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Towards the grain boundary phonon scattering problem:
evidence for a low-temperature crossover
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Joint Institute for Nuclear Research, Bogoliubov Laboratory of Theoretical Physics, 141980
Dubna, Moscow Region, Russia

Received 15 July 1998

Abstract. The problem of phonon scattering by grain boundaries is studied within the wedge
disclination dipole (WDD) model. It is shown that a specificlependence of the phonon mean
free path for biaxial WDD results in a low-temperature crossover of the thermal conductivity,
«. The obtained results allow us to explain the experimentally observed deviatiofiroim a

73 dependence below 0.1 K in LiF and NaCl.

The effect of low-angle grain boundaries on the thermal conductivityf LiF and NaCl

over the temperature range 0.08-5 K has been investigated in [1, 2]. The main conclusions
are the following: (i) the boundaries are sessile, (ii) the dominant phonon-scattering process
comes from static strain fields caused by boundaries, and (iii) the experimental results
are compatible with predictions of the theoretical model [3], where a grain boundary is
represented as a wall of edge dislocations. In experiments, however, in addition to the
expected behaviowT —3 = constant, a remarkable increasecifi—3 belowT* ~ 0.1 K was
detected. A similar deviation, but beginning near 2 K, was observed in sapphire [4]. There
is still no satisfactory explanation for this phenomenon. In particular, in [1] it was supposed
that the measured increase can be caused by the onset of partial specular reflection from the
lightly sandblasted walls. Similarly, it was suggested in [4] that ‘a frequency independent
scattering mechanism should be present in these samples which becomes ineffective below
1K.

In 1955 Klemens [3] studied the problem of the scattering of lattice waves by grain
boundaries within the Born approximation. Considering the grain boundary as an array
of edge dislocations lying in the plane of the boundary, he found that the phonon mean
free path is frequency independent. HencE®adependence of the thermal conductivity at
low temperatures was associated with the boundary scattering. While this explains well the
experimental results [1, 2, 4] above some characteristic temperdttiré,fails to describe
the observed anomaly belofi*. It is important to note in this connection that the result [3]
was obtained under the assumption that the dislocation walfiigtely long. For a finite
wall of well separated dislocations the problem of the phonon scattering becomes difficult
and is still unresolved.

An alternative model for the description of grain boundaries has been presented in [5].
It was proposed that grain boundaries, being rotational rather than translational defects, can
be described more naturally by disclinations. Moreover, what is important, the far strain
fields caused by wedge disclination dipoles (WDD) were found to agree with those from
finite walls of edge dislocations [6, 7]. For this reason, the WDD-based model allows us to
study important effects due to finiteness of grain boundaries.

0953-8984/98/360639+06$19.50C) 1998 IOP Publishing Ltd L639



L640 Letter to the Editor

Notice also that additional interest to this problem was inspired by the recent
consideration of disclinations and dipoles of disclinations in the context of metal glasses
[8, 9], graphite films [10], and nanostructures [11]. For example, an attractive model for a
metallic glass proposed in [8] results from the disordering of a Frank—Kasper disclination
network. Graphite films are expected to contain a number of disclination pairs due to the
presence of the five- and the seven-membered rings [10]. Disclinations and disclination
dipoles are of importance in graphite nanotubes which have attracted great interest recently.

At the same time, it is known [3] that information about the nature of the principal
imperfections in crystals can be extracted from a study of the thermal conductivity. In
particular, the temperature dependence of the thermal conductivity arising from defects is
governed by the frequency dependence of their scattering cross section for lattice waves.

In this letter, we study the problem of phonon scattering by grain boundaries in the
framework of the WDD picture. These scatterers are shown to possess rather specific
properties. In particular, th-dependence of the phonon mean free path varies significantly
for different types of dipoles. We show that the experimental results [1, 2] are in good
agreement with the calculated thermal conductivity due to phonon scatterirmakial
WDD both above and below*.

Let us calculate a mean free path of phonons of frequensgattered by the potential
associated with a static deformation of a lattice caused by straight WDD. Following the
generally accepted approach [3, 12] we consider an effective perturbation energy due to the
strain field caused by a single WDD in the form

U(r) = hwy SpE s 1)

wherehw is the phonon energy with wavevectgr w = gy, v is the sound velocity (it is
assumed that three acoustic branches are equivajerg)the Giineisen constant, ani, g
is the strain tensor due to WDD.

To simplify the problem, we assume that incident phonons are normal to disclination
lines. The suitable geometry is chosen: disclination lines are directed alonggattis, the
dipole’s arm is oriented along theaxis. In this case, the strain matrix for WDD is known
(see, e.g., [7]), and/ (r) takes the form:

1 (x+L)?+y? x+L x—L
v = B[E' S ) N L)2+y2} @
where B = hqv,yv(1 — 20)/(1 — o), v is the Frank indexg is the Poisson constant/.2
is the dipole separation, and parametigrand/, specify displacements of axes of rotation
from points where disclination lines pierce the plane. Notice that all possible types of
WDD are included in (2). In general, it describes a biaxial WDD with arbitrarily arranged
axes of rotation. Foly — I, = 2L, 1 = —I5, andl; = I = 0 one obtains the uniaxial
WDD, the symmetrical uniaxial WDD, and the biaxial WDD with nonskew axes of rotation,
respectively.

According to (2), at chosen geometry the problem reduces to the two-dimensional case
with the phonon mean free path given by

2
At =n; / (1 — cost)NR(6)ds. ()
0

HereN(9) is an effective differential scattering radius amdis the areal density of defects.
Within the Born approximatiofi(9) is determined as [12]

q5?
2h%?

NO) = {alU(r)|q)I? 4
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where all vectors are two-dimensiondl,is a projected area, the bar denotes an averaging
procedure overxr which defines an angle betwegn= q — ¢’ and thex-axis. In other
words, it means the averaging over randomly oriented dipoles inthglane. Evidently,

the problem reduces to the estimation of the matrix element in (4) with the potential from
(2). For this purpose, it is convenient to use the polar coordinaigs

1 .
U(p.a) = (alU@)ld) = / r explipr ot — U 9). 5)

Herep = |p| = 2¢ sin(®/2). Omitting the tedious calculations (the details will be presented
elsewhere) we write out the final result

27TiA1

Ai
U(p,a) = B[_F sin(pL cosa) + cosw cogpL COSot)] (6)

whereA; = [; — [,. After averaging ofU (p, «)|? overa and following integration in (3)
with respect t® one obtains

_2z+8)
2

1

4
——Jo(qu)Jl(qu)} (7)
gL

whereD =ny(1—-20)/(1—0), z = A;/L, and J,(¢) are the Bessel functions. It should
be emphasized that (7) is the exact result which allows us to describe all types of WDD.
Notice that the behaviour of, in (7) is actually governed by the only parametér ®&hich
characterizes the dipole separation. Before proceeding to important applications of (7) let
us consider two limits to early solved problems. As mentioned above, a biaxial WDD
(more precisely foi; = I, = 0) can be simulated by a finite wall of edge dislocations with
Burgers vectors situated in parallel. As a consequence, with decreasing a dipole separation
such dipole should be equivalent in its properties to a single edge dislocation with the
Burgers vectob = 4z Lve,. Indeed, for smallL one can obtain from (7) that ~ ¢~ 2.
This is the well known result for the phonon scattering by edge dislocations. In the opposite
limit of large L, A, for a biaxial dipole becomes constant (see details below) in agreement
with the result obtained for the infinite dislocation wall [3].

In real materials, dipole separations which are of order of the grain size can lie in the
broad range between 30 (for nanocrystals) and P0A (for polycrystals). As follows from
(7), two specific regimes of scattering appear depending on the waveledtan incident
phonon in comparison withI2 As would be expected, the change in behaviourAgf
occurs ath ~ 2L. Thus, for thermal phonons, we can estimate the typical temperature of
transition

hvg
2Lkp

whereky is the Boltzmann constant.

An interesting consequence of (7) is the conclusion that despite the seemingly similar
nature of scatterers, the behaviour&f differs remarkably for different types of dipoles.
Let us examine two limiting cases.

* A~
~

8

1. Uniaxial dipolesA; = 2L (z = 2). Equation (7) takes the form

At =2D*(vL)%niq (1 +JE(2qL) — JE(2qL) — qiLJo(qu)Jl(qu)> ) 9)
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According to (9), forgL > 1 one obtainsA, ~ ¢g~*, whereas fogL < 1 A, ~ g~°.
Thus, in the case of small wavelengths (in comparison with a dipole separation) the phonon
scattering due to uniaxial WDD behaves like that for edge dislocations. In theMigtL
the scattering of phonons by uniaxial WDD is found to have a stipagpendence, even
stronger than the known Rayleigh scattering of phonons by point impurities. It should
be noted that such behaviour is compatible with an overall view of uniaxial WDD as a
strongly screened system [7]. It is worth mentioning that the low-angle uniaxial WDD can
be simulated by a finite wall of edge dislocations complemented byatiditional edge
dislocations at both ends of the wall. The sign of these dislocations is opposite to that of
dislocations in the wall and absolute values of Burgers vectors are egbiat /. tan(zv).
Notice that just these two dislocations provide a screening. A significantly different picture
arises in the case of the biaxial WDD with= I,.

2. Biaxial dipoles withA; = 0 (z = 0). Equation (7) transforms to

At =8D*(vL)niq (Joz(qu) + J2(2qL) — ﬁJO(ZQL)Jl(ZqL)> . (10)

In this case, in the long wavelength limit one gets ~ ¢~* while for » < L we obtain
that A, — constant. It should be stressed that the appearance qtitdependent region
distinguishes remarkably this scatterer from other types of WDD as well as from dislocations.

Figure 1 showsA, for three types of WDD at@,L = 6 x 10° (or L ~ 2 x 1C° A).
One can clearly see the characteristic points where crossover occurs. In accordance with
our estimation in (8), crossover takes placegap ~ (1/6) x 10~2 or, respectively, at
T* ~ ®/6000 whered is the Debye temperature. In the general case of arbitrarily arranged
axes of rotation, 6< A < 2L, the mean free path interpolates between two limiting curves.
The constant in (7) is chosen to B¥(vL)%n;qp = 10° cm .

Let us discuss briefly the applicability of the Born approximation to the considered
problem. Notice that, as in the case of dislocations, the far field of the potential in (2)

10-1 g LR | \‘" LR | T T T T T |......§

102 L ]
€ 10°L R _
) -

10% L .

10-5 - s L1 aninl Ll 1\\:\‘:\.....

10° 10" 10° 1072 10"
q/q,

Figure 1. Phonon mean free path, as a function of scaled frequengyqp at 2;p L = 6x 10°
for A; = 0 (solid line), A; = 2L (dashed line), and\; = 0.5L (dotted line). The parameter
set used is:L = 1.35x 107° cm, v = 0.023, D = 26, n; = 1.8 x 10/ cm2, and
vy =48 x 10° cm s,
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behaves like 1r. Thus, all arguments in support of the validity of the Born approximation
for the problem of phonon scattering by dislocations (see, e.g., [12, 13]) are also appropriate
here. Nevertheless, it is useful to perform a rough estimation. In our case, by analogy with
the unscreened Coulomb potential [14], we obtajil 2« (1 — 20)/[(1 — o)vy]. Thus,

one can conclude that the Born approximation should be valid for the description of low-
angle WDD and/or small dipole separatioh.20therwise, one has to restrict the region of
admissibleg. One can expect, however, that the qualitative behaviouk pfwill remain
unchanged even beyond the applicability of the Born approximation. Notice also that
when axes of WDD are orientated randomly, one has to perform an additional averaging.
However, the known result for dislocations [3, 12] indicates that such averaging should lead
only to a modification of the numerical factor in (7).

Let us estimate a contribution to the thermal conductivity caused by the phonon
scattering due to WDD. For this purpose, one can use the known kinetic formula written in
the dimensionless form

k;Ts e/T . L
K = ZJTZ—W/O x'e'(e" — D7 A(x)dx (11)
wherex = hw/kgT, and the specific heat capacity is chosen in the standard Debye form.
We have restricted ourselves to the thermal phonons With ®. Then, for uniaxial WDD
one obtains that ~ T2 at low temperatures while ~ 771 for T — ©.

Let us examine (11) in detail for biaxial WDD with, from (10). In accordance with
the above analysis, the thermal conductivity should exhibit a crossover frem7? to
k ~ T3 with increasingl’. Although the crossover temperatufgdiffers from 7*, it is still
determined by the value off2 Figure 2 shows the reduced thermal conductivity calculated
theoretically according to (11). We would like to stress that, within our scenario, an increase
in kT2 below T* arises from the phonon scattering by biaxial WDD with= I, and is
quite universal. It should be observed in polycrystals with appropriate sizes of grains.

We have considered the experimental results for LiF [1, 2], NaCl [2] and sapphire [4].
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Figure 2. Reduced thermal conductivity due to WDD scatterings 72 versus temperature
T, calculated according to (11) with the same parameter set as in figure 1. Measured points for
the boundary-limited thermal conductivity in LiF (from [1]) are indicated by triangles.
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Experimental data due to boundary-induced phonon scattering in LiF from [1] are shown
in figure 2. As is seen, the data are in a good agreement with our results for an appropriate
choice of model parameters. Notice that for a qualitative comparison we need the only
parameter which is a size of the grain. For NaCl the thermal conductivity was found to
have similar behaviour but with larger magnitude [2]. In sapphire, the measured crossover
temperature is essentially higher. This can be explained by smaller grain sizes. It is
interesting to note in this connection that smallcan take place in glasses where the
crossover temperatury ~ 1 K and even higher. Thus, the dependerce T2 can be
extended up to these temperatures. A detailed study of physics of dielectric glasses on the
basis of biaxial WDD will be presented in a separate paper.

To conclude, the grain-boundary-induced phonon scattering has been studied within the
WDD-based model. The proposed model is shown to take into account the finiteness of the
boundary which is important for thermal phonon scattering. The phonon mean free path
due to scattering by static wedge disclination dipoles has been exactly calculated. We have
shown that the thermal conductivity exhibits a crossover from T2 to k ~ T3 with T
increasing. Thus, the biaxial WDD is a good candidate for the specific scatterer proposed
in [4]. The results obtained allow us to explain the deviation of the thermal conductivity
from aT3-dependence below 0.1 K observed in LiF and NaCl. We expect that this crossover
has a universal character and should be observed in various materials with the pronounced
granular structure.

We thank Sergei Sergeenkov for discussions and useful comments. This work has been
supported by the Russian Foundation for Basic Research under grant No 97-02-16623.
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