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A lattice-dynamical theory is presented of the thermal expansion of a Bravais crystal
slab. The theory incorporates the static temperature-independent relaxation of the inter-
planar spacings in the vicinity of the crystal surface, the homogeneous temperature-depen-
dent deformation (thermal expansion) of the crystal arising from cubic anharmonic terms in
the crystal potential energy, and temperature-dependent changes in the interplanar spacings

at the surface arising from the same source.

Numerical estimates of these effects are pre-

sented for a nearest- and next-nearest-neighbor central-force model of a~iron.

1. INTRODUCTION

In recent years there has been considerable in-
terest in the experimental and theoretical study of
structural and dynamical properties of crystal
surfaces. The work up to a few years ago has
been summarized in a recent review article. ®
Nevertheless, until now, no general analysis has
appeared of the thermal expansion at a crystal
surface. To our knowledge, only Allen et al.?
have studied this effect, but only by essentially
numerical methods. In this paper we present a
lattice-dynamical theory of the thermal expansion
of a Bravais crystal slab. Our analysis has the
advantage of being analytical and straightforward.
We are primarily concerned with the displacements
of the mean positions of atoms near the surface
from the mean position that these atoms would
have in the bulk of the crystal. If these displace-
ments are determined by minimizing the static en-
ergy, we shall call them the static displacements.
If they are determined by minimizing the total free
energy, including vibrational contributions, we
shall call them the dynamic displacements.

The free surfaces of our slab are created by
setting to zero all interactions which cross each
of two planes passing through an infinite lattice
parallel to a (001) plane but not containing any par-
ticles. The particles in the surface layer and in
the adjacent interior layers are then acted upon by
unbalanced forces, and consequently suffer dis-
placements to new equilibrium positions.
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The static temperature-independent displace-
ments of surface atoms have been computed by
several authors. ®=® Our theory incorporates the
static relaxation of the interplanar spacings in the
vicinity of the crystal surface, the homogeneous
temperature-dependent deformation (thermal ex-
pansion) of the crystal arising from the cubic an-
harmonic terms in the crystal potential energy,
and temperature-dependent changes in the inter-
planar spacings at the surface arising from the
same source. Numerical estimates of these ef-
fects are presented for a nearest- and next-near-
est-neighbor central-force model of a slab of a-
iron bounded by (001) faces.

Our analysis also gives for the first time the
temperature dependence of the dynamical dis-
placements.

In Sec. II, we obtain the static and dynamical
contributions to the potential energy of a crystal
slab. In Sec. III, the dynamic contribution to the
free energy is also derived analytically. In Sec.
IV, we give the general analytic expressions for
the thermal expansion of a crystal slab, In Sec.
V, we apply them to a (001)-free-surface slab of
a-iron, with nearest- and next-nearest-neighbor
central-force interactions between atoms.

II. STATIC AND DYNAMICAL CONTRIBUTION TO
POTENTIAL ENERGY

We begin by expanding the potential energy of a
Bravais crystal slab in powers of the displace-
ments of the atoms from the equilibrium positions
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1208 L. DOBRZYNSKI AND
they would have had if they formed part of an in-
finitely extended, or cyclic, crystal instead of a

slab:

4>=¢0+§ &0 E)+5 20 o511 £ (1) £4(1")
1154

[ afB

5 D B, e g E) e L (201)

Ay
In this expression &, is the value of the static po-
tential energy. £,(l) is the o Cartesian component
of the displacement of the /th atom. The first-
crder atomic force constants {&,(I)} are nonzero
only for sites [ near the surfaces, because a first-
rank tensor invariant under the operations of the
point group of the lattice site to which it refers
must vanish identically for an infinitely extended
Bravais crystal, which includes the inversion
among the symmetry operations at each site.
®,5(11") and & 44,(11'1") are the harmonic and an-
harmonic force constants, respectively.

We suppose that & ,(7) is the resultant of three
terms, the first of which describes a homogeneous
deformation of the crystal, the second of which
represents the dynamical displacements of the
atoms due to the free surfaces, and the third of
which describes arbitrary displacements of the
atoms from their new positions in the deformed
crystal:

E,(D)=5,(0)+d (1) +u ), 2.2)
where
s.(l)= Z)} N (2.38)

The vector X(I) isthe vector tothe equilibrium po-
sition of the /th atom in the undeformed crystal.
The parameters {¢,,} describe a homogeneous de-
formation of the crystal, and are not assumed
here to be symmetric in ¢ and x. We now substi-
tute Eq. (2.2) into Eq. (2.1) and collect terms in
powers of the displacement components {ua(l)}, to
obtain

e=0.+d,,

where )
®,=Bg+20 ©,(1)[54(0)+dy(0)]
lo

(2.4)

+5 20 ® o511 [s o(1) + da(D)] [s5(1') + ds(1")]
11’
aB
3 20 B, (011" [s o) + d ()] [sa(1") + da(1)]

1250
aBy

X[s, (") + (A" ++++  (2.5)

and
¢D=IE SoDug)+3 20 &yl ug()us(l')

1’
aB
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b 2 b, @1 u W ugl)u, ") 440, (2.6)
e
with

A

$ (=20 + :ZZ @, (1) [s4(1") + da(1")]

5 20 ® o1 [sa1) + da(1)]

I

By
X[Sy(l”) + d.,(l”)] Feeny, (2.7)
Boa(11) = @ 45(11) + 20 @ o, 11'1")
"y
X[sy(l//)+d7(lll)]+.-- y (2. 8)
b (l'1)= 0 og U'T") 4+ (2.9)

To first order in the deformation parameters
{€a | and the displacements {d,(l)}, the vibrational
contribution to the Helmholtz free energy ob-
tained from the dynamical part of the crystal po-
tential energy, Eq. (2.6), can be written in the
form
F(T)=FO(T)+%+ 22 &4, 1") (o) us@’))

1
By

X[s, (") +d,@")]+-+- . (2.10)

Explicit expressions for F©(7T) and the correla-
tion function (u,(I)us(1")) will be obtained in Sec.
III. There, the mean positions of the atoms at
temperature T are defined by the condition

(uga())=0.

This gives the following relation between the {€,,}
and the {d,()}:

B, (1) +20 ® o511 [s5(1") + ds(1)] + F o (1| T)
'8

(2.11)

20 20 o, (11" [sa(1") + ds(1)]

gy

-

+

X[s,(1")+d("")]+-+- =0 .

The expression for F (11 7T) will be given in Sec.
III. In Sec. IV, this equation will be solved for
{d, ()} as a function of the {€,, } and the result will
be substituted into the expression for the total free
energy of the crystal:

F(T)=3,+F(T) .

(2.12)

(2.13)

The deformation parameters {¢,} will then be ob-
tained in Sec. IV by minimizing this free energy.

TII. DYNAMIC CONTRIBUTION TO FREE ENERGY

If we add the kinetic energy of the atoms to the
dynamic contribution to the potential energy of a
deformed crystal slab, given by Eq. (2.6), we can
write the vibrational Hamiltonian for the slab as
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H=Hy+H,, (8.1a) from the anharmonic Hamiltonian H, is given by
where -1
(1) F(T) = Fo(T)= Z) (CR Y [ dpy - f dp
H ﬁ‘l _ZQM—JrZ ZZ 45(11") ua(Dugl’),  (3.1b) 0 n=1 v "

Hy= Z S (Nu ) +22 2 &'l u )

la '8 1"y

(3.1¢)

through cubic anharmonic terms. Here p,(I) is
the o Cartesian component of the momentum of
atom /, and M is its mass.

It is now convenient to introduce the eigenvalues
and eigenvectors of the matrix ﬁaB(ll') =& 01"/ M
by

5 D) 70 02CL0)

Xug(l ) u (1" )+ o

s=1,2,..., 3N,
(3.2)
where the {C{ (1)} can be chosen to be real and to
satisfy
2COWCS (D=6, , (3. 32)

lo

2ICEMCEU)=8,1 044, (3. 3b)

s
and N, is the total number of atoms in the slab,
These eigenvectors and eigenvalues can be used
to generate a normal coordinate transformation

/ s
u(l)= ( )1 22 Qlf—l,gAs, (3.4a)

PROESS <ﬁ;") 2 @)Vic®)B,, (3.4b)

where A =Al and B,=~ B} are the phonon field and
momentum operators, respectively.

In terms of these operators the Hamiltonian H,
and H, take the forms

H0=Z) inQ,[BtB,+ALA,], (3.5a)
Hy= Z ViAg+ 20V, y505, Ao s As, » (3.5D)
$152%
where
r Ve > 8 (s)
Vs= (m) T éa(l)cu (l) ’ (30 63-)

v 1 ( 13 >3/2 1 Z <I) (ll,l”)
== 5= 77
$1%2% 6 \ 2M (@, S, )" 117700 g
714

xCLU() cf(I')C 21" . (3.6b)

We will treat the Hamiltonian H, as a perturbation
on the Hamiltonian Hy.

The contribution to the vibrational free energy
from the harmonic Hamiltonian H, is ‘

Fo(T)=ksT g} In[2 sinh (79 /2R3 T)] . (3.7

The contribution to the vibrational free energy

X<TV(’31)“‘ V(Bn)>oc ’ (3-8)

where B= (kzT) '1,
V(R)=e* Hye®t (3.9)

T is an operator which orders operators from
right to left in order of increasing arguments, and
the angular brackets (...),, denote an average
over the canonical ensemble defined by the Ham-
iltonian H,, and if the terms in the perturbation
series (3. 8) are represented diagrammatically,
only the contribution from connected, topologically
distinct diagrams is retained. By topologically
distinct we mean diagrams which do not differ
from each other only by a permutation of the
“times” By, ..., B, at which the interactions de-
scribed by V(B) occur.

If only the contributions of zero and first order
in Vj 6, are included in the anharmonic contribu-
tion to the vibrational free energy, it is the con-
butions associated with the diagrams in Fig. 1
which must be calculated. The contribution as-
sociated with the diagram in Fig. 1(a) is

8F(T)=-38 25 V,Dy(0) V (3. 10)
where
.20 1 2m
Ds(zw,)—'?ﬁl m y Wiy (3.11)

The contribution associated with the diagram in
Fig. 1(b) is

6Fo(T)= =3B 25 24 VD
88y b==x

Combining Egs. (3.7), (3.10), and (3.12), we
obtain for the vibrational contribution to the free
energy

F(T)=ksT 2 In[2 sinh(7iQ, /2k5 T)]

0) Vo Dy i) . (3.12)

1

-482V,D,0)V
8

YD VyDy(0) Vog g, Dy (i), (3.13)

884 1==c 151
Vs Vesg, Vss,s,
Vs \3 Vsss
(@) (b) (©)

FIG. 1. Diagrams giving the first contributions to
the vibrational free energy from the anharmonic Ham-
iltonian H, [Eq. (3.10)].
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through terms linear in the cubic anharmonic force
constants.

The mean positions of the atoms at temperature
T are defined by the condition

<ua(l)>:0 ’

where the average is evaluated with respect to the
canonical ensemble defined by the Hamiltonian
(3.1b). In view of Eq. (3.4a), and the orthogonali-
ty of the eigenvectors {C (1)}, it follows that the
condition (3. 14) is equivalent to the condition

(Ag)=0.

(3.14)

(3.15)

The perturbation expansion for the expectation
value of any operator O can be written in the form

(0)=2 ——('1)"f dg fgd/s (TV(B)
- ' " ] D
n=0 n: 0 0

XV (8,) 000))oe - (3.16)

In the present case we find that

(A, )——ﬁ(D 0) V,+3D,(0) 22 > Ves,s, 1(2’@,)).

Sq I=wc0
(3.17)
Combining Egs. (3. 15) and (3.17), we obtain the
equation determining the mean positions of the
atoms in the deformed crystal at tea.perature 7'

V,+3 20 b> Visysy Doy i) =0 (3.18)

R il
By the use of Egs. (3.15) and (3. 17), we can
simplify the free-energy expression (3.13). From
these equations we obtain the result that in the
equilibrium configuration,

23 V(A)=0==B 20 V,D,(0) V,

o
B S

|3

+2BZ/ ZD(Zw,

83152 1’ 12-—00

D,(0)

8 SIS

XV, (3.21)

8898

Dsz(iw 12) .

The second term on the right-hand side of this
equation is of second order in the cubic anhar-
monic force constants. Therefore, if we require
the vibrational contribution to the free energy only
to first order in the cubic anharmonic force con-
stants, it is given by

F(T)=kyT Z:, In[2 sinh(77Q, /2k5T)] . (3.22)

[I.n fact, the contribution to F(T) given by the sec-
ond term on the right-hand side of Eq. (3.21) is
cancelled by the contribution associated with the
diagram in Fig. 1(c), which we have not consid-
ered explicitly here. More generally, it can be
shown that when the condition (3. 15) is taken into
account, there is no contribution to the vibrational
part of the free energy from any diagram which
can be divided into two pieces by cutting a single
free-phonon line. ]

We now recall that the { & ,(11')} are the atomic
force constants for the deformed crystal. In
terms of the eigenvectors and eigenvalues of the
dynamical matrix of the undeformed slab, D (I1")
=@ 5(11')/ M,

E D) B (') =?2BE (1), s=1,2,...,3N,

3.23
where ( )
22BOW)BE () =6, , (3.24a)
la
EB“’ DBE()=6,50 644, (3. 24D)

we find, using first-order perturbation theory,

=838 24 24 VyDy(0) Vs, Dy, Gy . (3.19) that
889 l==
- (s)
Consequently, we can rewrite Eq. (3. 13) as 2= wj +]\/ % ,Zi ,? BO1) ® o, (11'1")
F(T)=ksT %, In[2 sinh(7Q, /2k5T)] *BO@)[s,0")+d,(1")], (3.252)
5 1 <« '
_3 ; COW=BPW+— 2 2 L 2 BSOW
56 Zl xE V,D,(0) Vg s, Dy (iwy) - (3.20) M S o
B(s')(l/) o (l/l//lm) B(s)(l") )
If, finally, we use Eq. (3. 18) in (3. 20), we obtain 8 Z’)’g oz ] [Sa(l” )+ do(l,”)] )
s ]
(3.25b)
F(T)=FkgT ? In[2 sinh (79, / 2k T)] With these results we can rewrite F(T) as
|
F(T)=kyT 25 In[2 sinh(fiw, /285 T N+ Z} 4Z 2 ZgZ B (1) 45, (11'1") B (I') coth(iw,, /2R T) [5,(1") + d,(1")]
s s la 1'B 1"y
(3.26)

to first order in the cubic anharmonic force constants.
If we make use of Egs. (3.6), the subsidiary condition (3. 18), which relates d,(I) and ¢, takes the form

I ) e e\
&)+ o 2020 2 5 coth(ZkBT =0. (3.27)

® 05, (127")

s 1'8 l”'r Qs
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Recalling that éas,(ll'l") is already of first order in the cubic anharmonic force constants, we can replace
C& (1) and Q, by B’ (1) and «, in this equation, respectively. Then, with the definition (2.7), we obtain

finally the condition

@a(1)+§ ® oo (1) [sa(I) + dg(l)] +5 20 20 @ 45, (11'1") [s5(1") + ds(@')] [s,0") + d,1")]

'8 1"y

n

o
2M 7T gy

By using the result that!

, i B©)(]) B 4
(u () ugl )>:§1—V1— 2 == ()w, @) coth(3 Frw,)
s
(3.29)
and by calling

FO(T)=ksT 25 In[2 sinh(w, /2k5T)],  (3.30)

we can rewrite F(T) as

F(T)=FOT)+% 20 ®o,(1'1") (uo(@)usl'))
1250 A

aBy

x[s,(1")+d,(1"")] . (3.31)

Let us define

F,(l"|T)=§§ (UM ugl')) ® 4, (11°1") .
aB

With this notation, the condition (3. 28) which re-
lates d (1) and €,, can also be written as

&)+ Z; @ o5 (11') [s5(1") + ds(1")] + F o (1) T)
by

(3.32)

1

D LY @) BOW) BOW) @%f%ﬂw . (3.28)
[
+§Z; 27 @ o, (1'1") [54(1) + ds(1)]
'8 1"y
x[s,(1") +d,(1")]=0. (3.33)

In Sec. IV, we will solve this last equation by
iteration to obtain d,(I), which will be substituted
into the expression for the total free energy F(T)
[Eq. (2.13)], which will then be minimized with
respect to the {€,,}, yielding the temperature de-
pendence of the deformation parameters, and in
turn of the {d,(1)}.

IV. THERMAL EXPANSION OF A CRYSTAL SLAB
To obtain the thermal expansion, we need to cal-
culate the {d,(1)} and the {€,}. Equation (3. 33)

will give d,(I) as a function of €,,. We will insert
this value of d,(7) in the total free energy

F(T)=,+F(T),

and minimize the latter with respect to the {€,,},
obtaining in this way these deformation parame-
ters, and in turn the {d,(I)}. From Egs. (2.5) and
(3.31), the total free energy is

F(T)=8y(T) =20 @ 4(1) [s (1) + do(D)] + 5 20 @ o5(11) [54(1) + do(D)] [s5(0) + da(1')]
la 1’

B

20 05,1117 [so(0) + do@)] [s5()) + ds(@')] [s,(1") + d,(1")]

1o
aBy

+3

where
8o(T) = ®y+ FONT) .
Let us rewrite Eq. (3. 33) in the form

20 B d(I) = P(1) =% 20 20 ® 4, (11'1")
18

'8 1"y

x[sg@) +ds(I)][s,(1") +d,(I")], (4.2)

where we have defined

P)=20 Gogu(l) €5, —Fo(I| T) =2 ,(1),  (4.3)
Bu
GaBu(l) = —E q)aﬁ(lll ) xu(l,)
I

=27 (1) %, (1), (4.4)
”

Z" @ o, (11 1") (e o W ug(l)) [, 0"V + A, (1" +... , (4.1

[
with
x, W) =x,0) =%, ") . 4.5)

Equation (4. 2) can be solved by iteration, solving
it first without the quadratic term in the {s4(1')
+dg(1')} as shown in Refs. 11 and 12, then substitut-
ing this solution in the right-hand side of Eq. (4.2)
and solving again as before. We only keep in the
solution linear terms in the anharmonic force con-
stants, remembering that the {¢,,} are linear in
the {® 4,(11'1")}. One iteration is enough to see that
the quadratic term in the {sz(I") + ds(1')} only con-
tributes one term linear in the {®4,(11'1")}, but
quadratic in the {®,(1)}. This quadratic term in
the {s5(1") + ds(1')} gives a temperature-independent
anharmonic correction to the static relaxation ob-
tained with P,(I)= —®,(I). For this reason, we are
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neglecting this quadratic term, keeping only the
leading terms {@a(l)} for the static relaxation. In
a more quantitative study, this correction should
be kept, as being linear in the anharmonic force
constants and possibly of the same order of mag-
nitude at T7=0°K as F,(II7), for I being near the
free surfaces. But here our main aim is to dis-
cuss the physics of each of these effects rather
than performing very accurate numerical esti-
mations.

A. Dynamic Displacements d_(J)

To solve Eq. (4.2), one can take advantage of
the symmetries of the slab studied. In the case of
a slab with (001) free surfaces, the translational
symmetry of each site implies that the {P (1)}

[Eq. (4.3)] and {d, (1)} are independent of 7; and I,
and functions only of /; and that

Qaﬂ(llr lZa la;li’ lé: l:;)
=@y~ 11,1,-15,13;0,0,13) . (4.6)

The point symmetries of each site and group-
theory considerations® enable us to find that the
only nonzero elements of the {G4,(l5)} [Eq. (4.4)]
and {€g,.} are the following ones:

Gxxz(lii) = nyz(la) ’ Gaux(la) = Gy;y(la) ’

4.7

szx(l3):: Gzyy(ls) ’ qu(ls) ’
€xx= eyy ’ Elz * (40 8)

In the same way one finds that
olls| T) =60, F.(1s] T) (4.9)
8 ,(13) =04, ®,(3) , (4.10)
Pu(l3) =5azpz(l3) ) (4. lla)
P,(15) :§ Gusslls) €gs = F (13| T) - @,(1) , (4. 11b)
da(la)zaazdz(la) . (4. 12)

Using these results and defining

aB(Zss ls) Z-/ q)ozB(ll - ll, l2 Z;, 13;0, 0, l:;) ’ (4 13)

iz
we can rewrite Eq. (4.2) in the following form:

2@y, 13) dy(15) = P,(15) . (4.14)

”

3
In this equation the quadratic term in the {s4(1’)
+dg(1")} appearing in Eq. (4.2) is neglected, for
the reasons discussed following Eq. (4.5). In
terms of U, the inverse of )

iV 724 )
U &I, @.15)
the solution of Eq. (4. 14) is

dylly) =22 Ully, 13) P,(13)
i

4. 16)

From (4. 16) and (4. 11b) we see that d,(I;) will be
a linear function of €,,, €,,, and €,,. We will see
below that the solution (4. 16) has the form

d(ls) =[A, € o+ Ayl + €,) + Bl x,(I5) + C (1) . (4.17)

In (4.17), C,(I3) represents contributions to d,(I;)
localized near the free surfaces. The coefficients
A,, A,, Bare independent of /; and are different
for different crystals. The form (4.17) will en-
able us to obtain a general expression for the {e,,}.

B. ¢, foraSlab

Let us now substitute d,(7), solution (4.17), into
the total free energy F(7) [Eq. (4.1)] and minimize
F(T) with respect to €,,. In this way we obtain

B3 (1) o a[sa(la)+da(l) (‘I’a(l)+2 @ 45(11")
- '8

8€vh la vA

X[sa(1")+ )]+ 22 Z@,,B,(zz’z”)wﬂ(z Yu,1"))

1258 04

o3 D a1 st + a0 s )+ a,0]) .

(4.18)
By remarking that €,, and d,(I) in the bulk will be
of first order in the anharmonic force constants,
and that <I>a(l) has nonzero elements only in the
vicinity of the free surfaces, (4.18) may be re-
written-after neglecting higher-order terms in
®,5,(11'1") and terms proportional to the ratio of
surface area to volume, of O(N,/N,), where N, is
the number of surface atoms, as

5F (T) -5 8s () +d,(1

]<E¢wm[%WM%Wﬂ

a€vk la 8€u)‘
+3 E 27 ®og, lZ'l")(uB(l)u(l")>> , (4.18")
‘1" By
where
[ W+d o) x).(l)+5az uA[A Bae
%€,
A+ b)) D) + 500 2B (4 19)

o€,

Let us insert (4.19) in (4. 18) and use the fact that
Gasulls) [Eq. (4.4)] and C,(1;) are nonzero only in
the vicinity of the free surfaces and will give
terms of the order N,/N,, which we neglect.
We define also

Coran = 2 ®,6(1') %, () %, @) (4. 20)
which are the ordinary bulk elastic constants, 2 v
being the volume of the crystal and

v).(T % E <u

1"

Dug(l')) @46, (111" x,1") . (4.21)

Finally (4.18’) takes the form
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8F (T) ~
S¢ = Vzcuhﬁu EBM+VZJ Coau €600
VA Bu Bu
X [Az 615 +Ax(5lx+ 5xy)]+ V{Cv)\zz"' szzz 6V). [A‘ GM

+Ax(6hx+8hy)]} [Az €zz +Ax(€xx + Eyy)+ B]

+ Fp(T)+ F (T) 5,0 [A,+ Ay(B,+5y,)] =0 .

(4.18")
To solve (4.18"), let us use the fact that by sym-

metry the only nonzero {¢,,} are €, # €, = €,, and

that in the bulk
F,\(T)=6,,F5(T)+O(Ny/N,) . 4.22)

We obtain, in this way,

o5{T) . (1+A,) <V 20 C pops €ap+ FB(T)>
3€zz B8
+VCopaalA, €nt A€+ €,)+ Bl=0, (4.23a)
o) V 20 Conps €ag + F(T)
aixx B

+A, (V ? Crp €ast+ Fp (T)>+ V(cxxzz +A, Cf.zzz)

X [Az €zt Ax(sxx + €yy) + B] . (4 23b)
For cubic crystals, we have
Coo00=C11 »
Cooo’o’ = CIZ for o# O', N (4. 24)

where C;; and Cy, are the usual elastic constants.
Equations (4.23) and (4. 24) give two equations for
two unknowns €,,, €.,=¢€,,:
(1 +Az) Cll €zt z(clz + Cll Ax) €xx

=~ Fu(T)/V-Cy B, (4.25a)

(1+A,)(Cyp+ Cyy Ay) €5+ [Ci(1+ 2A2) + Cpp(1 + 4 A,) €y

== (1+A,) Fs(T)/V —=B(Cy+A,Cyy) . (4.25b)
The solutions of these equations are
1 Fgu(T) (N >
€u=€p=—5 —=—+0{F), (4. 26a)
ey 3v. B N,
1-2A, B N,
= - 4. 26b
€= 7ia, o= 1+AZ+O<N,,>’ ( )
where
B=%(C11+2C12) (4. 27)

is the bulk modulus in the harmonic approximation.
Let us remember that d,(l;) [Eq. (4.17)] has a
constant thermal expansion term. By adding this
term to the ¢,, given by Eq. (4. 26b), we obtain the
effective ¢,, for a slab, which we will call €,,:

€1e= €t Ay, +2A, €, +B+O(N,/N,) (4.28)

or

€..= €0+ ON,/N,) . 4. 29)

Let us remark that €, = ew=€zz assume their bulk
values when terms of the order of N /N, are neg-
ligible. The result (4.26a) is identical to the bulk
one obtained by one of us. 13

In Sec. IVC, we will apply these general re-
sults to a slab of a bce crystal. The d,(l;) [Eq.
(4.16)] will be obtained by a Green’s-function
method for a slab extending from I3=0to I3=N
and created by removing in an infinitely extended
crystal all interactions crossing the median planes
situated, respectively, between l3=0 and -1, and
I;=Nand N+1. This Green’s-function method
consists of obtaining first the inverse G of §zz
[Eq. (4.15)] for an infinite crystal, and then cal-
culating the inverse U of $,, for a slab by the usu-
al Dyson relation. We will see that d,(l;) may in-
deed be written in the form (4.17). We will then
be able to obtain €,,=¢€,,=€,, from Eq. (4.26a).
And by putting back the {e,,} into the expression ob-
tained for d,(l,), we will have the temperature-de-
pendent changes in the interplanar spacings.

C. Explicit Expressions for Displacements of Atoms

The results given in Secs. IV A and B are gen-
eral and can be applied to a slab of any cubic
Bravais crystal bounded by (001) free surfaces.
They can also be easily transposed for a slab
bounded by other than (001) free surfaces.

A central-force approximation will now be used
and applied to a bce crystal. Explicit expressions
for the thermal expansion at (001) surface of a
slab will be derived in this case.

1. Central-Force Approximation

In a central-force approximation we have

2,()= 2 o), (4.30)
IARE)]
with
@11 = x,(11") D o(r(11")) (4.31)
and
Do(r)=(1/r) ¢'(r) . (4.32)

In this approximation, the harmonic force con-
stants are

(baﬁ(ll,>= - waﬁ(lll) ) 1+ l’

@00 = 2 @aslll), . 33)
1'#1
with
@as(l') = x4,(11") 24(11") D2 o (r(11')) + 6 o5 D ((11))
(4.34)
where
D*o(r)=(1/r% " () ~(1/7¥) o' (v) . (4. 35)

The nonzero anharmonic force constants are
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By (11 1) = @ gy (111 ) = ® o5, (U'1") = = B o5, (111")

- = cI)aB'r(ll Z aB?‘(l Zl (PaBT(ll,)

for I#1', (4.36)

27 (PmBy(ll )

1 (#1)

@ o, 100) = (4.37)

with

Qasy(11) =2 ,(11") x5(11") 2, (11") D* (2 (11"))

+ [ (1) 85y + x5(11") 6o+ x,(11") B o5 | DX 0(w(11)) ,
(4. 38)
where

Ds(p(r):;lg " (7) —% 0" (7) +;3§‘ o' (7). (4.39)

With these results in hand, we can rewrite
F(1"17T) [Eq. (3.32)] and F,,(T) [Eqs. (4.21) and
(4. 22)] in the following forms:

FAT) =52 2 [=(uaMugl")y = (uaDug()))

aB 1(#1")

J

Mﬁx(lr m, n)= 431 Z [ux(l X, m+ U, Bt v) Uy

Aup=#1

F(T)=%2, 2
aB "

+{(ug(Dugl”)) +{uo(l") ug(1))] 0us,(1l”), (4.40)

,E (oo (D) ug(D)) = (e (D ug(l”))]

#E")

X Qo) x,") . (4.41)

For a slab of a cubic crystal bounded by (001) free
surfaces, we know from Eqgs. (4. 9) and (4. 22) that

F (" T)=6,,F, (5| T), (4.40")

F,(T)=5,,Fg(T)+0WN,/N,) . (4.41")

2. bce-Crystal Model

We will use the same model as Clark et al.® for
a monatomic bcc lattice. Each particle of the lat-
tice is assumed to interact with its nearest and
next-nearest neighbors. In the bulk, the equation
of motion for the x component of the atom identi-
fied by the all-even or all-odd integers (I, m, n) can
be written in the harmonic approximation as

@, m, n)]

DY Do, @+xn, m+ py, m+v) +xvu(L+X, m+ u, n+v)]

rup=21

+B1 20 [ul+x, myn) -

A=22

Corresponding equations for i,(l, m, n) and
it (1, m, n) can be obtained from Eq. (4.42) by suit-
able permutations of symbols.

Using (4.13) and (4. 33), we can evaluate the ma-
trix §zz in the bulk. Let us simplify our notation

and use
&,.ls, )= =L, ls=n, Li=m (4.43)

The nonzero elements of this matrix for this model
are

me: —8(11 - 261 3

Lyyms1= Los,m=401, (4.44)
Loyymez= Lypsoym= P -
We need to calculate the inverse G of L:
LG=I. 4.45)
To obtain G, we use the Fourier transform
G = Glm —n) f Tetmme o (p)dg . (4. 46)
We obtain in this way
g(@)=1/210(0) , (4.47)

where

uy(l, m, )]+ By 20 [ug(ly, m+x, n) +u(l, my n+)\) = 2u(l, m,n)] .
A=22

(4.42)

w(@p)=8ay[cos(p) - 1]+ 26 [cos(2¢) -1] . (4.48)

By creating from an infinite crystal a slab between
n=0 and n=N, by the cutting procedure described

above, the matrix L will be modified by a matrix

oL,

L'=L-5L. (4.49)

For the slab studied here

(8L, ©
5£’( 0 @_N) ’

5L and 6Ly are 4xX4 matrices connecting, respec-
tively, n=1, 0, —1, and —2, and n=N+2, N+1,

(4. 50)

N, N-1. We have
B 0 - B 0
BLy=0Ly= 0 day+p 4oy —-f
"‘61 -—4&1 4a1+ ﬁl 0
0 - A 0 By
(4.51)
The inverse of L’ is defined by
UL'=1. (4.52)

We simplify our notation by writing
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P,=-P,l,) ,
w(n) = dz(l3) ) (4- 53)
With these notations, Egs. (4.14) and (4. 16) read

13571 .

2o L wim)=P,, (4.54a)
N

wim)=22 U, P, . (4. 54b)
n=0

Let us remark that by summing on #» the right-hand
side of Eq. (4.54a), we obtain for a slab a useful
relation:

N
2. P,=0. (4.55)
n=0

U can be calculated from the Dyson relation:
U=G+UsLG. (4.56)

From there, we can now obtain (Appendix A) the
dynamical displacements w(m),

(i R 3
Y (m-—gN)n=oP"+"=m1n—mIPn

wim) =

¢ i | m-nli K m+l N+lem
+ 5 t P+ ™ -t )), (4.57)
1-42 2 1-¢
where
No= +N for N even
°7) 4(Ww-1) for N odd, (4.58)
t=@2-1)2-p, (4.59)
b=1+2ay/py, (4. 60)
N
K=2,t"P,. 4.61)
n=0

We have neglected in (4. 57) terms proportional to
t¥ going to zero when N is going to infinity. We
also used the antisymmetry of the forces P, through
the middle of the slab, P,= - Py_,. One sees also
that the solution (4. 57) has the following property:

w(m)=-w(N-m) , (4.62)

as could be expected by symmetry.

Let us note that the first term in (4.57) de-
scribes a homogeneous expansion of the slab due
to its free surfaces. As indicated in Eqgs. (4.17)
and (4.28), we will add this term to ¢,, given by
Eq. (4.26Db) and get Eq. (4. 28):

N,
1 2 Yo
=z rp,,

4#—~(a1+ &) a X (4.63)

)éu = 623 +
where a is the distance between the layers.
In this way, we are left with the part of w(m) de-
caying to zero, with increasing distance from the
free surfaces. Let us call it w,(m):

( )—____1__< %% ‘ ‘P +__t__i tlm-an
Waltrt T4(oy+ B\ e bl 1-¢% .3 "

m
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K + +1l-m
+1—_—t—g (tml—tNl )) . (4.64)

In the following sections we will calculate the
forces P, and give an analytical result for €,,=¢€,,
in the case of a bee slab bounded by (001) free sur-
faces.

3. Calculation of the Forces P,

Using the model described above, we obtained
for the &,(I;) given by Eqgs. (4.30), (4.31), and
(4. 32),

®,(0)=-[(4/V3) ¢ (r)) + @' (27/V3)]
= 2(1 (az -— al) - aﬁg ’

¢,(1)= -9 (27/V3)=-ap,,
(4.65)

(b‘(N) == Qz(o) ’ (bz(N - 1) = "“i'g(l) )

®,n)=0 for 1<n<N-1.

The G,g(l5) are obtained from their definition
(4.4) to be, in this model,

2 (29) o5 o
zez(o)'"g\/—‘g‘— @ (1’0)'*'\/-3— @ <\/_3‘ +3\/’§ @ (7’0)

= a(2a1+ ﬁl) N

qu(l) =a (ﬁ” (a) =ap,

szx(o) = ;_‘/t’“g- ((,0” (7’0) - %501&2) = Zaaa ’

Gen1)=0,, 4. 66)

Gpp(l3) =0 for 1<3<N -1,

GzBB(N) == GEBB(O) ’
GzBB(N - 1) == GzBB(l) ’

Geyy) = G, () .

We will obtain the forces P, from Egs. (4.53) and
(4. 11) and the above results, by estimating €z and
F,(1;1 T) given by Egs. (4.26) and (4.40). We need
now to calculate Fg(T) and F,(l,1 T) from, respec-
tively, Eqgs. (4.41) and (4. 40).

Let us define

Reos(11") = (u o (D ug(l)y = {u oD ug')) . (4.67)

We will write in the bulk Ro(Il")= R 4(7), where
r is the distance between atoms 7 and 1’.
Let us define

Sasll)= =[Rog(l) + Roe('D)] .
For [ in the nth plane parallel to the (001) sur-

(4.68)
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faces, we define also
S (n) = See1l') = Se(1")

where i=1, when [’ and /" label a first-nearest
neighbor of [ situated, respectively, in planes
n+1land n-1; i=2 when [’ and [” label a second-
nearest neighbor of I, respectively, in planes
n+2and n -2, When I’ or " falls outside of the
slab, the corresponding S (/1) is zero in Eq.
(4.69).

We can now obtain from Eqs. (4.40) and (4.41) in
the central-force model of a bcc lattice described
above

Fo(T)=N, 27, Roa ) 0" (rg)+ aRoqla, a) 0 (a)] .

(4.70)
In this expression Ryq4(a, B) =Ry, ("), where I’
labels a second-nearest neighbor of [ situated on
the B axis. We obtain also

(4.69)

Fg(nIT)ng%— S¥n) (w"’(Vo)+6 2—7%@— 6%7(%@)

4
1375 Su (1) 0" (r0) + 35 2 () " (@)

+S§§>(n)(_¢‘50’_)_91'(2_61)>

a

(4.71)

From Egs. (4. 26) and (4. 70), we now obtain

o 2
exx(T)—m (\[5 @ (1g) Ry ()

¥ w'”(a)Rxx(a,x)> ,  (4.72)

€,:(T) = €,,(T) + ON,/N,). (4.73)

To obtain an order-of-magnitude estimate of the
effects studied here, we will now apply the preced-
ing results to a particular crystal mode. Numeri-
cal results will be given for a slab of a-iron,
bounded by (001) free surfaces.

V. APPLICATION TO A PARTICULAR CRYSTAL MODEL

We will now describe an easy and approximate
way to obtain numerical values for the correlation
functions (uq(1)ug(l’)). Then we will choose a Len-
nard-Jones interatomic potential, in order to ob-
tain numerical values of the “anharmonic” deriva-
tives ¢”. Finally numerical results for the ther-
mal expansion of a slab of a-iron bounded by (001)
free surfaces will be given.

A. Calculation of Correlation Functions

To evaluate the €,,, €,,, and w,(m) obtained in
Sec. IV, Egs. (4.72), (4.73), and (4.64), we have
to calculate the {R,4(I1")}, Eq. (4.67), and there-
fore the correlation functions® [£q. (3.29)]

(ua(Dup(l')) = (7/2M) [ D™ /2 coth(3 BEDY2)]; 4,15 -
(5.1)

| =3

We will rewrite the dynamical matrix as
D=d+R , (5.2)

where d is the diagonal part of D and R is the
remainder. We will use Schafroth’s expansion'
near the diagonal d of a function Gy(d+R) in which
R is small in comﬁarison to d.

Let us call p the symbols (I, @), for simplicity,
and define

dpp=2(p), (5.3a)
with
r=x(p), A=A’ ,..., xn=alp)  (5.3b)
and
n
Gn(AO,Aly---sxn):Z<GO(Ai) H ()\i—)\j)) ’ (54)
i=0 J#i
which has the following property:
lim G,(Xg, A1, ... ,0,)
R T P
1 9"
“l o7 GromnMo ) Apat 5o 2y . (B.5)

With these notations, Schafroth’s expansion is

‘GO(E) lp,p’ =Ipp Go(\)+ Rppr G (A, 1)

w
+ 2 2 Rpleplpz v Rp,,-lb'
n=2 pl'"ﬁn—l

XG,(A Ay, .oy A, )), (5.6)

where I is the identity matrix. Using £q. (5.5), it
is easy to see that Schafroth’s expansion is equiv-
alent to Taylor’s if

Ap)=xp),

which is the case for infinite crystals.

This kind of expansion was used previously
and was shown on simple models'®~® to give re-
sults approaching the exact values obtained by
more complicated calculations, with precisions
comparable to the experimental ones, when re-
taining only the first two correction terms in the
expansion (5. 6). In Refs. 17-20a, Taylor’s ex-
pansion was used rather than Schafroth’s. This
was found to give errors of the order of 2% for
the mean-square displacements of surface atoms.

In Appendix B we give the (uy(I)us(l’)) we need
to obtain the €,,, &,., and w(m) [Eqs. (4.72),
(4.73), and (4.64)] expanded to second order in R.

1520

20p

B. Choice of an Interatomic Potential

Following Clark et al.® we assume for the in-
teratomic potential an expression of the Lennard-
Jones type:

4”(7’1)2141/7’12'31/7’(1S , (5.7)
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@lry)=Ay/r3? - By/73 (5.8)

where the subscripts 1 and 2 refer to nearest- and
next-nearest-neighbor interactions, respectively,
and 7; is the distance between the interacting par-
ticles: 7, =7, for first neighbors and 7, =a=2»y/
V3 for second neighbors. It is well known that
a-Fe is not a Lennard-Jones crystal. Never-
theless, the qualitative results and the order of
magnitude of the results given by this model are
reliable, Our aim here is only to discuss quali-
tative results and order of magnitude. We also
used a Morse potential to derive the results of
this paper, and the numerical values were about
the same. Let us note also that in the model of
Clark ef al.® the ¢’ and ¢” are independent of the
choice of a potential, Only the “anharmonic”
derivatives ¢” are a little different if one chooses
a Lennard-Jones rather than a Morse potential.

The bulk equilibrium condition &/ arlm0 gives®
the condition

49'(ry)=-2V3 ¢' (21, /V3) , (5.9)

where primes denote derivatives with respect to
the argument.

We have also® the following relations for the
force constants:

o= 0, (za,3a,3a)=5[0" (re) + (2/7,) 0" (ry)] ,

=0y (3a,3a,3a)=3[0"(ry) - (1/7,) 0" ()],
(5.10)
Bi=0,,(0,0,a)=0¢"(a) ,

Br= 0,,(0,0,a)=¢'(a)/a .

These force constants can be related to the
elastic constants ¢y, €5, €44 in the usual
straightforward manner?! by considering the con-
tinuum limit of Eq. (4.42). These results are®

acy =2(a;+By), acyp=2a,, acy=2a,, (5.11)

We use here a,= 3a(cy, +C4). The fourth rela-

tion required to specify these parameters is ob-
tained from the phonon bulk frequency,

w(m,0,0)=4(a, /M2 . (5.12)
To obtain numerical values of the anharmonic
force constants and only for this purpose, we use
the Lennard-Jones potentials, Egs. (5.7) and

(5.8), and obtain

12x13><14A;+6x7><sB;

m -
@ ('Vo)— 7 7o ,
12x13x14 A, 6x7x8B) (6.13)
(Pm(a)=- N X 2 ,
a a
where

Al=7 [(1/7,) (P'('Vo)+ <P"("’o)] ’
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Bi=45 [(13/79) @' (rg)+ 0" ()],

Ay=75 [(1/a) 9" (@) + 0" ()] ,

(.

5 [(13/a) @' (@) + ©" ()] . (5.14)

C. Numerical Results for a-Iron

B;=

[

We have made an explicit calculation for a-
iron, The elastic constants and phonon frequency,
which are taken from the work of Low,? have the
following values at 16 °C:

c1;=2.332%x10" dyn/cm? |

c12=1.355%10" dyn/cm? ,
(5.15)
cyu=1.180%10"% dyn/cm? |

fiw(m,0,0)=0.035 eV .
The value of the unit-cube edge a is taken to be?®
a=2.866 A . (5.16)

In Fig. 2 we give, as decimal fractions for the
(001) surface of a-iron, the static displacements
(2/a)ws(m)[Eq. (4.64)], and the dynamical ones
at 7=0 °K and at the Debye temperature 7, of a-
iron (kgTp="liw,,,). Here we have T, =406 °K,
Qur results for the static displacements agree
with those obtained by Clark ef al.® Let us re-
mark that even at 7=0 °K the dynamical displace-

_% W(m)
0 IN 2 m

N~ 3 Py 3
-0025} Static Displc
— _T=0K
Dynamical Displacements
—Th

-0050

FIG, 2. Static and dynamic displacements (2/a)wg0n)
[Eq. (4.64)] at T=0°K and at T =Tp (Debye temperature)
for a (001) surface of a-iron,
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|~3

ments are different from the static ones. This is |

due to the zero-point energy. We see that the sur- €oo
face layer is displaced outward. The displace-

ments of successive layers are alternately out- 0.050r
ward and inward, and their magnitude approaches

zero exponentially. It was checked that even a I

Morse potential gives the alternating character
of the displacements w¢(m). The uniformly out-
ward static displacements obtained by Jackson™
for “a-Fe” may be due to the fact that his ap-
proach is a numerical one, and that we are con-
sidering only interactions between first and sec-
ond neighbors. In Fig. 3, we give the variation
with temperature of the dynamical displacements.
In Fig. 4, we plotted as a function of temperature
€. [Eq. (4.72)].

In Fig. 5 we give the ratio between the surface L
and the bulk thermal expansion coefficients o s/ ap .
Let us define a,, as the spacing between the mth L
and the (m — 1)th planes, and the thermal expan-

0.025f

€
sion coefficient between these planes as P XX
-
da D
— -1 9Y%nm 0 —1 S 1 1 P
ay(m) = a, aT ° 100 200 300 400
. X T (°K)
ag is the value of a (m) in the bulk.

This surface thermal expansion was observed by FIG. 4. Variation with temperature of strain
Wilson ef al.? on Mo and Cr at high temperature, parameter €,,= ¢, [Eqs. (4.72) and (4.73)].
At high temperatures, their simple interpretation

2 2
ds(l)/OlB = <uz>1/<uz>5
ag(m)
6 Ug
% W(m)
-
o 100 200 300 400T, T(K) 5t
m=2
4 -
3}
-0025}
2t
m=0
m=1
|
T
0 1 n 1 un
-005 100 200 300 400  T(°K)

FIG. 5. Variation with temperature of the ratio
FIG. 3. Variation with temperature of the dynamic between the thermal expansion coefficients a (m) near
displacements (2/a)w (m). the surface and in the bulk.
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FIG. 6. Variation with temperature
of the ratios of mean-square displace-
ments for surface and bulk atoms.

T,K)

0 160 500 300

seems accurate, as only orders of magnitude are
taken into account. But in general, this relation
is not so simple. The same comment can be made
about the results obtained by Allen et al,2%%

Let us notice, also from Fig. 5, that at low tem-
peratures, although a,(1) as well as ay is going to
zero when T goes to zero, their ratio increases
significantly. The bulk thermal expansion coeffi-
cient ay obtained in this calculation is bigger by
a factor of about 3 than the experimental one. This
is due mainly to the fact that a-iron is not a Len-
nard-Jones crystal, and that the anharmonic force
constants we used are too big. Therefore, we
feel that the dynamical displacements reported
here are also too big. Nevertheless, when ratios
like o, /ap are considered, our results should be
directly comparable to experimental values. Our
aim here was mainly to discuss the different physi-
cal effects determining thermal expansion at a
crystal surface.

In Fig. 6, we give the ratios between the mean-
square displacements of bulk and surface atoms.
Let us note that the difference between the mean-
square displacements of atoms in layers 0 and 1
is quite important. In our calculation the mean-
square displacements of atoms in layer 5 already
have the bulk values. When measurements of
mean-square displacements of surface atoms are
reported by the low-energy-electron-diffraction
(LEED) technique, it should therefore be made
clear how far the low-energy electron penetrates
into the crystal.

VI. CONCLUSIONS

We have presented in this paper a theory of the
thermal expansion at a crystal surface which
seems to be for the first time complete, analytical,
and straightforward. This enabled us to discuss
in a physical way the different effects involved:
the static relaxation of the interplanar spacings in
the vicinity of the crystal surface, the thermal
expansion of the crystal arising from the cubic
anharmonic terms in the crystal potential energy,
and temperature-dependent changes in the inter-
planar spacings at the surface arising from the
same source. Numerical estimates of these ef-
fects were presented for a slab of a-iron bounded
by (001) faces.

LEED experiments®* seem promising for the ob-
servation of surface thermal expansion.
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APPENDIX A: SOLUTION FOR INTERPLANAR SPACINGS

Using Egs. (4. 50), (4. 51), and (4. 56) and the
fact the U has the same block form as L’ [Eq.
(4. 52)], which implies that U,,=0 for m inside the
slab and n outside, we obtain

Upn=Gm =n)+ By Upy [Gln+1) = Gl = )]+ By Uy, y 1 [GIN =1+ 1) = GIN =1 = 1) ]+ U,p [4 24 (Gl + 1) = G(n))

+B(Cn+2) =G+ U,y [401(GIN=n+1) =GN =n)) + B (GIN+2 =n) = G(N —n))] . (A1)
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By rewriting g(¢) from Eqgs. (4.47) and (4. 48) in
the form

()L 1 ( 1L, 1)
E\P)= o 8(ay+pB) \1-cosgp b+cosep/ ’

(A2)
where

b=1+2a1/ﬁ1, (A3)

we can calculate from (4. 46)

t+1
(A4)

m+l
Gn+1)-Gn) =§(all—+-[§:) (sgn(2n+ 1)+2t > ,

where
=2 -1)"2_p . (A5)

The w(m) given by Eq. (4.54b) may be expressed
in the following form:

w(m)=f) G(m -n)P, +—EI—I-(-——
n=0 " 4(ay+ B)
X(-— Um1+Um,N-1+Um0— mN) ’ (AG)
where
N
K=2Jt"P, . (A7)
n=0

To obtain (A6) we used (A4) and the fact that the P,
are antisymmetric through the middle plane of the
slab,

Pn:-PN-n:

as well as the relation (4. 55).

From (Al) we obtain directly, by using (A4) and
neglecting terms proportional to ¥ going to zero
when N - o,

2(011+ [31 (2011+ 181) - By Um,N-l
=4(a1+,81)G(m) ’ (A8)
= 2(ay+ By) Upg+ @y + B) Uy y = BLU,

=4(oz1+ B)G(IN-m). (A9)
Let us now use the fact that for u inside the slab
Um,-l = Um,N+1: 0,

to obtain from (A1), with the help of (A4) and by
neglecting terms proportional to %,

(1-1)
1+¢

2(11 Uma—(2a1+ bl) Um.N"'ﬁl(l "t) Uml

=B Uy, ya=4(ay+ B) Glm+1), (Al0)

a-»
Tr¢ Umw =AU

—2(a1+ ﬁfl) Um0+2a1
+By(1 =¢) Upyn 1
=4(ay+p) G(N—m) . (All)

The set of four equations (A8)~(A1l) and four
unknowns reduce to a set of two equations [(A8)
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- (A10) - (A9)+ (A11)]and [(AB) - (A9)] and two un-
knowns [(Up,g = Up,n)y (Up,1=Upy)], from which

we can easily find

4(ay+ By)
Bi-p) OO

-G(N-m)].

Um,O - Um.N “Umt Um. N-1%

~Gm+1)+GN-m+1) (A12)

Finally, by using (A4), (A6), and (A12), we have

N
w(m) =2, G(m '")P"+W

n=0
X (g g Nelom) 0 (A13)

Let us now write out explicitly the term

wo(m)=ZN> G(m -n)P, (A14)
n=0

Using (4. 46) and (A2), we have

" cos(m -n) ¢ 4

wolm) = - 1 -cosg

1
167T(O!1+,31) n=0< .

** cos(m —n) @ )
* L b+cosg dp) P
Using the relation (4. 55), we can write

1
167(ay + By)

S

f cos(m —n)g dqo)P
b+cosgp

(A15a)

Wo(m) = -

cos(m — - CoS
( ln)(gos vl de
- @

(A15b)

These integrals can be easily done and

1 N,
wo(m)=+m<§ |n—-mlP,l

2t 3 Im=nl
+—— 22 t'"™"Pp,) . (A16)
1-¢ n=0

Let us now remark from Egs. (A3) and (A5) that
for N large

tlnl 0’

m=N/2
P, 0. (A17)
neN/2
Let us define N, by
Ny=3N for N even
=3N-3% for Nodd. (A18)

This enables us to see from Eqs. (A13), (Al14), and
(A18) that

15 ln-%N|P
8(a1+B1)  nmo 2 "

Now using again the antisymmetry of the P, we

w(z N)= (A19)
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have
N\
22 |n-4N|P,=0 (A20)
n=0
and
w(3N)=0 . (A21)

This result could also be predicted from symmetry
considerations.

Relations (A20) and (4. 55) enable us to rewrite
wy(m) in the form

1 ( L
= ~3N) 2 P,+S
1o () 4(ay+ py) on - ),,=o wtSim)
t N
t—7 2 t""'"'P,,) , (A22)
1-t° .5
where
No
Sm)=2s m-m)P, for m<iN
n=m
= 2 (m-n)P, for m>3N. (A23)
n=N,+1

S(m) decays to zero when m goes away from the
free surfaces. The contribution from terms in-:
volving » close to N, being negligible, we will
write, in general,

Ny
Stm)=24 |n-m|P,, (A24)

so that finally

L (o 3 p
W g B \ O P I By
¢ y Imenl K m+l N+l-m
+1-—t Zt Pn+I'_—t—5 (t -t V) . (A25)
n=0

APPENDIX B: CALCULATION OF CPRRELATION
FUNCTIONS @, (Dug (I )

As explained in Sec. V [Egs. (5.1)-(5.86)], we
calculate here the correlation functions

(uo(Dug(l')y = /2M) [ DV 2coth(387 DY %)] 4, 106
(Bla)

=[Gy (D)}a,1s (B1b)

using Schafroth’s expansion! near the diagonal part
d of the dynamical matrix:

D=d+R. (B2)

We will give here the first three terms of this
expansion for the correlation functions we need to
evaluate the {¢,,} and the {d,(I;)} for a slab of a-
iron bounded by (001) free surfaces. We use the
phonon model described in Sec. IVC 2. In what fol-
lows, we have B=x or y.

In this model we have, with the notations (5. 3),

A1 =d,,(0,0)=(1/M) (4o + 28, +38,) ,

A2=d,(0,0) = (1/M) 4oy + By +4Bp) ,
)‘3:dxx(1, 1)=(1/M) (8a1+261+3{32) ,
)\4=dzz(1’ 1)= (1/M) (8a1+ ﬁ1+4ﬁ2) s

Ks . dﬂl(z’ 2) = dxx(27 2) = (l/M) (8a1+ 231"*462) .
B3

In dgyy(n, n) the index n refers to the layer of the
slab in which the atom we consider here is situ-
ated. Let us note that d.,(2, 2) already has the
bulk value.

The coefficients G,(Ag, Ay, - -
and (5. 5)] we need here are

Gon;) = Gyl
Giny, x,)=———————--—°(7‘;) - x“()")
i i

B Golay)
Ga(is Ay Ne)= O =25 (g = np) ’

.\, [Eas. (5.4)

for i#j, (B4)

Golny)
Oy =) Oy =)

) Gol\g)
O = 23) (e =)

for i#j#k . (B5)
If we define
Ay = 3ENYR/RRT | (B6)
we obtain
Gy1(\;, Ny)= = (5/4M) (1) ®[cothA,; + A, sinh? 4,] ,
(B7)
Gzo\i ’ )\i ’ )\i)z (h/16M) ()\i)-slz[B COthAi

+3 A, sinh?(4,)+2A%sinh™ A, coshA,;], (B8)

G\, Mg, 25)= [Go(AJ)-Go(M)]

_1_<_1._
KI—Ai )\j"’)\i
—Gl(xi,xi)> for i#j . (B9)

The (u,(1)ug(l’)) for the slab with (001) surfaces is
a function of only ; and I;. We will therefore
write it as (uq(l3) us(l3)).

We now give to second order in R the correlation
functions we need to calculate the {€,,} and the

{dz(ls)}:
(u(4)) = Golns) +(1/M?) (8aZ + 283 +4 B%+16a3)
XGZ(AS’ )\5’ )\5)+' M)
<ua(4)ua(3)> = (Cil/M) G](As, X5) + (Z/IW 2) a1(51+ 232)
XGa(\s, A5, A5) ++ 2+,

(ug(4)ug(2)) = (B2/M) G1(\5, \5)

a=x,y, Or 2z

a=x,y, Or z

+(4/M?) 02 Gy(s, A5y A5) +2+ 0, B=xory
(u @) u(2)) = (B/M) G1(xs, \5)

+(4/M3) & Golhs, hs, hs) 4o e e .
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In the model used here and to second order in R,
the correlation functions given above assume their
bulk values. Let us give now the correlation func-
tions changed by the presence of the free surface
at I3=0:

(u3(3)) = Golns) + (1/M?) (Ba}+ 1602+ 282+ 352)
XGa(s, X5y A5)+ (L/M2) BE G5y gy Ag) v e
(u2(3)) = Gons) + (1/M?) (8al + 16 + B3 +4p2)
X Ga(Xs, A5, A5)+(1/M?) BE Golrs, Ay Ns) v e,
(us(3)u6(2)) = (@1/M) G1(n5, n5) + (1/M %) 0y (2 + 38,)
X Gahs, X5, A5)+ (1/M2) @y BGo(hs, A5, Ag) +eve
(ug(3)u,(2)) = (ay/M) G1(xs, x5) + (1/M?) ay(By +45,)
X GaXs5, A5, X5) + (1/M?) 0y By Gohsy Agy Ng)+e o+
(ua(3)up(1)) = (Be/ M) G1(xs, 1s)
+(4/Mj) 0 Go(hs, A5, Ag) ++ o+,
(u(3)u (1)) = (B/M) G1(r5, Ag)
+(4a/M?) Galhs, hsy Ng) +e e,
(u§(2)) = Golrs) + (1/M?) (40f + 8af+28%+38%)
XG5, X5y X5)+ (4/M (a2 + ad)Go(s, Ns,s As)+ (4/M?)
X @5 Gas s gy A5) + (B/M?) Golhs, g, hs) +0 e+,
(u%(2)) = Golng) + (1/M?) (4at + 8a+ p2+4p2)
X Ga(s55 X5, X5) + (8/M?) af Go(ns, g, A5) + (4/M?)
x 0§ Ga(\5, Aas A5) + (BY/ M%) Golhs, Agy As5) 40 e e
(up(2) ug(1) )= (@1/M) Gy(xs, ng) + (y/M ?)
X By Gos 5 A1, Xg) + (@1/M?) (2B, + By) Go(xs 5 s, X3)
+(a1/M?) (By+ By) Galhsy Agy Ag) +e e

<uz(2)u,(1)> = (Otl/M) G1(7\5 y Ag)+ (Cix/M z)
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X By G5y Nay Na) + (/M) (2B, + By) GoOhs, N5, Aa)
+(2/M?) ay B Golhg, Ay s Ag) #0 v+
(ug(2)ug(0)) = (Be/ M) G1(x5, y)
+(403/M?) Gylns, Agy Ag) e v+
(u(2)u,(0)) = (B/ M) G1(xs, X2)
+(8/M?) of Golrs, A, hg)++ve
(ub(1)) = Goag) + (2/M %) (B + B3) Galg, Ag, o)
+(1/M?) (4ab+8a+ B2 Galrs, A5, ns)
+(4/M?) (& + ad) Go(hg,y A1y 23)
+(4/ M%) 03 Golhg, Agy Ag) v o
(ul(1)) = Gong) + (1/M?) (40 +8a%+ ) Go0s, A5y \a)
+(8/M?) af Galrg, 1, Na) + (4/M?) 0 Go(g, gy Na)
+(4/M?) BEGyhgs gy Ag) He e e,
(ua(1)ug(0)) = (@1/M) Gyhg, 1) + (g Bo/M?)
X Gy(\3, A5, M)+ (@y/M2) (By + Bs) Gohs, gy \1)
+(ay/M3) (By+ F2) Gohg, Ay, Ag) +ov e
(u (1) u,(0)) = (ay/M) G100y, Ng)
+(ay B/ M?) Galag, x5, Ng)
+(201/M?) B[ GaOay Nas X2) + Galhg, Agy Ng)] ++ 0
(uB(0)) = Golny) + (2/M®) (B3 + 3) Golny, A1, 0
+(4/M3) (af+ al) Go(ny, As, Ay) + (8/M?)
x5 Ga(\1, Ngy 1) + (BY/M2) Gohg, asy A)+e v e
(u30)) = Go(ho) + (4/M®) B5 Ga(rz, Ag, 1) + (8/M)

X Ga(hz,y Ay Ag) + (4/M2) a3 Go(nz, Aa s N2)
+(B3/M?) Golrg, Asy Ag) +e e .
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Thermal-Resistivity Anisotropy of Zinc and Cadmium
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The Mannari-Ziman-Baym theory has been used to calculate the phonon-limited thermal resistivity of
hexagonal metals in the two symmetry directions. This calculation introduces an inelastic contribution
peculiar to anisotropic metals. A numerical computation using empirical form factors and experimental
phonon spectra shows that this term could explain the low-temperature behavior of zinc.

I. INTRODUCTION

Experimental measurements of the thermal re-
sistivity of hexagonal metal single crystals show
peculiar behavior for zinc in the low-temperature
range: The curves for W, and W, appear to inter-
sect above 20 K, 2 This does not happen for cad-
mium, 3 nor for the electrical resistivities of both
metals.? A complete calculation of this anisotropy
should take into account the Fermi-surface distor-
tion (together with the exact form of Bloch waves),
realistic phonon spectra, and the geometry of the
umklapp processes. Moreover, at low tempera-
ture one should allow for inelastic scattering. Such
a calculation is obviously quite intricate. As a
first approximation, we have used the Mannari—
Ziman~Baym theory.®~" In this theory one has to
take a spherical Fermi surface but all the other
previously mentioned factors can be taken into ac-
count. In the case of zinc and cadmium, the elec-
trons are known to be nearly free, and this approxi-
mation is reasonable for not too low temperatures.
Besides, analogous calculations have already been
made for the electrical resistivity in cubic® and
hexagonal metals®~!* and it has been shown that
they give the right order of magnitude for the an-
isotropy of single crystals of zinc, magnesium, and
cadmium, 1

In Sec. II we derive the formula we have used for

the phonon-limited thermal resistivity of hexagonal
metals. In Sec. III we give the results of numerical
computation for zinc and cadmium, and in Sec. IV
we give some conclusions and discuss the validity
of the method.

II. THERMAL-RESISTIVITY CALCULATION

The thermal resistivity is given by'?

W=§2~ (f (@R—ég.)zp(ﬁ,i{')dﬁdﬁ'/
B

vag(ex—zmg-zdﬁ 2). 1)

The trial function &z is taken as &g = (¢ — £)K.u
(u being a unit vector along the thermal gradient).
The transition probability is

2 b
PR, 0L [ 5@, 0| v &)
x[1=f2R ")) 6(egr — €x —w)dew , (2)

where , is the atomic volume, q=K~K' is the
diffraction vector, S(a , w) is the dynamical struc-
ture factor (less the Bragg contribution), and V(g)
is the pseudopotential form factor. With the hy-
pothesis of a spherical Fermi surface, theintegra-
tion in X' is done analytically (see the Appendix)
with the result



