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Table II, the (100) wall energy is lower than the (220)
wall energy, and we find that 6(lno. )/hdr 4%. On the
other hand, the continuum theory4 of the angular
dependence of the 180' domain-wall energy yields
d (ina)/hp 2X10 '%. The reason for this large dis-

crepancy must stem from the inadequacy of applying a
continuum theory to a domain wall that is vanishingly
thin.

IV. SUMMARY

The domain-wall energies and thicknesses of the four
possible 180' domain walls in BaTiO~ were calculated
according to a microscopic, energy-minimization scheme
based on a model that treats the local fields self-

consistently and accounts for the nonlinearity of the

oxygen electronic polarizability; the BaTi03 lattice was

approximated by linear chains of Ti and 0, ions, whose

interaction is by far the dominant interaction in tetra-
gonal BaTi03. The lowest energy walls perpendicular
to (100) and (110)are the (100) and (220) walls, with

energies of 1.52 and 10.3 erg/cm', respectively. The
(220) wall energy is about an order of magnitude larger
than the value obtainable from the Miller-Weinreich
nucleation model, but this model is shown to be capable
of correctly ordering the (100) and (220) wall energies
when the proper minimum step along (110)is employed.

The anisotropy of these wall energies along (100) and

(110) is in much better quantitative agreement with
the estimates of Fousek and Safrankova than the earher
continuum theories; these experimental estimates were
derived from studies of the equilibrium domain struc-
ture in BaTi03.
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Crossover contact of protons and arsenic in KH&s04 below the ferroelectric transition temperature

Tg ——96'K makes a significant contribution to the proton spin-lattice relaxation rate. The decrease in

proton relaxation time occurs at those values of the applied magnetic field and crystal orientation at which

the proton transition frequency is equal to one of the arsenic transition frequencies. lt is found that the
observed crossover pattern can be reproduced with considerable precision by a calculation based on a
model of the electric-Geld-gradient tensor at the arsenic site which is suggested by the crystal structure
in the ordered state. The comparison with experimental data yieMs a value of the electric quadrupole

coupling constant equal to 34.8 Mc/sec at 7'/'K. These results are difhcult to determine hy direct observa-

tion of the arsenic resonance because only the —,
' to —

~ transition is observable. The orientation of the
principal axes and the value of the asymmetry parameter are described.

I. INTRODUCTION

"EASUREMENTS by Bjorkstam' on the proton.. .. spin-lattice relaxation. in ferroelectric KH2As04
revealed a sharp decrease in T~ at the Curie temperature
Tg= 96 K. Slmllar measulcments 011 thc lsonloI'phs of
this crystal in which arsenic is not present did not
exhibit this behavior. In particular, the relaxation time
in samples of KHRP04 which were available at the time
of these earlier measurements disclosed no more than

* Supported by the National Science Foundation.
' J. L. 3jorkstam, Ph, D. thesis, Department of Physics,

University of %ashington, Seattle, Washington, 1958 (unpub-
lished).

the usual relaxation which can be attributed to spin-
diffusion CQ'ects in the presence of a moderately high
density of paramagnetic impurity ions. The contrast
between the two crystals from this point of view is well

displayed for a particular sample of each in I"ig. i. No
suggestion of a minimum in T~ at the Curie temperature
Tg= 123 K is to be found in KH2P04.

These results suggest that the presence of arsenic is
responsible for the proton relaxation at and below I'g in
KH2As04. Some fulthcl cvldcIlcc )ustifylIlg t]Hs con-
clusion was found by Jones' when he observed a negative

'K. D. Jones, Ph.D. thesis, Department of Physics, Univer-
sity of Washington, Seattle, Washington, 1962 (unpublished).
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frequency dependence as well as a frequency-dependent
angular anisotropy for the proton relaxation time Tj at
temperatures well below Tg. In order to explain his
results, Jones proposed that in addition. to spin diifus ion
there is a second relaxation mechanism involving dipolar
coupling of the protons to rapidly relaxing arsenic
nuclei whose spectrum is determined by the magnitudes
of both the applied magnetic Geld and the crystalline
electric field gradient (KFG). He found. that all of his
observations could be moderately well explained if the
electric quadrupole coupling constant of arsenic to the
crystalline field was of the order of 3'I Mc/sec.

Independent studies ba,sed on direct observations of
the arsenic nucleus were not successful for some time.
Repeated attempts to observe the pure quadrupole
transitions had failed or at best led to ambiguous
results. But, in 1964, Bjorkstam' succeeded in observing
the —,'to ——', arsenic Zeeman transition, Grst above the
Curie temperature and then below it. On the basis of
these observations he was able to deduce a value for the
quadrupole coupling constant vg at 77 K equal to
about 33 Mc/sec, which is not in strong disagreement
with the value predicted by Jones. Above Tc he found
that the value of v@ is smaQer by a factor of 10, increasing
slowly as Tg is approached from above. The large jump
in vg at Tg does not disagree with expectation since one
may anticipate that the combined eGects of proton
ordering and change of shape of the AsO4 tetrahedron
should lead to a large change in the EFG at the site of
the arsenic nucleus.

These results on the value of vg suggested the possi-
bility of a more precise study based again on the
observation of the proton relaxation. A quadrupole
coupling constant of 30-40 Mc/sec would, in the pres-
ence of a strong magnetic Geld, lead to an energy level
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PIG. 2. Variation of T~ as a function of crystal orientation.
These are the crossover points in KHsAs04 at 32 Mc/sec and
7/ K

system for the arsenic nucleus with transition fre-
quencies easily adjusted to be equal to the proton
transition frequency by varying the strength of the
magnetic Geld, the orientation of the crystal in the
Geld, or both. Assuming sufhcient strength of contribu-
tion to relaxation in the presence of other mechanisms,
the proton relaxation rate would be expected to increase
whenever its transition frequency was equal to one of the
arsenic transition frequencies. Thus proton relaxa, tion
could be used as a monitor for detecting arsenic relaxa-
tion and in fact as the instrument for measuring the
arsenic transition frequencies. The measurements are not
qualitatively different than those performed by Jones'
when he measured the frequency-dependent angular
anisotropy of the proton T~. But more perfect single
crystals and improved measurement techniques led to
new results and in fact to the 6rst clear picture of what
was actually happening.

TypicRl dRta for the variatlon of the proton Tj Rs a
function of angle of rotation of the crystal about a
selected rotation axis in the presence of a constant
Inagnetic Geld perpendicular to that axis are shown in
Fig. 2. Such curves display a distinct pattern in terms of
number of dips in a cycle of angular variation, magnitude
of Tj at the minima, , and angular width of the relaxation
rate peaks. It is the purpose of this paper to show that
some features of these data, such as the location of the
minima and the way in which the pattern of minima
varies with the magnetic Geld, can be Gtted quantita-
tively to predictions based on a unique choice of the
EFG tensor. The quantita, tive Gt is in fact suKcient1y
good that one obtains a quite satisfactory determination
of the quadrupole coupling constant, the asymmetry
parameter, and the KF6 tensor orientation. Also,
measurements as a function of temperature lead to a
determination of changes in the quadrupole coupling
constant over a range of tempera, tures extending from
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Thc principal contributions to thc EF6 at thc As well bc
assumed to come from the ordering of protons and the
displacement of the As, the former because the hydrogens
close to oxygens decrease the electron charge around
those oxygens, and the latter because it requires evalua-
tion of the KFG tensor at an off-center position. The
small displacement (of about 0.05 X) of the distant K
cannot contribute appreciably to the EFG tensor at the
As.

Qualitative features of the EFG tensor based on the
two major contributions are easily described. The Grst
contribution coming from unequal charges q and q' at the
top and bottom oxygens lead to an KFG tensor of the
form t/"„= —V», V, =0, where the coordinate system
is that illustrated in Fig. 3. Thus two of the principal
axes lie along the horizontal tetrahedral edges and the
third axis is parallel to the crystalhne c axis (the sponta-
neous polarization axis) .However, the component of the
KF6 tensor along the third axis is zero, and the asym-
metry parameter g deGned by the relation

~= (V*.—Vow)/V**

where, as usual, we take j V„ I
&

I V» I
&

I V„[, is
q= 1. Now we add the contribution of the As displace-
ment. Its principal consequence is to make a contribu-
tion to t/', and thus to reduce g to a value less than i.
We will for the present disregard the magnitude of the
effect, which for the observed As displacement (of
about 0.03 A.) is very small. It is sufficient for the present
to note that an EFG tensor with its two largest com-
ponents in the horizontal plane and nearly parallel to
the tetrahedral edges lying in this plane and with an
asymmetry parameter less than unity, and as small as
0.5 if needed, is not inconsistent with the crystal
structure in the ordered state.

FIG, 7. Schematic showing
the crystalline e and b axes,
the top and bottom edges of
two difterently oriented AsO»
tetrahedra, and the +orien-
tation of the magnetic Geld H.

III. CROSSOVER PATTERN OF As
AND H RESONANCES

The Hamiltonian for the interaction of a nuclear spin
with I&—, in combined electric and magnetic Gelds has
been described by many authors. e A formulation of the
problem which is valid for arbitrary ratios of magnetic
and electric energies has been given by Dean. ~ Following
his procedure, we Gnd that for the case of As with
1=~3 the energy eigenvalues E can be determined
exactly by numerical solution of the equation

Ee (2+casts+10—P)E—(16/—24@ sin'8

+8/II sin'8 cos2&)E+1+@'ts+ xsrte —10@+12@sin'8

+9$4+2stsP —4tstIs sin'tt+SIIP sins|I cos2$=0 (1)
where 8 is the angle between the magnetic Geld B and
the largest EFG component (the s axis of Fig. 3), @ is
the azimuthal angle between H and the smallest KFG
component (the x axis of Fig. 3), E is in units of e'e'gQ,

Q is the electric quadrupole moment of the nuclear
spin, eg—= V„, and $ is a parameter proportional to the
ratio of magnetic and electric energies, hv~ and hag, and
is equal to

g= 2yhH/e'qQ= (oat/oo) (1+-se') '". (2)

Numerical solutions of Eq. (1) for a number of
discrete orientations of the magnetic Geld and as a
function of $ and, rt have been obtained. ' Figure 4 shows
the variation of energy values as a function of $ for
0=0, P=-', sr and rt =0.5. The choice of P=-,'sr puts B in
the y-s plane, i.e., perpendicular to the crystalline c
axis. Similar curves for other values of 0 then provide
the basis for plotting curves of the type shown in Fig. 5.
The latter shows the arsenic levels as a function of 8
(with 4 =-,'sr and st =0.5) for a particular value of $. We
must have such curves for various values of $ over a
suitable range. The next step is to make a provisional
choice of uq, the arsenic coupling constant, and to relate

e R. V. Pound, Phys. Rev. VQ, 685 (1950l; M. H. Cohen and
F.Reif, in SOM State P hysk s, edited by F. Seitz and D. Turnbull
(Academic Press Inc., New York, 1957), Vol. 5, p. 321; T. P.
Das and E. L. Hahn, Ettctear Qstadrstpole Resortattce Spectroscopy
(Academic Press Inc. , New York, 1958).

7 C. Dean, Phys. Rev. 95, 1053 {1954).
P. Kelly, Department of Electrical Engineering, University

of Washington (private communication). We are grateful to Mr.
Kelly for communicating his results to us.
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the associated value of H to the proton nuclear reso-
nance frequency. By locating the angles at which various
arsenic transition frequencies are equal to a given proton
frequency in the same magnetic field H, curves of the
type shown in Fig. 6 are obtained. The curves plotted
in this figure are for vo= 34.0 Mc/sec and rl =0.5. They
show that for a magnetic field perpendicular to the c
axis of the crystal there are ranges of proton frequencies
within which this frequency will be equal to one of the
arsenic transition frequencies at some definite value of 8.
The curve for the ——,

' to +-', transition is not plotted
since it lies at too high a proton frequency to be accessible
in this experiment. The curve for the —,'to —

~ transition
is in two sections since for this transition exact coin-
cidence of As and proton frequencies is possible only over
a restricted range of 8 as represented by the solid-line
portion of the curve. The choice of v@ and g are still
provisional. They are based on the measurements of
Jones' and of Bjorkstams and the first attempts of the
present experiment to fit the crossover data. As shown
in Sec. IV, the accumulated data and the accuracy of
the fit between measured and theoretical points per-
mitted a rather accurate determination of vq at a value
somewhat different than the first choice.

IV. MATCHING OF EXPERIMENTAL AND
THEORETICAL PATTERNS

Figure 6 gives the crossover pattern for one particular
arsenate group. There are, however, four distinct groups
leading to a crossover pattern which may be obtained
from Fig. 6 by two successive doublings with an
appropriate shift in angle. The first doubling is a con-
sequence of the fact that there are two orientations' of
the arsenate tetrahedra which differ from each other by
a rotation of approximately 32' about the crystalline
c axis. The second doubling comes from the fact that
there are two domains of polarization in the crystal
which can be reduced to a single domain only by the
application of an appropriate electric field. This was not
done in this experiment. In one domain the spontaneous
polarization is directed in the upward direction along
the crystalline c axis and the close-lying protons as
described above are at the top horizontal tetrahedral
edge. In the other domain the polarization is down-
ward and it is the bottom horizontal tetrahedral edge
at which the close-lying protons are to be found.
Consequently, the principal axis of the EFG tensor in
one domain is at an angle of 90 to the principal axis in
the other. The complete pattern is then obtained by the
addition to Fig. 6 of a duplicate set of curves displaced
from the first by an angle corresponding to the rotation
of the EFG tensor about the c axis in going from one

J. West, Z. Krist. '74, 306 (1930). A c-axis projection showing
the orientations and taken from the data of West has been repro-
duced many times; see, e.g. V. Hugo Schmidt and Edwin A.
Uehling, Phys. Rev. 126, 447 (1962) (see Fig. 10).
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Fxc. 10. Fitting the T1 minima at various temperatures
and 32 Mc/sec to the crossover pattern.

As04 group to the other and then adding a full set of
curves by displacing what has just been obtained through
90'. Since there are two distinctly oriented As04 groups,
it is more convenient to measure 0 from a crystalline a
or b axis than from the direction of a principal axis of one
of the EFG tensors. The way in which the two principal-
axes systems, the crystalline a and b axes, and the direc-
tion of H, all lying in the same plane, are related to each
other is shown in Fig. 7. The angle which measures the
direction of H is now denoted by 8,. The solid lines
labeled y and y' represent the top edges of the two
As04 tetrahedra and the dashed lines represent the
bottom edges. The angle between the top (or bottom)
edges and the a (or b) axes, respectively, are +16o.

Successive attempts to fit the observed crossover
points for several different values of the proton reso-
nance frequency led, by trial and error, to a refinement in
the selection of numerical values of parameters on which
the final theoretical crossover patterns are based. The
provisional curves already mentioned turn out to be
quite good. The only changes required are in the
magnitude of vq, the electric quadrupole coupling
constant, and in the angle between the principal EFG
axes belonging to the two differently oriented arsenate
groups. This angle turns out to be 38 instead of the
structural value of nearly 32'. The final value of the
coupling constant is vq= 34.8 Mc,/'sec. The best value of
the asymmetry parameter is g=0.5, but the choice is
not critical. The final curves are shown in Fig. 8 to-
gether with the experimental points representing all of
the observed minima in proton Tj at 77 K over the
range of frequencies indicated. Note the shift in zero of
0, compared with 0 of Fig. 6 as described above.

All of the observed minima in T~ including those in
the region of near crossovers at low proton frequencies
lie very nearly on the predicted curves, and in addition
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measurements leading to Fig. 2. The crossover points at
diferent temperatures may now be referred to the cross-
over curves of Fig. 8 by finding the equivalent proton
frequency at which all crossover points can be made to
fall on the curves. The results are shown in Fig. 10.

d 6t of the data to the theoretical curves tendsThe goo
to support the initial assumption that the EFG tensor
does not change its f'orm appreciably over the range of
temperatures considered.

The measured values of vq as a function of temperature
are shown in Fig. ii, in which is plotted also the experi-
mentally determined spontaneous polarization curve"

llas well as a theoretical curve" based on what is genera y
22 & s I i 1 ~ ~ a

75 80 85
T('K)

90

4

Fxo. ii. Temperature dependence of the quadrupole couphng
constant and the spontaneous polarization.

the minima of greater than normal depth are observed to
correspond to crossovers in which two As transition
frequencies are equal to the proton frequency. This is
shown in particular by the data of Fig. 2, which may e
brought into correspondence with the 32-Mc/sec points
of Fig. 8 by a trivial shift in 8, of 90 .

V. TEMPERATURE DEPENDENCE OF
QUADRUPOLE COUPLING CONSTANT

We will now assume that the EFG tensor retains its
form throughout the ferroelectric region, i.e., that t e
principal axes lie along the directions described in the
Pl ev10us Ssections and the asymmetry parameter q
retains its value of approximately 0.5. Then on y t e
coupling constant changes and one would expect it to
change most rapidly Just below' Tg. Consequently, a
measurement of the coupling constant in the tempera-
ture range ext e extending upward from 77 K at which all

T =96 K lSprevious measurements were made to Tq —— is
useful.

Under the assumption of no change in the form of the
EFG tensor, this can be accomplished using the curves of
F' 8 F 6xed value of q the angle at which a cross-1g. . Ol R X

over occurs corresponds to a particular value o P w ic
by Eq. (2) is proportional to the ratio of magnetic and

constant vq. Thus a change in the latter may be observ ed
as an apparent change in the former. The procedure for
6nding Av@ as a function of temperature is to measure
the crossover patterns at various temperatures using a

1 roton frequency. The curves of Fig. 9 are typical
of such measurements for four diferent temperatures.
The proton frequency is 32 Mc/sec, the same as in the

regarded as a moderately successful model. There 1s,
however, no reason to think that changes of coup ing
with temperature should agree with changes in spontan-
eous polarization, and the data are presented here with-
out comparison with any theory of the KFG tensor. "

It is believed that these results are of interest for two
reasons. They demonstrate in a somewhat diGerent way
than has been described previously the usefulness of
crossover methods in certain situations where direct

b rvations of a particular resonance are i cult or
fimpossible. Also, in this instance new and old results o

greater accuracy on an EFG tensor of rather speria
interest have been obtained. There remain, however, a
number of unanswered questions. One question is con-
cerned with the magnitude of the crossover relaxation.
Using the half-wid. ths of the I/T~ peaks at crossover as a
basis for estimating the arsenic relaxation time, we
obtain a prediction of proton relaxation great y in
excess of the measured value. A second problem is con-
cerned with the EF6 tensor, While the argument based
on crystal structure which was used in Sec. II was useful
as a guide, further consideration shows that it wouM be
dificult to arrive quantitatively at a tensor of the
magnitude and. shape which we actually observe, at
least on the basis of a point-charge model. We 6nd it
dificult to account for an asymmetry parameter as
sLQall Rs 0.5 1n view of the small dlsplacements of the As
and K along the c axis, and the result of an evaluation
of the magnitude of the EFG components based on a
point-charge model is too small by a large factor. These
Rnd other problems are being investigated further.

+ G. Busch, Helv. Phys. Acta 11, 296 (1938}.' H. B. S'l b E A. Uehling, and V. H. Schmidt, Phys. Rev.
133, A165 (1964).

uad-"Xote added in proof: A direct measurement of the qua-
rupole coupling constant zn the or erered state has been reported

tl b A. P. Zhukov et a/. , Phys. Status Solidi 2,
(19M}.The results are in close agreement vnth th p
here,


