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Based on time-independent scattering theory, we present a systematic formulation of triatomic-
molecule—crystalline-surface scattering dynamics including the vibrational states of the solid (pho-
nons) and the vibrational and rotational states of the molecular projectile. The vibrational and rota-
tional motions of the triatomic molecule are treated by separating out the motion of the center of
mass of the molecule in a manner that is suitable for treating the surface collisions with a molecular
projectile. This method can be essentially applied to a general polyatomic projectile case. From the
translational invariance of the full Hamiltonian, we employ the total (projectile +phonon) momen-
tum representation parallel to the surface to derive the properties of the total scattering wave func-
tion of the triatomic-molecule—crystalline-surface system, a representation of the simultaneous pho-
non and vibrational-rotational transition potential matrix, and the characteristics of the indepen-
dent physical solutions for a given energy and momentum of the system. The scattering equation in
differential and integral forms as well as the related Green functions are also obtained. In particu-
lar, the explicit configurational expression of the Green function of the molecule-surface system
presented here, including phonons and vibrations and rotations, is quite different from those of con-
ventional scattering theory where the collision partners are spatially localized. Several important
versions of the integral expressions of the scattering and transition matrices that are useful for intro-
ducing approximation schemes are also presented. The time-reversal invariance and microscopic
reversibility of the triatom-surface scattering are discussed. The equations relating the incoming
and outgoing scattering wave functions, which are satisfied in the present molecule-surface system
and are important in the transition-matrix scheme, are also obtained. Further, the relation between
the scattering matrix elements that describes the microscopic reversibility in the present scattering
system is presented. Since phonon annihilation and creation are mutually time-reversed phenome-
na, this relation of microscopic reversibility can be tested by experiment. From the present formu-
lation, some specific theoretical schemes for simultaneous diffraction and phonon or vibrational-
rotational transitions, a bound-state resonance inelastic-scattering method for phonon-mediated and
rotation-mediated selective adsorption and desorption, and a method of obtaining quantal phy-
sisorption probabilities are derived in the following paper. These results are suitable for the
triatomic-molecular-projectile case—quite realistic compared to what has been employed so far,
and at the same time capable of yielding effective ab initio calculations.

I. INTRODUCTION

Collision between gas-phase atoms or molecules and
surfaces in the thermal-energy range is important in un-
derstanding the nature of the energy transfer between the
gas and surface. The energy-transfer processes include
the transfer of translational or internal energy of the pro-
jectile to the surface phonons, accommodation of these
energies, and transfer of the energy from one site on the
surface to the other sites. A complete knowledge of these
processes is essential in the reactions taking place near or
on the surface and in the heterogeneous catalysis.! ~®

Study of the scattering of atoms and molecules by a
surface is also useful in determining the characteristics of
the adiabatic gas-phase—surface interaction potential for
a clean or adsorbate-covered crystalline surface including
alkali halides, metals, and semiconductors. The informa-
tion of the (gas-phase—surface) potential is necessary in
the adsorption-desorption calculations. Ab initio calcula-
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tions of gas-phase—surface potentials that take into ac-
count the surface ionic or atomic motion are extremely
difficult and almost nonexistent. Even the computation
of the gas-phase-rigid-surface potential which is not
sufficient for the above practical application is a very
complex task. Therefore, the determination of the poten-
tials eventually depends on the theoretical results of the
scattering dynamics. Employing collision dynamics, one
can compute the elastic and inelastic scattering intensities
from a certain set of possible potentials and the results
are compared with experiments. A potential which yields
the best agreement with measurements of the intensities
can then be selected. Therefore, it is highly desirable to
develop accurate collision dynamics.

There has been considerable theoretical activity with
respect to the study of gas-surface collisions, such as the
quasiclassical”® and classical trajectory approaches,’ !2
the stochastic trajectory method with the generalized
Langevin  equation,’*”'® the quantum-mechanical
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Cabrera-Celli-Goodman-Manson (CCGM) theory for
elastic diffractive scattering,!”!® the semiclassical S-
matrix  method,'»?®  the diffractional  sudden-
approximation method,?! the diffractive eikonal approxi-
mation,?? %5 the wave-packet calculation,?® the bound-
state resonance (selective adsorption) for elastic
diffraction,?”?® the inclusion of the Debye-Waller-type
factor in the elastic scattering probability to take into ac-
count the inelastic effect,?’ the local optical potential
model,*® the nonlocal energy-dependent self-energy
scheme, ! and quantum-mechanical close-coupling calcu-
lations for the selective-adsorption study of elastic
diffraction, 32~ etc.

Experimental measurements have been made of pho-
non inelastic scattering for a variety of atom or
molecule-surface systems with improved time-of-flight
techniques and resonances.!'>*%3~4! The quantum-
mechanical phonon inelastic calculations have been car-
ried out employing distorted-wave Born approximation
(DWBA),*!' 7% semiclassical schemes,*’ the impulsive-
collision or sudden-approximation method,*** the opti-
cal model,*® higher-order phonon processes with a *‘gold-
en rule” approach,’! improved DWBA with the inclusion
of corrugation,’? and the unitary one-phonon approxima-
tion.>* Inclusion of the phonon degrees of freedom in the
gas-phase—surface collision is important as manifested in
the temperature effects of diffractive and inelastic scatter-
ing intensities.

The bound-state-resonance method derived from the
elastic-diffractive-resonance method?’ and based on the
eikonal approximation with hard corrugated walls has
been theoretically studied for inelastic scattering as
well.>*  Extension of the quantum-mechanical close-
coupling calculations, which is in principle the most real-
istic theoretical approach, to the cases where the phonon
degrees of freedom are included is very difficult due to
the extremely large number of phonons states involved.
An attempt to carry out the close-coupling calculations
in the phonon inelastic scattering employing a discretiza-
tion method was only partly successful.>> The close-
coupling approach is not useful for the practical compu-
tations in phonon transition diffractive scattering, but it
serves as a starting point to develop further a scattering
formulation and to introduce approximations. It should
be pointed out that there are some general formulations
of gas-surface scattering,*+°° but they are again based on
a simple model Hamiltonian or interaction potential.

All of the theoretical works previously mentioned are
concerned with collisions between atoms or diatomic
molecules and a surface. Interactions of the polyatomic
molecules, in particular, triatomic molecules with sur-
faces, are of much importance since the dynamics and
mechanisms of the triatomic molecular collision and re-
action processes with surfaces have many practical appli-
cations. Among all the processes, inelastic triatomic-
molecule—surface scattering is the simplest one. This
process involves the energy transfer among translational,
vibrational, rotational, and phonon degrees of freedom
and provides essential knowledge for understanding ca-
talysis and complex reactions on the surface. Further,
the rotational degrees of freedom are found to affect the
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physisorption. Experimental measurements on the angu-
lar distribution of triatomic molecules such as CO,, N,0,
NO, scattered from clean or adsorbate-covered surfaces
were performed for the purpose of studying energy
transfer between surface vibrations (surface phonons) and
the rotation of the projectile.”’ Laser-detection tech-
niques or time-of-flight methods were used to determine
the final-state distribution of the molecules scattered
from the surface.

Theoretical studies on the triatomic-molecule—surface
collisions are mainly confined to the semiclassical trajec-
tory calculations. There exists an effective-mass theory>®
on the polyatom-surface scattering where the inelastic
scattering problem is treated within the first order in the
distorted-wave expansion. The first-order distorted-wave
method can yield reasonably good results for one-phonon
processes but it is not suitable for interpreting the experi-
mental measurements on, for example, selective adsorp-
tion (resonance) or multiphonon transitions. Moreover,
most of the theoretical work on atom or molecule-surface
collisions previously mentioned are based on time-
dependent scattering theory. It is necessary to develop a
realistic ~quantum-mechanical formulation of the
triatomic-molecule—nonrigid-surface collision dynamics
and an ab initio theoretical scheme that can be adopted to
a flexible input potential based on the time-independent
scattering theory. This would enable us to assess the pre-
cise nature of the triatomic-molecule-surface interaction
potential and interpret the experimental measurements
on resonances, etc. Such a formulation exists for the sim-
ple case of atom-surface collision. However, its applica-
bilities are limited because the atomic projectile was em-
ployed in the formulation. It is desirable to extend the
formulation to the triatomic-molecule-surface-collision
case. We find that the task is not straightforward.

In the present work, we extend our previous work>’ for
the atom-surface scattering to develop a systematic
quantum-mechanical formulation of the triatomic-
molecule—crystal-surface scattering dynamics that takes
into account the internal degrees of freedom of the pro-
jectile (vibration and rotation), diffraction, phonons, and
the resonances. Our work uses time-dependent scattering
theory in contrast to most of the theoretical works previ-
ously mentioned where time-dependent theory was em-
ployed for the atom or diatom-surface system. The total
(projectile+ phonon) momentum representation parallel
to the surface obtained from the translational symmetry
is employed in our formulation, analogous to the total an-
gular momentum representation obtained from the rota-
tional symmetry used in gas-phase scattering.®® The vi-
brational and rotational motions of the molecule are
properly treated for the collision dynamics with the
center-of-mass motion separated out. This method can
be basically applied to the general polyatomic projectile
case. The formulation turns out to be somewhat different
from the cases such as, e.g., atom or molecule—molecule
system, where collision partners are spatially localized.
From the formulation, specific theoretical schemes suit-
able for the triatomic molecular projectile are also de-
rived. They are more realistic, systematic and at the
same time amenable to ab initio computation compared
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to some theoretical schemes employed so far. The
present formulation and theoretical schemes can be ap-
plied to both clean and adsorbate-covered crystalline sur-
faces as long as the adsorbates form ordered overlayers
such that two-dimensional periodicity of the crystal sur-
face exists. In practice, there are no perfect two-
dimensional translational symmetries, but small deviation
from the symmetry can always be treated as a perturba-
tion from the present case.

In the next section, we first derive the properties of the
total scattering wave function of the triatomic-
molecule—crystal-surface system with the internal (vibra-
tion and rotation) degrees of freedom of the projectile and
phonons in the solid. Then we present a representation
of the phonon and internal-state transition potential with
translational symmetry, the coupled differential equa-
tions, and independent physical solutions for given ener-
gy and momentum. Triatomic vibrational-rotational
wave functions appropriate for the collisions and the (tri-
atomic) molecule-surface interaction potential matrix are
discussed in Sec. III. Various versions of the integral
equations, explicit expressions of Green functions of the
molecule-surface system with phonons and vibrations and
rotations, and corresponding integral representation of
the scattering and transition matrices are presented in
Sec. IV. These are necessary for obtaining approximate,
realistic computational schemes for higher-order DWBA,
multiphonon  processes, and a coupled-channel
transition-matrix method (see the following paper). In
Sec. V, the time-reversal invariance and microscopic re-
versibility in the triatomic-molecule—crystal-surface sys-
tem are discussed. A summary is provided in the last sec-
tion. As applications of the present formulation, we will
present in the following paper specific theoretical
schemes for simultaneous phonon and vibrational-
rotational transitions suitable for the (triatomic) molecu-
lar projectile, the bound-state resonance scattering ap-
proach for phonon- and rotation-mediated selective ad-
sorption and desorption, and a method of obtaining
quantum-mechanical physisorption probabilities.

II. INELASTIC-SCATTERING DYNAMICS
OF A TRIATOMIC-MOLECULE -SURFACE SYSTEM

We first briefly review some attributes of the phonons
in the presence of a crystal surface for the purpose of ex-
plaining the relevant notations adopted in the present
work for the triatomic-molecule—nonrigid-crystal-surface
scattering. We consider only the cases where the two-
dimensional translational symmetry exists. Thus, the fol-
lowing formulations are applied to both clean and
adsorbate-covered surfaces that form periodic overlayers
in such a way that the solid surfaces have the same
periodicity. More specifically, we assume that the surface
layer and the substrates have a common periodicity re-
gardless of whether the surfaces have the structures of re-
laxation or reconstruction.

The displacement u*(Rg) with a =i from the equilib-
rium position of the ith basis atom of the Gth two-
dimensional unit cell in the /th layer is written in the
form
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u’(Rg, 1) =Re[e4(Qle' [T Ra ™)

in the classical picture. Here Rg is the two-dimensional
direct lattice vector parallel to the surface with G being
the corresponding two-dimensional reciprocal lattice vec-
tor, that is, Rg=g, A,+g,A,, G=g,B,+g,B, with
A;’s, B;’s being the two-dimensional direct and recipro-
cal primitive lattice vectors satisfying A;-B; =279, ; and
gi’s being integers. Thus, if G'=g|B,+g}B,, then
G'"Rg=2mm with m an integer. Q denotes a single-
phonon momentum parallel to the surface; #w,(Q) and
€/(Q) are the phonon energy and polarization, respective-
ly, with s denoting the phonon modes. Thus, s includes
the perpendicular component of the momentum for the
bulk phonon case, and the Rayleigh modes, etc., for the
surface phonon case. The classical equation of motion is
transformed into an algebraic eigenvalue equation
through the unitary transformation Rg—Q.

The two-dimensional Born-von Karman boundary
condition with the boundary determined by the number
of two-dimensional unit cells on the surface, N=N|N,,
is employed. Then, we can write

Vi

G

iQ-R iQR
° G=6Q,0) ‘}VEEIQ °=8g,0 >
Q

when the Q’s lie in the first two-dimensional Brillouin
zone. It should also be noted that

1 iGR —
7fucdRe GR=55,,

where f . denotes the integration over the two-
dimensional unit cell and A4 is the area of the cell.

The polarization and the eigenvalue relations,
e2*(Q)=¢el(—Q) and w,(Q)=w,(—Q), are obtained
from the properties of the dynamic matrix. In addition,
we have the orthogonality and completeness relations

ZMGE?*(Q)'E?(Q)ZBS,S' ’

. 1
ax( Te?( L= S 0,5”,
%[Es Q)]I[ES Q)]l Ma a, 5

with the subscripts i and i’ being the Cartesian com-
ponents, and M being the mass of the ith basis ion in the
Ith layer.

The interaction potential ¥V between the triatomic
molecular projectile and the crystal surface is a function
of all the u“(Rg)’s and r 4, 1y, and r, the position vec-
tors of A4, B, and C atoms with respect to a fixed origin
O. These three position vectors can be transformed into
another set of three vectors, r, S, and s, where r is the po-
sition vector of the center of mass of the triatomic mole-
cule from the origin O, and S,s are any two independent
internal relative vectors of the triatomic system as shown
in Fig. 1. Specific choices of S and s will be discussed
later. It is sufficient to note here that the rotational and
vibrational wave functions of the molecule are described
by the six variables associated with the internal vectors S
and s. Therefore, V may be written as

V=V(r,S,s,u’(Rg)) (1)
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including all a and G. Since V essentially depends on the
relative vectors between the projectiles and the ions in
the solid, it is invariant under the transformations
r—r+Rg, $S—8§, s—s, and w(Rg)—>uRg—Rg ).
Note that RG'“RG():RG—GO-

The crystal Hamiltonian is given by

Hcr:Hcr(pa(RG)’ua(RG))

c.m. of ABC
c.m. of BC

(a)

c.m. of ABC

(b)

FIG. 1.  Scattering geometry of the triatomic-
molecule-surface system. The (x,y,z) is the space-fixed coordi-
nate system with the x,y plane being the plane of the crystal sur-
face. The z axis is chosen to be the outward normal to the crys-
tal surface, and r is the position of the center of mass of the tria-
tomic molecule 4BC; (a) nonlinear molecule; S and s are the
relative vectors from the center of mass of diatom BC to atom
A and from B to C, respectively and § is the angle between S
and s; (b) linear molecule; S and s are the relative vectors from
atom B to atom C and from the center of mass of diatom BC to
atom A, respectively and & is the angle between S and s.
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with
a — d a

It is also invariant under RG——>RG—RGO in p(Rg) and

u‘(Rg). Using the creation and annihilation operators
aq,,aq,s of a single phonon with momentum Q and
mode s, we obtain the second-quantization formalism.
These oTperators satisfy the boson commutation relations
lags.aq, 1=8q,qb;,- The u’(Rg) and p“(Rg) are now
Hermitian operators,

. B 4 1/2 .
WRe)= w3 150Gy | @astalay)
X:—:;’(Q)eiQ'RG ,
_ fo(Q) | + 2)
PG(RG):W%M" —5 (ag,—a_q;)
XE?(Q)eiQ'RG .

The Cartesian components of these operators satisfy the
canonical commutation relations

[[v(RG)],[P* (RG] 1=i#8, 8, 406, -

The operators u’(Rg,?) and p“(Rg,t) in the interaction
picture (Dirac picture) are obtained from the replace-
ments

—io (Q) + +
aQ'S—)aste 5 aQ‘s*‘)aQ)Se N
in Eq. (2). Then u“(Rg)=u’Rg,0), p(Rg)=p*Rg,0)
are the operators in the Schrodinger picture and one sees
that

i Q)

p“(Rg, ) =ML u(R, 1) .
dt
The phonon state |4, ) is specified by a set n ={nq}
of the occupation numbers ng ; with Q and s being the
momentum and mode, respectively. The crystal Hamil-
tonian diagonal in this representation and corresponding
total phonon energy are given, respectively, by

H,=3 #0,(Q)ag aq,+1),
Q,s

6,= 3 #iw,(Q)ng,+1) .
Q.s

(3)

We thus have H . |¢,)=6,|¢,). The phonon states are
orthonormalized such that {(¢,[é, ) =8$, . The poten-
tial ¥ becomes a second-quantized operator through Eq.
(2) as well.

The center-of-mass momentum operator of the projec-
tile (which is also the total linear momentum of the pro-
jectile) and parallel phonon momentum operator are, re-
spectively, given by

# +
p__—TVr’ ?{cr= EQaQ,saQ,s .
Qs

Thus # |6, ) =Q,l¢,) with Q,= 3¢ Qnq,. One sees
that
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(i/ApRg  —(i/FpRg
r+Rg =e %re °,

iH, Rg —i%, Rg
ua(RG—RGO)ze ‘u(Rg e °, (4)

i, Rg ~i%  Rg
P(Rg—Rg )=e °p(Rg e 0

J
(/AP RG iH R —i#H  Rg —(/FIPRg

e O °V(r,S,s,u’(Rg))e %e

The operator P=(#/i)Vy is the projection of p onto the
surface, and R the projection of r onto the surface. Note
that p-R;=P-Rg. The total Hamiltonian H of the
whole system is given by

i —V2+H,_,+H
M mol

M being the sum of M ,, My, and M, i.e., the masses of
atoms A, B, and C, respectively. If S is chosen to be the
relative position vector from the center of mass of atom B
and C to atom A, and s the relative position vector from
B to C as in Fig. 1(a), then the molecular Hamiltonian is
given by

H=H,+V, Hy=—

cr

H_,=— " g VZ+V_(S,s) (7
mol Z/LA,BC S Z.U‘BC s mol ‘> ’
with
1 _ 1 4 1 , 1 — 1 + 1 ,
M 4,BC M, Mg+Mc Hgc My M.

and V_ is the molecular potential of an ABC system.
Equations (5)-(7) then yield

U ,HUL=H (8)

for all G, where

(i/f)P-Rg i R
UG=€ Ge cr G

9)
. i*-R .

Since [P,#]=0, Ug=e S with H=P/#i+H_,.

From the translational invariance previously discussed
we study the properties of the scattering wave function.
We use k;, a;, and n; to denote the initial momentum of
the projectile, the initial internal (vibrational-rotational)
state of the molecule ABC, and the initial phonon state of
the crystal surface, respectively. The total energy of the
system and the total momentum parallel to the surface
are given, respectively, by

2k2

E= +E, +6’

o ., K=K,+Q, , (10)

where K, is the projection of k; onto the surface and E

is the internal vibrational and rotational energy of the
ABC molecule. K is a good quantum number up to G as
seen From Eq. (8). We define the perpendicular wave
number from
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We also have

iH R —iH_R
e “ CH,e ~“ S=H_ . (5)

Using these translation operators, we have the invariance
of V previously mentioned,

= V(r+RGO,S,s,u"(RG—RGO))

=V(r,S,s,u’(Rg)) . (6)

[
—-E,—6,)—(K—Q,+G).

We also define outgoing or incoming free-particle wave
functions of the molecular-surface system from

(+

+ik z
—"anG
P ", (,9)9, )

1(K—Q, +G,;)R
Xe ! ,

[(r.8,5)=e

where ®,, (S,s) is the molecular vibrational and rotation-

al wave function with H_ &, =E,P, and
(®,|®,)=8,,. More details of the molecular wave
function will be discussed in Sec. III. The total scattering

wave function of the system ¢‘KJ—“(’, ».g (1,8,8) with outgo-

ing or incoming asymptotic boundary condition satisfies

the following differential form of Lippmann-Schwinger
equation:®!

(E —H*ieYg s » 6 (1,8,8)=tiepiy , g (r,8,5) . (11)

In Eq. (11) €>0 with the understanding €—0 and
YKo n c (1,S,8) is not simply the spatial wave function.

<p(,(+(l nG, for G;=0 is equal to eik’.r¢ail¢,,l> and thus

1/1({;’,,’0 corresponds to the well-known physical solution.
Equation (11) is different from that of the ordinary
scattering theory where the collision partners are spatial-
ly localized. Proof of the equation will be omitted here.
Its validity will be seen in the subsequent discussions.
Applying the operator U to both sides of Eq. (11) and
using Eq. (8), we have

(E —Hie)Ug¥g o nG (1,S,8)

. iKRg (T
=+iee “Pklanc (1,8,8) . (12)

If the solution of Eq. (11) is unique, then Eq. (12) results

in

1K-R
G (+
e lpKanG(r’S,s UG¢'K3:,,(; l‘S,s)

i -
=e CrRGI/J(](i,gz,n,G,(r+RG’S’S) ,
(13)

which shows that the wave function 1/;Ka,,G is the



3892

eigenfunction of the translation operator Ug with the ei-

KR . .
genvalue e’ S for arbitrary G. Expanding the total
wave function in terms of the basis states |¢, ),

WG, (08.8)= 3 fiRan, 0S9)8,) . (4

and using Eq. (13), we have

HK=Q,)Rg A(+)

fr¥ Ka,n,6,(TTRG,S,8)=e nKanG,(T,5,8) .

(15)
. i(K—Q,)R
Therefore, f, Ko is a product of 7% and a
wave function that has the two-dimensional periodicity
with respect to r. The latter can be further expanded in
terms of the molecular wave functions ®,. Thus we have
the expression

(t)
l/Jl(anGrss)—zl/)achznG 2)®
anG

oS,8)]e, )

o KQ+OIR (16)
Here the subscripts (a;n;G;) correspond to the initial
condition, a=a;, n =n;, G=G,. We choose the unit
vector Z to be the outward normal to the crystal surface.
The position vector of the center of mass is given by
r= zz+R with Z:R=0. The total wave function

'(/JK anG, is a linear combination of the phonon states

. . T
|6, ) w1th c-number coefficient functions. Thus w(Kiv‘)",",G.-

can be written as

(K+anG(r S s)= 2 w(a:rttganG Z)(D;(S,S)
anG

x<¢n|e—i(K—Q"+G)-R . (17

The total interaction potential of the triatomic-
molecule—crystal-surface system is then expressed as

V=VI(r,S,s,u’(Rg))

-2|¢ YV, n(1,8,8)(d, !, (18)
where V, ,(r,S,s)=(¢,|V|¢, ). Applying the transla-
tional invariance, Eq. (6), to V, we have

Voult+Rg,S,8)=e' @ @ Repy (156 (19)

. i(Q,—Q,)R
Therefore, V, - is a product of e ™ ™" and a wave

function that has two-dimensional periodicity with
respect to r, and thus we have the following representa-
tion for the interaction potential of the
molecule—crystal-surface system:

i(Q ,— +G)R

V=3 16, )VS, (2,8,5) ¢, le" ¥ %

nn'G

i(Q .—Q, +G)-R

= 2 |q)a)|¢n>VaGnan Z)<¢n'|<q)a'le W=

nn'G

(20)

Here,
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G
Vanan

2)=(D,|VS,.(28,5)Dy)
= [ [dSds®%(8,5)VC,(2,5,5)®,(S,s)

Since the displacement vector u’(Rg) is a Hermitian
operator and V is a real functlon ofr, S, s, and u(Rg), V
is Hermitian too, i.e., ¥'=V. From this property we can
show that

Ve, (2,8,8)=V, %*(z8,s) ,
21
Vc?nan( ) VallG‘:ln( )‘

The initial momentum of the center of mass of the pro-
jectile is given by

k,=—k,z+K,= ——ka!,,lo'i—HK——Q,,l_) ,
with k, Zka,n,o >0. Equation (12) implies both
Schrodinger equation

HYE o n 6 (1,S,8)=EYK 4 4 G (1,S,8) (22)
and the asymptotic boundary condition

(Ki,,),i,, 6,(1.8,s)
~¢J‘K*a’ nG,(T,S,8)
+(outgoing or incoming scattered wave) .  (23)

The notation ~ is used to indicate the asymptotic behav-
ior as z goes to infinity. Substituting Eq. (16) into Eq. (22)
and using the orthogonalities, (¢,|¢,)=3,, and
(@,|®,)=8, ., we have a coupled differential equation
(CDE),

2
-d-_ + k anG

()
z
d 2 a"G'alanl( )

ﬁ 2 Vanan Z)lﬁi:n)'G anG( z) .
a'n'G’

The orthogonality
1 i(K,—K,)'R _
2 dee =8x x,

with the K,’s being the vectors parallel to the surface and
consistent with the (two-dimensional) Born-von Karman
boundary condition, and L? the area of the surface
within the boundary, were also employed to obtain Eq.
(24). The open channels are the (anG)’s satisfying
k2,6>0 with k,,G>0. The closed channels are the
(anG)’s satisfying k2,5 <0. For a closed channel it is
convenient to write k5,6 = —k2,5 with k., >0. The in-
itial channel (a;n;G;) is an open channel by definition.
For practical purposes, we define z, as the smallest z
coordinate where the potential V3, ,,(z) for z <z, is very
large compared to the vertical component of the incident
energy of the molecule. Therefore, the wave functions
cannot penetrate beyond 2z, and we can write
wﬁ,f%;,al,,‘gi(zo)—fO. The asymptotic boundary condition
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of the total wave function [Eq. (23)] yields the condition
of vertical component,

k 1/2
¢(+) (z)~ oS, (e+ikanGza 5 8
anG, aln,G, k a,a,“nn"G,G,
anG
+ik z
anG
SanG a,nG, e ) ’
(25)
for open channels and
k 172
anG
(+) —_ [ e} () KanG?
anG,a,n G, (2) S anG,a,n.G e (26)
K o 1
anG

for closed channels. Here S'*’ is the scattering matrix (S
matrix).

We have defined the scattering wave function
:p%;,,,.G,( r,S,s) with an arbitrary initial condition
(a’'n'G") for given total energy E and parallel momentum
K. Matrix elements of the scattering matrix S'*’ are
defined only for the open channels of columns and rows
and satisfy the following unitary conditions:

8ot,az'an,n’aG,G' >

) (27)
+ )% —
”,anGSa”n”G”,a'n'G' —Sa,a'sn,n'SG,G' >

(=
2 S nGa n’ GSanG’a'n'G"
"G

(£)
S S
s

for a given total energy E and momentum K. For a given
E and K, the scattering wave functions ¥}, c(T,S,s)
are the eigenfunctions of the translation operator Uy for
arbitrary initial conditions a'n’'G’ with the same eigen-
value e’ ®6. More specifically, these eigenfunctions for
different a’'n'G’ are independent and span the elgensgace
determined by the simultaneous eigenvalues E and e

of the operators H and U;. The total parallel momen-
tum K is analogous to the total angular momentum J in
the gas-phase scattering®? where the rotational symmetry
exists. The S matrix and the component functions are
also functions of K. If we express the K dependence ex-
plicitly by

(%)
anGanG lptszanG(z K)

SanGanG SanGanG'(K)’

then one can show that
(+) — (%)
SanG,a’n’G'(K)_SanG—GO,a’n'G’—GO(K +(}O) ’

Yorb w2 K=Yk 6 awe—, (2 K+Gg) ,  (29)

(+) — ()
wK,a'n‘G'(r’ S’ s)= 1/}1( +G0,a'n’G'—G0( T, S’ s),

using the CDE and the asymptotic boundary condition of
the component functions.

The CDE is not quite useful for obtaining the numeri-
cal solutions, but it is used to further develop the scatter-
ing formulation and introduce approximation schemes as
discussed later. In what follows, ¥V (r,S,s) will be used to
denote the full interaction potential V(r,S,s,u’(Rg)) un-
less specified further.

III. MOLECULAR WAVE FUNCTIONS
AND POTENTIAL MATRIX ELEMENTS

In this section, we discuss the triatomic-molecular vi-
brational and rotational wave functions and the potential
matrix elements of molecular-surface interaction for the

simultaneous vibrational, rotational, and phonon
transitions. This is necessary for the present
molecule-nonrigid-surface scattering study. The vibra-

tional and rotational wave functions and the correspond-
ing energies are obtained from the eigenvalue equation,

H 0 (S,8)®(S,s)=E_ ®S,s) . (30)

If S is chosen to be the relative vector from the center of
mass of diatom BC to atom A, and s the relative vector
from B to C as in Fig. 1(a), then

#? #’
20 4 pc 2upe

H,,(S,s)=— vi-— V24V, o(S,s,cosf) ,

(31)

with cos§=§-’§. If atoms B and C are of the same
species, then S is the symmetry axis. Rotational wave
functions of the molecule are described by the three Euler
angles (Q)=(¢p,0,xy) for a rotation from the (x,y,z)
space-fixed coordinate system to the (x’,y’,z") body-fixed
coordinate system of the molecule defined from

2'=8, ¥'=Sx(8x8)/sinf, §'=%'X%' . (32)
The x’ axis lies in the plane determined by the vectors S
and s. The vibrational wave functions are described by
the normal modes derived from the three variables
S,s,cosé.

Equation (30) can be solved employing the simultane-
ous eigenfunction of the square of the total angular
momentum J? and its projection J, onto the z axis,
since [H_,,J]=0. Here, J=I+j, I=(1/i)SXVg,

=(1/i)s X V,. In terms of space fixed coordinates

®,(S,5)=d"™(S,5)= 3 G/(S,5)YIM(S,3)
i
with

YMSH= 3 (im jm,lIM)Y,, 8, ().

2

mym,
Here, Y,,,( 8)= Y,.(0s,9p5), e.g., are the spherical har-
monics. As usual, J, /, and j denote the eigenvalues

J(J+1), I(I+1), and j(j+1) of the operators J?, I?, and
j?, respectively, and M is the eigenvalue of J,. The same
wave function can also be expressed in terms of the
body-fixed variables as

DM(S,5)= 3 F{(S,s,cos£)D 3% (Q)
K
=V2r 3 FL(S,5)Y(£,01D 4%(Q) .
Kj

Here
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where Dy (Q) being the well-known rotation matrix and
K the eigenvalue of the projection J,. of J onto the z’ axis.

The asterisk denotes the complex conjugation. It can be
shown that

G(5,5)= 3 URFi(S.5)

FK] SS zUléGlj SS 5
2 Uu% Uué' =8kk» 2 Uué Ullk =6,
I K

using the relation between ‘y{jM and YjK5 4. Here

21+1 12
U= . (10jK|JK ) .
]
(D Ix|PID 3y = [dQ D (D Q)
:51,1'5M,M'[5K_K'A,{»(cosg)
where

dQ=sin0 dOdpdy, Ap(cos®)=ji+J(J+1)—2K?,

Bl (cost)=V(JEK)JFK +1) %?(K?l)cotg
(35)
a1 g K2
sm§ 6; ag s;nzé‘ ’

Note that dSds=drdQ. Using Eq. (34), the molecular
Hamiltonian matrix is given by

|Hmol|D ) BJJSMM[SKKHK(T
+HK‘K, ], (36)

which divides the diagonal from the nondiagonal part.
Here,

_ J+
Ok x +1Bk

2 2 Al(cosé)
Hé(q-):_.___.*ﬁ _l_zi 29 fi K ; 5
2u,pc S* 35S  aS 2#,4 BC S
# 1 0 ,9 _.L
- +V
2upc s? as’ as 2.”'BC s? mal(7)
» (37)
HY ()= [8x - 1BL (cost)
oK 2 4 5cS*

(cosg)] .

The nondiagonal part H ,C(J k- of the Hamiltonian is basi-
cally the Coriolis coupling term and in general is small.
If we neglect this term, the eigenvalue equation,

H{(T)F{g(r)=E{sFig(T), (38)

for the vibrational wave function yields the molecular vi-
brational and rotational wave function

®,(S,s)=Fgg(7)D 3 (Q) (39)

— J+
8K,K‘+ IBK
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It is convenient to employ body-fixed variables for the
separation of vibration and rotation, since V,, is de-
scribed in terms of S,s,£. In what follows, we use the no-
tations

7=8,s,c08{, dT=S%dS s’dssinfd¢ .

The 7 are the variables related to the vibrational degrees
of freedom. Since the coupling between different K’s are
small, we use the following vibrational and rotational
basis functions:

®(S,s)=F7L(1)D 1} (Q) . (33)

Employing the standard techniques of rigid rotor with
1= (J—-j)2 in suitable body-fixed frame, we obtain

(cos§)+8k x 1By (cost)] , (34)

—

for the solution of Eq. (30) with EQ=E,{,3. Thus

a=(JMKf) in this case. Although the vibrational and
rotational energy Efg is independent of M, we denote it
by E,. We note that the J and K dependence in Fy kp are
neghglble and f3 indicates a suitable normal mode. In or-
der to solve Eq. (38), the molecular potential
Vot (S, 8,cos&) is usually approximated up to the quadra-
tic order in the displacements from the equilibrium posi-
tion Sy,s¢,5o, and the normal modes of the small oscilla-
tion should be computed by carrying out the transforma-
tion from S,s,{ to certain normal coordinates q,9,,43-
For a linear molecule ABC where displacement of B from
its equilibrium position is small from the linear axis AC,
the vector S is chosen to be the interatomic vector from
A to C, and s the vector from the center of mass of AC to
B. The K is then the rotational projection quantum num-
ber onto the linear axis AC [see Fig. 1(b)]. For example
in CO,, B is the carbon atom.

Let H} x.(7) be the expression inside square brackets
in Eq. (36). Then

Hy (r)=(=DK"KHgT

This is a consequence of the parity conservation

H_.(S,s)=H_ ,(—S,—s). One sees that Eq. (40) is also

satisfied for both the diagonal and nondiagonal parts sep-

arately and, in particular, H]l=H’ ;. Therefore,

_]ﬂ and FKB =F’ kg~ The basis functions
of the parlty eigenfunction are defined from

(1) (40)

Db (Q)= 2 CLPED I3 Q) (41)
K'=—J
with
CEPR =Ny (8g g+ (=1 E*Ps, 1)

for J2 K =20. Here p=0 corresponds to the (+) parity
and p=1 indicates the (—) parity. Nyx=1/V2 for K>0



and Ng=41 for K=0. It is
(—=1Y=(—1) for the K=0 case.

understood that
If 7 is the parity

operator defined as Pf(S,s)=f(—S,—s), then
PDP, =(—1¥Djf. Neglecting the nondiagonal term

HE y. (Coriolis coupling term), we see that the molecular
wave function

D (S,8)=DPLH(S,s)=Fgs(T)D3f (Q) (42)
for K >0 again satisfies Eq. (30) with E,=Egs This is
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(30), the following linear combination of the wave func-
tions that are associated with the diagonal part of the
molecular Hamiltonian could be made:

PIMP(S,s)= EU,J’VCD MP(S,s) (43)

with K 2 0. Then, the equation
H i (8,8)®IMP(S,5)=EP OIMA(S,5) (44)

from the relations Hy =H’y, El;=E _kp and yields an algebraic eigenvalue equation
Fls=F’ x4 InEq. 42), a=(JMpKp) with K Z0. y P

Including the Coriolis coupling term, the eigenvalue K KE Hp kp U =EJUR . (45)
of J, is no longer a good quantum number in the molecu- 4
lar system. In order to obtain numerical solutions of Eq. Here,

J
Hiy kg = (PR H o | OB
=Eipdx k8pp t2Ng Nl Hp kg +(— D' K PHY 5 5 1, (46)

with
HEy wp= [drFif(nHI

In practice the Coriolis coupling term is small and thus
U KDB 6 . kg In order words, the molecular wave func-
tion @JM” has in general a dominant component K f3.
Assummg that the bth atom is in the gas phase, the
molecular-bth-atom interaction potential is of the form

Vi=V4S,s,1,,;) , (48)

AT)Fgp(T) . 47

where the r,,, is the relative vector from the bth atom to
the center of mass of the molecule with b =IiG, a =Ii.
The potential given by Eq. (48) is rotationally invariant in
the sense that simultaneous rotations of S, s, and r,,;,
yield the same value. The expression for the
molecule—bth-atom interaction potential, where the bth
atom is in the solid is of the same form as in Eq. (48) ex-
cept that the empirical parameters should be adjusted

|

[
from those in the gas phase to the ones suitable to the
solid phase. We adopt the pairwise molecule-atom (with
suitably adjusted parameters for the solid) potential
summed over all the atoms in the solid to represent the
molecule-surface interaction potential, i.e.,

V=T ViS,s,r,,;) ,
b

= VUS,s,r—Rg—r,—u%Rg)) . (49)
G,a

The vector Rg+r, denotes the equilibrium position of
the ith basis ion in the Gth two-dimensional unit cell of
the /th layer (a =/i). From the Fourier decomposition

rk~r

VaS,s,1,, 2 Vi(s mb (50)

and the operator representation of u’(Rg), we have

VS anlz =~——Ll z (Vi )o,ceXpli[k,z +(Q, —Q, ) Rg —kg'1, ]]H(nQSlexp 80&S+8*aQ,S)In’Q75> , (51)
a
where
J— *
Vi aa=[ [dSds®5(S,s)V§ (S,5)0,(8,5) ,
4 12 R
= A+ + ,— EE I i — k~- ax IR Rg X
kG kzz G Qn Qn’ 6 l 2N(L)S(Q) GES

It should be noted that the rotational invariance gives Vi(S,s)=
tained from an arbitrary rotation. If we make the expansion

Vi (Ss)= 3 Vgg"M"K"<T)D{;IrK,,(Q),
J'M K"
then from the rotational invariance, Vﬂ’J"M"K” is of the form

Vﬁ’J”M”K” (r)=(— 1 )M”Va",”K”(T, k)YJ '—M”(/k\)

When a=(JMKB), a'=(J'"M'K'B’),

Vi (S',s') with the primes indicating the vectors ob-

(52)
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( VﬁG o, = VﬁG )JMKB,J‘M‘K’B'
R (— M +K’ .
=V/(2J +1)(2J +1)J’%K” W(JMJ —M'|J"M" ) JKT =K' |J"K" )V kg - (53)
Here
Vel ™MK ) prxp= [ dr RVl MK (D) FLg(r) . (54)
f
When a=(JMpKp), a'=(J'M'p’'K'B’) for K,K' =0, a=a'. The matrix element is given by Eq. (57) with

( VﬁG Vg, = Vﬁ ) IMpKB,I' M p'K'B

=3 C_,pK
KK’
Finally, if a=(JMpy), a=(J'M'p’y’), then

( k )a,a’z 2 Ul&?

K
G KBK'B

7K
kG )JMKB J'M'K’ /;*C :

Vk JMpKBJMpKB‘UKB'

(56)

We consider here the potential matrix elements of ei-
ther the phonon elastic scattering (n =n’) or the single-
phonon transitions. An extension of the present method
to the multiphonon transition potential matrix is
straightforward. In the following, we employ a scheme
that is different from the others for obtaining the matrix
elements. Applying the Baker-Hausdorf theorem to the
phonon creation and annihilation operators and using the
fact that |8§/>~0(1/N)<<1, the matrix element of the

interaction potential for the phonon elastic but
vibrational-rotational inelastic scattering (n =n’ case,
ie,ng = nb , for all Q,s) is obtained as
VaGnan 2 :(kzz—kG~ra)e-Wa(kG) (57)
with
W,(kg)= 3 (nq,+71)I8I°
Q,s
1 (ng,s+3)f "
=— 33 ———|kg€2*(Q)|*, (58)
INE 0(Q) kge*(Q)

and kg =k,Z+G. The simultaneous phonon, vibration-

al, and rotational elastic scattering is described as n =n’,
J
172
;| ANn
G l Q,s
Vanan (z )Z_F Zw:(Q) %kG'Sg*(Q)( VﬁG)a,a

with kg=k,Z+G—Q. For the one-phonon annihilation
in (Q,s) mode, i.e., for the case ngy —ngy = —38q,qg8; s
the expression of the matrix element can be inferred from
Eq. (62) using the Hermitian property VS, (S,s)
= V,,Tﬁ"(S,s). This property is obtained from the rela-
tion V§(S,s)=V?*%(S,s) using the fact that VS,s,r,,,)

a=a’'. Assuming that the gas-phase and the surface have
the same temperatures, the thermal average of the poten-
tial which will be used later is defined from

~(E,+6,)/kT
2 (¢aa¢n|V|(Da,¢" >€ « \
=(y)=2"
—(E,+6,)/kT
Se e n
(59)
FI'Om
v(n)= v (z)e'GR
G
with v§(z)=v_g(z), we have
2 ng,an(z)e-(Ea+6n)/kT
vgl(z)= a,n “(E_+6 /KT )
e a0

With approximation 8|2 <<1, vg(z) is given by Eq. (57)
with (V§_), o being replaced by ( Vi ) and W,(kg) be-
ing replaced by W,(kg), which is agam ;wen b¥ Eq. (58)

with nq ; being replaced by rig ,=1/(e 1), the
thermally averaged phonon occupation number. Here,
—E_/kT
SVE e
_a
<V§c>— —E_/kT 61)
e ©
and e “2Halks) is the Debye-Waller factor.

The matrix element for one-phonon emission having

(Q,s) mode is obtained in a similar manner. Therefore,
when ng —ngy =8q,q¢8; - for all (Q's"),
itk,z—kgT, )e—wau(G; 62)

is a real function of its arguments.

Thermal average of the molecular states results in the
J"=M"=K"=0 component, that is, the spherically
symmetric component of the molecule-surface interaction
potential. This is seen as follows. Since the molecular vi-
brational and rotational energy E, with a=(/MpKp),
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for example, is independent of M, we get IV. INTEGRAL EQUATION
—E /kT_ —EL /kT AND SCATTERING MATRIX
(Vg ) ke (Vg ag -
% kg Ja,a® Jsz'ﬁ % kg ‘aa For the .thermally averaged potential v (r), one might
use a certain molecule-rigid-surface potential. The com-

From the relation ponents of v (r) are given by

S (=DMUIMI=MJ"M" ) =(—1)V2T + 18, 8y VG an (2)=0g(2)8, 08, v -
M y a,a wn
The criterion for selecting the potential is to make the
we have quantity | Va,, an(2)—vg(2)| as small as possible for a cer-
tain range of the (an)’s of interest. Using the potential
> V,‘ZG )= (2 +1) 3 lC,%"’Klz( V,‘:’(;m )Jl?ﬁ,JI?B vo(z) and v (r), we present various Green functions, in-
K

tegral equations, and the scattering matrix formulations
for the molecule-surface system in the following.

=(2J + 1)V 20 )5,
G A. Distorted-wave Green-function approach

since the J,K dependences in vibrational wave functions Employing the laterally averaged potential v,(z), the
are insignificant. CDE is transformed into
]
d* 2M 2M J
dz 2 + anG ﬁ2 UO(Z) izié.a,nfG,(Z): ﬁz EG Van a'n’ Z)lbynG an, G( ) (63)
an
where
Vgn aGn( ) VSn aGn (Z _DO(Z)Saa6nn6G~G',O .

The number of coupled channels is determined from that of the (anG)’s. The inclusion of a tremendously large
number of phonon states n which are the collections {ng ] of the occupation numbers and many closed channels
makes the numerical integration of the CDE an unmanageably complex task. Therefore, the CDE is not useful for ob-
taining numerical solutions. Transforming the CDE to an integral equation which does not require as many fine mesh
points of the integration as those of the CDE, the scattering problem is tractable with a certain limited choice of the
phonon states. This integral equation is solved by iteration and enables us to obtain the numerical solutions effectively.
In what follows, the integral equation method is described. The CDE of Eq. (63) is transformed into a coupled integral
equation

nGuan G (2)=XonG.a n G (2 2 f dz'90,3(2,2 0V Gy 2 W n G (2') (64)
a'n'G'
with
Xa(niG),a‘n,Gl(Z)=aa,alsn,n‘SG,G‘)(g(nia(Z)v gg(rfG)(Z z ) thij( )ng(niGJ(z> ) ’ (65)
where z . =min(z,z’) and z, =max(z,z’). The x%.¢ and 7%, satisfy
00+)
(2)
dZ 5 M XanG .
;;+kan6_“ﬁ’_2'vo(2) ')72(”18(2) =0 (66)
00+)

with y%,5(z,)=0. They also satisfy the following asymptotic boundary conditions:

e J?ik‘"'c'z—sﬁ,fé;e Hang? (open channel) ,
Xg(nE(Z)N KonG?  — —KanG? (67)
e "% —%,,ge " (closed channel) ,
£l Fhang? (open channel) ,
2ik yng
TR &
anG” (closed channel) ,
2'Kan
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. +2i8 . : . .
with s(t) =e~ " 'S, Here 8, is the phase shift from the potential v,(z). Although kg, x%:5(2), and 8, are in-

dependent of M, the eigenvalue of J,, we will keep the notations as they are. From Egs. (64)-(68), we have the S matrix

Si;rrl)GanG SaasnnSGGsanG+C(nGanG 2 f dZ'XH-)‘(z )Vz(;’naGn zl)'pi:n)G anG( z') (69)
a'n'G’

with

ct) +iM

anG,a,n G, hz(kangk(zng )1/2
x%H(z), 9% )(z,2"), and st are complex conjugates of Y% 5(z), 9%.5)(z,2"), and s',, &, respectively.
We define the distorted wave functions for arbitrary initial conditions (a’n ‘G') as
i(K—Q, +G)-R
X(l)((,iazn'G T, S s) 2 X(a)z(ngan ‘G’ Z)q)a(s7s)‘¢n >el
anG
i(K—Q,.+G")R
= Y025 (2)D(S,8)|g,de T TR (70)
The X?(‘Z o are distorted wave functions from the potential vy(z), that is, the eigenfunctions of the Hamiltonian
2

H=— 2h1wV2+Hmol+Hcr+vo(z). (71)
More specifically, we have the following Lippmann-Schwinger equation:

(E —Htie)xX 5G(r,8,8)=tiepl 0,G(T,S,s) . (72)
Employing the orthogonality relations and Egs. (17) and (70), we rewrite Eq. (69) as

b
an ,a,n‘ f —
SG.an G =Baadnnd6.G S T x Jdrdsdsxg 51,8, P(r,8,9)9) , g (r.8,5) (73)

with 7(r,S,s)=V(1,8,s) —v,(2).
Defining the Green-function components as

gg(niG),a’n'G'(z’z’) Sa o' Sn n 6G G’ gg,,g(l, ") ’ (74)

we obtain the following Green operators:

g% 1,8, 5;1,8,8)= 3 (R,S,slanG )% yne(z,2'){a'n'G'|R',S,s")
anG
a'n'G’
L S (8,818, ) (6, |0L(S,5) %L z,z)e' K U TRTRD (75a)
anG
The following orthonormal basis functions for a given K:

(R,S,slanG)=V,,4(R,S,s)= %cba(s,s)wn ye' K7W TG (75b)

were used. Note that (anGla'n'G’) =3, .8, ,8g,c- The Green operators satisfy
U (r,8,s;r', 8,8 ) =% F(r',8",8;1,85,5) .

a'n ’G'> .

Using Egs. (17), (70), and (75) with the orthogonality relations mentioned before, we rewrite Eq. (64) as

It is seen that

1

2
Qo)
E —H%ie

anGanG(Z’ = ;M<anG

VK a,n,6,(0:5,8)=XK o ng,(T.S, s)+——fdr'ds ds' 9§ (r,8,5,1, 8,8 )V (r', 8,8 Wy o G, (1,S',8) . (76)
For (anG)#(a,n;0), we define the transition matrix (7 matrix) as

T anGra n0= fdrds ds XY anG(1,8,8)7(1,8,8)¥ic’ s » o1, S,8) . (77)
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Then from Eq. (73), we have
TanG an;0 (CanG an OL)—lsiztcli,a,n‘O . (78)

Equations (77) and (78) also define the off-shell T or S matrix when ' ~’ and ¢'*’ are the solutions corresponding to
different total energies E. Including the (anG)=(a;n;0) case in general, Eq. (78) gives the definition of the T matrix for
the molecule-surface scattering.

The vibrational-rotational and phonon transition diffraction coefficient (a;n;7a,n;) is given by

d’o ML? | ks
= L 386, —E+H)NT, 1 6. anol?) (79)
kodef 20h | k; ,,2/" 4 | apnsGp.a ,ol
where the bracket denotes the thermal average over the initial phonon states n,, i.e.,
—6, /kT
>0
(0,)= =&, /kT

e
nl

As we see from Eq. (79), the energy is conserved with

2 2
# kfz Ep—= #k}?
2M° TN 2M

Here, k, =K, +2k fz is the final scattered molecular momentum, with K, being the projection of k, onto the surface
and given by K,=K,;+Q, Q,,f—i—G r=K—=Q, n +G/. Conservation of the total parallel momentum has already been

taken into account in the 7 matrix. The vibrational-rotational and phonon transition diffraction coefficient can be writ-
ten using Eq. (78) as

fio=Ef+E, —EP—E
7

’
1 al

Ep=

2

Zr iy (+)
. n2<6(6f 6,+ﬁw)ka/nfcf 0|S asn;
S

d*o

_dlo _|L?
dQy dEY

2T

Gf,aIn,O'Z> . (80)

B. Diffractive-wave Green-function method

In this subsection, we study the diffractive wave function from the thermally averaged potential v(r). The ,\/K G
are the diffractive wave functions from v (r) with outgoing and incoming boundary conditions. The Hamiltonian H" for
the potential v (r) and corresponding Lippmann-Schwinger equation are, respectively, given by

2
H'=— ZﬁM Vi+H, ,+H,+v(r),

- (81
(E —H"tie)XK ywc(r,S,8)=tiepl onc(r,S,8) .
This equation is different from what was expected from the conventional scattering theory, where the collision partners
are spatially localized. The relations between the incoming and outgoing waves will be discussed in the next section.
Expanding the wave function as

1(K—Q, +G)R
X(Kiyl)l'nG(rss 2 Xiz:eanG a(S9s)‘¢n>e ,
anG
we can see that
Xizirrl)G,a'n'G'(z):Sn, 6a aXilTr)G G( z) (82)
and Eq. (81) results in a CDE and asymptotic boundary condition for the open and closed channels as
dZ kanG ﬁz UO( z) XanGG(Z) hz EUG G” Z)XanG G(Z (83)
&
and
172
+ kang Fik +ik

z
(e %8G 6~ SanG.ance ° ), (84a)
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172
Kang .
anG anG* (84b)

(£) ~ (x)
XanG,G'(z) § anG,anG'€

KanG

Here, Ug_g(z2)=vg_g(2)—v4(2)8g g- The integral equation for the diffractive wave functions and the integral ex-
pression of the phonon and molecular elastic (n =n’, a=a') diffractive scattering matrix §'*’ can be written as

Xan6,6/(2)=86,6Xong! ZH“ 7 2 fd "9n6(22' W62 Wangr.c(2') (85)
&iiflé},anG SG GSdHG+CiIHG anG’ 2 de Xar;r )* ) - ”(Z)X(ain,G”.G'(z) . (86)

In what follows, a matrix A4,,G ,n,g(2,z") will be denoted as [ A]. Here, (anGz) and (a’'n’'G’z’) are regarded as the

row and the column indices, respectively, with z,z’ being continuous variables. With these definitions, matrix multipli-
cation then takes the following form:

([A][B])'I"G‘G'HIG'(Z’Zl): 2 fdz“AanG,a"n”G"(z’z“)Ba”n”G",a‘n'G’(2”72’) )
an"'G"

and the Hermitian conjugation is expressed as
+ ’
[ A ]anG,a’n'G’(Z’z’ )=4 ;’n’G"anG (Z ’Z) .
We define the following matrices for bracket notation as

lanG,a'n’G'(Z’z/ )= Sa,a‘an,n’BG.G’S(z —z') ’

Lg‘rBanG( zzﬁ—j\zl<anG|E_Hoii€[a’n’G’>
2
% k2 o — ;—Ajvo(z)iie 8.y o B Dz —2') . (87)
Z

The Green function matrices [ $%"'] corresponding to [L%*'] have already been obtained in Eq. (74). It is seen that

[LOFT =[LY 7], [¢**'1"=[9%7']. Here the Hermitian conjugate is the same as the complex conjugate. Further-
more,

[LO(i)][go(i)]:[gO(rJ][LO(i)]:[1] .

The component wave function rba,,G &G’ (z), )(2(,,)& an'gz), anG «ng(2), etc., are regarded as the elements of column

matrices [¢,7)5(2)], [X%55(2)], [x 6 (2)], etc. We also define a column matrix [@l},'g(z)] with the elements

(%) =, 7 kang?
¢(1nGanG( z)=e “ 6otozSthaG,G"

Note that

(+) HK—Q, +G)-R
(pK,a’n’G r, S S) 2 ¢7anG a'n G a(s’s)|¢n >e § .
anG

By iteration, Eq. (85) is rewritten in the following form:

e 1=+ 2L - M e 1= [11%;1‘1[ 9] | %2 (88)

with
Uyng, a,,,'Gr(z,z’)=(vG_G'(z)—vo(z)SG G')84,a0, 0z —2"),

(89)
[g(+ ]_[90(+)]+ ﬁ [gO(+ ][ ][g(+)] [gOtil]+2ﬁ_j‘f[g(t)][—5][go«i)] .

We have [5]"=[v] and thus [9'*']"=[9' 7)]. The [v]is block diagonal and so is [ ' '], that is,
g(aﬁ)G,a'n'G'(z’zl)zéa,a'én,n'gii;()lG'(z’z’) .

The Green-function matrix [ '] is useful for obtaining the approximation scheme, in particular, the coupled-channel
transition-matrix element to be discussed in the following paper.
Employing the following matrices:
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I_/oznG,oz'n'G’(Z"z )= (Vgn aGn (Z)_UGfG’(Z)Sa,a'an,n’)8(2 —z'), (90)
L(a:)GanG( zzﬁ_j‘f<anG‘E_HUii€‘a’an'>
2
B ;’2 +k‘.wG_l€ (SGG zh];{UGvG'(z) 6(1.(1'6»1.11'8(2 ~z') ’ (91)

we obtain the matrix forms of differential Lippmann-Schwinger equations, Egs. (72) and (81), as

[LO( ][Xan ]:iie[(P‘aiﬂ)G']? [L ][Xan ‘G’ ]_+16[¢an ‘G’ ] (92)

and hkew1se the matrlx form of dlﬂ"erentlal Lippmann-Schwinger equation of the total wave function in terms of [L'" '],

[¥7], [¥'F'], and [¢' "']. Note that [V] =[V]. Using Eq. (89) and the relation [L'"]—[L%*']=—2M /#)[T], we
obtain

[L(,‘t)][glt)]:[giz)][L':)]:[1] . (93)

The matrix form of the differential Lippmann-Schwinger equation of the total wave function is then transformed into a
matrix form of integral equation,

['jj‘a%n)’o __[Xa n, O]+ ﬁ g($)][V][w'a<n,’0 4 (94)
by multiplying [ '] to the former. From Eq. (89), we have the asymptotic behavior
+1 Ttk N
LNV o Dawal2)~5——e "¢ Wana 1TV Yanol - 95)
2lka'n'G' !

From Egs. (25), (94), and (95), we obtain the following integral expression of the S matrix:
S'j)/ janO 8(1/,aIBnJ,nIQS)(a‘/:rL/G/,afn/0+C(aw G/ozn()[X(4 'G ] [V][ anO] (96)
with

yG' -G (2)=vS" "G (z2)

afn/.,a’n’ z aflz/,a'n' —UG”*G'(Z)éa,,(t'SH

/,n' .

Equation (29) is also satisfied by Yk 4n'G XunG.an'G aNd SonG. wn: as functions of K, G, and G'. Equation (96) can
be rewritten as
(t i

(1) () /
S jrz/G/ anO Saf,alénf n,9 a; /G/ a n/0+

G wa,n 0
fdrdeS)(K“I,,] G, (18,875,880 ) ol 1S5 (97)

with
I_/(r’S’S) (I' S s)—ul(r E l¢rl >V?n Z7Sys)<¢”"e”Qn’#Q”+G“R .
nn'G

The first term in Eq. (96) or (97) is the phonon and molecular elastic diffractive S matrix from v (r). The phonon transi-
tion (n,7n;) matrix Ta)n,G,.an0 18 given by the integral expression of Eq. (97) for S'*' multiplied by (C'7'L) ™" as
seen from the relation between the S and T matrices given by Eq. (78). We write the Green operator 9%’ as follows:
9¢(r,8,5,1.,8 8 )= 3 (1,8,8lanG) 9,6 anclz,2){a'n'G'Ir'S's") . (98)
anG
a'n'G’

It is seen that Q'Ki ”(r,S,s;r’,S’,s’)Z 9‘,5 r',S',s";1,8,s). Equation (94) can be written as an integral equation with the
help of the orthogonality relation of the basis function

Kot o(1,8,8)=XiC)  olT,S, 8 +—fd 'dS'ds' 9 (r,S,8:1, 8,8 )V, 8,8 W) ol 87,8') (99)

In the same manner as before, one can see that for any division of the full potential V' = Vit p?,

(+) — QL (=) (%) L0+
a/nfo,a’nIO_QsafnfG/,a,n,O_'_CajnfG/.aln,O[XajnfG/] [ ][wa nO] . (100)
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Here, $"'* and y"'T) are the scattering matrix and
wave function from the Lippmann-Schwinger equation
for V!. Equations (73), (97), and (100) are the two-
potential method of S matrix theory in a molecule-
surface system. The first terms in these equations cannot
be expressed as matrix elements of V' between plane
wave and y"'*' in contrast to the conventional scattering
theory.

V. THE TIME-REVERSAL INVARIANCE
AND MICROSCOPIC REVERSIBILITY
FOR TRIATOMIC-MOLECULE-SURFACE SYSTEM

For each phonon state |¢, ), there exists a unique (pho-
non) state |¢, ) such that ig ;=n_q . Thus Q,=—Q,
and 7=n. The time-reversal operator T=%UC of the
present (spinless) molecule-surface system is defined such
that @ is the complex-conjugate operation of ¢ numbers
of U|$,)=1¢,) for any n. In other words,

T [ 3 xa(r,8,9)¢,) | =3 xx(r,8,8)|,)

with the y,(r,S,s)’s being the c-number functions. The
operator U is then unitary and 7 is antiunitary with
T~ '=T. Obviously Tv(r)T '=v(r) since v(r) is real
and diagonal with respect to the molecular and phonon
states a,n. In this section, we consider the molecular
states with a definite parity. Therefore, a =(JMpKf3) or
a=(J/Mpy). The molecular state —a is used to denote
—a=(J —MpKpB) or (J—Mpy) for the a previously
given. The time-reversal invariance of v(r) mentioned
before is then equivalent to

(101)

+M+
_l)J M P

UG(Z)aa,a’Sn,n’zeaea’viG(Z)a—a, —a‘aﬁ,n' .

Here, the phase

factors €,=(
Ea':( -1 )J +M'+p

are introduced to make Eq. (101) con-
sistent with the general expression of invariance dis-
cussed later, although €,e, becomes 1 because of §, ..
This equation can also be obtained from the Hermiticity
vg(z)=v%5(2). Several physical quantities depend on
the total parallel momentum K. To show such depen-
dence explicitly, we will sometime use the notation
Xonb.anc(2;K), k2,6(K), etc., as we did before. Since
Xonds.anc(z;K) and X d owe(z;K) satisfy the CDE of
Eq. (83) but have different boundary conditions given by
Eq. (84), we obtain

Xzzzi)G,a'n'G'(Z ;K)=€a€a’X(—¢a?—G, —a’h'—G'(z ;—K),
(+) (F) (102)
eSaa’r—lG,a'n'G'( K ) :Eaea’('-sb_,,:z,:;cY ‘(l'ﬁ'—G'( - K) 5
using Eq. (101) and the relation k2,5(K)
=k? .,_g(—K). When a=(JMpKB) or a=(JMpy),

we have ®2(S,s)=¢,P_(S,s) since the U,?I’E}V’s are real.
Thus, we obtain

(+) — JF)

TXK anc'1,8,8) =€, XY _pn—c(1,5,8),
(+) = )

T¢K,a’n’G’(r9 S’S)_eu'¢(—K,‘—a’ﬁ’—G'(r’ S,S) )

0(+) — o +)
TXK,a’n’G’(r,S,s)_Ea'X_K’ —a’ﬂ’—G’( l',S,S) .
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From Eq. (101) and using Eq. (89) or (93), we can show
that

(1) . _ +
ganG,a'n’G‘(z9zl,K)_Eaeavg( )

’ . —
*a.ﬂ,_G.,_an_G(z ,2;—K) .

This relation results in the equation
TOC (1,8,8;1,8,8 )T '=9 Hr,8,s;1,8',8) .

The same relation holds for ggéi)(r,s,s;r',S',s’). So far
the factor €,€, is redundant since it becomes 1 due to the
fact that the relevant quantities are zero for a#a’. In
what follows the factor has its own right since the
relevant quantities are not zero for a#a’. We can show
that

(&laQ,SCZ’l‘l=a—Q,S’ (llaasﬂ_l=aT_Q,s .

Therefore,
TuRg)T '=uiRg), TpuRg)T '=—p“Rg),
TH.,T '=H,, TPT '=-P,
(103)
TH, T '=—H,, THT '=—-%H,
THpoT '=H,y, TH'T '=H".
Since the molecule-surface potential

V=V(,S,s,u(Rg)) is Hermitian, the Fourier com-
ponents in Eq. (50) satisfy Vi* =V<2,. In other words, V
is a real function of u’(Rg). Thus, from Eq. (103), we
also have

TV '=v, THT '=H .

The time-reversal invariance of V is seen to be equivalent
to

Ve, (2,8,8)=V, G*(z,8,s),
’ (104)
Voran(2)=€u€,V SF _ 0(2) .
Employing the same method as before with Eq. (104), we
obtain

(1) . — (F )% -
lz’anG,a'n'G'(z ’K)—eﬂea'tpAaﬁ*G,—a'ﬁ'-—G'(z ’ K) ’

(%) — (F)* —
SunG,anc (K)=€€s8 " 5 o n—g(—K).

Therefore,
(+) - (F)
TYK wnc'1,8,8) =€, ¢ —wn - T:8,8) .

It is thus seen that differential or integral equations
satisfied by wave functions of incoming boundary condi-
tions having superscripts (—) in Egs. (11), (72), (76), (81),
and (99) are obtained from those satisfied by the wave
functions of outgoing boundary conditions having super-
scripts (+) by operating 7 with subsequent replacement
(—K,—a,f;—G;)—(K,a;n;G;) and vice versa. The re-
lations between the incoming and outgoing wave func-
tions obtained in this section are not trivial. These equa-
tions are different from those of the ordinary scattering
theory where the collision partners are spatially localized.
Equation (99) is expressed in matrix form as



W= e 1+ Af[g‘ﬂu PIvE o]

[1]+ 7 [9’ V1 |IXdwel,  (109)
where
[9"*)= [9‘+’]+ [9‘+>][V][9”+’]
[g(+)]+ ﬁ [gr(+)]{V][g(+)] . (106)

Equation (76) can be rewritten as

LU poglzz)= —zﬁ—Azl(anG[E —H+iela'n'G")

—‘_——}"kou1G_+_le SGGS'IHSGG

and employing the same method as before, we have

[Lr(t)][gt(t)]=[gl(t)][Lz(i)]:[1]

and thus
# 1
L) = ' ’
ganGanG( z') 2M<anG E—H+i nG> .
We can also show that
g;(ni(;),a’n’G'(Z,Z’;K) €,€, gia" *G,~aﬁ—G(zl,Z;‘K) '

Equation (110) is equivalent to

Tgi((i)(f,S,S;r',S' s)T '=8¢"¢gr,8,s;1',8,s') .
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(W ol =061+ 25 (S NP
= [+ 25 Y ], aon)
with
(9 1= (8% 1+ 2 P8 )
[90*’]+ [9"*’][1/][90‘*’] (108)

One sees that the same Green function [9'*'] is ex-
pressed in dlfferent forms, Eqgs. (106) and (108). Note fur-
ther that [¢F']' = ¢" +)] Defining

2M £ pS | (2)

anan

8(z —2z") .

(109)

(110)

i)

The Green operators 9% */(r,S,s;r’,S’,s’) were defined as before from S';¢ o'~ These §''*”s are the Green functions
of the full Hamiltonian H. It can be seen easily from Eqgs. (105) and (106) that

L fdrasds i), 6, (68 9T(0S, U, , 6 (£.S.s) fdrdes;bK”o’f,, 6, (1.8, 8)7(5, 8,90, . (18.) .
(111)
From Egs. (107) and (108), we also have
Ty, fdrdes)(K G, (1.8,8)V(r,8,s1is , 6 (r,8,8)
I fdrdeszltK ab,,bi(r S,$)V(r,8,8)XX 0/ n G, (T,S,8) . (112)
Substituting the time-reversal invariance TV(r,S,s)T '=V(r,S,s) into the first line of Eq. (112), we obtain
Tyy=—x fdrdes[‘Tlp;:; v, (08,9)17(1,8,8)TxK o) G, (1,S:8)
=€a,€0, 77 fdrdesw Kl —an G, HSSOVILS SN G (rS,s). (113)
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Equations (112) and (113) with s_ 1 (K)=s"") __(—K)
result in

(+)
a,n,Gy,a,n,G, (K)

—K). (114)

This is the statement of the microscopic reversibility. We
consider now the reflection cases (G, =G, =0) for sim-
plicity. The probability that a molecule with, e.g.,
(J,M_p,v,) and parallel momentum K, collides with the
surface and is scattered with (J,M,p,v,) and K, with
the creation of a single phonon in mode (Q,s) is the same
as the probability that the molecule is incident with
(J,—Myp,vy,) and parallel momentum —K, and scat-
tered with (J, —M_ p,v,) and —K, with the annihilation
of a single phonon having (—Q,s). The reversibility
could be tested by a measurement. For the atom-surface
system, the fact that the half-collision processes, adsorp-
tion and desorption, are related to each other through the
microscopic reversibility has been observed. 3’

VI. SUMMARY AND DISCUSSIONS

We have developed a systematic (quantum-mechanical)
formulation of the triatomic-molecule —crystalline-surface
scattering dynamics that takes into account the vibra-
tional and rotational states of the projectile, diffraction,
and phonons in the solid by extending the previous work
on the atom-surface scattering.’® The vibrational and ro-
tational motions of the triatomic molecule are treated by
separating out the center of mass of the molecule, which
can be applied to general polyatomic molecules scattered
by a surface. The present formulation is derived based on
the time-independent scattering theory, in contrast to
most other work on atom or diatom-surface scattering
where time-dependent theory was employed. With the
translational symmetry of (triatomic) molecule-surface
system, total (projectile +phonon) momentum representa-
tion parallel to the surface was employed in the formula-
tion, which is analogous to the total angular momentum
representation of the gas-phase scattering where rotation-
al symmetry exists. This representation greatly simplifies
the triatom-surface scattering formulation. We presented
here the properties of the total scattering wave function
of the triatomic-molecule—crystalline-surface system with
the inclusion of phonons in the solid and vibrations and
rotations of the projectile, a representation of the simul-
taneous phonon and internal (vibrational-rotational) state
transition potential matrix, the coupled differential equa-
tion, and independent physical solutions for given energy
and momentum. These are all obtained based on the
translational invariance of the total Hamiltonian. The
coupled differential equation serves as a basis to further
develop scattering formulations and to introduce approx-
imation schemes, although it is not useful in practice for
computing the wave function and scattering amplitudes
because of the very large number of phonon and
vibrational-rotational states involved.

The scattering equations of the system in differential
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and integral forms as well as the related Green functions
were also obtained. They are not the same as those from
the ordinary scattering theory where the collision
partners are spatially localized. In particular, explicit
configuration expressions of the Green function of the
molecule-surface system presented here including pho-
nons and vibrations and rotations are quite different from
those of the conventional collision theory. Several impor-
tant versions of the integral expressions of the scattering
and transition matrix are presented. They are useful for
obtaining  realistic = computational approximation
schemes, e.g., higher-order DWBA and multiphonon
processes, as we shall see in the following paper.

The time-reversal invariance and the microscopic re-
versibility of the triatomic-molecule—surface scattering
have also been discussed. The equations between the in-
coming and outgoing scattering wave functions that are
important in the T matrix schemes were also obtained.
One notices that these nontrivial equations and the
scattering equation in differential form [see, e.g., Eq. (11)]
are different from those of the ordinary scattering theory.
We have further obtained the relation between the
scattering matrix elements describing the microscopic re-
versibility in the present triatomic-molecule-surface sys-
tem. Our results have shown that the phonon annihila-
tion and creation are mutually time-reversed phenomena
which can be tested by experiments.

The ab initio results on the gas phase, in particular,
triatomic-molecule—surface interaction potential are
nonexistent as mentioned before. One aim of the
triatomic-molecule—surface-collision study is to obtain
the precise nature of the interaction potential for other
applications. The theoretical scattering dynamics is em-
ployed to assist the determination of an accurate poten-
tial by comparing the computational results with the ex-
periments. Therefore, an accurate collision dynamics is
desirable. We have developed a formulation of the
triatomic-molecule-surface scattering dynamics that can
be used for obtaining an ab initio calculational scheme
and a realistic approximation method, and at the same
time can be adopted to a general input potential. Thus
our formulation presented here and the calculation
schemes to be derived in the following paper should be
useful for extracting information regarding the gas-
surface potential and for interpreting the experiments.

Based on the present formulation, we present in the
following paper, specific theoretical schemes for simul-
taneous diffraction, phonon, and vibrational-rotational
transitions suitable for the triatomic molecular projectile,
the bound-state-resonance scattering approach for
phonon- and rotation-mediated selective adsorption and
desorption, and a method of obtaining the physisorption
probability.
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