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We derive for the first time an exact analytic result for the surface contribution to the low-temperature
specific heat of an anisotropic medium. The system we consider is a semi-infinite hexagonal crystal with a

stress-free planar surface parallel to the basal plane.

I. INTRODUCTION

The surface contribution to the specific heat of
a finite crystal has been studied extensively, both
theoretically and experimentally.

Some!™ of the previous calculations of the low-
temperature surface specific heat of a crystal
were carried out for finite or semi-infinite iso-
tropic elastic continua, giving qualitative!? and
quantitative®™® results. Other calculations®?? of
the surface specific heat of a crystal which are
lattice dynamical in character have also been pub-
lished. A few of them®® are of a qualitative nature
because they are based on a simple isotropic-
crystal model for which it is not possible to satis-
fy simultaneously the conditions for elastic stabil-
ity and the conditions on the atomic force constants
which follow from the invariance of the crystal po-
tential energy against infinitesimal rigid-body ro-
tations of the crystal. Maradudin and Wallis'® de-
rived for the first time from a lattice-dynamical
model the surface specific heat of an isotropic
crystal at low temperatures. Their analytic re-
sult is that obtained by Stratton,® Dupuis et al.,*
and Burt® in the elastic approximation. Among the
lattice-dynamical approaches to this problem a
few” %1112 give the surface specific heat at all
temperatures and show that this quantity has a
maximum at a given temperature and then de-
creases to zero at higher temperatures. Allen
and de Wette! give numerical results for the (100),
(110), and (111) surfaces of the noble-gas solids
neon, argon, krypton, and xenon. Chen, All-
dredge, de Wette, and Allen'? use the same nu-
merical method for a (100) surface of NaCl. Their
results are in rather good agreement with experi-
mental results of Barkman, Anderson, and Brack-
ett'® for NaCl powder. Their method, however, is
incapable of giving an analytic result at low tem-
peratures, as the other lattice-dynamical calcula-
tions do.”™° Dobrzynski and Mills® and Allen, All-
dredge, and de Wette'* also studied the variation
of the surface specific heat when a monolayer of
isotopic impurities is present at the surface.

Among all the preceding analytic calculations of
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the surface specific heat only that of Cunningham?®
deals with an anisotropic surface, namely, the
(110) surface of a simple-cubic crystal. But, as
we have noted above, his result is qualitative only.

In the present paper we derive for the first time
an exact analytic result for the surface contribu-
tion to the low-temperature specific heat of an
anisotropic medium. The system we consider is
a hexagonal crystal with a stress-free planar sur-
face parallel to the basal plane. We obtain this
result by using the Green’s-function method intro-
duced by Maradudin and Wallis'® (Sec. II), but in
the present work we calculate the necessary sur-
face Green’s function for a hexagonal crystal with
a stress-free surface parallel to the basal plane
in the elastic approximation rather than for a dis-
crete crystal model (Sec. III). The knowledge of
this surface Green’s function enables us to obtain
in analytic form the surface specific heat at low
temperature and the speed c; of Rayleigh waves
(Sec. IV). The speed of Rayleigh waves in hexag-
onal crystals has been calculated numerically,'®
but to our knowledge the analytic result in Sec. IV
is derived here for the first time.

II. GREEN’S-FUNCTION EXPRESSION FOR THE SURFACE
SPECIFIC HEAT

We consider an elastic medium occupying the
half space x,=0, bounded by a stress-free surface
at the plane x,=0. The elastic moduli of such a
system are position dependent and are given by

CaBuv(i)=e(x3)caBuu7 2.1)

where the {C,;,,} are the ordinary position-inde-
pendent elastic moduli of the material out of which
the semi-infinite medium is formed, and O(x,) is
the Heaviside unit step function:

1, x>0

O(x) = { @.2)
0, x,<0.
The equations of motion of the system are
. oT
U= —%’ (23)
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where p is the mass density of the medium,
#4(X, t) is the @ Cartesian component of the dis-
placement of the medium at the point X at time ¢,
and T,, is the stress tensor. The stress tensor
is related to the displacement field by Hooke’s
law

Taﬁ® = Z Caﬂuv(anuy(i), (2-4)

where the {n,,(X)} are the components of the strain
tensor:

Ax

N (®) = <%‘—Q + ——Z—XQ> (2.5)

When we substitute Egs. (2.1), (2.4), and (2.5) into
Eq. (2.3) and use the symmetry of C,, in p and
v, we obtain for the equations of motion of the
semi-infinite medium

Piig, = 6(x5) ansuua +9(x3)zcaeuu 9%, Bx

(2.6)

We assume a harmonic time dependence for the
displacement field,

ua(is t) =ua(§)e-iwt: (2 -7)

and obtain the time-independent equations of mo-
tion of the semi-infinite medium in the form:

du, (%)
pwzua(;{)”’ 6(xs) an:iuv ox
wy v

@=1,2,3, %,=0. (2.8)

In writing Eq. (2.8) we have dropped the factor
O(x;) from the last term on the left-hand side,
with the understanding there and inall that follows
that x,=0.

If we now make the substitution

uy(® =v,&Np, (2.9)

and require that »,(X) be a solution of the set of
equations

1 32 (s) (’)
_= C ___g__ (s)
p Buzv P4 xg0%, ®,
a=1,2,3, x,=0 (2.10a)
subject to the boundary conditions
9y (8
ansu,<—”&(—a> =0, @=1,2,3 (2.10b)
wy axu x3=0

at the plane x,=0, and outgoing or exponentially
decaying wave conditions at x; =+, then the dis-
placement field u,(X) determined in this way clear-

ly satisfies Eqs. (2.8). In general, there is an in-
finity of solutions of Egs. (2.10), and we label
these solutions by an index s=1,2,3,....

The partial differential operator appearing on
the left-hand side of Eq. (2.10a), supplemented by
the boundary conditions (2.10b), is Hermitian.
The eigenfunctions {»{*’(X)} can therefore be shown
to be orthonormal and complete:

Z f d?x, f B @@ @) =0,,., (2.11a)

D 0@ *0ER) =6 40 (X - X). (2.11b)
S
The frequencies {w } are clearly the normal-mode
frequencies of the semi-infinite elastic medium
bounded by a stress-free surface at the plane
x,=0.

We now introduce the Green’s function U (X,
X'; w) as the solution of the equation:

1 3
8., w2+ —=56(x,) C —_—
% (bone+ 5809 T Cunnn:

1 2 ., . .
+5 %:Caﬁuvm)uuﬁ&’x7w)_6a85(x_x):

(2.12)

subject to outgoing or exponentially decaying wave
conditions at x; =+«. From the preceding results
it follows that this function can be represented in

the form:

‘/-@:Z (s)(")v(s)(xl)* (2.13)

U,X, X
ws(X, X'; P

Our interest in the Green’s function U (X, X'; w)
derives from the following considerations. If we
denote by U%(X, X’; w) the corresponding Green’s
function for an infinitely extended medium, which
is the solution of Eq. (2.12) with the term contain-
ing 6(x;) omitted, and subject to outgoing or ex-
ponentially decaying wave conditions at x; =+, we
can construct a function £(y) according to

Qv =-> fdzx,,J:dx3 [Uya, % iy)

-UQNE X5 i9)].
(2.14)
It has been shown by Maradudin and Wallis*® that
if the function Q(y) has as its only singularity a
logarithmic dependence on |y| in the limit as |y)
-0, i.e., if

Q(y)~ -Aln|y|+ o(inly)), [y]|-0, (2.15)

the surface contribution to the specific heat of a
crystal is given by

AC(T) = 6AL(3)eg(kp T/7)? + o(T?) (2.16)
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in the limit as the absolute temperature 7 -0,
where ¢(x) is the Riemann ¢ function and &, is
Boltzmann’s constant.

The problem of calculating the surface contribu-
tion to the specific heat of a crystal is therefore
reduced to showing that the function Q(y) has the
asymptotic form given by Eq. (2.15) in the limit
as |y|~0, and of determining the coefficient A.

If it were necessary to solve Eqgs. (2.10a)-
(2.10b) for the eigenvectors {v'’(X)} and the cor-
responding eigenvalues {wﬁ}, and carry out the
sum over s in Eq. (2.13) to obtain the Green’s
function U,(X, ¥’; w), the determination of the sur-
face contribution to the low-temperature specific
heat of a crystal by the methods of this paper
would be virtually impossible. However, we will
show in Sec. II that it is possible in fact to obtain
U,s(%, ¥'; w) [and U (X, X’; w)] in closed form for
a medium of hexagonal symmetry by solving the
partial differential equations (2.12) directly. With
this result in hand, the determination of the sur-
face contribution to the low-temperature specific
heat of such a medium is straightforward and is
carried out in Sec. IV.

IIIl. DYNAMICAL GREEN’S FUNCTION FOR A HEXAGONAL
ELASTIC HALF SPACE

The Green’s function U (X, X’; w) for an elastic
medium of arbitrary symmetry occupying the half
space x,>0 can be Fourier analyzed in the follow-
ing manner:

2 > . -

Uaﬂ(’?’ ’?; w) = f éﬂ'};z e". i) daﬂ(kwlxaxé)’ (3 '1)
where X, and K are both two-dimensional vectors
with components (x,, x,, 0) and (¢,, &,,0), respec-
tively. The form of the expansion (3.1) is dictated
by the fact that our elastic half space possesses
infinitesimal translational invariance in directions
parallel to its surface (the plane x,=0), so that
U,s(%, X’; w) can depend on X, and X/ only through
their difference. Because this system is no longer
translationally invariant in the direction normal
to the surface x,=0, U,,(X, X’; w) cannot depend on
x, and x; only through their difference, but has a
more complicated dependence on these variables
whose form is one of the objects of this section.

When Eq. (3.1), together with the representation

2 - - -
6G-%)=0(r, - %) [ (%%e“"‘""‘ﬁ’ (3.2)

is substituted into Eq. (2.12), and the resulting
equation is specialized to the case of an hexagonal
medium with the six fold rotation axis in the x,
direction, i.e., a medium belonging to one of the
crystal classes 6, 6, 6/m, 6mm, 6m2, 62,6/mm, in

the Hermann-Maugin notation, the eqllation satis-
fied by the Fourier coefficients {d,,(kw|x,x})} takes
the form

Z Lau(i;wlxa)duﬂ(iwtxsx:;) = Gaﬂé(xs - x:;), (3-3)
I

where the*elements of the matrix differential op-
erator f.(kw]xs) are given explicitly by

’ — 2 1 z__l_ _ 2
Ln(kwlxs)'w D ky 2p(cu c12)k5

2
Cu 4 € 4
o aet o) 5 Ty (8.42)
le(l.zw|x3) = '(1/29)(011+ i)y By, (3.4Db)
- i d .C
Lyg(wlty) =2 (e1g+ canlky T, ToUs)i—
(3.4c)
L, (E‘*’lxs) =-(1 /2p)(cu +Cyp)ky oy, (3.4d)
Ly Rwleg) = w? — R - Sipe
22 (kwjxs) = w —‘2—5("11"012) 1 —?‘kz
c,, d? c, d
+_§W3+6(x3)—3$‘7£’ (3.4e)
Ly Robty) = 2(crp+ coa)k 2 o(x,)i%sar
23 3 p 13 44 des 3 p 29
(3.4f)
L31(Ew]x3) =—i (Cra+ Cag)ly “'('i_ + 5(x3)ic_1§k1:
p dxg, P
(3.4g)
- z d .C
Lsz(kw|x3) =E(cm+ Cu)ky o, +6(x,)i —:)akz,
(3.4h)
- dz Cqn d
L..(k —p2Caap2 C33 O Cas @
33 wlxa) w pk+p dafs+6(x3)p &=
(3.4i)

In these expressions the {c“} are the elastic mo-
duli in the contracted Voigt notation, and %= (¥
+ B33,

We now exploit the isotropy of hexagonal media
in the plane perpendicular to the sixfold rotation
axis (the plane x,=0 in the present case) to sim-
plify the set of equations (3.3)-(3.4). We carry
out a similarity transformation on the set of equa-
tions (3.3) with respect to the matrix S(k) given by
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By by O
Sk = {-%, % o],
0 01
) (3.5)
By =k, 0O
§t@=|% % o],
0 0 1

where %, =k, /k and %,=k,/k. The real orthogonal
matrix S(&) is the matrlx which rotates the vector
K into the vector (2,0,0). As a result of this trans-
formation Eq. (3.3) becomes

Z "Ga u(kw!'xa)guﬂ(kw'xsxé) = 6&85(x3 - x:;)’ (3 -6)

where

L(kwlxy) = SE) L (Kwlrs) § (k) 3.7)

and

dysbsxy) = 308,408 ,E)g,, (kwlxsxy).  (3.8)

HY
The elements of the matrix differential operator
L(kwlx,) are given by

£’1z(kwlx3) =0, (3.90)
£,5(kwlx) = (cl3+ c44)k + 6(x3)z—k , (3.9¢)
£y, (kwlxy) =0, (3.9d)
¢, ~C
Cy 4% Cag 4
+ o 2 +6(x3) o ax, (3.9¢)
Lyq(kwlxy) =0, (3.9f)
d
31(k‘*"x3) = (613 +Cy)l—5— dx, + 5(7‘3)1"1‘373 (3.92)
Ly, (kwlxy) =0, (3.9h)
Loy (kwlty )= w? - %‘-kz
2
Cy3 4 Caa 4 -
+ . d—x“:+6(x3) o ax, (3.9i)

The similarity transformation thus eliminates cer-
tain elements of the matrix differential operator
and forces the remaining ones to depend on the
vector K only through its magnitude.

To solve Egs. (3.6) we proceed as follows: We

£, (wlry) = w? - C” AL p2 +—“ EE + G(xa)c“ first solve the form of Eqgs. (3.6) which results
when the terms proportional to 5(x,) are omitted
(3.9a) from the elements of the matrix operator £(kwlx):
2 . -
’-wz_gng_‘_gﬂﬂ_d_ 0 —z(c +c )k_[.i..
p dx§ p 13 44 dx.
gxx gxy gxz 1 0 0
¢, ~C c
0 ot -z, —;17%62; Zyx By 8y | =0(xs-x)| 0 1 0
i d 2 Caa,2, Cs dz gzx gzy gzz 0 0 1
—(C1a+ Cyy)—— 0 W? - pty 88—
L p( 13 44) dxs p dxg B
(3.10)

The solutions of Eq. (3.10) are then required to
satisfy the following boundary conditions at the
plane x,=0, which are obtained by equating to zero
the coefficients of 6(x,;) appearing on the left-hand
sides of Eqgs. (3.6):

(3.11)

where a=x,y,z. The solutions of Egs. (3.10) and
(3.11) are clearly solutions of Egs. (3.6).

When Egs. (3.10) are written out explicitly, it is
found that the Green’s functions g,, and g,, satisfy
homogeneous equations, while g,, and g, satisfy
a pair of coupled homogeneous equations. These
Green’s functions therefore vanish identically.
The problem of obtaining the Green’s function
U,s(X, X; w) is therefore reduced to that of obtain-
ing the five functions g,,, .., &y &x» and g,,as
the solutions of the following boundary-value prob-
lems for x;=0:
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2_£u &iiz_ i _d_
(62~ g it el

=6(x, — x3), (3.12a)
d c Coq d?
(C13+c44)k gxx ( f‘kz'l'-;;& 'd—x2_3>g“=0’
(3.12b)
(i _+ikg,) =0 (3.12¢)
dxa = %%0 ’

[N ) _0: 12
(g, g 0 (3.124)
<(.|)2 Cu c12k2+_& d? )g = 5(x, - x7) (3.13a)

) dxz vy 3 37

d
(d_xs gw> 0; (3.13b)
w? —;—k2+ 7 gxz+ (c13+c44)k gzz 0,

(3.14a)
d c Cqyq d?
(c13 *Caalk 7 St ( - k=R d_xf)g p
=6(x; - x5), (3.14b)

d ,
d—xs'gxz"' lkgu x3=0=0, (3.140)
-EL& _d =
<l C33 kgt dx, g”):cfo 0- @140

In solving these equations the following results
are useful:

~al |
2) e~alxg=x}
2a

=06(x; — x3), (3.15)

&
(:?— a ) iz[e(x3 — %) + 3e"*%373! sgn(x, — x3)]

- 00} —x5). (3.16)

We will not present here the details of the de-
termination of each of the five functions g, g ..,
&yy» &z and g,,. However, to illustrate the way
in which this was done we outline the determination
of g, and g,..

By eliminating g, between Egs. (3.12a) and
(3.12b) we find that g, satisfies the equation

() (- )=

N

—é[%-(;:jkz—?ﬂé(x.s—xg), (3.17)

where
a?=3[x+ (% - 49?1 /2], (3.18a)
al=3[x - (- 49772, (3.18b)

with
%= (Cg3C00) (€4 + €11Co5) % = (Cyg+ Co) R
(3.192)
9% = (Ca3C40) " Cagk® — pw?)(Cy 1 B? — pw?). (3.19Db)
The functions @, and @, are obtained uniquely
from Egs. (3.18) with the aid of the following re-

strictions, which follow from the boundary con-
ditions at x; =+co:

— (Cag+ Cag)Pw?],

Reo,;,,>0, Ima, ,<O0. (3.20)

With the aid of Eq. (3.15) we find that the par-
ticular solution of Eq. (3.17) is given by

p 1 ¢ pwz) I Py
p - _ T 2___*4_2 Ladadil ay [xg=x3
Exx 20,0y 0F — 0 (al Caak ¥ Cas ¢

+ P 1 (az_&}gkz_*_p_uﬁ)e-mzlxs-xél‘

20,64 OF -3\ 2 Cgy Ca3
(3.21)

The general solution of Eq. (3.17) is therefore

81z =8 T+ @€Y+ bemo2%, (3.22)

Turning now to g, on eliminating g, between
Egs. (3.12a) and (3.12b), we find that it satisfies
the equation

(&30 -
d

zp—"———i‘*k—é(x3 - x3).

3.23)
C33Csq  OX (

With the aid of Eq. (3.16) we obtain as the partic-
ular solution of this equation

+cCu)k

-ip(c, (emoalxs=x51 _ e'“z"‘s‘”‘:’a')
2033044(0112 —-dd)

X sgn(x, — x3). (3.24)
The general solution of Eq. (3.23) is therefore
S =85 + ce" %3+ de"2"3, (3.25)

The four constants a, b, ¢, and d appearing in
Egs. (3.22) and (3.25) are not independent, how-
ever. When we substitute Egs. (3.22) and (3.25)
back into Eq. (3.12a) or (3.12b) we find that ¢ and
d can be expressed in terms of @ and b according
to

=i Caq 2_Cu pw 26
0‘1(013 Yok (a P+ >a, (3.26a)

Cyq Cyq

. c c pw
d=—-fj—F——"-% <az—$k2+—)b. 3.26b
ay(cate )k \ 2 cy Cuq ( )

The constants which remain, a and b, are now
determined by substituting Egs. (3.21), (3.22), and
(3.25), and (3.26) into the two boundary conditions,
Egs. (3.12¢) and (3.12d). The results can be ex-
pressed in the following form:
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ZoxPwltyxl) = [D(Rw)] ™A, (Rw)e™ g3) L A (bw)e 177025 4 A, (Rw)e 2715 4 A, (kw)e 2378 |+ g2 (Rwlxxl),

(3.27)
=i C 2 Cu 2 pw) =0ty (Xg#x5) -0l Xq= OoX.
g nlwlrsxd) z_———ﬂ_—(clﬁc“)alk ( c44k e )[Au(kw)e 103493) 4 A (Rw)e~ %3~ 22%3]
s Cq a2 Sipz ~apxg=ay¥ - ap(xg+x) »
? (crz+Cpg)ak ( c“k C«)D(k )[Azl(k“’)e 253018 4 A a2(kw)e s%3)] + g a(k"’l-"sxs) 3.28)
In these expressions we have that
A, (Bw) = M, (Rw)C, (Bw) ~ My, (Rw)C,, (kw), (3.29a)
A 5 (Rw) = M,y (Rw)C oy (Bw) = My, (Rw)C,p(Rw), (3.29p)
A, (kw) = —M21(kw)C11(kw)+ Mu(kw)Czl(kw), (3.29¢)
A,y (kw) = =My, (Bw)Cyp (Rw) + My, (Rw)Copp(kw); (3.294d)
D(kw) = M, (kw)Mp(kw) — My, (Rw)M,, (kw), (3.30)
where
1 2 2 Ci1,2 pw2>:|
= - |- ~Arpz P 31
M, 4,2 (kw) (013+C44)‘11,z[ (Cr3+Cag)i 2+ Cyy ("‘1.2 c“k + e/ )’ (3.31a)
1 2, Ca3Caq (2 _Cup2 B“’_z)]
My, 0y (w) = G o)k [(cm+ )RR+ o ("‘1,2 - c44k + ) I (3.31b)
1 Jl_._a 2_Caapz, PW° 3.32
Cia 2,(kw)—2 —5——-5— o+ B2 - —ddp2y (3.32a)
Caq:0l] 2 — Q3 C33 33 Ca3
pk 1 [ < 2 Casra, PW ) 2
C kw) = Crala? , ——HE2 41— ) = (Cyq+ Cpy)X ] (3.32b)
zu,z)( ) 2“1,2613644 af,z — ‘12,1 13\¥%1,2 Cas Cas 13+ Cgq) 07 2

In the same way we obtain the following results for the Green’s functions g,, and g,,:

8. Rwlagxl) = ﬁ[B11 (kw)e=*1%3%3) 1 B, (kw)e™*1%3~%%3 + B, (kw)e %2%~1%3 + B, (kw)e~%2%s* 3+ g2 (kw|xzx3),

(3.33)
- j—Caa (g2 _Cupe PV ) oy xgme
Sullolrsy) = t(c +C44)k0£1< cakz ) D(kw) D) (Puakw)e™r ™8+ By(w)earsmes]
» Cyy 2 Cu,p PW G , (cg4x8) ] 4 o P ’
1(613+C44)k(¥z <C¢2 C«kz.‘- )D(k )[le(kw)e 253153 + B, (kw)e ™2 %s*3) | + g n(kw‘xsxs)’
(3.34)
where
g2 kofrt) = - Pt Cadl L (oaytagmit _ gmaatsemit) sgn(r, - ), (3.35)
2044Cy, Q-0
» n-__P 1 2_Cupe, PY ay lxgmxgl p 1 2_Cug2 Bw_2> ~aylxg eyl
8 bk 2a,C34 m(al c«k C«)e e zcssm * c«k +c44 e
(3.36)
and
By, (kw) = My, (Rw)C{, (Pw) — M,,(kw)C}, (kw), (3.37a)
Byp(kw) = My, (Rw)C1,(kw) = M,,(kw)C3,(kw), (3.37b)
By, (kw) = =M, (kw)Cy, (kw) + My, (kw)C3, (kw), (3.37c)
B,y (kw) = =My, (kw)C1, (kw) + My, (kw)C 3y (kw); (3.37d)
tkp ! 2 _Cupe g«ﬁ) 2 ]
Cla,2lkw)= B0, 1Cotn o al, [(:44(&1'2 —c“k + o)™ (crs+cy)ai |, (3.38a)

ip_ 1 ( Cig+C, Cyy .2, PW
C; Pw)= —o— ———— (@? ,+ 2 —4p2 _AlpZ, ). (3.38b)
2 a(kw)= 2¢,3 1,03, B2TTIS 0ogCay Caq Caq
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The other functions appearing in these expressions
have already been defined.
Finally, we write the result for g,:

gk =5 L e g (o),
(3.39)
g? (kwlx PAE el (3.40)
s FORH) =50 s ’
where
/(cl_c kz_p_(‘"2>1/z
2¢,, Cuy ’
%(Cu - 012)k2> pw?

a,= (3.41)

2 1/2
_,L-(Pw _Cu=Cpp kz) !
b
Caq 2¢4y

prz > %(Cu - cp)R.

We are now in a position to relate the surface
contribution to the low-temperature specific heat
of our hexagonal medium to the Green’s functions
{gaslkwlxx)}. Let us denote by UQ (X, ¥’; w?) the
dynamical Green’s function for an mﬁmtely ex-
tended elastic medium. It is the solution of Eqgs.
(2.12) with the terms proportional to 6(x,;) omitted
from the left-hand side, subject to exponentially
decaying or outgoing wave conditions at infinity.
In parallel with Egs. (3.1) and (3.8), we introduce
the Fourier coefficients {d'9)(Kw|x,x/)} and
{£9 (w|x,x})} by

UQE, %5 w) = f o

ik X=x)) d;°6’(ﬁw| x5x2),

A. A. MARADUDIN

and
a9 Kwlryxg) = 2 Sua®) S,5®) g5 (kwlryxs),

(3.43)

where the matrix S(k) is given by Eq. (3.5). It
should be clear, from the derivation of the
{gas(kwlxsx’ )} given in the first part of this section,
that the Green’s function g$% (kwlx,x}) is just the
particular solution g ,,B(kw|x3x3) we haye obtained
in the process of determining g ,(kwl|x,x}), since
no reference to the surface of the elastic medium
has been made in obtaining these particular solu-
tions.

We now combine Eqgs. (2.14), (3.1), and (3.42) to
obtain an expression for the function Q(y) useful
for its asymptotic evaluation

o dzk -
Q(y) ==S az j; dxx f W [daa(kiy!xSXS)
- dO)(Kiylxyx,)],
(3.44)

where S is the area of the surface of the semi-in-
finite elastic medium. Since the trace of a ma-
trix is invariant against a similarity transforma-
tion, in view of Egs. (3.8) and (3.43) we can re-
write Eq. (3.44) in the form

® d2k .
n(y)=_s§; fo dxg f m)—z[gm(kzylxsxa)
- ghalkiylrex;) .
(3.45)

With the use of Eqs. (3.27), (3.34), and (3.39) the
integration over x, in Eq. (3.45) can be carried out

(3.42) directly, with the result that
__S u(ky) | Ap(kiy) + Ay (kiy) | zg(kzy)> ke . DR
2= J, D(kzy)( % T BB ke R
+1'_S_f [Cmﬁi-cuﬁ‘l’y ( 11 (Riy) B1z(k13’)> _ﬁﬁz cuk? - py? < m(kiy)_‘_Bzz(kiy))]
2 D(kzy) (Cr3+ Cag)RBy 2B, B+ B, (€13+Caa)PBs B+ B, 2B, :
(3.46)

In obtaining this expression we have defined B, 8,,
B, as a,(kiy), a,(kiy), and a,(kiy), respectively,
subject to the restrictions Rep, >0, ImB;<0, where
i=1,2,1. We have also used the fact that the in-
tegra.nd in Eq. (3.45) is a function of kK only through
its magnitude to carry out the angular integration,
which merely yields a factor of 24. Finally, in
evaluating the remaining integral over % in Eq.
(3.46), we have cut off the integral at an upper

limit 2=k, where &, is of the order of the recip-
rocal of a lattice spacing. Such a cutoff arises
naturally in a lattice theory, where the allowed
values of the wave vector are restricted to lie in-
side the two-dimensional first Brillouin zone for
the semi-infinite crystal, but it must be imposed
explicitly in a continuum theory. We will find in
Sec. IV. that Q(y) has a logarithmic dependence
on k,, in the limit as |y|~0, so that a precise
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value of &, is not needed for our purposes.

We now turn to the determination of the small
|¥] behavior of Q(y), which in view of Egs. (2.15)
and (2.16) is all that is required to obtain the sur-
face contribution to the low-temperature specific
heat of our semi-infinite hexagonal elastic medi-
um.

IV. LOCALIZED MODES AND SURFACE SPECIFIC HEAT

The frequency of vibrations localized near the
surface can be obtained from the equation

D(kw) =0, 4.1)

when one notes that its satisfaction introduces a
new pole in the surface Green’s functions.
Using the preceding results for the matrix M
[Egs. (3.31)], and defining
k2

2 2 _ 2
yg(kw)=p“’_c_&._, yg(kw)J"*’_cxk_,
44

33
(4.2)
the determinant D(kw) can be expressed as
-a,1 1
1012 k C15(C13+Cyy)

D(kw )—

X [=(€23R% + €33y DN Yo+ Cag(Cag¥ 5+ CoiFP) V3]
4.3)
Defining the speed of localized elastic waves,
Cgy by
w=cghk, 4.4)

and combining Eqgs. (4.1) and (4.3), one finds as
the equation for cj,

2
c c c c
2 Cy\f2_ Cu  Ci3\"_ 1
C33|{Cr— Cp———+ ) = CyCr(CR-2),
p P Cgsp, p

(4.5)

which is an equation of third degree in c¢%. The
positive and real root of this equation gives the
speed of Rayleigh waves on the isotropic surface
of an hexagonal crystal (cy has to be smaller than
the speed of bulk waves).

It is interesting to check that in the limit of an
isotropic crystal, namely, when

1
C13=Cyy C33=Cpy, Cyq=13(Cyy —Cyp), (4.6)

the result (4.5) reduced to the well-known equation
for the speed of Rayleigh waves'®

(2 —c%/c?* -16(1 - c%/c?)(1 - c%/c?)=0, (4.7)

where the speeds of bulk longitudinal and trans-
verse waves are given, respectively, by

c2=c,,/p, c3=cu/p. (4.8)

Let us now come back to the calculation of the
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surface specific heat. Equation (3.46) for the func-
tion Q(y) can be written compactly as

20 [ (-5

+ Sy (6l +a ki),

4.9)
with
. A, (kiy) Ala(kzy)+A2L(kzy) (kiy)
G(ki3)=""3, R A TR
(4.10)
___Eﬁ__ 2, 52 11 (kly) B1z(kZJ’)
(B(kzy) (013+C44)k [: (ﬁ 61)( 28, B+ B, )
1 a2 21 (1Y) __gg(kW)
‘5 (‘3“5‘)( BB T 26 )}
4.11)
where we have defined
B, (kiy) = (—*—ic L= Cizgey pyz>1/2, 4.12)
Caq Cyq
By (kiy) = a, (kiy), (4.13)
By(kiy) = a,(Riy), (4.14)
5f(kiy) = (—1/044)(py2+ Cllk2)~ (4.15)
Let us also define
62(kiy) = (—1/c45)(py? + C40k?). (4.16)
We note from Eqs. (4.13)-(4.16) that
BB =0,06,> 0,
az+32=-(52+52+-u—‘01 o e, (4.17)
C33C44

Making the replacement w -3y in Eq. (4.3), we ob-
tain

-8, 1 1
6 8, ® C13(C13+Cyy)

D(kiy) =

X [=(CEk? + €33€4483)8,04
+C4y(C3302+ Coyk?) 03], (4.18)
It is convenient to rewrite the expression (4.10)

in the following way. Let us rewrite it as

G= [23132(31 + Bz)]-l (@,+@y), (4.19)

where, after use of Egs. (3.29), @, and @, can be
expressed as

&, =M22[B132(c11+ 2C,,) + F3Cy, ]
21[3152((:12 +2Cy,) +BiC1,), (4.20)
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@, =M11[3132(sz+ 2C,,)+ BiCy]
12[3132(021 +2C5) + ﬁngL (4.21)

For simplicity we have omitted indicating explicit-

J

Q= B =B, P 11
(Bl + 32) 4(013 + c44) k 525

k46 6 (C].Q-"Cﬂ)

For the same reason we write
_ —1Cy l \ 1
2(cy3+Cag) & BiF3(BL+ B
with

) ®,+®,),

= MB35 + 6D [(B, + B,)C1, + 28,C1o] = Mai (B3 + 8D)[(B, + B)C1L, + 28,C11 ),

=My, BB+ o3)(8, + B,)C3a+ 2B,C3, ] — M85 (85 + 5§)[(61 +B,)Co + ZBICQZ].

Thus ® finally can be written

ﬁl Bg P 11
TBL B eyt oy k 5267

{C 6,62(6, — 6,)° + k26,6 [(3—CIJ_2
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ly the dependence on % and y of the functions in
these expressions. This way or rewriting the ex-
pression (4.10) is useful because it enables us to
remove a common factor (8, — B,)? from @, and @,.
Thus, finally @ can be written

2 3
——ﬂﬂ)éi+fﬂiﬁf+ 3<2+£11>6164 F] i}
Caq C13 C13 Ci3 Cqq Oy

2. 6
1+ -4)} 4.22
C13C33 < Cia Oy ¢ )
(4.23)
(4.24)
(4.25)
2
{c 53(5, -54)3+k252[<zﬁi+20—4‘*-Eﬁ—>of_3<2c C"’)a 5,
Ca3 C33  Cy3Cg3 C33  Cs3
g, Cu —1} oz Caat Cua)® (C‘3+%9—> .
C33 C13C33 Oy C3s Cas C13 04
(4.26)

It is convenient to make the change of variable
=|yl@/e), (4.27)

where ¢ is an arbitrary constant with the dimen-
sions of a speed of sound, in Eqgs. (4.9), (4.22),
and (4.26). Equation (4.9) thereupon takes the
form
S cke /iyl
)= - f duuF (), (4.28)
mJo

where the expression for F(x) can be deduced from
Egs. (4.9), (4.22), and (4.26). If it were necessary
to evaluate this integral exactly, the determination
of Q(y) would be a difficult problem indeed. For-
tunately this is not the case. We require only the
dominant term in () in the limit as |y|~0. From
Eq. (4.28) we see that | yl appears only in the upper
limit of the integral. This means that the small
|y| behavior of ©(y) is determined by the behavior
of u F(u) for large u. This is most easily seen by
breaking up the range of integration (0, ck /| y{) into
two intervals (0,¢) and (¢, ck,/|y|), where ¢ is inde-
pendent of | yl and large enough that an expansion
of F(x) in powers of 1/4% is valid. Thus ¢ should

r

be greater than unity. The only y-dependent con-
tribution to ©(y) comes from the upper limit of
the integral over the interval (¢, ck,/|y|), and the
dominant contribution as |y|-0 arises from the
leading term in the expansion of F(x) in powers of
1/4? for large u. It is straightforward to obtain
from Eqgs. (4.15)-(4.17) that for large values of u

2__Cu 4
o= - ( C) olr), (4.29)
2
2=t <ﬂ) + 0, (4.30)
€33\ €
1/2 2
5154=+<z—:> (y-cﬁ> +0@d), (4.31)

Bi+p= (c“ _ G 25&><yc"> +0(?). (4.32)

Caq  C33Cyy C33
With the help of the above expansions and Egs.
(4.9), (4.22), and (4.26) one obtains

-p p R-P
2(cyy —¢yp)  4lcys- C11C33/C13) A

w?F (u) =

+0(1/u?), (4.33)
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with
t2re o ¢ c,, Cy/C c
R=4<£aa> [_ﬁ_,__g_z_li.‘_&(_l_l__&)]’
Ciu1 C33 Ci3 C33 C4a\C13 C33
(4.34)
P=6(1_ﬁ)>_2.c£_f££i§(1+ﬁ>
C13 C33 Caq C13 Cay
o) o] o
Ciq/ [Casa C33\C11 Cyq
1/2
A=2<ﬁi> +c&_ﬁ%<2+ﬁﬂ>. (4.36)
C33 Cy Cg3 Cy
J
23 p p R-P
AC (T)=6r-2¢(3 +
o) T 3 )<C11'Clz 2(013“011033/013) A

where R, P, and A are given by Eqs. (4.34)-(4.36).

When we specialize this result to the case of an
isotropic crystal with the aid of Egs. (4.6) and Eq.
(4.8), we obtain

- k3 2¢} - 3c3c%+ 3¢
=87 B (3) 2L =000 T 9C) g2 2
AC(T)=377RL®) =l AL ST+ o(T),

(4.39)

a result which was obtained earlier directly for an
isotropic crystal3-%1°

This T2 law is the analog for the surface specif-
ic heat of the “Debye T3 law” for the low-temper-
ature limit of the specific heat of a three-dimen-
sional crystal. It is given here for the first time
for a hexagonal crystal bounded by a stress-free
planar surface normal to its sixfold rotation axis.
Our result is the analog for hexagonal media of
the now classic result (4.39) of Dupuis et al.? for
an isotropic medium. Just as the Debye T3 law
for three-dimensional crystals can be shown to
hold only for temperatures below about 0.010 ,
where O, is the Debye characteristic temperature
of the crystal,'” the same kind of argument shows
that one expects the T2 law for the surface specif-

)ST2 +0(T?3),
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It follows, therefore, that the dominant term in
the small |y| expansion of () is given by

S p p R- P)
Q)= -
©) 2m <2(Cu - Cy5) * 4(c,5 - Cucsa/cla) A

X In|y|+ o(ln|y)). (4.37)

Comparing Eqgs. (2.15) and (4.37) and using Eqs.
(2.16), we finally obtain as the surface contribu-
tion to the low-temperature specific heat of an
hexagonal crystal

(4.38)

r

ic heat to hold only for temperatures below about
0.0150,. This estimate presupposes that the elas-
tic approximation to the change in the frequency
distribution function of an infinitely extended crys-
tal owing to the creation of stress-free surfaces
on it coincides with the exact result for frequen-
cies as high as & the highest normal-mode fre-
quency of the crystal, and is thus likely to be an
upper bound to the temperature range for which
the T2 law obtains.

The principal significance of our result [Eq.
(4.38)], is that it is exact, applies to a nontrivial
physical situation, and is given by an explicit ana-
lytic expression, something that purely numerical
calculations are incapable of yielding.
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