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Abstract. Resonant ultrasound spectroscopy (RUS) involves the study of the mechanical
resonances of solids. The resonant response of a particular object depends on its shape, elastic
constants, crystallographic orientation, density, and dissipation. It is possible to obtain the
complete elastic constant matrix of relatively low-symmetry materials from a RUS spectrum on

a single small sample<1 mn?). The measurement and the computation of the RUS spectra of
solids are reviewed. Several examples of the use of the technique are discussed.
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1. Introduction

Ultrasonic measurements have been valuable for the study of condensed matter physics and
materials science. Such measurements provide the most accurate characterization of the
elasticity of solids, and are a sensitive probe of any entity in the material which couples
to long-wavelength phonons. The usual measurement techniques, although quite powerful,
suffer from certain limitations which have prevented a more widespread use. Among the
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most important restrictions are the following: relatively large samples are required for
accurate measurements; a number of independent measurements, often on separate samples,
are needed to fully characterize the elastic properties of a material. This humber may be
rather high for low-symmetry materials. Recently a new technique, resonant ultrasound
spectroscopy (RUS), has been demonstrated [1-4]. This new technique drastically reduces
the amount of material required for accurate results. In addition, the elastic properties
may be fully characterized by one spectrum on one sample, which results in a significant
saving in sample preparation time. Finally, the intrinsic accuracy of the new method is
high. These advantages are partially offset by a reliance on computer programs to extract
the basic physical quantities from the data. While the computing requirements would be a
serious concern with the computers of a decade ago, the power of desk top computers today
is adequate for data reduction, and one may expect the situation to become even better in
the future. Recent theoretical advances mean that in principle the technique can be applied
to any well defined sample shape, and to materials with any crystallographic symmetry.

Ultrasonic measurements may be regarded as a type of elastic wave spectroscopy. The
spectra are rather rich, due in part to the anisotropic nature of elasticity in crystals. The
kinds of information obtained are readily understood by considering a common situation.
The velocity and attenuation of ultrasonic waves are often measured. The elastic constants
of the material may be derived from the velocity measurements. The elastic constants are
of fundamental importance; they are the second derivatives of the free energy with respect
to strain and are directly related to the atomic bonding of the material. In addition, they
are connected to thermal properties of solids through the Debye theory. In combination
with specific heat and thermal expansion measurements, elastic constant data can be used
to determine the equation of state and various thermodynamic functions. While the elastic
constants represent primarily equilibrium thermodynamics, the attenuation is a manifestation
of irreversible processes. The attenuation may be due to energy absorption by various
physical entities in the material such as conduction electrons, thermal phonons, defects,
order parameter relaxation, etc. Perhaps less interesting, attenuation may arise due to
scattering or beam spreading.

As will be described below, RUS offers significant advantages over earlier methods of
ultrasonic spectroscopy. In what follows we will provide a short review of elastic waves in
condensed matter and discuss briefly previous ultrasonic techniques. The new technique of
RUS will be described including a review of the theoretical basis of the method. Examples
of results obtained by RUS will be given to illustrate the power of the technique. We will
not attempt to be exhaustive in our coverage of this subject, but will rely on references to
the literature to complete the picture.

2. Ultrasonic waves in condensed matter

2.1. Crystalline elasticity

Materials are generally deformed when forces are applied. If we denote(ly), i, k =
1, 2, 3, the displacement of a point whose coordinates wgreefore the deformation, the
deformation may be described by a strain tensor

1 Buk all]
_ 1
eu 2 |:8x, + Bxki| ( )

where it is assumed that the strains are small so that second-order terms may be neglected.
The diagonal elements of the strain tensqy, are a measure of the extension per unit
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length of thekth axis, while the off-diagonal elements,, are a measure of the change in
the angle between theand/ axes. The forces related to the deformation are described in
terms of the stress tensef; where the subscript denotes theth component of a force
acting on a unit area with normal along thiéh axis. For linear elasticity a generalized
Hooke’s Law holds so that

oij = Cijuen (2

where theC;;y; are the elastic constants. It can be shown that the elastic constants are the
second derivatives of the free energy with respect to strain [5,6]. We use the convention
that repeated indices are to be summed over. Hence, it appears that there are 81 independent
elastic constants. However, a considerable simplification is possible. With the assumption
that no net body torques act on the material it can be shown [5, 6pthat oj;, thusi

and j may be interchanged. It is obvious thatand! can be interchanged in (1). As a
result, the number of independent elastic constants is reduced to 36. Finally, the condition
that the strain energy be a function only of the state of the material leadg o= Cy;;,

which reduces the number of independent elastic constants to 21. Any further reductions
depend on the symmetry of the crystal under consideration. Only the lowest-symmetry
crystal, triclinic with a onefold axis of rotation, has 21 elastic constants. Mirror planes,
n-fold rotation axes, etc can reduce the number considerably. For example, a single crystal
with cubic symmetry has only three independent elastic constants and an isotropic material
has only two.

The equations of motion are obtained by considering the forces acting on an infinitesimal
cube of material of volumexddy dz. Neglecting body forces, the net force is due to the
different stresses acting on different faces of the cube, i.e. it is due to the spatial variation
of the stress. Newton’s second law for the cube becomes

doi;/dx; = pd2u; /dt? )

where p is the mass density. Combining (1)—(3) and usifigy, = C;ji gives for the
equation of motion

Cijiad%ur/(9x;9x;) = pd2u; /3%t 4)

The solutions of (4) are in general quite difficult. In large measure, this difficulty has dictated
experimental techniques. An approach widely used is to assume plane wave solutions for (4)
and then to design experiments so that, to a reasonable approximation, the waves propagated
are planar. This is the usual situation for the pulse-echo and continuous-wave methods to
be described in the next section.

2.2. Plane-wave propagation methods

The pulse-echo technique is a widely used method to obtain ultrasonic velocity and
attenuation data for solids [7]. The experimental arrangement is shown in figure 1.
The sample to be studied is prepared with two flat and parallel faces, usually oriented
perpendicularly to a major crystallographic axis. Piezoelectric transducers are bonded to one,
or both, faces. An electromagnetic pulse generates a short train of ultrasonic vibrations at
the transmitting transducer which then travel back and forth across the sample. The ‘echoes’
excite the receiving transducer (which can be the same as the transmitting transducer) as
the pulse reverberates in the sample. With corrections for transducer effects, the ultrasonic
velocity is determined from the time of flight and the sample thickness. The attenuation is
determined from the decay of the echo amplitude with time.
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Figure 1. A sample-transducer arrangement for conventional ultrasonic measurements.

Although less well known than the pulse-echo technique, continuous-wave methods
have been used successfully to make sensitive attenuation and velocity measurements [8].
The sample—transducer arrangement is the same as that of figure 1. The transmitting
transducer is driven continuously and a resonant response is observed at frequencies
corresponding to the sample length being some multiple of a half-wavelength of sound.
With transducer corrections, the ultrasonic wave velocity is determined from the measured
resonant frequencies. The attenuation is determined fron@tbé& the resonance lines.

Both the pulse-echo and continuous-wave methods above almost always rely on the
assumption of plane waves to interpret the results. Plane-wave solutions of (4) have been
given for the various crystal symmetries [9, 10] and the relations between the ultrasonic
velocity and elastic constants obtained. These relations are fairly simple for cubic materials,
but become increasingly complicated for lower-symmetry crystals. For cubic materials it is
possible to obtain the three independent elastic constants by propagating one longitudinal
and two independent transverse waves along the [110] crystalline axis. Thus, three
measurements along this axis give the three elastic constants. For orthorhombic symmetry,
nine measurements along six different directions are needed to determine the complete elastic
constant tensor, a laborious task. Nevertheless, both the pulse-echo and the continuous-
wave approach offer quick, easily interpretable methods for elastic constant measurements
on high-symmetry materials. Both methods can be extended to rather high frequencies.
However, the methods have several deficiencies which are well known to practitioners.

(i) Relatively large samples are required due to the need to approximate plane-wave
propagation. First of all, the diameter of the transducer must be much greater than
the wavelength of ultrasound in the sample. For frequencies in the 10 MHz range this
requirement leads to typical transducer diameters of 1 cm. Diffraction will still lead to
beam spreading, so, to avoid reflections from the sides of the sample, the sample diameter
must be somewhat larger than the transducer diameter.

(i) Near the transducer the wave is approximately planar, but diffraction effects exist
and limit the accuracy of velocity and attenuation measurements [11].

(i) There are several deleterious effects associated with bonding a transducer to the face
of the sample. Coupling losses in the bonding agent often affect the results. The bonding
agent may introduce non-parallelism of the end faces. These effects are all compounded by
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the fact that the usual transducer is phase sensitive; the voltage out is proportional to the
sum of theamplitudes not the intensities, of the various waves impinging across the face
of the transducer. It is possible to obtain cancellation effects due to uninteresting factors
which reduce the detected signal.

(iv) As discussed above, the number of independent measurements that must be made
to determine the complete set of elastic constants is at least equal to the number of
elastic constants to be determined. For symmetries lower than cubic, measurements along
more than one crystallographic axis must be made. In addition to being time consuming,
these independent measurements compromise the relative accuracy with which the elastic
constants are known. Many materials of current interest have symmetries much lower than
cubic; thus, it is often impractical to obtain the full set of elastic constants by the usual
techniques.

__-Diamond

Piezoelectric
___Transducer

g
~ 1 mm

SR SoR

Figure 2. A sample-transducer arrangement for RUS.

3. Resonant ultrasound spectroscopy

RUS offers an approach which differs fundamentally from the more conventional methods
just described. RUS does not rely on the plane-wave approximation; indeed there are no
plane waves. Instead, RUS is based on the measurement of the vibrational eigenmodes of
samples of well defined shapes, usually parallelepipeds or spheres. A typical experimental
arrangement is illustrated in figure 2. A sample, often a parallelepiped, is held lightly
between two piezoelectric transducers. The sample is excited at one point by one of the
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Figure 3. An RUS spectrum for a textured, polycrystalline copper parallelepiped of dimensions
2.016x 2.172x 1.810 mn¥. The inset shows the resonance at 788.5 kHz after the sample was
remounted in the holder. The arrows indicate the computed frequencies based on a fit to the
first 50 resonances with an rms error of 0.2%.

transducers. The frequency of this driving transducer is swept through a range corresponding
to a large number of vibrational eigenmodes of the sample. The resonant response of the
sample is detected by the opposite transducer. A large response is observed when the
frequency of the driving transducer corresponds to one of the sample eigenfrequencies.
A segment of a typical spectrum is shown in figure 3. As will be discussed below,
the eigenfrequencies depend on the elastic constants, the sample shape, the orientation
of the crystallographic axis with respect to the sample, and the density. By measuring a
large number of resonant frequencies on one sample it is possible to obtain information
about all these quantities. (The square of the frequencies depends on the product of
the elastic constants and the linear dimensions of the sample; thus, elastic constants
and linear dimensions cannot be determined independently.) Usually the sample shape,
crystallographic orientation, and density are known and one determines the complete elastic
constant matrix from such a spectrum. There is no need to prepare a different sample with
different crystalline orientations.

Accurate measurements of the sample eigenfrequencies require attention to a number
of critical parameters. These parameters have been discussed in detail by Migkori
[4]; thus, the present discussion will only outline the key factors. Ideally the sample
shape would be known perfectly, there would be no external forces acting on the sample,
and the methods used to excite and detect the resonances would not affect the measured
frequencies. In practice the ideal conditions can be approached closely enough that elastic
constant measurements are of exceptionally high absolute accuracy [4, 12].
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The computation of the eigenfrequencies to be discussed below is for a sample of well
defined shape, usually a rectangular parallelepiped or a sphere, although cylinders have also
been used [13]. Detailed methods for preparing accurate parallelepipeds have been given
by Migliori et al [4]. Methods are also available for preparing spheres [14]. A complete
analysis of the error introduced by a deviation from the assumed shape is difficult and a
simple formula for estimating such error is not available [15]. However, absolute accuracies
for the elastic constants range from about 3% for off-diagonal moduli to about 0.02% for
some of the pure shear moduli.

Transducers used to excite and detect the sample eigenfrequencies often have resonant
responses. In such cases, the detected resonance is a combination of the sample response
and the transducer response with the result that the observed frequency may be either
higher or lower than the true sample eigenfrequency. Figure 2 includes a schematic
diagram of the Migliori transducer design [4, 16] which overcomes this problem. The bare
lithium niobate piezoelectric transducer has a fundamental compressional mode frequency of
30 MHz; however, the bending mode frequency is much lower. By bonding the transducer
to a cylinder of diamond, which has an exceptionally high sound velocity, all resonant
frequencies of the transducer—diamond assembly are higher than 4 MHz. Most materials
with dimensions~ 1 mm have many resonances below 4 MHz, thus this design permits the
measurement of the sample eigenfrequencies with essentially no shift due to the transducer
frequency response. Transducer designs based on polyvinylidene fluoride films [3] and
ferromagnetic films [17] have also been given.

With non-resonant transducers, the signal voltage is rather low. This problem can be
compounded by capacitative loading by the coaxial line used to carry the signal from the
experimental environment to the receiver. This effect depends on the length of coaxial line
and the characteristics of the receiver. Low-noise amplifiers and proper attention to input
impedance are needed for good results. Finally, the theoretical solutions discussed below
are for free boundaries. The transducers apply some force to the sample, so the boundaries
are not entirely free. It has been found [4] that if the force applied by the transducer is
0.01 N or less, and the drive voltage is kept low, the shift in eigenfrequencies resulting from
this force is of the order of parts per million. Instrumentation is now available commercially
[18, 19] which solves many of the experimental problems.

It is apparent that RUS overcomes many of the deficiencies of the more conventional
methods for the measurement of elastic constants.

(i) Small samples are naturally accommodated. Sample dimensions of approximately
1 mm typically result in many eigenfrequencies below 4 MHz, a convenient range.
Compared to more conventional methods described above, the minimum sample volume
is reduced by roughly three orders of magnitude. Many novel materials, especially in
single-crystal form, are only available as small samples, thus this reduction in minimum
size vastly expands the range of materials susceptible to precise ultrasonic measurements.

(i) There are no diffraction effects to worry about; there is no plane-wave approximation.
The inherent accuracy is high.

(iii) There is no bond between the transducer and the sample, only contact force is used.
With sensitive electronics, a very low contact force is possible so that transducer loading
effects are negligible. The absence of a bond is very useful for temperature dependent
measurements because differential thermal contraction often leads to bonds breaking, or at
best strains being applied to the sample under investigation. This absence of a bond is
especially important near phase transitions.

(iv) All of the elastic constants are determined from one spectrum. There is no need
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to prepare a sample for measurements along a different crystalline direction. As a result,
high relative accuracy for the elastic constants is obtained. Low-symmetry materials are
accommodated almost as easily as high-symmetry materials.

5TTT
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Figure 4. An illustration of several vibrational eigenmodes for a rectangular parallelepiped.

Given the advantages of RUS just listed, one might wonder why this technique did
not supplant the more conventional techniques for modulus measurements long ago. A
major reason is that the vibrational eigenmodes of a three-dimensional object are rather
complicated. Examples of calculated eigenmodes are shown in figure 4. A RUS spectrum
contains much information, but extracting all that information is not a simple task. The
procedure is to compare the measured frequencies with computed frequencies which are
calculated with an initial set of input parameters. The input parameters for the computation
are varied in an iterative process to obtain good agreement between measured and computed
frequencies, and in this way the input parameters are determined. Usually the input
parameters are the elastic constants, although parameters describing crystalline orientation
or sample shape can be used. Thus, an essential ingredient of RUS is the ability to calculate
the eigenfrequencies in an efficient manner and systematically iterate toward a match of the
measured and computed frequencies. The computational methods have been developed by
Holland [20], Demarest [21], Ohnet al [22, 23], Visscheret al [24], and Migliori et al [4]
and will be outlined in the next section. As will be shown below, the calculations involve
finding the eigenvalues and eigenvectors of a large matrix. To find the elastic constants, the
calculation has to be repeated many times in an iterative process. For good accuracy the
size of the matrix is typically 85& 858, although exploitation of symmetry can reduce the
problem dramatically. Until relatively recently such computations required large computers,
but it is now feasible to perform these calculations on PC type computers. The continued
increase in computing speed means that the computational aspect of the problem is no longer
a limitation.

4. Theoretical basis of RUS

4.1. Computation of the eigenfrequencies

An integral element of RUS is comparison of measured and computed frequencies. The
direct approach would be to solve (4); however, an exact solution for a 3D object

remains unsolved, except for some highly special cases. An approximate solution is
needed. Equation (4) is not the most convenient starting point for such an approximation.
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Fortunately, it turns out [24] that the displacemenmntér;) which are a solution of (4) with

free boundaries are exactly those for which the elastic Lagrangian is an extremum. This
fact leads to the following general scheme. The displacements are expanded in some
suitable set of basis functions. The derivatives of the Lagrangian with respect to the
expansion coefficients are equated to zero to determine the extremum. This leads to a
generalized eigenvalue problem in which kinetic and potential energies are represented by
rather large matrices. The eigenvalues give the square of the resonant frequencies and the
eigenvectors conveniently give the displacements. Thus, the numerical part of RUS consists
of calculating a large matrix, finding the eigenvalues, and then using the eigenvectors to
calculate ‘corrections’ to the set of input parameters so as to iterate toward a match between
computed and measured frequencies. The remainder of this section is broken up into
three parts: the calculation of the eigenvalues and eigenvectors; the inverse problem of
determining material parameters from the measured frequencies; and a brief discussion of
dissipation.

4.1.1. The general computational method:he derivation starts with the Lagrangian for a
3D elastic body,

1
L=3 / (p@?u2(r) — Cijuytt (Y (7)) AV 5)
1%

where an exfiwt) time dependence has been assumed. The subscripts are to be summed
over,i, j,i’, j’ =1, 2, 3, and subscripts separated by commas denote a differentiation with
respect to the subscripts appearing on the right-hand side of the comma. It is useful to
expand the displacements appearing in (5) in some basis such as

M,‘(T‘) = a;q Py (T) (6)

whereaq;, are the expansion coefficients adg () are the basis functions. The,(r) are

often chosen based on the shape of the sample. In particular, it is important to be able
to integrate the basis functions and their derivatives over the volume of the sample. For
parallelepipeds, a convenient choice fbg(r) is the Legendre polynomials [21, 22], while

a series expansion in powers of y, andz, i.e. x'y”z" wherel, m, andn are integers, is
useful for a variety of shapes [24]. Each of the three components of the displacement is
expanded as in (6) and each has its own set of expansion coefficients. Substituting (6) into
the Lagrangian gives

1
L= E(%‘aam'/}wZ/ 8iir @o (1) D (1) AV — aiaai’a’/ Cijirjr Pa, j (1) Dy jr (1) dV)- (7)
\4 \4
This can be more compactly rewritten as

L= %((pa)z)aTEa —a'Ta) (8)

in which the integrals appearing in (7) are now the elements of the mafieexiI" and

the expansion coefficients;,, are vectors. Requiring to be an extremum is accomplished
by setting the derivatives af with respect to each of the expansion coefficients equal to
zero. The result is a generalized eigenvalue equation

T'a = (pw?)Ea. 9)

The eigenvalues are = pw? and the eigenvectors, are the expansion coefficients. Thus,
calculating the resonant frequencies for a 3D elastic body is essentially one of calculating
I' (and E if needed) and finding the eigenvalues of (9). It will be seen later that the
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eigenvectors are also useful in fitting the calculated resonant frequencies with the measured
values.

The elements of andT are calculated using two terms from the expansion.@f)
given in (6). For example, for a rectangular parallelepiped and normalized Legendre
polynomials (P, (x) = /(2n + 1)/2P,(x) where P, are the usual Legendre polynomials)
as the basis functions, the expansion of the displacement becomes

w(r) = —2__ p, (X) P, (Y) P, (2)é;

~L1LyL3
X:)C/Ll Y:y/Lz Z:Z/L3. (10)
Here,i = 1,2, 3 corresponds to the, y, z components ofu(r), the ¢; are the usual

unit vectors, the sample dimensions in they, andz directions are 21, 2L,, and 23
respectively, and we use the reduced coordin&tek, andZ. Equatingp with a setiiuv
andq with a seti’A’u/v’ allows one to calculate the matrices. The elements ahdI are
thus given by

+1 4l 4l B B B B B
E,, =i / / / P.(X)Py(X)P,(Y)P,(Y)P,(Z)P,(Z) dx dy dz (112)
-1 J-1 J

izaw /*l /“ /“a(PA(X)Pﬂ(Y)P (2))

Jj=

and

y I(Py(X) Py (Y)Py(2))
X
The nine terms in (12) are given by Ohno [22] &5, G2, ..., Gy for the case of
parallelepipeds. The reader is cautioned that an apparent typographical error exists in
Ohno’s paper for his equation (11) for thig ') = (3, 3) block of I.
In order that the rank oE andT' remain finite, the series for the expansionwur)
must be truncated at some point. This is usually accomplished [24] by requiring

dx dv dz. (12)

A+p+v<R (13)
where R is some integer. It can be shown [25] that this condition leads to
=R+DR+2)(R+3)/6 (14)

combinations of(x, i, v) in the expansion. The rank of the matrices will b¥ Because
each component of the displacement will havderms in the expansion. It has been found
[24] that R = 10 is generally a good compromise between accuracy and computational
overhead. Even using = 10 leads to an 858 858 matrix.

The form of the matrices depends on the order in which the expansion in (10) is written.
Writing the expansion in a different order in effect swaps rows and columns in the matrix.
As can be seen from (11), if the sample shape is a parallelepiped with the faces perpendicular
to thex, y, z directions and the displacement is expanded in Legendre polynorkiass,
simply the identity matrix. However, if the displacement is expanded in a power series of
xyz, E will be more complicated. Thus, there is an advantage in expanding the displacement
in terms of Legendre polynomials for parallelepipeds. Likewise, using a power series of
xyz for other sample shapes, such as spheres and cylinders, may be more convenient due
the ease in which the integrals may be performed.

To summarize, calculating the vibrational eigenfrequencies of a sample involves solving
(9) with a suitable choice of basis functions and an appropriate truncation of the expansion
of (10). The matrix elements are given by (11) and (12) for the case of a rectangular
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parallelepiped and normalized Legendre polynomials as the basis functions. There are
standard FORTRAN routines for solving such eigenvalue problems.

4.1.2. Use of symmetry to speed the calculatios.was realized by Holland [20] and
Demarest [21] that if the sample shape and elastic constant matrix had common symmetry
elements the matrices involved in calculating the resonant frequencies could be factored
into two, or more, smaller matrices. Ohno [22] has an excellent treatment of the use of
symmetry to split the matrices. This section will elaborate on his work. The ability to factor
the problem into a series of smaller problems is significant in that the time needed to solve
for the eigenvalues and eigenvectors of a matrix is commonly taken to be proportional to
the number of elements of the matrix. The need to solve multiple smaller matrices is more
than compensated by being able to work with smaller matrices. It has been found in practice
that, due to the large size of the original problem, the actual time saved is somewhat more
than expected.

vz plane

yz plane

Figure 5. An illustration of symmetric and antisymmetric displacement functions for mirror
plane symmetry.

To see the effects of symmetry we start by considering a parallelepiped with a
mirror plane. Following Ohno, it is convenient to group the displacement functions as to
whether they are symmetric or antisymmetric under a reflection inythplane. These
two types of displacement function are illustrated in figure 5. For a symmetric function,
a reflection in this plane changes the signuef but does not change the signs:of and
u,. The antisymmetric function behaves oppositely on reflection: the sign dfoes not
change, but the signs of, andx, do. Since the Lagrangian represents the kinetic and
potential energies, it will be invariant under the symmetry operations of the crystal, and it is
obviously invariant under a sign changew(fr). Thus, thex components of the symmetric
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modesu,, have odd parity with respect tq while they andz componentsy, andu,, are

even inx. Likewise, it is seen for the antisymmetric modes thathas even parity with
respect tax andu, andu, have odd parity. The andz coordinates do not change sign
under ayz mirror plane reflection; thus, the displacement functions need have no definite
parity with respect to these coordinates. It was stated in the preceding section that the
form of the matrices will be dependent upon the manner in which the expansion of the
displacement is written. If one naively writes the expansion for a parallelepiped with a
mirror plane, as given in (10), in numerical order@f w, v), it will be found that a large
number of matrix elements will be identically equal to zero. Unfortunately the zeros will
be scattered haphazardly throughdutesulting in a sparsely populated matrix. It is much
more convenient to write the expansion in terms of a symmetric part and an antisymmetric
part

u(r) = u'(r) + u(r) (15)
where
'(r) = ( > anwPiX) Pu(Y)P(Z)
w(r) = —m— Ay " e
VLiLaLa\ & TP '
A=odd
+ ) amuw PLOOP(Y)P(Z)ea+ Y amvﬁmX)PM(Y)ﬁv(Z)es)
Aileﬁ;}en kieﬂrj)en
“(r) = ( Y avw B PV P(Z)
u(r) = —— Ay " e
A=even
+ Z aZ}L/wPA(X)PM(Y)Pv(Z)eZ"’ Z a3MLvPA(X)[)M(Y)]_)v(Z)33>-
Py sy
(16)

It is obvious that the entire expansion is still present; only the ordering of the terms has
been changed. While this may seem like an unnecessary complication, it does have the very
great advantage of automatically factorifignto four large blocks. It will be shown below
that terms from the symmetric portion of the expansion only couple with other symmetric
terms. Likewise, antisymmetric terms only couple with other antisymmetric terms. The final
result is thafl™ is split into four blocks. The matrix elements corresponding to symmetric—
antisymmetric terms are zero. If the terms are written as in (15), the top left quarker of
will, in general, be filled with non-zero values corresponding to symmetric terms coupling
with other symmetric terms and the bottom right corne@owill be filled with non-zero
terms corresponding to antisymmetric terms coupling with other antisymmetric terms. The
two remaining blocks, approximately one-half of the entire matrix, will be filled with zeros.

It is easy to take advantage of the mirror plane symmetry to reduce the computation
time. Rather than calculating one large matrix with non-zero blocks along the diagonal, two
smaller matrices can be calculated separately. Using the example above, the first matrix is
calculated using only combinations ¢, i, v) from the symmetric part of the expansion
and its eigenvalues and eigenvectors determined. The process is then repeated using the
combinations of(A, u, v) from the antisymmetric part of the expansion and a second set
of eigenvalues and eigenvectors obtained. The two sets of eigenvalues and eigenvectors
can then be combined and sorted in ascending order of eigenvalues. Thus, we can now
calculate individually the eigenvalues and eigenvectors of the two relatively small blocks
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corresponding to the two types of displacement. This results in the calculations being much
faster, and also provides a means of categorizing the mode types.

A single mirror plane was used to split the displacement into symmetric and
antisymmetric portions as given by (15) and (16). If additional symmetry operations are
included, the displacement can be factored again. For example, if the sample has a second
mirror plane parallel to thez plane, each of the symmetric and antisymmetric parts of (16)
can be factored, resulting in four terms. In this examplexamirror plane will transform
the y coordinate, resulting in a restriction @n The result can be written in a form similar
to (15), but with two superscripts.

u(r) = u” (r) + v (r) + u®(r) + u*(r). a7

Now the first superscript refers to the parity of the displacement with respect to the first
symmetry operation and the second superscript refers to the parity with respect to the second
symmetry operation. Using the second term in (7! (r), as an example, we want terms

that are symmetric with respect toya mirror plane and antisymmetric with respect to a

xz mirror plane. Terms in the displacement satisfying these requirements are

1 _ - _
u(r) = —( avuw PA(X) P (Y)P,(Z)e1
VILiL;L3 ; : .
s

+ Y amwPAX)P.(V)P(D)ea+ Y aswﬁmX)P,l(Y)ﬁV(zws).
Apv Apv
A=cven A=cven
H=even n=odd

(18)

Again, all terms are still present in the expansion in (17); we have simply chosen to write
them in a particular order. It is now possible to faciointo 16 blocks with only the four
blocks along the diagonal having non-zero values, becatisgerms only couple to other

u** terms, etc. Similar considerations show that three mirror planes perpendicularitp the

y, andz axes lead td" being factored into 64 blocks with eight non-zero blocks along the
diagonal. If two mirror planes are used, four eigenvalue problems would be solved and the
results combined. Likewise three mirror planes lead to a total of eight individual problems
to solve. Despite the overhead of dealing with several problems, it will be demonstrated
below that the net computational savings are tremendous.

Mirror planes are convenient in that only a single coordinate changes sign under this
type of symmetry operation. Other types of symmetry can also be exploited, although the
restrictions they impose on the displacement may be more complicated. As discussed above,
the generic procedure is to write the expansion of the displacement in terms of symmetric
and antisymmetric modes and calculate individual eigenvalue problems for each mode.

As an example of another symmetry operation, we consider samples which possess a
twofold rotation axis about. In this case, both the andz coordinates change sign,
resulting in simultaneous restrictions @nand v. Proceeding similarly to the arguments
above, a symmetric displacement function requires ihashould not change sign while
both u, andu, will change sign under the symmetry operation. These conditions are met
by requiringu + v be even fow, and odd foru, andu,. The opposite conditions apply for
the antisymmetric modes. The grouping of the displacement functions for such a twofold
rotation about ther axis is

1 _ _ _
u'(r) = m( Z v P.(X) P (Y)P,(Z)ey

Ay
pn+v=even
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+ ) anw P XOP(Y)P(Z)e2+ Y asmﬁx(X)Pﬂ(Y)Pv(Z)m)

Apv Apv
utv=odd n+v=odd
1 _ _ _
u“<r>=—< > anuw PAX)Pu(Y)Py(2)ey
VLiLLs\ 4
n+v=odd
+ Y apn POPP(Dea+ Y asmﬁx(xm(Y)PV(Z)eg).
pv Auv
n+v=even pn+v=even

(19)

As was the case above, matrix elements involvihgndu“ will be zero, so that the matrices
may be broken into two non-zero blocks along the diagonal, and two smaller eigenvalue
problems result. Guided by (19) the first matrix is calculated using only combinations of
(A, u, v) from the symmetric portion of the expansion and the eigenvalues and eigenvectors
determined. The process is then repeated using the combinatiofis @f v) from the
antisymmetric portion of the expansion and a second set of eigenvalues and eigenvectors
obtained. The two sets of eigenvalues and eigenvectors can then be combined and sorted
in ascending order of eigenvalues.

The displacement for a sample with inversion symmetry can be written as a sum of
symmetric terms and a sum of antisymmetric terms, with a restrictiotiem+v = (odd or
even). Grouping the expansion in this manner will result in two non-zero blocks. Inversion
symmetry is important because any elastic constant matrix has this symmetry. Tables 1-3
list the restrictions placed on various combinationg. oft, andv for the two types of mode
for various symmetry operations.

Table 1. Classification of the parity of the displacement function for a mirror plane parallel to
the yz, xz, or xy plane. The conditions on the integeérsu, andv are given.

Symmetric Antisymmetric
yz Xz Xy yz Xz Xy
A " v A N v

u, odd even even even odd odd
uy, even odd even odd even odd
. even even odd odd odd even

Table 2. Classification of the parity of the displacement functions for twofold rotations about
the x, y, or z axis. The conditions on the integexsu, andv are given.

Symmetric Antisymmetric

X y z X y z
m+v A+v A4+pu o pu+v A+v A+tpu

u, even odd odd odd even even
uy, odd even  odd even odd even
u, odd odd even even even odd

The symmetry arguments have been discussed for the specific case of Legendre
polynomials as basis functions, but the essential feature is the parity of the basis functions.
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Table 3. Classification of the parity of the displacement functions for an inversion operation.
The conditions on the integefks u, andv are given.

Symmetric  Antisymmetric
Ad+pu+v  A+p+v

u, odd even
uy odd even
u, odd even

Table 4. Computation times, using zero, one, etc mirror planes, for one full iteration for a
rectangular parallelepiped with hexagonal crystallographic symmetry. The computations were
performed on a Hewlett—Packard 735 workstation.

No of mirror planes  No of matrices = Computation time (min:s)

0 1 11:10
1 2 4:27
2 4 1:53
3 8 0:35

Thus, the arguments are the same’ifi“z” are chosen as the basis functions [24]. The
matrices factor in exactly the same way. The advantage of using symmetry is illustrated in
table 4. A workstation (Hewlett—Packard 735) was used to compute the eigenvalues for a
rectangular parallelepiped having hexagonal crystalline symmetry. Listed in table 4 are the
computation times for one iteration, i.e. one computation of the eigenvalues and a correction
to the input elastic constants (discussed below). The computations were carried out using
no mirror plane, one mirror plane, etc. Mirror planes were convenient for generating the
table; however, other types of symmetry result in similar performance.

The time quoted in table 4 is the time needed to solve the entire set of matrices. As
can be seen in the table, the use of symmetry greatly speeds the calculations. If a sample
has even a single mirror plane, the computation time is reduced by 60%. This becomes
even more important since 20-40 iterations may be needed, depending on the accuracy of
the initial estimates for the parameters. As can be seen in the table, a 20-fold decrease in
the computational time can be achieved if the sample has sufficiently high symmetry.

It was stated earlier that if both the sample shape and elastic constant matrix have
symmetry elements in common it is possible for the matrix to be factored. Now, we will
explore why the symmetric and antisymmetric modes are uncoupled. As an example we
consider explicitly a sample with a single mirror plane in both the sample shape and
in the elastic constant matrix. The elementsIbfre calculated as given in (12) and the
parities of the components of the displacement farzamirror plane are given in table 1.
Notice that each element df is the sum of nine individual terms, each of which is an
elastic constant multiplied by an integral. There are two separate reasons why terms from
the different mode types are uncoupled: the corresponding elastic constant matrix may be
zero; the integral may vanish.

First, consider the effect of a symmetry operation on an elastic constant. Federov [6]
shows that the effect of symmetry operations in which one coordinate transforms to another,
including possible sign changes, is to exchange values of 1, 2, 3 in the subscript for the
elastic constant with the transformed values. It is important to use the four-index form of the
elastic constant matrix when doing this. In addition, the new elastic constant is multiplied
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by (—1)" wheren is the number of sign changes due to the transformation. For example,
consider the effect of az mirror plane onCi20,. In this case, because the only effect of
the transformation is to replace ‘1’ with-1', we obtainCi200 = —C1222. ThusCi200= 0

for any material which has &z mirror plane. Keeping this in mind, we are now ready to
examine the reasons thBtcan be factored into blocks. In the following, we consider an
element ofl" using one term from the symmetric part of the expansion for the displacement
and one term from the antisymmetric part.

Case 1:i =i’ = 1; u$, u¢. From the preceding paragraph, we know that the effect
of a yz mirror plane on the elastic constant matrix is that all elastic constants in which
the number ‘1’ appears in the subscripts an odd number of times will be identically equal
to zero. Thus of the nine terms for a given elementlofvith i = i’ = 1, terms with

the combinations ofj, j/) = {(1, 2), (1, 3), (2, 1), (3, 1)} will be identically equal to zero
because the elastic constant involved will be zero. So in this case, only five of the nine
terms remain to be examined. Next consider the term with’) = (1, 1) and recall that

the parity ofu? is odd with respect toc and the parity ofu¢ is even. This term will be

zero because we will then be integrating the derivative of an odd function 8 /dx,
multiplied by the derivative of an even function of du¢/dx, over a macroscopic sample

with a yz mirror plane. The remaining four terms all involve derivatives with respect to

y or z, not x, so in these cases the integral owewill be an integral of an odd function

of x multiplied by an even function of, so all four of these terms will be zero. It was
stated earlier that the sample and crystal structure must have symmetry elements in common
to obtain a decoupling of the matrix. We now see that certain terms vanish because the
corresponding elastic constant is zero. Other terms vanish because the integrand is an odd
function over the range of integration.

Case 2:i =1,i" # 1; uy, uf, ,, . In this case, the only elastic constants that will not
vanish are those witlij, j') = (1, 2), (1, 3), (2, 1), (3, 1). All other elastic constants for
these elements of will be zero since all other combinations contain an odd number
of 1s. We only need to examine the remaining four cases. For the first two cases,
(j, j) = (1, 2),(1,3), recallu} has odd parity with respect to and u andu? also have
odd parity with respect ta. These two terms involve an integral overof a derivative
with respect tox of an odd function ofx, multiplied by an odd function ok, and will
vanish. Finally, the remaining two termsj, ;') = (2, 1), (3, 1) will involve an integral
over x of an odd function ofr multiplied by the derivative with respect to of an odd
function of x, again vanishing.

Case 3:i #1,i" = 1; uy, ,, , Uy The argument proceeds the same as for case 2
except that even functions are involved.

Case 4:i #1,i" # 1; upy 0 U(y o - ONCe again, consideration of the non-zero
elastic constants leaves only the terms wigh ;") = (1, 1), (2, 2), (2, 3), (3,2), (3,3) to
be considered. Equation (16) shows th@t , . has even parity with respect to and
ULy or o) has odd parity. The first set dfj, ;') = (1, 1) to be examined will involve an
x integration of the derivative of an even function multiplied by the derivative of an odd
function, which vanishes. The remaining terms will all involvexaimtegration of an even
function multiplied by an odd function, which also vanishes.

In each case above, any term from the symmetric portion of the expansion for the
displacement combined with any term from the antisymmetric portion of the expansion will
vanish because either the corresponding elastic constant is zero, or the integral is zero.
An inversion operation imposes no restrictions on the elastic constants; all terms between
symmetric and antisymmetric modes vanish for a sample with inversion symmetry because
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the integrals are zero. Depending on the basis functions chosen, it may be necessary to
factor E as well asI'. It is easy to show that the groupings discussed above also factor

4.2. Determination of the sample parameters

4.2.1. Minimization of the error function.The ability to calculate the resonant frequencies,
given the parameters for a particular sample, is but the first part of the calculations in RUS.
It is usually the case that one is interested in the inverse problem, the determination of
some of the parameters from the measured frequencies. Most often the elastic constants
are of interest but other parameters, such as the exact sample dimensions or perhaps the
orientation of the crystal with respect to the sample axes, may also be desired. An effective
method for determining the parameters for a given sample has been developed [4]. Given
a set of elastic constants and information about the sample, it is possible to calculate a
set of resonant frequencies as described earlier. This set of calculated frequencies is then
compared to the set of measured frequencies. A measure of the closeness of the fit can be
described in terms of some function, such as

X = Z w, n 8" g" (20)
l’l
wherew, is the weight to give the normalized difference between the calculated frequencies
f» and the measured frequencigs It is assumed that the function given in (20) will have
a minimum when theorrect set of parameters is achieved. If the current set of parameters
Dao is sufficiently close to the correct set of parametgysan expansion of (20) to second
order will provide a close approximation to the functign

x@ﬂ=x@w+fxﬁmmmwa—mw
+5 X/ (OPadPp))puoso(Pec = Pa0) (Pp = Ppo) + -+ (21)

The repeated indices, and 8, are to be summed over the number of paramefetsyhich
are to be varied. Sincg will have a minimum wherp is the correct set of parameters, the
derivative of (21) with respect to each of the parametggs,will equal zero. Hence, we
arrive at a set oM equations

(0X/0Pa)puo + %X/ @Pu0PB)) propso(Pp — Ppo) = 0. (22)
Solving for p, provides
Pa = Pa0 — A Bﬂ (23)

where the derivatives appearing in (22) are the elements of the ma#ieesi B in (23).
Equation (23) then provides a means of calculating a new set of parameters, based on the
current parameters, which gives a better fit between the measured and calculated frequencies.
These new parameters are used in (9) and the problem is solved iteratively. It only remains
to calculate the first and second derivatives appearing in (22). This is easily done as follows,
and also provides a measure of the dependence of each mode on each parameter.

4.2.2. Calculation of the derivatives of the error functiorhe derivatives needed for (22)
and (23) are easily obtained from (9) and (20). Differentiating (20) gives

— 22 gn) afn (24)
8pa - 9P
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and

2 _ 2
X Zzwn 9fn 0fn —i—Zan(fn gn) 0 fu

— . (25)
) apﬁ 2 0Pa apﬁ

 8r 0P dpp 5 8
The second term on the right-hand side of (25) may be dropped without affecting the final
results [4, 26]; thus, we need only the first derivativesfpfwith respect to each of the
parameters in order to solve fgrg in (23). These derivatives are derived from (9) as
shown below.

The parameterp, are usually the elastic constants, but it is frequently convenient to
allow the sample dimensions to vary somewhat as well. In this case one needs derivatives of
f» with respect to the sample dimensions as well as the elastic constants. Sindedmuth
the density,o, appearing in (9) are functions of the sample dimensions, the computation of
the derivatives is simplified by introducing a new maffix = (volumeTI'. The eigenvalue
equation then becomes

I'a = mw’Ea (26)

where m, the sample mass, is constant. Realizing that the resonant frequenctas
matricesI'™* and E, and the eigenvectora are all functions of the sample parameters
allows the derivative of (26) to be written
or* d dw? oE d
a+T* & —m22 Ea + mw?’—a + mw’E e
OPa IPa OPa OPa 0Pa
Now multiplying from the left bya’ and taking the transpose of the entire equation,
remembering thal* andE are both real, symmetric matrices gives
or*  da’ do? )= da”
T a Ta=m @ a’Ea + mo’a’ —a 4+ maw? a
Bpa Bpa 8pa 3Pa Pa
The second and fifth terms are nothing more than (26) multiplied from the leftubydp,,,
which cancel. The needed derivatives are

fy 1 9a? 1 T(ar*_ , OE

1 B 1 . (29
0pa  (872f,) dpa _ 872f,(malEa,) " \ pa ’”‘””ap)“ 29)

Once again, the problem is reduced considerably i the identity matrix. In addition,
many FORTRAN libraries (Eispack, Lapack, etc) return the eigenvectors of a matrix already
normalized, which further simplifies the calculation.

Thus, determining the improved set of parameters for a given sample consists of solving
(23), using the derivatives from (29). This procedure works well if the initial set of
parameters is reasonably close to the correct ones. If this is not the case, the usual procedure
is simply to move opposite to the gradient. Thus, (23) is replaced by

(27)

a Ea. (28)

Pa = Pa0 — CONStants,,). (30)

Proper choices of the constant and elegant ways of combining (23) and (30) have been
discussed [4, 26].

One of the more troubling problems is in recognizing missing resonances in the list of
measured frequencies. It has been found helpful to begin by fitting only the first five to
ten resonances initially and varying the elastic constants manually. Missing resonances are
then often identified by a largehangein the percentage error at the missing mode. The
usual procedure is to insert a mode with zero frequency at that position in the list and use
the weightw, = 0 in (24) and (25) to ignore that term. It is often the case that a detailed
experimental search near the calculated frequency will then find the missing mode. It is also
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useful in many cases to remount the sample while searching for missing modes. Figure 3
shows an example in which the mode at 788 kHz was not seen on the initial scan, but was
observed after remounting the sample. This effect is understood when it is realized that
only the motion of the corner of the parallelepipgerpendicularto the transducer surface
generates a signal. If a mode accidentally has corner mat#oallel to the transducer
surface, it will not be observed. Remounting of the sample will usually be at a somewhat
different angle and result in a component of the motion perpendicular to the transducer
surface.

4.3. Effects of dissipation

The use of RUS to measure ultrasonic attenuation is less well advanced than the use
of the technique for modulus measurements. This is unfortunate because conventional
attenuation measurements have been shown to be sensitive to a wide range of interactions.
The high Q values of many resonance lines will enhance sensitivity. Higlvalues in
conventional ultrasonic standing wave measurements have provided enough sensitivity to
detect ultrasonically excited electron spin resonance [27] and nuclear magnetic resonance
[28], which are extremely small effects. Motion with a rate comparable to the ultrasonic
frequency leads to relaxational attenuation. Thus, RUS should be a sensitive tool for the
study of motion in the megahertz and lower range. This time scale is difficult to investigate
with techniques such as neutron scattering.

Most resonant frequencies in RUS depend on a combination of elastic constants. This
dependence complicates the interpretation of the results. The effect of the attenuation may
be expressed in terms of a complex elastic constant and a complex frequency. In many cases
the complex part is much smaller than the real part. In such cases the loss associated with
a particular resonance line can be expressed in terms of the loss attributed to each elastic
constant [29, 30]. An oscillator with damping can be represented by a complex frequency
f = fo+if* ltis easy to show that th@ characterizing the resonant response of the
oscillator to an external force is related foby

1/Q=2f"/fo (31)

if £*/fo < 1. Here, as usuak) = fo/Af whereAf is measured between the half-power
points of the resonance. The elastic Lagrangian may be separated into spatial and temporal
parts [21], where the temporal part may be represented bgiZxfr). Replacingf by f

in this expression relates the attenuationfto The amplitudeattenuation coefficient often
measured in pulse-echo experimenis,s related toQ by o = 7f Q! if « is measured

in units of inverse time.Q~! is usually called the internal friction. Denotir@;1 as the
internal friction associated with eigenmodeand Q! as the internal friction associated

with the elastic constard,,,,, it has been shown [29] that

i _E afk Cmn _22 a(|ngk) 1
Qk B fk mn 8Cmn an B mn 8(logcmn) an.

This formula is derived under the assumption that the internal friction is independent of
frequency, which may not always be true, but may be a reasonable approximation if the
frequency range is not too wide. As discussed above, the derivatives are usually calculated as
part of the inverse problem to find the elastic constants. Thus, by measuring a relatively large
number of theQ,jl it is in principle possible to find the small number of independept

by a least-squares method. The technique has been applied to measure the internal friction
in MgO [29,30]. This method is potentially very powerful. The complete determination

(32)
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of all the 0,1 would be extremely valuable. However, it seems that the determination
of the 0,1 is not yet very accurate, perhaps because of mode-dependent extrinsic losses.
The measure(Q,j1 reflect all the energy dissipation from the resonance, either intrinsic or

extrinsic while theQ* refer only to intrinsic losses.

mn

5. Applications of RUS

5.1. Phase transitions

RUS is especially useful for the study of phase transitions. The ability to use much
smaller samples means that inhomogeneities are less of a problem. The absence of a
bond between the sample and transducer offers the possibility of making measurements on
systems undergoing considerable thermal contraction at the transition. The description of
phase transitions often starts from an expression for the free energy of the system [31-33]

F = Fo(T)+ FL(n:) + F.(¢j) + Fe(n;, ;) (33)

wheren; represents one or more order parameters which describe the transitien anmed
the elastic strainsF, (e;) is just the elastic energy

1
Fe = z [Zj: C,-‘,-e,-ej. (34)

(We replace the four-index tensor notation for the elastic constants by the two-index matrix
notation [5], with a similar change for the straingt) , the Landau free energy, is usually
represented by a polynomial in powersigf F, represents a coupling between the strain
and the order parameter. It is this coupling which leads to effects on the elastic constants
near the phase transitionFy represents other contributions to the free energy which do
not involven or e. The equilibrium states of the system are found by minimizihgvith
respect to the); ande;. The elastic constants are the second derivatives wifith respect

to strain,

Cij = 8°F/(de;de)). (35)

The purely elastic contribution to the elastic constants corresponds to calculatimgth
n; = 0. The effects of the phase transition are found by assuming that flespond to the
ultrasonic strains such thatF'/dn; = 0 at all times. The result for the elastic constants is

[34, 35, 25]
92F. 02F 02F 17T 9%F.
Con = C2, + -3 (36)
aemaen k.1 8emar}k 377k3771 86’718’71
where C2, are the elastic constants excluding the effects of the phase transition, while

the remaining terms are due to the phase transition. A great restriction on the possible
forms of C,,,, is possible by requiring tha be invariant under the symmetry operations of

the crystal. F, will automatically satisfy this requirement by using the appropriate elastic
constant matrix for the crystalF, can easily be constructed to satisfy this requirement
[32]. Various forms ofF, can satisfy the symmetry requirements; however, the different
forms predict different experimental results. A comparison of experimental and theoretical
results gives information about. and thus sheds light on the nature of the phase transition.
Such an approach has been used [36] on superconductingStg404. The study of

the strong temperature dependence of the tetragonal elastic constants above the tetragonal
to orthorhombic structural phase transition in,LgSr, O, has raised important questions
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about the nature of this second-order transition. RUS can be useful for a quick qualitative
measurement of elastic properties to see whether further work is warranted. In one case
[37] strong temperature-dependent softening of a resonant frequency in an unoriented chip
of La; g2SIy 1804 indicated that the softening observed on oriented crystals at lower values
of x was universal. The volume of the chip was only about 0.06>mm

We now consider in some detail a first-order phase transition in LiKS®is material
is one of a large number of sulphate compounds of the form AB@QO B = Li, Na, K,
Cs, Rb, Ag, H, and N&). These materials exhibit a rich variety of phase transitions due
largely to the motion of the SOtetrahedra. At high temperatures the tetrahedra undergo
rapid rotation resulting in a relatively high-symmetry phase. As the temperature is lowered
the rapid rotation freezes out and various tilts of the tetrahedra give rise to a series of
phase transitions. The room-temperature structure of LiK&Ohexagonal £63). At
approximately 210 K on cooling the material transforms to a trigonal phA8acj. The
material returns to the hexagonal phase at approximately 240 K on warming. Remarkably,
the crystal shows no visible cracks or damage due to this first-order phase transition.
We made RUS measurements [38] on a single-crystal parallelepiped of room-temperature
dimensions B49x 1.528x 1.361 mn¥. We identified 38 of the first 40 resonances at room
temperature and fitted the measured frequencies to a hexagonal elastic constant matrix with
a typical rms error of 0.16%. The measured frequencies shifted strongly on entering the
trigonal phase, and the results could no longer be fitted by the hexagonal elastic constant
matrix, consistent with the assignment of this phase to the trigonal class.

The most general trigonal case requires seven independent elastic constants. However,
a crystal such as LiIKSpwith a glide plane parallel to the axis requires only six. If the
axis system is chosen such that the glide plane is perpendicular to d#xés the elastic
constant matrix is given by

Ci1 Cip Ciz3 Cis O
Cp Ci1 Ciz3 —Cis O
Ciz Ciz Cz O 0
Cuy —Cuu 0 C4a O
0 0 0 0 Cas Cia
0 0 0 0 Cis Ces

[>NeoNeNe)

(37)

with Ceg = %(Cll — C12). SettingCy4 = 0 gives the hexagonal elastic constant matrix. In
general the elastic constant matrix may possess higher symmetry than the crystal because
operations such as inversions and pure translations have no eff€::t ©hus, the trigonal

elastic constant matrix is invariant under a reflection in thelane, while the crystal only

has ayz glide plane. Not only is the trigonal elastic constant matrix invariant under a
reflection in theyz plane, but it also is invariant under a twofold rotation about.thesis.

These two symmetries were used to split the eigenvalue problem into four smaller problems
as discussed in subsubsection 4.1.2 [25].

The measured frequencies in the trigonal phase were fitted to the trigonal elastic constant
matrix to a typical rms accuracy of 0.35%. The reason for the decreased accuracy in
the trigonal phase could be some misalignment of the trigonal crystalline axes with the
parallelepiped axes. Any such misalignment is less important in the hexagonal phase because
the hexagonal system has the unusual property that it is elastically isotropic in the basal
plane. The temperature dependence of the elastic constants is shown in figure 6. The
symbols represent the data while the solid lines represent a fit to the data to be described
below. The most significant feature is the large change in the elastic constants at the
trigonal-hexagonal phase boundary, and the large hysteresis. The resullg, forerit
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special attention. An attempt was made to fit the data in the trigonal phaseCyitk O,

i.e. with a hexagonal elastic constant matrix, but it was not possible to obtain a satisfactory
fit. Also, one attempt was made to fit the room-temperature data with a non-zero value of
C14. The initial values for the elastic constants in the calculation were the values obtained
with the hexagonal matrix along witA4 = 0.014 x 10** Pa. Within a few iterations the
program drove the value @f;4 down to 0003x 10'! Pa. The zero values @4 in figure 6

simply mean that the frequencies measured in the hexagonal phase were fitted with the
hexagonal phase elastic constant matrix.
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Figure 6. The temperature dependence of elastic constants for LiKSe arrows indicate
observed discontinuities in the measurements. Note the broken scale 16y; the

The phase transitions in LiKSQnvolve tilts of the SQ tetrahedra. There are two
tetrahedra per unit cell and it turns out [38] that the hexagonal and trigonal phases
can be described by two order parametegsand n,, which describe the configurations
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corresponding to the two crystalline symmetries. The hexagonal phase corresponds to
(n1, n2) = (£x, 0) while the trigonal phase corresponds(ig, n2) = (0, £y). Imry [39]

has developed the Landau theory for a system with two coupled order parameters. We
follow his treatment and set

Fr (1. m2) = axni + 3bin? + azn3 + 3bans + Anins (38)

whereq; andb; are the usual Landau expansion coefficients ardescribes the strength

of coupling betweem; and n,. Imry shows that this expression describes a first-order
transition if A > (b1b2)Y2, which we take to be the case here. We use the RUS results
to determine the nature af.(n1, 12, ¢;). As mentioned above, the free energy must be
invariant under the symmetry operations of the crystal. The order parameters which we
have defined are scalars, thBs(n1, n2) is automatically invariant. Changing the sign of
either of then parameters does not change the symmetry of the crystal, thus the free energy
must be invariant under such sign changes. We first try the simplest foin(of, 12, ¢;)
compatible with these considerations, coupling quadratic in the order parameters and linear
in the strains. We require the form to be invariant under the operatior33af, which

gives

Fie(n1, 12, €;) = (kun? + kand)(e1 + e2) + (kaan + kagn3)es (39)

where thek are coupling coefficients. This form is also invariant under the operations
of P63. Using (36) and (39), the predicted changes in the elastic constants at the phase
transitions are

AC12#0 AC13#0 AC33#0
AC14 = ACygs = ACgg = 0. (40)

Clearly these predictions are in strong disagreement with the results of figure 6.
Next, we try bi-quadratic coupling in the order parameters and strain. We take

1 1
Fpo = Enf > kujeie; + 5’75 >_kajeie; @
ij ij

whereky;; andky; are the bi-quadratic coupling coefficients. Becadtseis of the same
form as the elastic energy, it will be invariant under the symmetry operations of the crystal
if the matricesky;; andky;; have the same form as the elastic constant matrices in each
phase. The elastic constants are easily calculated to be

C,ﬁfnx = Cpp + kimn 77% Ctrig =Cun + k2mnn§ (42)

mn

where then parameters appearing in (42) are the equilibrium values of the order parameters
in each phase. Considering the form of theoefficients just mentioned, it is seen that
bi-quadratic coupling between the order parameters and strain permits changes in all the
elastic constants at the transition, in agreement with the experimental results. The results
give information about the relative magnitudes and signs oktheefficients which could

be used to place constraints on any microscopic theory. The temperature dependence of
the elastic constants is related to the temperature dependence of the equilibrium values of
n1 andn,. Using the usual Landau approach to calculaterthmarameters gives the solid

lines of figure 6. The Imry approach does allow for hysteresis, but we do not have enough
information to calculate the transition temperatures. The arrows in figure 6 simply indicate
the observed transitions.
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5.2. Hydrogen—metal systems

RUS has been used to study metals containing large amounts of hydrogen. Many of the
transition and rare-earth metals readily absorb hydrogen, which occupies interstitial sites in
the host lattice. The hydrogen mobility can be rather high even at liquid helium temperatures.
There are effects on the elastic constants and on the internal friction (dissipation). The
absorption of hydrogen is almost always associated with an expansion of the lattice. Thus,
one may reasonably expect an effect on the elastic constants and this is indeed found to be
the case [40]. In addition, accurate RUS measurements [41] on the Laves-phase pseudo-
binary compounds £Al .Fe_,), demonstrated a correlation of the hydrogen capacity with

the bulk and shear modulus for0d < x < 1.
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Figure 7. Q! against temperature for a single-crystal ¥i@ parallelepiped. The mode at
0.81 MHz depends almost entirely @h4 while the mode at 0.83 MHz depends almost entirely
on Cege.

The dynamical aspects of hydrogen in metals are reflected in the dissipation [42-44].
An example is shown in figure 7 for measurements on a parallelepiped of yttrium containing
deuterium. There is a prominent loss peak at approximately 90 K. It was determined by
a comparison of computed and measured frequencies that the peak at 0.81 MHz depends
almost entirely on the elastic constafi, while the one at 0.83 MHz depends almost
entirely onCgg. Thus, the results demonstrate a strong mode dependence for the loss. The
diffusive motion of hydrogen in metals is generally understood to be due to the hopping
or tunnelling of hydrogen between interstitial sites. Considering a simple model where the
hydrogen can occupy two different sites differing in energy By &hd can move between
those sites with a relaxation timeg the internal friction YQ;; corresponding to the elastic
constantC;; is given by a relaxation-type expression [45-46]

1/Qij = (no/CijkpT)[IE/de;][IE /dejlsec[E [ kpTlwt /(1 + w?t?) (43)

whereng is the concentration of hydrogen participating in the relaxattgnis Boltzmann's
constant, andw is the angular frequency of the ultrasonic vibration. It can be seen
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immediately from figure 7 thatd £ /de4)? ~ 4(JE /deg)?. Such a strong mode dependence
gives insight into the sites involved in the hydrogen motion.

The relaxation time is usually strongly dependent on temperature. In the case of a single
relaxation timer and E <« kgT, (43) gives a simple attenuation peak with the maximum
occurring whenwt ~ 1. It is tempting to interpret the peaks of figure 7 in this way.
However, the case of hydrogen in metals, especially at low temperatures, is not so simple
and the data of figure 7 cannot be fitted so simply [42]. The situation with hydrogen in
scandium [43] differs even farther from the simple, classical expression. There appear to
be distributions ofr and E. Further, it seems clear that tunnelling is involved and the
interaction of the tunnelling system with conduction electrons and thermal phonons changes
the picture in a fundamental way [47]. The picture is not yet clear, and research in this area
continues.

5.3. Other uses

Some of the unique capabilities of RUS were demonstrated in a remarkable experiment on
guasicrystalline AICuLi [48]. As is often the case with the most interesting materials, only
small samples were available. Measurements were made on a high-quality quasicrystalline
parallelepiped of dimensions@®x 0.4 x 0.4 mn? to test the prediction that these materials
should be elastically isotropic [49]. A measure of elastic anisoteos/given by

& =1—2C44/(C11 — C12). (44)

For elastically isotropic material§4 = %(Cll — Cy1p) soe = 0. Spooret al [48] found

& = 0.0002+ 0.0007 for their quasicrystalline sample. This value is considerably smaller
than that for tungstens(= 0.007 &+ 0.002), which has the smallest anisotropy parameter

of any crystalline material. Even had large samples been available, it would have been
extremely difficult to set such a low limit o1 using conventional techniques because three
independent sound velocity measurements would have been required, and it is doubtful that
the relative precision of the elastic constant measurements could have been maintained in
this case.

In addition to the use of RUS to study structural phase transitions in high-temperature
superconductors mentioned above, the technique has been used to determine the complete
elastic constant matrix for several other superconductors [1,2,36,50]. The technique is
especially useful because large single crystals, needed for more conventional techniques,
are frequently not available. In addition, the symmetry is usually tetragonal (six elastic
constants) or orthorhombic (nine elastic constants) so the complete determination of the
elastic constant matrix by conventional means would be extremely difficult. RUS has also
been used to measure the elastic constants of several intermetallic compounds [51-54].
These measurements are useful for a variety of reasons. Some engineering applications
use single crystals, thus it is important to know the single-crystal elastic constants in
order to determine properties such as the angular dependence of Young's modulus and
the shear modulus. Elastic constant measurements are also important for comparison with
first-principles calculations. In another remarkable case both the elastic constants and the
crystalline orientation were determined from RUS measurements on single-crystal tantalum
[55].

5.4. Outlook

There is an interest in using RUS for measurements under rather extreme conditions of
pressure and temperature [56-58]. High temperatures and pressures are of interest for
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Figure 8. A photograph of a RUS sample—transducer assembly mountedHie aryostat. The
sample, an Scghg parallelepiped, has room-temperature dimensio88kx 1.786x 1.999 mn?¥
with the largest dimension parallel to the hexaganakis.

geophysical studies—indeed, the early work in the development of RUS came from this
area. A problem for the pressure-dependent studies is that the loading of the sample by
the pressurizing gas strongly degrades thevalues of the resonance lines and shifts
the frequencies at even moderate pressures [59]. This problem is not well understood.
There is also an interest in using RUS at very low temperatures to investigate effects
such as quantum-mechanical tunnelling of interstitials. We have made preliminary low-
temperature measurements in a cryostat specially designed for RUS measurement. Figure 8
is a photograph of a sample mounted in a RUS probe [60FiHarefrigerator. The sample,

an Scly g parallelepiped, has room-temperature dimensioA98x 1.786 x 1.999 mn?¥

with the largest dimension parallel to the hexagonalxis. Figure 9 shows the resonant
response of the Sg3g parallelepiped at 296 mK. In another expansion of the use of RUS,
magnetic systems are now being studied by the group of Albert Migliori at Los Alamos
National Laboratory. In this case, some of the symmetries of the elastic constant matrix are
lost due to the body torques exerted on the magnetic material.

RUS shows promise for the study of texture in polycrystalline materials. Processing
often leads to a preferred orientation of the grains which results in a weak elastic anisotropy
[61]. RUS is especially sensitive to this anisotropy because all elastic constants can be
measured simultaneously. RUS has obvious potential for nondestructive testing because the
eigenfrequencies depend on the shape of the material, and in fact on any variation of the
density or elastic constants. By calculating the eigenmodes for specific shapes it is possible
to understand which modes will be most sensitive to specific types of defect [62]. Finally,
while the discussion and examples of this review have focused on solids, it is clear that the
same principles apply to liquids.
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Figure 9. The resonant response of the $gb parallelepiped of figure 8 at 296 mK.

6. Conclusions

Means have been developed to accurately measure the mechanical vibrational spectrum
of physical objects, even quite small ones. It is also possible to efficiently calculate the
vibrational eigenfrequencies of such objects if the shape, density, elastic constant matrix, and
crystallographic orientation are known. With care, it is possible to solve the inverse problem,
i.e. determine the material parameters from the measured frequencies. These capabilities
underlie resonant ultrasound spectroscopy. RUS has been used to determine the complete
elastic constant matrix for smal(L mn?) single crystals, even for materials with as many

as nine independent elastic constants. This technique offers the promise of characterizing
the elastic properties of new materials almost as routinely as one now characterizes the
structure. It is also possible to obtain information about the dissipation associated with
various symmetry strains. The full exploitation of this last possibility will result in an
important new technique for the investigation of condensed matter. The sensitivity of the
ultrasonic spectrum to such parameters as the shape of the sample points to many practical
applications, several of which have already been realized.
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