstrates that classical ‘‘over the barrier’’
dissociation is a reasonable description of the thermal rates,
and tunneling effects seem to be rather minor in dissociation.

VII. ASSOCIATIVE DESORPTION

The simplest possible dynamical model to describe asso-
ciative desorption involves solving the same dynamics as for
dissociation, but backwards. We take initial conditions for
the wavepackets~or classical trajectories! as those appropri-
ate for two adsorbed D atoms on the surface that are well
separated. In this entrance channel for desorption, motion
alongZ is initial vibration of the D–D pair against the sur-
face~quantum statevz! while motion alongD is represented
as the two atoms approaching each other with initial transla-
tional energyED . For quantum dynamics, this latter is rep-
resented as a Gaussian wave packet.Y is defined identically
as in dissociation. The exit channel for desorption corre-
sponds to the D2 leaving the surface with vibrational statev
and with translational energyEf . Just as in dissociation, we
consider that only these three modes are ‘‘active’’ and couple
to the reaction coordinate. All other modes are considered as

FIG. 10. Comparison of the dissociative chemisorption probability through
the asymmetric~solid line! and symmetric~dashed line! paths. The results
for both are based on best estimates of the barrier heights ofUeff . ~a!
S3d(Ts50), ~b! S7D(Ts50), and~c! S7D(Ts5600 K!.
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‘‘spectators.’’ In this model of desorption, we assume that all
energy transfer between the ‘‘spectator’’ modes and the ‘‘ac-
tive’’ modes occurs in the entrance channel, so that desorp-
tion can be viewed as an initial value problem. The popula-
tion of all initial states and energies is assumed to be
Boltzmann at the surface temperatureTs . Alternatively, it is
possible to consider desorption models where most of the
energy transfer between ‘‘spectator’’ and ‘‘active’’ modes oc-
curs near the transition state and a Boltzmann distribution of
states there and along the reaction coordinate are the initial
conditions.30 Since our interest in desorption is principally in
the extent of energy transfer from translation to the lattice in
the desorption exit channel, and this is essentially the same
in the two models, we treat only the entrance channel model
in reduced dimensionality dynamics.

To assess the importance of tunneling in the desorption
process, we first consider a two-dimensional quantum dy-
namical model for desorption through the symmetric transi-
tion state. We calculate~relative! desorption rateskdes
5 Pvz

PED
Sdes(vz ,ED), wherePvz

andPED
are Boltzmann

populations of the initial statesvz and ED at Ts and
Sdes(vz ,ED) is the dynamic calculation for desorption ob-
tained by solving the sticking problem backwards with the
initial conditionsvz andED . kdes for Ts5750 K is shown in
Fig. 11 for several initialvz and plotted against the total
energyEtot5Evz1ED . Initial excitation in bothvzandED are
necessary for a largeSdes(vz ,ED). This is consistent with the
PES topology evident in theZ vsD contour at the top of Fig.
6. The heavy vertical line in Fig. 11 indicates the classical
barrier position forUsym. kdes peaks near this barrier. The
decreases atEtot below the barrier is due to fall off of
Sdes(vz ,ED) due to tunneling, while the decrease above the
barrier is due to the fall off of the Boltzmann populations of
the initial states. Again, this is the traditional picture of a
classical reaction, i.e., where the overall reaction is domi-
nated by the tail of the Boltzmann distribution of initial
states at the top of the barrier. We thus conclude that the

early suggestion18 that tunneling could account for the dis-
crepancy between adsorption and desorption barriers cannot
be valid. Because tunneling does not seem to dominate de-
sorption, we employ a quasiclassical treatment for the model
where coupling toY is included dynamically.

Quasiclassical three dimensional dynamical models of
desorption consisted of solving the classical equations of
motion ~trajectories! on the model PES ofUeff using quasi-
classical initial conditions for the surface oscillator staten,
the vibration against the surfacevz and for translationED .
For the vibrations, these involved using the quantum energy
levels as initial energies and an average over vibrational
phase. All initial states were taken from Boltzmann distribu-
tions for aTs5750 K. Metropolis Monte Carlo averaging of
many trajectories~typically 50 000! was used to obtain all
average properties of thermal desorption. Importance sam-
pling was used to only sample total energiesEtot 5 ED 1 Evz
1 Ey aboveDUeff–0.1 eV since all total energies below the
barrier cannot desorb classically.

Desorption on the symmetric PES predicts the following
classical averages for the three final energies;^Ef&50.63 eV,
^Ev&50.11 eV and̂ Ey&50.10 eV. The most important find-
ing is that the particle desorbs with substantial translational
energyEf . In fact, the amount of energy lost to the lattice
^dEy& is only 0.05 eV. This result is quite consistent with the
weakTs dependence calculated in sticking and the conclu-
sion that there is only weak dynamic coupling. It is, however,
inconsistent with models based onad hocPES which assume
large coupling to the lattice and hence energy loss to the
lattice upon desorption.21

By binning final vibrational states, we findPv5150.17.
We anticipate, however, thatPv51 is overestimated in the
entrance channel model of desorption due to the ‘‘bobsled’’
effect in which trajectories overshoot after passing the bar-
rier. Desorption models starting at the transition state should
provide a better estimate for this probability.

The total energy available to the system in desorption is
^DUsym&13kBTs , where^DUsym& is the average barrier seen
in desorption. Comparison with the observed final energies
shows that̂DUsym&'0.65 eV, the minimum barrier onUsym.
Thus, the entrance channel model of desorption is consistent
with the fact that the minimum barrier dominates desorption,
as assumed in transition state desorption models.

Desorption from the asymmetric PES predicts the fol-
lowing averages for the three final energies;^Ef&50.45 eV,
^Ev&50.15 eV and^Ey&50.04 eV. Again, the D2 desorbs
with substantial translational energyEf and ^dEy&'0. The
result for this PES is also inconsistent with models assuming
large energy loss to the lattice. In this casePv5150.33,
again probably overestimated by the ‘‘bobsled’’ effect. The
largerPv51 here relative to that from the symmetric path is
consistent with the two PES topologies evident in theZ vsD
contours~Figs. 4 and 7!. The total energy available here for
desorption is^Vasym* & 1 3kBTs . Comparison with the ob-
served final energies shows that^Vasym* & ' 0.47 eV, the mini-
mum barrier onUasym, as assumed in transition state models.

As outlined in Sec. II and the Appendix, the relative

FIG. 11. Quantum two dimensional dynamical calculations of associative
desorption of D2 from Si~100! through the symmetric path.kdes is the rela-
tive desorption rate for a given initially adsorbed statevz and for initial
relative energyED . kdesdepends both on the desorption probability and the
Boltzmann population of the initial state. Results are plotted against the total
energyEtot . The dark vertical line marks the location of the classical barrier
~relative to the same origin as in Fig. 6!.
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importance of multidimensional desorption through the two
transition states is well approximated via transition state
theory. Both are predicted to contribute approximately
equally in thermal desorption since phase space consider-
ations largely offset the lower barrier ofUasym relative to
Usym.

VIII. DYNAMICAL MODEL CONTRA EXPERIMENT

A. Adsorption

There have been two reported measurements of dissocia-
tive adsorption of D2 on Si~100!. Molecular beam experi-
ments by Kolasinskiet al.15 observed values ofS'1025, a
weak increase inS with incident energy~0.08 to 0.35 eV!
and a weak increase inS with Ts ~300 to 650 K! for low
incidentEi . Höfer and co-workers

19,20have measured theTs
dependence ofS over a wide range of temperatures for ther-
mal ~Tg5300 K! gas adsorption. They find an extremely
strong Arrhenius increase inS with Ts with an apparent ac-
tivation energy of ca. 0.7 eV. AtTs5550 K, S'1028, in-
creasing to'1025 at Ts51000 K. These results are qualita-
tively similar to their previous results on Si~111!.17 Thus,
although the conditions of the two experiments are some-
what different so that an exact comparison is impossible, the
two are nevertheless in considerable qualitative disagree-
ment. Magnitudes ofS observed by Kolasinskiet al. are or-
ders of magnitude larger than those of Ho¨fer and co-workers
~at lowTs!, and theTs dependences are markedly different as
well.

These differences suggest that one~or both! of the ex-
periments may involve artifacts. Several possibilities exist in
these very difficult experiments. Certainly the authors are the
most competent to judge and discuss these possibilities.
However, we here point out some of our own concerns. Ko-
lasinskiet al. do report that a sizable coverage of O atoms
builds up on the surface during the sticking measurements. If
S at the O impurities is much larger thanS on the bare
surface, then the sticking observed by them could be domi-
nated by these impurities and have a very different behavior
than on the bare surface. On the other hand, the experiments
by Höfer and co-workers relied on a somewhat indirect
method for measuring sticking, i.e., monitoring theH cover-
age on the Si~100! surface via second harmonic generation of
1.06mm radiation when the surface is in contact with H2 or
D2 gas. However, there is no good theoretical model for the
intensity of the second harmonic signalI 2v at Si~100! sur-
faces. It is presumably related in some way to the density of
dangling bonds at the surface and not strictly toH coverage,
so thatI 2v may also be sensitive to defect density as well. It
was shown by Bratu and Ho¨fer17 that a reduction ofI 2v is
proportional toH coverage at oneTs . However, sticking
studies probe a wide range ofTs , and it is likely that the
defects, both on the bare surface andH induced,31 are also
strongly Ts dependence. In such a case, all theTs depen-
dence observed by Bratu and Ho¨fer may not be due to
changes inH coverage. They did not, for example, show that
the same proportionality constant relatingH coverage toI 2v

exists at allTs , so that a contribution toI 2v from defects
could be excluded.

The calculations presented in Figs. 8–10 are not in
qualitative accord with either experiment. The strong expo-
nential increase ofS with Ei predicted in the sub-barrier
region ~low Ei! is at odds with the weakEi dependence
observed by Kolasinskiet al. Also, although the weakTs
dependence is in reasonable accord with the experiments of
Kolasinski et al., this behavior is in marked disagreement
with the very strongTs dependence of Ho¨fer and co-workers.
We discuss in Sec. VIII C several possible sources for the
disagreement between the dynamical calculations and the ex-
periments.

B. Desorption

The quite large final translational energies for the des-
orbing D2 predicted for both the asymmetric and symmetric
paths ~^Ef&50.45 and 0.63 eV, respectively! are in strong
qualitative disagreement with the experiment of Kolasinski
et al.14 who find ^Ef&50.07760.08 eV. Possible rationales
for this disagreement are discussed in the next section. The
modest vibrational excitation predicted for desorption
through either transition state is in qualitative agreement
with the experimental valuePv5150.08,13 although slightly
overestimated.

C. Possible sources of disagreement

The absence of agreement between the dynamical model
presented here and the experiments could arise from several
sources; experimental artifacts, a wrongab initio ~and hence
model! PES, if a three-dimensional model is not sufficient to
capture the essential dynamics or if the physics of dissocia-
tion desorption on real surfaces is not governed by a mecha-
nism of adiabatic desorption through the ‘‘prepaired’’ spe-
cies.

The possibilities for experimental difficulties have been
discussed earlier, and without further measurements it is im-
possible to judge the plausibility of this. We do note, how-
ever, that sticking probabilities are quite small and therefore
very susceptible to problems associated with contaminants
and defects. In principal, the desorption measurements
should be less sensitive to these. However, if some types of
defects are mobil, then defect mediated desorption could also
be important. One theoretical study6 has suggested a desorp-
tion mechanism based on rapid migration of unpaired surface
Si defects and ultimate desorption from a dihydride species
formed by H reaction at the defect.

While we can never prove that the PES used in the dy-
namics is qualitatively correct, we do point out that several
recent density functional calculations~DFT! using general-
ized gradient corrections to the functional~GGA! all produce
similar qualitative PES. These include both cluster9 and slab
models10–12 of the surface. There is no way in general to
guarantee that the GGA approximation in DFT produces a
qualitatively correct PES without going beyond this level of
approximation, which is currently impossible for surface cal-
culations. We should point out that for H2 elimination barri-
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ers from small silane molecules, different functionals in DFT
produce somewhat different results~by several tenths of eV!,
and these differ somewhat from those obtained via traditional
quantum chemistry calculations~CI!.32 However, DFT calcu-
lations with the GGA do produce PES in agreement with
experiment for the dissociation of H2 on Cu~111! and other
surfaces.33,34While there are slight differences in the magni-
tude of the barriers for the different calculations~typically
,0.2 eV! associated with the different surface models, they
still all predict qualitatively similar PES and hence dynamic
couplings. There is thus no compelling reason to suspect that
the PES used here do not qualitatively describe the minima
energy path for dissociation and desorption, although the ab-
solute magnitude of the theoretical barrier may be slightly
suspect.

We can also not provea priori that this reduced dimen-
sionality model captures the essence of the dynamics. Al-
though the PES contains full relaxation of all coordinates,
the dynamical model is based on assuming three ‘‘active’’
coordinates,Z,D and a single Si phonon mode. The restric-
tion to only two molecular coordinatesZ andD has a long
and successful history in dynamical models of H2 dissocia-
tion on metals.35 There are several phonon modes for the
Si~100! surface.36 From theab initio PES, the mode that
seems to be most strongly coupled to the reaction coordinate
is the dimer tilt. We have therefore described the full relax-
ation of the Si lattice upon reaction in terms of this one
phonon. We anticipate that the most important aspect of the
phonon coupling is to be able to describe the average energy
transfer to the lattice around the minimum energy path, and
this should be well represented by a single phonon
coordinate.27 However, there is certainly no way to guarantee
that other aspects of the phonon coupling or other modes,
e.g., those involving in plane Si–Si stretches, are not impor-
tant as well.

As discussed before, the possible role of defects in the
dissociation and desorption dynamics cannot be fully ex-
cluded. If this is true, then our model of dynamics via a
pre-paired species may not be at all relevant to the experi-
ments to date. Whether this is a problem of experimental
artifact or inappropriate physical model is then largely a mat-
ter of bias. In fact, several authors4–6 have argued on the
basis of ab initio cluster calculations that the pre-pairing
mechanism is not the dominant mechanism. Our calculations
certainly do not confirm the pre-pairing mechanism. On the
other hand, because of all the uncertainties in both the ex-
periments and the theoretical model, we do not feel it can be
excluded either. Another issue, however, is whether doping
of the semiconductors plays any role in the dynamics. The
PES is appropriate for a fully undoped sample with a Fermi
level at midgap. However, experiments have been performed
on highly doped samples where there is substantial band
bending for the bare surface. When this occurs, there is an
associated electric field at the surface.Ab initio
calculations37 have shown a sensitivity of H adsorption en-
ergies, and therefore probably the barrier height for
dissociation/desorption, to electric field. Thus, it is possible
that barrier heights calculated for the undoped sample are not

relevant for the experimental situation. An even more funda-
mental issue is whether an electronically adiabatic model is
appropriate at all for describing the dynamics when doping is
present.38 The lowest energy state with H2 or D2 far from the
surface is one where the Si~100! energy ~relative to the
vacuum level! is shifted by band bending caused by charge
transfer to or from dopants to the surface state. On the mono-
hydride surface, surface states are quenched and the lowest
energy state is one in which there is no band bending at the
surface. In a diabatic representation, where electron transfer
between dopants and the surface state is frozen, a curve
crossing must exist. The adiabatic dynamical limit, discussed
in this paper, only occurs when this electron transfer rate is
extremely fast compared to the time scale of dissociation/
desorption. Since transfer from dopants at significant depths
in the bulk is required to establish band bending, there is no
guarantee that such an adiabatic picture is entirely correct.
Carefully controlled dissociation and desorption experiments
as a function of doping level will be required to see if any of
these possible effects due to dopants is important. Alterna-
tively, the effects of laser irradiation of the surface on
sticking/desorption could also probe whether such electronic
effects are important.39

IX. SUMMARY AND CONCLUSIONS

We report here dynamical simulations for dissociative
chemisorption and associative desorption of D2 on Si~100!.
We have shown in the appendix how to reduce the multidi-
mensional dynamical problem to a reduced dimensionality
one in terms of ‘‘active’’ coordinates. This procedure defines
the dynamically relevant effective potentialsUeff to be used
in the simulations. For the calculations reported hereUeff
were obtained fromab initio PESs involving the pre-paired
species. All calculations were carried out for two paths or
transition states; an asymmetric one and a symmetric one.
Quantum wavepacket dynamics was used for dissociative
chemisorption and~principally! quasiclassical dynamics for
associative desorption. The quantum simulations demon-
strate that neither dissociation nor desorption are dominated
by tunneling under any of the relevant experimental condi-
tions.

Predictions for dissociative chemisorption are qualita-
tively similar, but quantitatively different, through both the
asymmetric and symmetric transition states. Both show an
initial very strong roughly exponential rise of dissociation
probability with increasing energy in the sub-barrier region
due to tunneling, followed by a slow approach to the asymp-
totic high energy limit for incident energies above the barrier.
Both also predict quite weak increases ofS with surface
temperature. The latter is taken as evidence of rather weak
dynamic coupling in the dissociation to the Si~100! dimer
phonon mode and this can be rationalized in terms of the
PES. The coupling is weak enough for the symmetric path
that a ‘‘sudden’’ approximation is valid for the phonon coor-
dinate, but the energy transfer is sufficient in the asymmetric
path that such a ‘‘sudden’’ approximation is not a very good
description of the dynamics. Although energetics favors the
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asymmetric path, phase space~and higherTs! favor the sym-
metric path so that both could be important in dissociative
chemisorption and desorption.

Simulations of associative desorption predict that D2 de-
sorbs with considerable excess translational energy, both for
the asymmetric and symmetric paths. There is in fact very
little energy transfer from translation to the lattice upon de-
sorption. The D2 is predicted to desorb with some vibrational
excitation, however.

Several models have previously been proposed to ac-
count for experimental observations on H2 or D2 dissociation
and desorption from Si~100!. Although our calculations in-
clude most of these effects, we cannot corroborate the im-
plicit assumptions which are the basis of these models. ‘‘En-
tropic’’ barriers do cause a large reduction inS, but do not
result in a slow increase ofS with incident energy as sug-
gested previously.15 Such entropic barriers, obtained via
static multidimensional extensions of the three dimensional
dynamics, do not therefore resolve the apparent violation of
detailed balance obtained when comparing adsorption and
desorption barriers from experiments. The coupling of the
reaction to the lattice found in dynamics based on theab
initio PES is also much smaller than that of models assuming
anad hocPES, and suggests that the coupling to the lattice is
also not the resolution of the apparent violation of detailed
balance.

In summary, the results of this purelyab initiomodel of
D2 dissociation and desorption through the pre-paired dimer
of Si~100! is in poor agreement with several experiments.
Several reasons for this are discussed; experimental artifact,
limitations in the theory, importance of impurity doping and
the possibility that the experimental situation is not domi-
nated by adiabatic processes through the pre-paired species.
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APPENDIX

1. Reduced dimensionality dynamical models

Within the Born–Oppenheimer approximation, the time
evolution of a system is given rigorously in terms of multi-
dimensional dynamics on a potential energy surface~PES!.
Thus, the electronically adiabatic dissociative chemisorption
and associative desorption of D2 on Si~100! is fully described
in terms of such dynamics. Unfortunately, for such a descrip-
tion to be rigorous requires many modes. It is hence impera-
tive to reduce the dimensionality in the dynamic description
by making reasonable approximations. The success of the

dynamic description then depends on how well a limited
number of coordinates describe the full time evolution.

In this Appendix, we briefly sketch a formal definition of
a reduced dimensionality dynamical model for dissociative
chemisorption and associative desorption. Such a formal
definition is imperative in order to treat properly the dynami-
cal implications of the neglected coordinates. Our definition
is similar to so-called ‘‘reaction surface’’ descriptions of gas
phase dynamical problems,40 e.g. multidimensional intramo-
lecular tunneling, and is in some ways a generalization of the
reaction path formalism traditionally used in chemical dy-
namics.

We assume that the full dimensionality of the problem is
described in terms of two classes of internal coordinates;
‘‘active’’ coordinatesr that are strongly involved in the re-
action and ‘‘spectator’’ coordinatesq which are assumed to
couple only weakly in the reaction. A reaction surface is
defined by minimizing the total potential subject to the con-
straint of fixedr :

]V~r ,q!

]q
50. ~A1!

The values ofq determined by this equation for a givenr are
denoted byq0. Note that this is the potential provided inab
initio electron structure calculations when producing PES
grids in the coordinatesr when all of the other coordinates
are fully relaxed.

The full potential energyV~r ,q! can then be approxi-
mated by a Taylor series expansion of theq dependence to
second order.

V~r ,q!5V@r ,q0~r !#1 1
2@q2q0#F~r !@q2q0#, ~A2!

where the elements of the force constant matrixF~r ! are
given as

Fi , j~r !5S ]2V~r ,q!

]qi ]qj
D
q5q0~r !

. ~A3!

Transforming theq coordinates to normal coordinatesQ
it can be shown40 that the classical Hamiltonian can then be
approximated to quadratic expansion inQ as

H~r ,Pr,Q,PQ!5Hr~r ,Pr !1Hvib~Q,PQ;r !, ~A4!

wherePr andPQ are the momenta conjugate tor andQ. Hr

is the usual Hamiltonian in terms of the ‘‘active’’ coordinates
~assuming all spectator coordinates relaxed!:

H~r ,Pr !5 1
2Pr–Grr –Pr1V@r ,q0~r !#. ~A5!

The elementsGrr are the usual WilsonG matrix elements
describing the kinetic energy in terms of internal coordinates
r . Hvib is the vibrational Hamiltonian for all the ‘‘spectator’’
coordinates and which depends parametrically on the values
of r :

Hvib~Q,PQ;r !5 1
2PQ–PQ1 1

2Q–v
2~r !–Q, ~A6!

v~r ! are the normal mode frequencies for the ‘‘spectator’’
modes about the minima and which depend parametrically
on r .
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In a direct product basis setC~r ,Q!5c~r !f~Q;r !, the
quantum mechanical Hamiltonian is represented by adiabatic
channels diagonal inQ ~with quantum numbersn!

H~r ,Pr,Q,PQ!5Hn~r ,Pr !5Hr~r ,Pr !1~n1 1
2!–\v~r !.

~A7!

and nonadiabatic terms off diagonal inQ which are propor-
tional to ^fn8u(]fn /]r )&.

Neglecting the nonadiabatic terms@valid when
] ln vk~r !/]r for all normal modesk is negligible#, the
Hamiltonian becomes for the ground staten50,

H0~r ,Pr !5Hr~r ,Pr !1 1
2S\vk~r !, ~A8!

where the sum is over the normal modesQ. The role of the
‘‘spectator’’ coordinates is then simply included in the re-
duced dimensionality model by using an effective potential

Ueff~r !5V@r ,q0~r !#1 1
2S\vk~r !. ~A9!

This is of course the usual zero point corrected effective
potential. At the saddle point, this effective potential yields
the barrier familiar in transition state theory. The use of this
Ueff~r ! then represents the ‘‘best’’ allowance for the ‘‘specta-
tor’’ coordinates in a pure reduced dimensionality model.

2. Multidimensionality

In this section we discuss approximate methods to rein-
troduce effects of the ‘‘spectator’’ coordinates in more detail,
e.g., to describe the vibrational phase space associated with
these modes. The full multidimensional Hamiltonian is rep-
resented by a set of adiabatic channels, Eq.~A7!, coupled by
nonadiabatic terms. Assuming that the nonadiabatic terms
are weak compared to the differences in adiabatic channel
energies, then the full dynamical solutionSnd can be ap-
proximated as

Snd'A21Sni
Pni

Sni, ~A10!

where Pni
is the probability of being in the vibrationally

adiabatic channelni , Sni is the solution for the adiabatic
channelni @equivalent to solving a reduced dimensionality
problem with effective potentialV@r ,q0~r #1~ni10.5)\v i~r !#
andA21 is a normalization constant to makeSnd51 at high
incident energy. Equation~A10! assumes that the major role
of the nonadiabatic terms is to induce transitions between
adiabatic channels in some unspecified manner so that sev-
eral channels are open. These open channels represent the
vibrational phase space for the ‘‘spectator’’ modes.

Since the saddle point is the critical part of the PES
defining dissociation and desorption, we take the normal co-
ordinatesQ to be those appropriate forr at the transition
state. We also assume that the external modes, i.e., the hin-
dered translations and rotations at the transition state, are
most important. These modes adiabatically correlate with the
low frequency modes in the asymptotic gas-surface region
~molecular translation states parallel to the surface and mo-
lecular rotation! and hence can have appreciable weighting
due to nonadiabatic mixing.

a. Dissociative adsorption

For a purely adiabatic dissociation~for normal incidence
and for initial population only in the rotational ground state!,
Pni50 5 1 while all otherPni

5 0. Only the lowest adiabatic
channel contributes to the dissociation and the reduced di-
mensionality model withUeff represents fully the effects of
higher dimensionality. This adiabatic limit describes com-
plete ‘‘steering’’ to the minimum energy configuration inQ
and is most appropriate whenvk

6@tc
21, wherevk

6 are the
external frequencies at the transition state andtc

21 is the
collision time.

The opposite extreme occurs when there is complete
mixing of the adiabatic channels. In this case, all accessible
channelsN are assumed populated with equal probability
Pni

5 1/N. This weighting corresponds to the complete ab-
sence of ‘‘steering’’ and is most relevant whenvk

6!tc
21.

Unfortunately,N is rather ill defined. In any event, when the
nonadiabatic transitions are so strong as to mix stochastically
the adiabatic channels, it is probably more appropriate to
utilize a diabatic formulation. A classical analog of this di-
abatic formulation is contained in the familiar ‘‘hole’’
model41,42and which consistently treats the multidimension-
ality in this limit via a sudden approximation.

For the region between the two extremes, we simply
assume that

Pni
}~1/N!e2jni ~A11!

provides a reasonable interpolation by varyingj. This allows
for flexibility in the degree of ‘‘steering’’. AsN, we take the
maximum number of harmonic states at the transition state
allowed in the absence of steering.

If we assume that only changes in the barrier heightdU
determine the overall dissociation probability, thenSni can be
approximated statically as

Sni~E!5S0~E2adUni
!, ~A12!

whereS0 refers to then50 solution,dUni
is the change of

the barrier height for the adiabatic channelni . a is approxi-
mately the change in the classical threshold of the state of
H0~r ! with barrier height variation26 and E is the incident
energy. These approximations produce a rigid shift of the
excitation profile with changes in barrier height. Note that
this static approximation can also be used to estimate the
effects of a different effective potential barrier (U1dU) on
the dynamics when dynamical calculations already exist for
another barrier height (U), i.e.,

S~E;U1dU !'S~E2adU;U !. ~A13!

Combining both definitions, we find that Eq.~A10! is
given as

S7d~E!5~1/N!A21Sni
e2jniS3d~E2adUni

!. ~A14!

b. Associative desorption

For associative desorption, Eq.~A10! becomes

Pdes5A21Sni
Pni

Sdes~ni!, ~A15!
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wherePdes is the total desorption probability. It is assumed
that on the surface side of the barrier all channels are
strongly coupled and thermally populated. However, after
passing through the transition state, there is only weak cou-
pling as the molecule desorbs into the gas phase and we can
then consider separate adiabatic channels populated at the

transition state, i.e.,Pni
} e2\vni

6/kTs wherevni
6 are the fre-

quencies at the transition state. Under these conditions, the
multidimensional ratekdes is given by transition state theory
@assumingSdes(ni
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