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A theory is presented of the diffractive scattering of a light atom by a semi-infinite crystal in
which the atoms are executing thermal vibrations about their equilibrium positions. The intensities
of the diffracted beams can be expressed in terms of the average of the scattered wave function over
the canonical ensemble defined by the vibrational Hamiltonian of the crystal (this is not true for the -
inelastic component of the scattered intensity). With the aid of projection operators we obtain the
integral equation satisfied by the averaged atomic wave function. The effective potential entering
this equation is nonlocal in space and time, complex, and temperature dependent. The change in in-
tensity of each diffracted beam due to scattering out of the beam by the thermal vibrations of the
atoms constituting the crystal is related to this effective potential.

I. INTRODUCTION

The following problem still hampers our understanding
of the diffracted intensities in atom-surface scattering. If
the scattering were due to an impulsive, two-body col-
lision, the diffracted intensities could be computed by
solving a purely elastic problem, and then multiplying
the results by the wusual Debye-Waller factor,
exp[ — {(G-°W)*) ][=exp(— 3 ,¢2{u2)) in situations of
high symmetry], where q is the momentum transferred in
the collision and (u2) is the mean-square displacement,
in the direction &, of the surface atom involved in the col-
lision. In reality, it is found that this formula applies fair-
ly well (except when resonant scattering is important)
with respect to the functional dependence on scattering
parameters (through q) and on temperature (through
(u2)). However, the effective (u2) is often about one-
half of the expected value, which is that of the topmost
surface atoms for a compact monatomic surface and some
average over the topmost layer in other cases. Coinciden-
tally, the effective {(u2) is about equal to the value ex-
pected for bulk atoms.

The origin of the discrepancy is to be found in the facts
that the collision is neither two body nor impulsive. A
thorough discussion of the expected modifications in the
theory of atom-surface scattering required by these facts,
within a semiclassical approximation and with neglect of
resonant scattering, has been given by Meyer.! He
discusses four effects, which he calls the Beeby effect,” the
Armand effect,> the Levi effect,* and the closed-channel
effect.” The Beeby effect amounts to the fact that g is
larger than the momentum transferred in the scattering,
because the effective two-body repulsive collision takes
place after the gas atom has been accelerated by the long-
range attractive atom-surface potential. The Levi correc-
tion has a contrary effect: Because the repulsive collision
is not impulsive, ¢ may be smaller than expected. The
Armand effect is a reduction of the effective (u2 ), due to
the fact that the effective repulsive interaction is not sim-
ply two body (although it is a sum of two-body interac-
tions). Finally, the closed-channel effect is the major
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correction due to the fact that multiple scattering must be
taken into account. A limitation of the Meyer theory, in
addition to the semiclassical approximation, is that the
resonant processes are not included.

In earlier papers®® we addressed the problem of
multiple-scattering corrections (including the closed-
channel effect) by an exact treatment of a simple model:
the vibrating, corrugated hard wall. We found that, in
some cases at least, the entire apparent decrease of (ui)
could be attributed to multiple scattering. The model we
used is incomplete, however, because in reality the pres-
ence of the attractive potential allows ‘“closed-channel”
transitions to take place through surface-bound states in
the attractive well. Furthermore, recent work in atom-
surface scattering has shown that the hard-wall model has
only limited validity: Recent comparisons of theory and
experiment for inelastic scattering show that there is a
cutoff in parallel momentum transfer that can be
described as an Armand effect, and is not present in the
hard-wall model.”® As long as inelastic scattering is
weak, it is apparently well described by the distorted-wave
Born approximation, using a sum of repulsive two-body
potentials, and a long-range attraction. Such a description
is certainly more realistic than the vibrating hard-wall
model.

In this paper we extend the earlier formalism to handle
these more realistic potentials. If diffractive scattering
can be neglected, the result of the present treatment is
simply equivalent to saying that the specular intensity is
reduced by the total inelastic scattering, and in fact the
present formulas are obtained, to lowest order, by sum-
ming the inelastic scattering intensity given by Manson
and Celli.” More generally, the inelastic scattering leads
to a redistribution of the specular and diffracted intensi-
ties. The total elastic intensity is decreased, but the indi-
vidual intensities are affected differently, and may even
increase at near-resonance conditions.

Although the treatment we give in Sec. II is in principle
general, for practical evaluations it is most appropriate to
the case where the inelastic scattering is weak and one-
phonon processes dominate. The basic quantity to be
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evaluated is the effective potential (M), which can be
described as the position-dependent self-energy of the
atom being scattering, or the optical potential for the
scattering. General formulas for (M) are given in Sec.
III; the effect of (M) on the scattered intensities is dis-
cussed in Sec. IV. The explicit evaluation of (M ) and of
the intensity to the lowest order in the phonon displace-
ments is given in Sec. V. It is also shown how the formu-
las of this paper reduce to eatlier results for simpler cases,
including the hard wall. A discussion of the results ob-
tained and of the need for further work is given in Sec.
VI

II. DIFFRACTIVE SCATTERING
FROM A VIBRATING CRYSTAL

In the present work we develop a formalism that is gen-
erally valid, although it is particularly suitable for realistic
calculations when the light incident atom has negligible
effect on the heavier atoms constituting the semi-infinite
crystal. Quite generally the problem becomes that of an
atom moving in a time-dependent potential caused by the
motion of the atoms of the crystal.

To define this potential we begin by defining the posi-
tions of the atoms in a semi-infinite crystal. We first in-
troduce a two-dimensional Bravais lattice, parallel to the
surface of the crystal (the plane x3;=0), that defines the
translational symmetry of the semi-infinite crystal. The
lattice points of this lattice are given by the vectors

i’“(l)=11§1+125}2 > (2.1)
where d; and @, are the noncollinear primitive translation
vectors of the lattice, lying in the plane x3;=0. [; and /,
are any two integers, positive, negative, or zero, that we
denote collectively by I. The vectors @; and @, define a
surface unit cell, whose area we denote by a,.

Together with the two-dimensional Bravais lattice de-
fined by Eq. (2.1) it is convenient to introduce the two-
dimensional Bravais lattice reciprocal to it. The sites of
this new lattice are given by the vectors

G(h)=h,b,+hyb,, (2.2)

where the primitive translation vectors I—;] and 32 are de-
fined by the conditions

ai‘gh =27T§ij, l,_]=1,2 . (2.3)

In Eq. (2.2) h; and h, are any two integers that we denote
collectively by A.:

With each lattice point of the Bravais lattice we associ-
ate a basis, the points of which are defined by the vectors
{X(k)}, with k=1,2,.... There is considerable arbitrari-
ness in the definition of the basis. The chief requirement

'is that the equilibrium positions of all the atoms in the
semi-infinite crystal be given by the vectors

X1 =% (D + X (k) . (2.4)

On the assumption that the crystal occupies the lower
half-space, we take x3(x) <O.

The atom (k) is now assumed to undergo an arbitrary,
time-dependent displacement from its equilibrium posi-
tion, described by the vector U(/k;t). Then, if we denote
the potential energy of interaction of the incident atom
with an atom of type « in the crystal by U,(p), where p is
the vector joining them, the time-dependent potential of
the incident atom at position T will be written in the form

V(T,0)= 3 UJ[T—X(k)—ullk;1)] . 2.5
Ik B

For simplicity, we will treat U(/k;t) as a classical vari-
able in the text of the paper. In the Appendix we show
how the results obtained with these assumptions are still
valid in a quantum-mechanical treatment of the crystal,
and are not modified by the self-consistent inclusion of
recoil due to the collision process. The only change is
that in the final results the quantum-mechanical expres-
sions for the displacement correlation functions must be
used.*

The time-dependent Schrédinger equation for the atom
being scattered is

- 2
QSN | oy |wEn 2.6)
ot . 2m

where m is the mass of the atom. With the use of the
Green function G (T,7';t —t’) that satisfies the equation

L I ey U , - = ,
ii—+—V* |Gy (T, Tt —t')=8(F—T")8(t —1') ,
at  2m

(2.7)

subject to outgoing wave or exponentially decaying boun-
dary conditions at infinity, we convert Eq. (2.6) into an in-
tegral equation

UTD=v(T0+ [ d [ drGF(F,75t—t)

X V(T t'W(tT",t'), (2.8)

[

where o(T,?) is a solution of the homogeneous equation,

iﬁ—é?+———V2 Yo(T,1)=0, 2.9)

l:) #
2m

and represents the incident wave. A convenient represen-
= =,

tation for Gg (¥, 7"t —t') is

—io(t—t')
b

2m
GF (T, Tt —t") ==+~
0 ﬁZ f (2,”.)2 2T

d’k f do explik; (X —X | +ialk, o) | x;—x} I]e
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where
) 1/2 me
mao 2 2 mao
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=i lkf,_——'-g—‘i , k> ':;“’ , @7

and 2”2)?1)51 +.7/€\2x2, EH =£1k1 +J/C\2k2, with 56\1 and 56\2
unit vectors along the x; and x, directions, respectively.

If we denote the scattered wave function by
P (T,2)=9(T,t) —¢o(T,2), the 3 component of the scat-
tered particle flux is given by

azp,(?,t) az/;s(r t)

(s) t) = — T,
J3T, )= ox bs(T0)— 3

S |(T

(2.10a)

In fact, since the atom is scattered by a random, time-
dependent potential caused by the vibrations of the atoms
of the crystal, what is of interest is the average of
JUT,D, (JP(X,1), over the canonical ensemble defined
by the vibrational Hamiltonian of the crystal.

Similarly, the 3 component of the incident particle flux
is
Oy(T,1) N azlzo(r t)
D= =T, t) ————

8x3 ox X 3

(2.10b)

JO(F, t)—- YH(T,

The number of incident atoms crossing a plane x; =const
far above the scattering surface must equal the average
number of scattered particles crossing the same plane:

f d3x”ng)(f:t) lx3=const

=fd2x

The average (J)(F,1)) can always be written in the
form
8¢rs(r t)>
<¢S a 3

(Y (T,))
8x3

TPED) | xymconst - (2.11)

(J(S)(r ) )

3 | Slm

Im {(wﬁ(f’,t))

oY (T,12)
X3

(wi Ll )a] . 1)

The second term on the right-hand side of Eq. (2.12) gives
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the contribution to {J$'(¥,¢)) from all terms in which at
least one displacement component u%(l,t) appearing in
5 (T,t) is contracted with a displacement component
ug(l',t') appearing in 3¢(T,¢)/dx 3.

If we confine ourselves to diffractive scattering, we
need to be concerned with only the first term on the
right-hand side of Eq. (2.12). The second term describes
the inelastic scattering. This can be seen from the results
of calculations based on simpler models.’ It also follows
from the fact that the averaging process restores periodici-
ty and time translation invariance to our physical system,
so that (i,(T,¢)) describes scattering from a static period-
ic crystal. Such scattering can only be diffractive. For a
surface of area A, taking an integrated incident current

J a% I (70 =talk )4 /m

[see Eq. (4.1) below], the diffracted beams have an in-
tegrated current of order a(kw)A4 /m within a solid angle
of order A*/A, where 2m/A=alkjo). In the limit
A—> o0, such beams are unambiguously separated from
the diffuse scattering that is described by the term
(i3, /3x3 ) eorr in Eq. (2.12).

Thus, in what follows we focus our attention on the
averaged wave function {(T,?)), from which {(¢(T,))
is obtained according to

(§(T,0)) = ((T,0)) — (T, 1) .

We begin by introducing the operator P that averages
everything that stands to its right over the canonical en-
semble defined by the vibrational Hamiltonian of the crys-
tal. We also introduce the complementary 'operator
Q =1—P. Application of the operator P to both sides of
Eq. (2.8) yields the equation

PYT,0=yo(T,0)+ [ d* [ dr'GH(T,Tt—1")
XPV(E", ") PY(T",t")
+OQUT ] .
(2.14)

(2.13)

Similarly, application of the operator Q to both sides of
Eq. (2.8) yields

QuT,N= [ d* [ dr'GE (F,Ft—1)QV(T",1")
X[PY(T",t")+QY(T",t")] .

We now formally solve Eq. (2.15) for Q(T,?), with the
result that

(2.15)

oY(r',t")= fd3r”fdt”fd3 "’fdt”'R("’ TG (T, T — "’)QV(""’ t""PY(T"", "), (2.16)
where the function R(T,T’;#t') is the solution of the equation

R(ET50)=8(F—F8(t —t)+ [ d°F" [ dt"G (F,F";t—t")QV(T",t")R(F", F'5¢"t") . @17
When the result given by Eq. (2.16) is substituted into Eq. (2.14), we find that (¢(T,?)) satisfies the equation

(W) =go(T,0+ [a°F [ar [ a%" [ de"GF (7,750 —' (M, T"506") ) (WF",1")) (2.18)

—-»-—»,

where the function M(T,T’;#t’) satisfies the equation
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M(T, Tt )=V(T,)8(F—1')8(t —1t')+ V(f’,t)fd'3r"fdt”G(T(F’,f’";t—t")QM(f’",f”;t"t').

Thus ((T,t)) satisfies an integral equation of the same

form as (T,z), but with a nonlocal potential
(M(T",T"”;t't")) in place of the local one
V(T,t')8(r' —1')8(t' —t").

The straightforward way of obtaining (M (T,T";zt')) is
to solve Eq. (2.19) by iteration and then to average the
solution term by term. However, by proceeding somewhat
differently we can carry out a partial resummation of the
terms in the straightforward iterative solution.

For this purpose we introduce the Green function
G *(T,T;tt') as the solution of the equation

GHT, Tt ) =G (T,T";t —1t')
+fd3rnf dtuG(-)l-(f»,?n;t_tu)
><V(?II’tII)G+(F’ll,f’l;tntl)

(2.20)
or, more concisely,
Gt=G§ +GFVvG+. (2.21)
We can rewrite this equation equivalently as
Gt*=GF +GiM{(G™), (2.22)

and thus M can be defined alternatively by the equation
VG+*=M{(G%) . (2.23)
To establish this result we rewrite Eq. (2.21) in the form
Gt=G§ +GFV(PG*+0G™) (2.24)
and solve it formally to obtain
Gt=U—-G{fVQ)"'G +(I -G VQ)~'GF VPG .
: (2.25)

However, because G§ is nonstochastic [i.e., it is indepen-
dent of the displacements {u(lk;t)}], the following rela-
tions are valid .

I-GFvo)~'Gd =G, (2.26a)
I—-GgVQ) " 'GFVPGt=GF I —-VGFQ)~'vPG+ .
_ . (2.26b)
From Eq. (2.19) we see that M is given explicitly by ‘
M=I-VG§Q)~'v. (2.27)

Therefore, on substituting Egs. (2.26) and (2.27) into Eq.
(2.25), we find that the latter becomes Eq. (2.22), which is
what we wanted to prove.

It follows from Eq. (2.22) that

(GT)=GF +GF (M)Y(GT) .

Thus (M) is the self-energy, or effective potential that
determines (G ¥ ), just as it is the effective potential that
determines {1).

We now use the fact that the single equation

(2.28)

(2.19)
I
is equivalent to the pair of equations
G =G§ +G§V,Gt , (2.30a)
Gt=G{ +G{V,G*. (2.30b)

Thus, if we take V;=(M ) and V,=V — (M), we obtain
from Egs. (2.30)

G =Gg§ +G§ (M)G{ , 2.31)
Gt=G{ +G{(V—-(M))G*. (2.32)

A comparison of Eqs. (2.28) and (2.31) shows that G is
(G*). Consequently, Eq. (2.32) can be rewritten in the
form

Gt=(GT)+(GT)V—(M))GT . (2.33)
Equation (2.33) is equivalent to
GT=(GT)+GH(V—-(M)){GT). (2.34)

We multiply this equation from the left by ¥ to obtain
VGY=V{(G*)+VGHV—~(M)){G*). (2.35)
From Eq. (2.23) this is equivalent to
M{GT)=V(Gt)+M(Gt)(V—(M))(GT),
(2.36)
whence it follows that
M=V+M{GH)V—(M)).

This is the equation for M we seek. It contains the aver-
aged Green function (G ™) instead of the free-particle
Green function G§ .

. To solve Eq. (2.37) we expand M formally in powers of
v,

(2.37)

M=M1+M2+M3+"’ ) (238)

where the subscript denotes the order of the correspond-
ing term in V. When Eq. (2.38) is substituted into Eq.
(2.37), and terms of the same order in ¥ on both sides are
equated, we obtain the set of equations

M=V, (2.39a)
M,=M{(GTYV—(M,)), (2.39b)
M3=—M (Gt )Y{(M,)+M(GT )V —(M,)),

: (2.39¢)

If we average each of these equations in turn, we find that

(M)y=(V), (2.40a)

(M) =(V(GH)V)—AVIGH V), (2.40b)



(M) =(V{(GYV(GHV) (VG (V(GH)V)
—(V{(GT WV IGT)V)
—(V(GHIYVIGT V)
+2{PIGT I VIGTI(V)

(2.40c)

We see that the (M, ) have the form of cumulant aver-
ages.

dzk d - TS g 2oy o
—_— 1 © WX+ 8% o oo, , (X +G ) et —p
(M( ') = 2 fB f e 1 x”M,,,(k||+G”,k||+G”|x3x3‘)e Ky "%l —iale )

GG > ()

F dzkn do i(X+3G
(GH(T, 7", 1) = 2 fBZ(z,T)z Sl

»xXna - - =, ,

31 TEMPERATURE EFFECTS IN DIFFRACTIVE ATOM-SURFACE . .. 829

It should be noted that Egs. (2.38) and (2.40) constitute
highly nonlinear integral equations for (M ), because ac-
cording to Eq. (2.29) the Green function (G*) that
enters the latter equations is itself a functional of (M ).

We conclude this section by pointing out that either by
studying the first few terms in the iterative solutions of
Egs. (2.19) and (2.20), or more generally from the periodi-
city properties of the time-averaged crystal, one can estab-
lish the results that (M(T,T’;#t')) and (G*(T,7';tt'))
can be written in the forms

(2.41a)

—iky+ G PRy —iate—t) | (2.411)

The integration over k” in both of these expressions is restricted to the two- d1mens10nal Brillouin zone for the surface we

are consxdenng

It then follows from Egs. (2.7), (2.28), and (2.41), that G*(kn—f—G“, “+G”|x3x3) and

M oK +Gy, kK;[+G | x3x}) are related by the following matrix integral equation:

G 3(K 4Gy, Ky +Gj | x3x3)=6 f,(k +Gy, K

|+G“ |.7C3X3)

-+ 2 fdx fdx m ()m(k”'f“a”, E,|+a,'|'|x3x§')

—

w = om
GG

—

XM, (K +G f, K+ G [x3%5)6 Sk +G 1, K +G | x3'x3)

where

/\+ — — — =, ,

Gow(k||+G||, k”+G’” |X3X3)

m eia(i?”+_G>”|m)|x3—-xg[

=8, o, 2
GG #

re— (2.43)
2ia( | k“+G” I 0))

What remains to be established is the relation between
M, (K +G, K +G | x3x3)
and
G F(k +Gy, K;+G | | x3x3)

that follows from Eqgs. (2.38) and (2.40), and which when
combined with Egs. (2.42) and (2.43) yields a complete
solution of the problem of the temperature effects in dif-
fractive scattering. It is to the determination of this rela-
tion that Sec. IV is devoted.

III. EFFECTIVE SCATTERING POTENTIAL

In this section we outline the derivation of the equation
satisfied by the effective potential {M(T,F’;zt')) in the
lowest approximation that contributes an imaginary part
to it. Our starting point is therefore the equation

(M)=(V)+[{(V(G)V)—AVI(GH){M)], (3.1
where the potential V(7,7 ';t —¢') is given by
V(T, Tt —t)=V(T,t)8(F—7")8(t —1t') , (3.2)

(2.42)

[

while V(T,t) has been defined in Eq. (2.5). We assume
that the potential U,(p) entering the latter equation can
be Fourier expanded according to

N d3k
Uldp)= | —=

0= [ Gy
Since, as we will presently see, the projection of the three-
dimensional wave vector K onto the plane x3=0, K I
enters the effective scattering potential in a different way
from the normal component k3, we have indicated the

dependence of the Fourier coefficient of U,(p) on both of

these components of K explicitly in writing Eq. (3.3).
It follows therefore that

(V(E) = zf

UK, | k3)e'® P (3.3)

U (k” I ks)e—t'l? [?—Y(IK)]

(3.4)

It is a standard result of lattice dynamics that in the har-
monic approximation

(e—iK-TUDY _ o =1/ KT |

(3.5)
The expression on the right-hand side of this equation is
independent of the time and, because of the periodicity of
the semi-infinite crystal in directions parallel to the sur-
face, is independent of the cell index /, although it does
depend on the basis index k. To simplify the following re-
sults, we will assume that the symmetry at the site « is
sufficiently high that
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(uglkuglk)) =8,p{ul(x)) , ; 3.6) (ui))=(uik)) . (3.7b)
and that ‘
(ui))=(uj))=(ulx)) , (3.7a)  Under these assumptions Eq. (3.4) takes the form

d*k dk - BT R ~ Koalxe—xa (k)] —(1/2k2¢u2(x
(V(’ﬂt))?—zf 2 )“2 f—2 2 Uk(k”|k3)elk“ il ”(K)]exp[—ik“'i’”(l)—%kﬁ(u|2,(lc))]e'k3[x3 x3(e)], —(1/2k3 i)
-k ™ g
(3.8)
If, finally, we use the result that
ze—ik”*YHU) 277') ZS(k“_G”) , (3.9)
! % gy
we obtain
(VE)y=3e' CITIPG, | x5) | (3.10a)
G, ;
where '
= i —Xx4(K — 2{u2(x
V(G”]x3)—-—2exp[—zGH %, () — G2 (3 m)]f 0G| ky)e™rs 3ty =01/ i) (3.10b)

This is clearly a local, periodic, temperature-dependent potential.

Thus the first term on the right-hand side of Eq. (3.1) can be written in the form
N d’k do (X +S X5 (T L& T L& s =K+ B R it g
(MET5) = 3 fBZ(Zﬂ)IL f 2 W TR (K4 Gy, K+ Gy xaxy e IT T I g =iele =0

G, G

! | (3.112)
where ‘
Mo (K +G), K +G ) | x3x3)=P(G =G | x3)8(x3 —x3) . (3.11b)
The second-order contnbutlon to (M(T,T”;tt')) can be written as |
(M, (F,750")) =(GHT, Tt D V(EDV(T,) —(V(E,0)){V(E" ' )] . (3.12)
We consider first the difference in square brackets. With the use of Egs. (2.5) and (3.3), as well as the result
(e~ K Tty =K "TUKI)) _expt (K- H(0)]) —([K T — (K- Tk B (I58)) ) (3.13)

that is valid in the harmonic approximation, we find that

(V(TOV(T,t)) —( V(T )V (T"t))

d’ky cdky d’k) cdky o o T v
=§12Kf (zﬂ)zf f(zﬂ_)zf o Utk | ksdexp{ik X, (D+ik [%) — %01 = 7k (uf(x))}

X exp{iks[x3—x30]—Tk3{ul (k) }Ue(K || k3)

X exp{iki[xs —x3(k")]—+k3* {ul(x)))}

X {exp[ — (K- Wk; K "~ T('K"3t") )] — 1] . (3.14)
The displacement correlation function can be written formally as

(K-BUk;)K "BU'K5t)) = Ek kplugl;tugl'c'st'))

qu ‘ dﬂ

lq JIxX (I)—Fi> N1 _io— )
_2 ok 52 (37 Cop(G Q| kx')e " | L 1" e —i ‘.‘ . (3.15)
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In what follows we will make the approximation of replacing the last factor on the right-hand side of Eq. (3.14) by the
negative of the correlation function (3.15). This is not an essential approximation; it is a reasonable one, but also one that
can be improved systematically; and it simplifies the subsequent results. With this result we find that

(V(E,OV(F,1) —(V(E,0))(V(T',t))

2
d7q,

—222 szZ(z )2 f 49 —t(l(t ‘) _l(q”+G”) x“W"‘ (a“+a”|x3)Caﬁ(a”QIKK')
m

KaKBG GH

X Wep(@+G i | x5)e

where

e =, (3.16a)

WKa('d|,+a|| Ix3)=exp[—i(fi”—l—a”)'fn(l()—-;—(q|,+G,|) (u”(K))]

1 993 5 . = :
—a——f 21: U (4, +Gy | g3)expligs[x;—x3(0)]— 545 ¢ud (k) }[(1—843)(gq +Go)+8433] -
(4 . .

(3.16b)

If we now combine this result with (G *(¥,T"’;#¢')) according to Eq. (3.12), and make use of Eq. (2.41b), we obtain fi-

nally the result that

(My(F, T ))= 3 fB
GG

d2k|| ialei(_l?
Z (27): Y 2w

where

IQZQ(E”-{-GH, E”-i-ai] lx3x'3)

d2P|| do
_ﬁz ;fz(zﬂ)Zf 21

:I:

+C T T B T 2 BTSSR < A S A
I I “Mza,(k||+G”, k“+GHIX3X3)€ Il I “e ialt t),

(3.17a)

S S Wealk+Gy—B)—H | x3)
ka «'B

X Cop(B)— K0 —0' | kK ) Wip(K +G | — B —H] | x3)

X Ga,'(_ﬁ”-l—l_‘i”, _f;”-i-ﬁi' |x3x'3) .

(3.17b)

The relation between ﬁm(f,|+§“, I{”+E§;, |x3x3) and G\w(ﬁl|+(_§,|, EH"‘GII | x3x3) that we seek is now obtained by

combining Eq. (3.1) with Egs. (2.40a), (3.11), and (3.17):
ﬁw(iz”-i-a”, E||+GI| |x3x'3 )

=P(Gy—G | x3)8(x3—x})
P|| dw' e
+22fnz(2 z 2 I Wealk+G)—
H“H' ka k'

X Cag(B)—Kjpo—a' | ke )Wk + G —

Together with Eq. (2.41), Eq. (3.18) gives a complete
prescription for the determination of (M(T,T’;tt')),
within the approximations indicated above.
In practice, the method of solution could proceed in the
followmg manner. Equation (2.41) is first solved for
(k+G“, k“+G“ |x3x3) on the basis of the approxi-
mation for (M (kK ,+G”, k”+G“ |x3x%)), given by the
first term on the nght hand side of Eq. (3.18). The result

By—Hy | x3)

By—Hj|x3)

(3.18)

is then substituted into the second term on the right-hand
side of Eq. (3.18) to yield an improved approximation to
ﬁw(ﬁn—}-é“, E,,+af| | x3x3), and the process is contin-
ued until convergence is achieved.

An important result of the discussion in this and the
preceding section is that the effective potential (M) is
complex, i.e., it is an optical potential.'® In what follows
we shall express this result by writing (M ) in the form
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(M)={Mg)+i{M;), (3.19)

where (Mg ) and (M;) are real quantities. The existence
of {(M;) ultimately derives from the fact that (G*) is
complex, and it is the existence of (M;) that in turn gives
rise to the decrease in the integrated intensity of the dif-
fracted beams.

1IV. THE DEBYE-WALLER FACTOR

Given (M), we can, in principle, solve the Lippman-
Schwinger equation (2.18), or the equivalent Schrodinger
equation, and compute the scattered fluxes according to
the first term on the right-hand side of Eq. (2.12). As
usual, ¥o(T,¢) is taken to be a plane wave:

Yol T, 1) =expli K, X —ialk,w)x; —iot] , (4.1)

where a(k ) is defined in Eq. (2.7”). Then ((T,t) has
the form

i(i?”+8 X —iet
’

(YT = 3 va(K,+Gy, K; | x3)e

6]1
, (4.2)
and for sufficiently large x; we have
o> o —ialk)w)x
Yolk)+Gy, ky [ x3)~e ! 356”,6
+A4,(k+Gy, k)
Xeia(]?[‘+a‘|[m)x3 4.3)
More generally, if the incident wave vector is

[k”+G”, —al | k“+G” | w)], the reflected amplitude
will be denoted by A (k”-i—G”, k”+G||) In the rest of

this section, k“ and o are fixed quantities. We can then
simplify the notation by defining

A(all’ail)_—‘:Am( E||+E§'||, E|;+(_§;|) , (4.42)
$G, G | x3) =9,k +Gy, K +Gj | x3),  (4.4b)
a(a”)sa( ' EH‘*'E;” Ia)) . (4.4¢)

By computing the incoming and reflected fluxes accord-
ing to Eq. (2.18), we find that the reflection coefficient for
the diffracted beam G, is, as usual,

a(G”)

a

| 4(G,0) |2 4.5)

One can also solve the scattering problem by using only
(Mp), instead of (M ). The resulting scattering ampli-
tudes will be called AR(GH,E), in the compact notation
exemplified by Eq. (4.4a).

More commonly, the scattering problem is solved for
the static potential V(T), that is obtained by setting
U(lk;t)=0in V(T, t) [see Eq. (2.5)]; the resulting scatter-
ing amplitudes Ast(G“,O) are then temperature indepen-
dent.

The task of this section is to obtain a relation among
the three sets of amplitudes {4}, {Ar}, and {Ay}, in a
form that generalizes the Debye-Waller relation for an im-
pulsive collision:

A(G,G|)=e —(1/2)<(A?~?)2>Ast(§”’aEl) ' 4.6)

Here AK is the momentum transferred in the collision and
U is the phonon-induced displacement of the harmonical-
ly bound scattering center. In atom-surface scattering,
semiclassical arguments suggest that to a first approxima-
tion

+[a<Gl,>+a<G,.)]z<ui<o>>

in the notation of Eq. (3.7), where k=0 labels the surface
atom involved in the collision. The most widely used
corrections to and generalizations of Eq. (4.6) have been
discussed in the Introduction.

We discuss first the relation between A(G“,G”) and
AR(G“,G“) General formulas can be obtained by usmg
the two-potential formalism, which we review here in a
form adapted to the diffraction problem. Using Eqgs. (4.1)
and (4.2), and proceeding as in the derivation of Eq.
(2.41), we rewrite Eq. (2.18) as the matrix integral equa-
tion

4.7

1/;(6,,,61x3>=aa“5.e““‘b”"3+ = ”fdx3 [ dx3G¢ (GG | xsxs)M(G .Gl | x3x WG, 0]x5) . @48
GG
-
Here, as in Eq. (4.4), we use the compact notation and assume that we are able to solve the equations
G (GG x3x5)=G6 &(K,+G, K +G || x3x3), 4.9 Vi =tvo+G i MrV¥i , 4.10)
' Gi =G +GFMRGi . @.11)

and similarly for M (G|,G |/ | x3x3) and other quantities
of the same kind to be defined below. Symbolically, we
may write Eq. (4.8) in the form

Y=1+Gg My . 4.8

Next, we set M =Mz +iM;, in an obvious notation,

Formally, we have that Y§ = —G3§Mg) 'Y, and
G =(I—-GiMRr)"'G¢.

Equation (4.8') can be rewritten as (I —Gg Mgy
=o+iGg My, and gives at once =1 +iGg My, or
explicitly,
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¢(G”,O|x3)—¢;{(G”,0|x3)+t 2 fdx3fdx3GR(GH, I x3x5)M (G

G XA DWGG |x5) . (4.12)

To proceed, we need to know the asymptotic behavior of Gg (G”,G 11 x3x3) for x3— oo and finite x3 (we are assuming

that M; has finite range). When written out explicitly, Eq. (4.11) has the form of Eq. (2.42), and G (G”,

given by Eq. (2.43). We find, then for x3— oo,

ia( G ))x
35%3) 2m e N7
|[ A3 )~

G{(G;,G =
! # 2ia(Gy | STl

The quantity in large parentheses is the Hermitian conjugate of ¥z (G“

satisfies the equation

- = ia*(G ’ nN— (R A ’ ]
¢;(G,,,G”|x3):86”a,e“‘G””‘3+ S [dx; [axiGs (GG |xsx3)MR(G

I =

~
GG

Here Go—((n'}”,f’};I | x3x3) comes from a G4 (T,T

";t —t'), which is defined by the same equation as G§ (T,T

11x3x3) is

5. -,’e—wz(G”):%_*_2 de3 fd " —-xa(G”)x3
G

XMg(Gy,G /| x3x3")Gg (G"{,Gu | x3"x3)

(4.13)

i11x3), which is the eigenfunction of My that

LG xsx i W (GG [ x1)

(4.14a)

(—»—»,

t—t'), Eq.

(2.7a), but is subject to incoming wave or exponennally decaying boundary conditions at infinity. In practice, we use

G5 (G, G | x3x5) =G (GG | x3x5)*

with G§ (G”,G” |x3x3) given by Eq. (2.43). To show explicitly that ¥z (G ,G,, | x3)* appears in Eq. (4.13),

transform Egs. (4.14) into the equivalent set of equations:

YR = +Gxr MYy ,
Gi =Gy +GyMxGy .

(4.14b)

we must

(4.15a)
(4.15b)

We then use the fact that G is the Hermitian conjugate of G§, and we must also remember that M, r is Hermitian.
The two-potential formula follows from Egs. (4.12) and (4.13), from the asymptotic behavior of i, given by Eq. (4.3),

and from the analogous formula for ¥7. It is

A(G”,O)—-AR(G”,0)+
a(Gn) g1 o i

This result can be recast in a form analogous to Eq.
4. 6) by using the fact that ‘(/JR(G“,F” |x3) and

Pg( G”,F“ | x3) are linearly related to each other, because
they are expansion coefficients of two sets of solutions of
the same eigenvalue problem. Specifically, let us define

PR +F, )= 3 vR(G)Fy [xy)e” 1T O0T
6”
4.17)

Then we must have

YR +F, D= 3 gr(k
Fj I

as can_be seen by comparing the coefficients of

exp[z(k”+F”) x”+1a(F”)x3] on the two sides of Eq.

(4.17) for x3— . The sum over F” is restricted to open

fdx3 fdx:;lpR(G”,G” ‘x:;) MI(GH,G |x3XH)1//(G”,O lx;;')

(4.16)
I
channels, i.e., those with A(F 11)>0. It follows that
E(GLF | x3)= 3 ¥xr(G,F | x3)4r(F | F) .
"F‘ ’
! (4.19)

It is convenient to introduce the S matrix for the

scattering from Mp: SR(ﬁl,,ﬁh) is defined for the open
channels only and is given by [see Eq. (4.5)]

172
se® Fp=— [2E | @ B 4.20)
RAEpE 1= — RYEpA .
or, symbolically, 128, = —Ara'’/? Because My is Her-

mitian, Si is unitary; it follows then that Eq. (4.19),
which is rewritten as Y§ = —yga'/2SA’?, can be inverted
to give yYial/2SF=—yral’? Usmg Sg=—al”?
X Ag a'/?, this yields
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A(F),0)= 2 AR(F,F{)D(F},0), (4.22)

a(F

¢R(G||,Fu|x3)— 2 PG, F] | x3)—
i

Inserting Eq. (4.21) into Eq. (4.16), we obtain where the effective Debye-Waller matrix D is defined by
|

D(F|,F)=by, 2 +— 12— 3

(4.23)
F _-)I
H I ﬁza(F”) a’ ila ”

[ dxy [ dxiud(GF) x5 MGG | x3x WG [ F|x5) .

Here the Debye-Waller correction factor appears only in the entrance channel, labeled by 0, and not in the exit channel.
It is also possible to obtain a formula where the correction factor appears only in the exit channel. To do so, one starts
from the equivalent expression for 4 (G”, 0) that is obtained from Eq. (4.16) by allowing ¢¥x —9~ and ¢—%. Here 3y~
is related to ¢ in the same way as 9 is related to ¥§. Using Eq. (4.19), one finds

A(F,0)= 3 D~(F,F|)4z(F},0), (4.22)
Fi
— D m ' — A D * 2 A ’ — (R T ’ ’
FpFi)=bg o+ 3 [ dx; [ dxigr (G F | x3)*M(G, G | x3x5 W (G, B | x5) . (4.23)
W &,d

NG

Other formulas are obtained by taking suitable averages of

Egs. (4.23) and (4.23").

To first order in M; we can replace ¥ by ¥} in Eq.
(4.16), or in Eq. (4.23). This, of course, is the distorted-
wave Born approximation (DWBA) for M; with (Mg ) as
the “large” potential and { M; ) as the perturbation.

If diffraction is completely negligible, Eq. (4.22) gives
the specular intensity as
|D(0,0)]2

| 4(0,0) | 2= 4.24)

because AR(6,6), describing total reflection, has unit-

modulus. This. formula is discussed in detail in the next
section.

More generally, it is always true that SR(F“,F”) [de-
fined in Eq (4 2())] is. umtary

?” I
and therefore F
- = ,a(F)) - =
S [4F,0|>—= 3 |DF,0)|>. 4.24)

By « Fy

The decrease in the total diffracted intensity (including
the specular) can then be computed from ID(E,a )2
alone. However, the inelastic scattering also causes a
redistribution of the elastic intensity among the diffracted
beams, and to compute this we need to know how
AR(ﬁ||,6) is related to Ast(f"“,a) or to AR(ﬁl|,6), at some
reference temperature.

The individual diffracted intensities can be obtained as

follows, in the limit where diffraction is weak. It is con-
]

m

A(F“,O)— o(F“,F“)S_> _.+ —_—
: la(F”)

— -
G”;ﬁO

[

venient to regard V((_ﬂx 3) as the unperturbed potential
and the rest of (M) as the perturbation. Let 4o(F)|F))
be the reflection amplitude from the potential 17(6|x3)
and let X +(F“ |x3) be the corresponding wave function.
The equation for X* GH | x3), consistent with the proto-
type equation (4.8), is

-
Fia(F x,

Xi’(ﬁ”|x3)=e + f dx§G$(§,,|x3x§)

X V(0 | x5 EE, | x3)
(4.26)

where we have simplified the notation by setting

Go (G”,G” |x3x3 )—8—» —

, (4.27)
He

g(aH |X3X§)

[see Eq. (2.43) and recall Eq. (4.14)]. It is usually more
convenient, however, to compute X i(G,, | x3) as the solu-
tions of the Schriédinger equation

Z:l: +P(0]x3) X(Gy | x3)
ﬁzaz(é”) — ‘ )

with boundary conditions consistent with Eq. (4.26). This
equation also has bound-state solutions, for negative
values of a (Gll) corresponding to solutions of the homo-
geneous part of Eq. (4.26).

The relation between A(F,,O) and AO(F”,O) is given
by the analogs of Egs. (4.16) and (4.12):

3 [ dxx=(Fy|x9)" PE -Gy | x3)9* (G, 0] x3)

+§fdx3 S dx X~ (B | x5 Mo(F .Gy | x5x5 WGy, 0| x3) |, (4.292)

Gy
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Y5y, 0 | x3)=x* (0|x3)8—» EA> J dx3THGy | x3x5) PGy — Gy | x5 WG, 0| x5)

G =G

-+ 2 fdx'3 fdxé'l"i(a”]xg,xg)Mz(a”,af,|x§x§')¢i(ah,6|x§'),
_G’l
Il

(4.29b)

where r’—’(é” | x3x% )63 are the Fourier coefficients of the Green functions for the potential 140} | x3), and satisfy

the analog of Eq. (4.11):

e

G
In practice, it is sufficient to find X+ and I'* and to use
X~ (Gy | x3)=XH(G | x3)*, 4.31a)
L=(G) | x3x5)=T*(G | x3x5)* (4.31b)
It should also be noted that the analog of Eq. (4.21) reduces to
X~(F | x3)=Ao(F,F )X (F | x3) . 4.32)
Using Eqgs. (4.29) and (4.32) we obtain, to leading order in ¥V and in M,:
A(F,,0) . .
b |1+ =" [ dx; [ dx} | XH(0|x5)| 2M5(0,0 | x5x3)
AQ(F“,F“) I ﬁza(()) :
+(1—8 Q)Lﬁ[f dx ;X ()| | x5 P(F) | x3)X (0 | x3)
”’ lﬁza(F”)
+i [ dxy [ dxy [ deixt(F | x)My(FF [ x5x3)THE, | x3x3)
XV(FHIX X+(O|x”)
+i [ dxy [ dxy [ dxix*(F | x)*PE | x)0H0 | x5x5)
XM,(0,0 | x5x3)X+(0 | x3)
+ [dx; [ dxgxﬂf:”|x3)*M2<1?“,6|x3x'3>x+(6|x'3)]. (4.33)

In the next two sections, we give approximate evaluations
and discussions of these formulas.

dks ~ -
st(0|x3)~——2 [ ———3—UK(0|k)

ik4[x3—x3(x)]

V. APPROXIMATE RESULTS

We evaluate the formulas of Sec. IV when diffraction is
completely negligible. In this case, we need only be con-
cerned with the specular 1ntens1ty, i.e., we can set F”—-O
in Eq. (4.33) or F”-F”—O in Eqs. (4.22) and (4.23), and
we can compute Ag(0,0), 44(0,0), and A4¢(0,0) as fol-
lows. A(0,0) is the specular scattering amplitude from
the zero Fourier component of the static potential

(5.1a)

A,(0,0) is the specular scattering amplitude from the
zero Fourier component of the average potential
(V(T,t)), as given by Eq. (3.10b):

dks ~

P _ 2(02
P(T | x5)=-L 2 f U,,(O | ks)e (1/72)k3 (43 (%))

ik3[x3—x3(x)]

Xe (5.1b)
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Comparison of Egs. (5.1a) and (5.1b) shows that, although
17(6|x3) is more slowly varying than Vst(alxs), both
potentials give total specular reflection, which implies
that both Ao(6,6) and A‘st(ﬁ', 0) represent simply a phase
factor. A z(0,0) is computed using the exact expression
for the real part of M (k”, i1 | x3x3), instead of the lead-

.ing approximation P 6] x3)8(x3—x3). It is also simply
a phase factor. The phase of Az(0,0)/A4,(0,0) can be
deduced by comparing Eqgs. (4.22) and (4.23) with Eq.

(4.32), but it is of no interest here. Therefore, in the ab-

sence of diffraction, the Debye-Waller factor, to second
order in the phonon-induced displacements, is simply.

A(D.0 0.0 0.0 - o o
0,0) |1 40,0 |_| 40,0 |_ 55,5 | =14d(K,, K, , (5.2)
A4(0,0) A0(0,0) Ag(0,0)
d(K,K)=——— [ dx; [ dxsXF[atkyo) |x;]* MK,k | x3x5 X Halk o) | x5] (5.3)
1> X1 _ﬁza(k”co) 3 X3A Lt o) | X3 Myl K, K | x3x3 alkjo)|x3], .

where we have reverted to the more explicit notation of Sec. III, so that in general D(F”,F“) will now be denoted by
D(k|,+F“,k”+F”) and X+(G” | x3) will be denoted by X *[a( | k”+G” |@)|x3].

We can also simplify Eq. (3.18) by neglecting all Fourier components of W, ( k”+G“ | x3) except those for G”—-O (k”
is in the first Brillouin zone) Accordmg to Eq. (3.16b), this approximation is consistent with the neglect of the G“;éo
Fourier components of U (q|,+GH) which in turn is consistent with the replacement of (¥ (T,#)) by (0 |x3), Eq.

(5.1b). We have then

A — - : . d2p da)' — — — — B , , - — ,
Myo(K)p Ky | x3x5)= [ (277)”2 o 2 ZB Wea(K) =B | ¥3)Cap(B)— ko —0' | k") Wieg(k; —B) | x3)
Ka K
XImG F (B, By | x3x3) . 5.4
In order to evaluate ImnG + we start from Egs. (2.41) and (2.42), and we use the fact that
2 ' 2 .
- d AL = o, , ,
E;n- az( l k”+G” ja))+;x~2 Gdt,,(k,|+G”,k”+G,| ‘X3.7C3 )=8—G>”a> iIS(x3 —x3) (55)
I
to obtain a set of coupled differential equations for  with the solution
(k”+G”,k,+G“|x3x3) In the approximation
where M(k G,k+G x3x3) is replaced b AL o — X X (x
V(0 |x")8_. ”j Sélx ”—x )II I’chzseaequatlonsle:couple 1311‘ G (k)G | x3x3)= 3, = 206 x5
3G g T T v [#a(kw)/2m]+i0* —E,
we set
(5.8)

Go (kll+all’l-€ll+ai| | x3%3)

:(Ell'f'éll’gtl"'au |x3x3), (5.6)

=8z =

-as 1s to be expected in v1ew of the translational invariance
of V,(0 | x3). Only the G”—O component 1s now of in-
terest, and it satisfies the equation

ﬁz 2017 d 2
— |la(k @)+ —
l 2m )+ dx%

—P(0]x3) |G F(K, K | x3%3)

=8(x3—x3) (5.7)

dk3
ImG (p”,p” |x3x3 )=—m f

m Rea(p,o’)

=————"—XV[alp0) | x; X [alp o) | x5 T*

Zﬁza(p”co')

# .
%[az(p”w )—

where the {X,} are a complete orthonormal set of eigen-
functions of the potential 120 | x3), with energies E,. As
usual, the imaginary part of @ involves only states on
the energy shell, E,=#a (kHw)/2m >0. Since the
scattering states X *(k; | x3) form a complete set for posi-
tive energies, E, =#°k3 /2m, it follows that

k31 (X F (ks | x3)X H ks | x5)*

(5.9
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We remark that, in this approximation, G x (El,+é,,,ﬁ,,+é,| | x3x3) is identical to I""'((_'}” | x3x3) as defined by Eq.

(4.30).

We are now in a position to evaluate d (E“,E”), Eq. (5.3), by using Eqgs. (5.4) and (5.9). It is convenient to define the

matrix elements

W,«;(ﬁu I aa')= f dx3X+(a|x3)*Wm(?i” |X3 )X"’(a’ IX3) , (5.10
in terms of which we have
d(KK)=——" . — L (K —B) | alkyo)alp; )]

| . fiza(k”w) f (2,”.)2 2T iy a2(p“w) kal & || 1 11 1]

This is a rather general result of the consistent application
of lowest-order perturbation theory in the DWBA. It can
be obtained by summing all the inelastic transition intensi-
ties as given, for example, by Manson and Celli,’ and sub-
tracting them from unity, to account for the decrease in
specular intensity due to the opening of the inelastic chan-
nels. To proceed farther, we need to make assumptions
about the atom-surface potential. It is possible, however,
to make the following general statements.

It should be clear from the above discussion and from
the form of Eq. (5.4) that (B, — EH) and (0 — ') represent
the transfer -of lateral momentum and total energy in in-
elastic collisions. In the limit of small g, it is seen from
Eq. (3.16b) that W,;(q |x3) is larger than W, (q|x3)
J

__m? I d’p;
2ok, w) YBZ (27)?

Furthermore, comparison of Egs. (5.1b) and (3.16b) shows
that

IS Wl | x3)=-2P(0|x3) , (5.13)
P dX3

so that

i> W(0)]aa)
‘ + « d 5= o
= fdx3X (a|x3)*=—V(0|x3)XT(a"|x3) .
dX3

(5.14)

Thus in this limit we recover the commonly made approx-
imation that the effective inelastic potential is
u3dV(0 | x3)/dx;.

For comparison with earlier results' ~ we consider first
the case when 7(0 | x3) can be approximated by a repul-
sive hard wall. Actually, it is computationally convenient

to work with a finite-step potential
P(0 [x3)=HyO(—x3) . (5.15)

The results, somewhat surprisihgly, are independent of

f (12611:. C33(_§||—E“,a)—a)' l 00)

and W,,(q,|x;3), and can be approximated by
WK3(6|x3). Furthermore, if Wm(6|x3) decays rapidly
with increasing | x3—x3(«)|, the major contribution to
the sums in Egs. (5.2) and (5.4) comes from k=«'=0, i.e.,
from the top atomic layer on the surface. We can then re-
place CB.”(TJ'”——E“,w——w' | kk') by its value for k=«'=0,
and the approximation will become exact in the limit
ﬁ,—E“—»O, o —o'—0, because the range of Cj;, as a
function of |x3(k)—x;3(k’)|, is of the order of
[18,—K,|*+(@—0")?/c?]712, where ¢ is a typical
sound velocity, and thus much larger than the range of
WK3(6]x3). With all these approximations, Eq. (5.11)
reduces to

—_— Wasl0 | alk o), ! .
az(p”a)’) % 3[ Ia( “(0) a(p“CO )]

(5.12)

r
H,, as long as the height of the step is sufficient to
prevent the atoms from penetrating into the surface. A
hard-wall model for the average atom-surface potential
implies a very short range for the atom-atom potential
U.(p), and is thus consistent with the assumptions made
in deriving Egs. (5.12)—(5.14) in the long-wavelength lim-
it. It follows that we need only compute the matrix ele-
ments (5.14), which reduce to
—Hy [ dx;X*(a|x3)*80x3)X * (' | x3)
=—HoX (a|0Xt(a'|0). (5.16)

An easy calculation shows that for H,> #2a?/2m the po-
tential (5.15) gives

2#Pa?

. 5.17
o (5.17)

|X+(a|0)] 2=
Therefore,
— 2
S Wl | atko),a(p,o)] =%a(k“a))a(p”w’) ,
(5.16')

and
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d’p,

| D(k, k) [2=1—4alk ) f n?

in agreement with the results of the vibrating hard-wall
model,’ if the integration over B, is restricted to values of

By— E“ that lie in the first Brillouin zone. Such a restric-
tion will appear naturally when ¥(0 | x3) is derived from

the interatomic potential, rather than being assumed to be ,

a hard wall (see below).
More realistic model potentials can be constructed
starting from a two-body potential of the Yukawa type:

e~ Fr

U (r)=U, (5.19)

r

For the interaction of He with a monatomic solid, 3 is ap-
proximately given by #*8?=8m,E;, where E; is the ioni-
zation energy of the atoms in the solid and m, is the elec-
tron mass. The exponential behavior in Eq. (5.19) is dic-
tated by the overlap repulsion between the outer electrons
of the solid and those of the impinging atom. The preex-
ponential factor (1/7) is chosen for mathematical con-
venience and could be replaced by a more general slowly-
varying factor P(r) [for instance, P(r)=1] without alter-
ing the following results in an essential way. The two-
dimensional Fourier transform of U,(r), Eq. (5.19), is

0@y x3)=Uoe P11 12piq., (5.208)

Blg,)=(B*+q7)"?. (5.20b)

It is convenient to define an effective thermally-averaged
potential:

dk3 A, ik x
gUK(q”lkﬁe 3

ﬁiff(a” IX3)= f
Xexp[ —7h3(ui(x))]

. © , exp[ —ﬁ(qH) |x3—x3|]
=l f—w s 2B(qy)

exp[ —7x3° /{ui(x))]

[2m{u?(k))]?

(5.21)

It is legitimate to replace | x;—x3 | by x3—x3 in the in-
tegrand, because in reality the distance between the gas
atom and the top surface atom layer is always greater
than the rms amplitude of surface vibrations, at least for a
compact surface. We then obtain

Uy

—Blq)x
Ban® e ul)

UG, | x3)=

(5.22)

Comparison of Egs. (5.20a) and (5.22) shows that, in this
case, the effect of thermal vibrations is simply to change
the strength of the Fourier components of the potential,

f %%—C33(§,,—Ell,w~w’[OO)Rea(p”a)’),

(5.18)

[

leaving unchanged the exponential dependence on x;. By
using the definition (5.21), Eq. (5.1) gives

f}(a’,xﬂ:L 3> ﬁiff[(_f]x3—x3(K)]=V8ffe_Bx3 ,

aC
(5.23a)
eff Up Bx3(k) 1272
Vo =57— e exp[78ui(k))],  (523b)
2Ba, < :
and Eq. (3.16b) gives
iWKa(aH ] x3)= |iga(1—843)+8o3——
dX3
X U’e‘ff[a” |x3‘—x3(K)]e —IE’HYH(K)

X exp[ —5qf (ufi (k)] . (5.24)

For a monatomic, unreconstructed surface, we can choose
X (k)=0. We then see that Egs. (5.12) and (5.13) are ob-
tained if qﬁ <<3* for all the values of g, of interest.
(This approximation is reexamined later on.) The factor
exp[ — 5 B*(u?(x))] that appears both in 140 | x3) and in
W.(d) | x3) has no effect, because it corresponds to a
shift of the origin of x3;. The factor

expl 2 [(u? () —(ud (k))]]

in Wy, (q) | x3) should be set equal to unity in the present
calculation of the Debye-Waller effect for the specular in-
tensity, because only terms of order u? are consistently
kept.

The explicit result for the matrix elements (5.14), with
P 6]x3) given by Eq. (5.23a), was given long ago by
Jackson and Mott.!! For ease of comparison with the
hard-wall result (5.16b), it can be rewritten

> W (0 |aa’) |= %z—zaa’S('n'a/B,vm'/B) , (5.25)
where the function S (p,q) is defined by
S(p,q)=— p—q)/2 : p+q9)/2
sinh[(p —q)/2] sinh[(p +q)/2]
smhpg ;mhq (5.26)

Therefore, in this approximation the final result for
DX E”,E“) differs from the vibrating hard-wall result
(5.18) only because of the presence of a “softness cutoff
factor”

SZ[7Ta(k”)/B,1Ta(p||)/,3] (5.27)
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under the integral sign. [For a graph of this fact, see Ref.
12].

Improvements on these formulas will now be discussed.
First, we note that in Eq. (5.11) it is not necessary to re-
place C33(P),— k0 —a' | k«') with its value for k=«"=0,

I

because the sums over « and k’ can be factored out of the
computation of the matrix elements. The net effect is
that, in Eq. (5.18), Cy3(B;—Kk;,w—w’|00) should be re-
placed by

2C33(I)',,—E,,,w—w’ l KK’)fK( E}|_§|I)f:'(i’|['"6ll)

(5.28a)

Cuy(B)—Kjpo—o)==*

with

F@p=e" *“exp[ 3 (ut(k))]e

This correction may be called a “perpendicular correlation
factor.” For typical values of B and of the interplanar
spacing, over 90% of the contribution to the sums in
(5.28a) comes from k=«k'=0, for a compact monatomic
surface (for an open surface, the assumption that specular
reflection is dominant breaks down). Thus we shall
neglect this correction in the rest of the discussion.

More important is the fact that, even if qﬁ << B, it is
not legitimate to approximate exp[—pf(q))x;] with
exp(—pBx3), unless [B(g)—pBlx3<<1 for the relevant
values of x3. To leading order

3('&') —‘la.”‘?”(lf) .

(5.28b)

> fx(Eu-‘ﬁu) E,Vf:'(iu—f"n)

and the relevant values of x3; are around the classical
turning point z,. Typical values of the parameters, for
metal surfaces, are z,~4 25, 4.23, and 4.28 A and
B=2.00, 2.17, and 2.10 A=, for Cu, Ag, and Au, respec-
tively (see Ref. 13 for a table of calculated values and
values referred from inelastic scattering experiments).
Thus the typlcal value_ of the “cutoff parallel momen-
tum,” (8/z,)'2, is 0.7 A- 1. which is not large compared
to typical values of g [the Brillouin-zone boundary,
for Ag(lll) is at g =2.51 A~ 1. A rough approxima-
tion is to set

e “Ba1xs —3qiz:/Be B (5.30)

With this correction included in Eq. (5.18), along with the
“softness cutoff” correction (5.26), the final result for the

=exp(

Blg,)— =-;—q,2|/ﬁ , (5.29) Debye-Waller factor for specular scattering becomes
|
|D(E K | *=1—datky0) [ 220 [ 29 &K po—a)——L
(2m) i B+ (k—B)’
(kjw) (p@") | —(%, =3 )%
X Rea(pw)§? |2 TEPID ], =Cky=F /8 (5.31a)
B B
with
(5.31b)

= 1
C(q, )= Ftq?

(/32+‘Iﬁ )533<?1’”,0)+ Eqaéas(ﬁ“,ﬂ)qg
aB ‘

where Ca;( q”,ﬂ.) is defined by Eq. (5.28a), and Caﬁ( q, Q) for a=1,2 and B=1,2 is similarly defined. In practice, as was
pointed out in the discussion of Eq. (5.28a), it is a good approximation to replace C( q,Q) by C3(q,Q | 00).

An expression for the Debye-Waller factor that more closely resembles the temperature factor appearing in theories of
the scattering of x rays, neutrons, or electrons from atomic vibrations can be obtained by regarding the result given by
Eqgs. (5.31) as the first two terms in the expansion of an exponential. The exponentiation of Eq. (5.31a) can be done
directly, and justified by cumulant methods,’ with the result that

]D(k”,k”)l =exp | —4dalkw) f

X Rea(p”w')Sz

Further discussion of the results given by Egs. (5.31) or
(5.32) is postponed to the next section.

In concluding this section we note that had we restrict-
ed our treatment to a pairwise sum of Yukawa potentials
from the start, we could have made simplifications and

2
p” f———C(p”—-k“,w o) —B

B+ (K, —B”

B ' B

e~ FumTH /e (5.32)

r
avoided certain approximations.
(3.14) the factor

[exp{ —K-T(lk;0)K " W(I'k’;¢") ) —1]
can be kept exactly by expanding the exponential to all or-

For instance, in Eq.
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ders and replacing powers of k3 with powers of id/dxs,
acting on U,iff(E” | x3) given by Eq. (5.21). For Yukawa
potentials, the explicit result (5.22) shows that d /dx; can
be replaced by —B(k ;). If only the 33 components of the
correlation functions are kept, the expansion can be
resummed, with the result that, in Eq. (3.18) and in the
following, C3;3(P 11— E”,a)—w’ | kk') should be replaced by

2 f dtexp{ —l(f;”— E“)'[YH(IK)“‘YH(OK’)]}
1

o 1
Xet(w—w )t
ﬁ(PH)ﬁ(kH)
X {expl B(p, Bk ) us(lk;)u3(0x’;0))1—1}. (5.33)
VI. DISCUSSION AND SUMMARY
The main results of this paper include: the formal

developments leading to Egs. (2.40), the general second-
order formulas for the optical potential, Egs. (3.17a) and
(3.18), and the corresponding formula for the temperature
effect on the diffracted intensities, Eq. (4.32).

Accurate numerical calculations of diffracted intensi-
ties can now be performed by constructing the Fourier
coefficients of the optical potential 1\2&]?,,—}—(3;,,
E,{+Gf| |x3x3), Eq. (3.18), and then applying the
coupled-chantiel method or other numerical techniques.
It is hoped that such accurate, but difficult, calculations
will be carried out in the near future. Approximate
evaluations of the temperature effects on diffraction, how-
ever, are best obtained from Eq. (4.33). As a first applica-
tion we have explicitly derived the Debye-Waller factor
for specular reflection from a monatomic surface, in the
limit where diffraction is negligible, under the assumption
that the surface atom-gas atom potential is of the Yukawa
type, Eq. (5.19). The final formula for this Debye-Waller
factor, Eq. (5.31) or (5.32), is the other major result of this
paper. It should be applicable to the scattering of He
from compact metal surfaces, because it is also approxi-
mately valid in the presence of attractive Van der Waals
forces, provided that the incoming perpendicular energy is
larger than the surface well depth and that surface reso-
nances are avoided. The usual Beeby correction to the
perpendicular energy may be applied to improve the re-
sult.

We have already compared Eq. (5.31) to the result of
the vibrating hard-wall model, Eq. (5.18). We can also
identify in Eq. (5.31a) the various corrections to the sim-
ple result

DK, k) =1—4ak 0){u3(0)?) 6.1)

that are discussed, for instance, by Meyer.! Basically, the
“closed-channel correction” is due to the fact that the fac-
tor Rea(p,w), which appears instead of one of the factors
of al(k,w), restricts the integration to the “open” final
channels (more generally, we are dealing here with a
multiple-scattering effect, as pointed out in Ref. 5); the
softness cutoff factor S2[mal( k,w)/B, ma(p,»)/B] corre-
sponds to the Levi correction; and the parallel momentum
cutoff factor, given by exp[—(k“—p”)zz,/[)’] for small

momentum transfer, introduces the Armand correction.
To see the last point more clearly, let us assume that all
other factors are slowly varying compared to the correla-
tion function and to the parallel momentum cutoff factor,
which are peaked at P = E”, w=0w'. We obtain then

’rra(k”co). malk,o)
B B

—afz /8
b

DZ(E,|,E||):1—4a2(k||w)S2

X f C33(q“) (6.2)

where
Cy(g)= [

is an equal time correlation function. In the approxima-
tion where the topmost layer (x=0) makes the dominant
contribution to the atom-surface potential, we have sim-

ply

i’%@(q’,lm (6.3)

2 ~
Joz oy I cyygpe’ ¥ = (uy(10)u3(000)  (6.4)

(2m)?

[recall the definitions (3.15) and (5.28)]. The integral in
Eq. (6.2) is formally extended to all values of q);, although
the approximation scheme is consistent only if the major
contribution comes from the first Brillouin zone: Indeed,
the parallel momentum cutoff factor effectively restricts
the integration to a fraction of the Brillouin zone. This is
the Armand effect in momentum space; it can also be
displayed in coordinate space through the identity

d’q —q%z,/8
f (2m )2C33( gje

= TP S (u310)u3(00))
4z, 4

xexp{ —BIX(D—%(0)]*/4z,} . (6.5)

We can also show the the equivalence of either side of Eq.
(6.5) to an expression that has recently been used by Lapu-
joulade!* to justify the original intuitive derivation of the
Armand effect. The essential idea is to use what may be
called the “vibrating turning-point approximation” to ex-
press the Debye-Waller factor in terms of the correlation
function of the turning point. If the closed-channel
correction is neglected (to be treated separately), Eq. (10)
of Ref. 14 can be written in the form (6.1), but with
(u3(0)?) replaced by the average over the unit cell of the
mean-square vibration amplitude of the turning point,
which, in our notation is given by

i [ @ lVa(x, 20172 % (u3(10)u3(1'0))
XUk[%)—%,(10) | z]
X UL[Z —%,(I'0)|z] ,
(6.6)
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where a prime denotes differentiation with respect to x3,
at x3=2z,. We have kept only the contribution of the top-
most atoms (k=0) to the 33 component of the correlation
function, in order to make a direct comparison with Eq.
(6.5); a more general correspondence with Lapujoulade’s
results can also be established. Using Eqgs. (5.1a) and
(5.20a), we find

UO f d q“

T e o
(2m)?

U, (X ] 2)=

= UO —Bz
Vst(X“ [z,)= 2a e ! N (6.8)

c

and therefore the expression (6.6) becomes
d’q ~2[Blg)) Bl
——-C33(q)e =, (6.9)
f (2m)? 3 q

which is identical to the left-hand side of Eq. (6.5) when
Blg)) is expanded to lowest order in g),. It should be not-
ed that the same expansion of B(g,;) was used in obtaining
Eq. (5.31a) [compare Eq. (5.30)], which in fact hinges on
the same turning-point approximation that has been used
by Lapujoulade.

It can then be said that the “quick calculation” of Ref.
14 omits the softness factor S% It is comforting to see
that the calculated value is larger than the experimental
value by a factor of 0.329/0.251=1.31.
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APPENDIX: QUANTUM TREATMENT

Let H,, (where osc denotes oscillation) be the Hamil-
tonian of the crystal in the harmonic approximation. It is
a function of the atomic displacements, { Us(/x)}, and
their conjugate momenta. The subscript S, on Ug(/«) and
on other operators in what follows, denotes a Schrodinger
operator. Thus, Tg and Pg are the position and momen-
tum operators of the scattering atom.

The total Hamiltonian is then

H=pi/2m + 3 U Jts—XUk)—Us(IK)]+Hoe , (A1)
Ik

and we want to solve the Schrodinger equation

méi—“’ai’—)) —H | W(1) (A2)

with the initial condition |W(¢9))= |®), where D) is

the direct product of a free-particle eigenstate for the in-

cident atom, | ¢i,?), and an eigenstate of H, | @y )-
By the transformation

¢(t)}(1>)

we reduce (A2) to a form similar to Eq. (2.6), with the
only difference that (z) is still an operator over the space

| W(1)) = Hose (A3)

“spanned by T and Tis(lk):

zh—ﬂ P5s L pwn

2 (1) ‘ (A4)

where, in analogy to Eq. (2.5),

V(Ts,t)=3 U,[Ts—X(Ik)—dyllk;t)], (AS)
Ik

)
and Ug(/,k;t) is the Heisenberg displacement operator

t/: t/#%

—iH o

Ul )=e" " 5o (1x)e (A6)

We can in fact make Eq. (A4) formally identical to Eq.
(2.6) by taking the matrix element between (T| and
| $inc ), and defining

¢(??t):<?l Ilj(t) '¢1nc> (A7)

and also, consistently with (A4),
- >y —ipd(t—15)/2
Dind B0 =(F e 75 70 140y (A8)

It should be noted, however, that ¥/(7,¢) is still an operator
acting on the space spanned by Ug(/k). Finally, ((T,t))
is now the statistical average of (@ | Y(T,2) | D5 ) Over
the occupation numbers of the various states | ).

All the formal developments presented in this paper
remain true when ¥(T,?) is an operator, provided that the
correct order of operator products is preserved, as we have
done. In practice, the only difference of the full quantum
treatment is in the values of the harmonic correlation
functions Cgg(q Q| kk’).

We note that, formally, the recoil of the lattice is con-
tained in Eq. (2.18) through the self-consistent use of (G )
and (M ).
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