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Stress Dependence and the Latent Heat of the Morin Transition in Fe,O,~
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Existing data on the magnetoelastic interaction, elastic constants, and magnetic anisotropy are used to
calculate, as a function of temperature, the value of hydrostatic pressure or uniaxial stress required to
induce spin flop in Fe,O,. The results are in good qualitative agreement and fair quantitative agreement

with existing data. The latent heat of the Morin transition is also calculated using these data, and the
result suggests that the Morin transition is driven by an entropy difFerence.

I. INTRODUCf ION

Recently, evidence has been presented' that uni-
axial stress induces spin flop in the antiferromag-
net Cr&Os, and a detailed phenomenological analy-
sis of the effect has been made. The Cr~Os analy-
sis can be extended to Fe~Os, which has the same
symmetry properties as Cr~O, and appears to be an
attractive candidate for studying stress-induced
spin flop. Fe&03 has the corundum structure and
orders magnetically at T~ = 947 K. For tempera-
tures between TN and the Morin temperature T„
= 261 K, Fe30& is a canted antiferromagnetic (weak
ferromagnet) with the spine perpendicular to the
c axis except for slight canting out of the basal
plane. For temperatures below T„, Fe~O3 is a
uniaxial antiferromagnet with the spins lying along
the c axis. ~ The transition at T„ is commonly
called the Morin transition, after its discoverer.
This transition can be described by a phenomeno-
logical thermodynamic theory due originally to
Dzialoshinsky4 and modified slightly by others to
accommodate new experimental data. In the most
recent treatment, due to Ozhogin and Shapiro, ~ the
condition for the Morin transition is found to be

f(T„)= a, + —,
'

am —P /B= 0,
where the temperature-dependent quantities a~
am, P, and B are defined by their appearance as
coefficients of terms in the phenomenological mag-
netic free energy 7 as follows:

r = M [', B(m„+m, +-m', )+ —,'a, (l„+P)

—p(m„l, —m„l„)- (—,'a )l, ] . (2)

In Eq. (2) M is the saturation sublattice magnetiza-
tion, and m, and l, are the direction cosines of the
sum and difference of the sublattice magnetiza-
tions, respectively. The analysis of Ozhogin and
Shapiro includes other terms in the magnetic free
energy, but these are not relevant here and have
been excluded.

Evidently a study of stress-induced spin flop in
Fe&03 is essentially a study of the stress depen-

dence of T„. From Eq. (1) this entails the stress
dependence of aq, a2, P, and B. It is shown later
that the stress dependence of aj and a2, the aniso-
tropy constants, is the most important of these.
Recently, the constants of the magnetoelastic inter-
action, second order in the l, and first order in the
crystal strains &„ have been experimentally deter-
mined from magnetostriction measurements. s The
elastic constants of Fe203 are also known. v From
this information can be deduced the stress dependence
of a& and the size of other stress-induced anisotropies
second order in the l, . It is the purpose of this
paper to explore quantitatively for the temperature
range 0-300 K, the stress dependence of T„ that
can be deduced from the information at hand. The
analysis is hampered primarily by incomplete in-
formation about the temperature dependence of aq
and a2, which is known accurately only for temper-
atures below T„, and by uncertainties about the
stress dependence of a2.

Previous work in this area includes experimen-
tal studies showing that compressive hydrostatic
pressure causes T„ to increase, ' and a phenom-
enological analysis of this effect by Pakhomov. '
However, Pakhomov's work preceded the determi-
nation of the magnetoelastic interaction constants
and thus could not be quantitative. Also, his analy-
sis dealt only with the effects of hydrostatic pres-
sure.

The latent heat of the Morin transition can also
be obtained from the data used in the magnetoelastic
analysis, and this is done in Sec. IV. The impli-
cations of the result obtained are discussed there
briefly.

II. STRESS DEPENDENCE OF T~

A. Magnetoelastic Interaction

The magnetoelastic free energy is written in
Voigt's notation as

P, = Z e(F(yl( .
ff

E,~ is the matrix of magnetoelastic coefficients,
and for crystals with the symmetry of Cr30& and
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{Flg(e~„+4~q) + Eglegg} (&'„+ P„+&g) ~ (4)

Such a subtraction has no effect on the analysis of
physical quantities sensitive only to anisotropy. ~

Comparing the form thus obtained with that of Lev-
itin, Pakhomov, and Shchurov yields the following
correspondence between their coefficients 5, and
the F„above:

Fe~03 it has the nonzero elements, ' F»=F~, F~
F'21' F1s E82 p E14 E24 Fest F41 E42 F56'

F~~, F44=F55, E«=F« —Ez. This is the general
form of the interaction employed in the Cr~03 analy-
sis. The form employed by Levitin, Pakhomov,
and Shchurovs in analyzing their magnetostriction
measurements is a special one that can be obtained
from the form above by subtracting a term iso-
tropic in the /„ which is

K(T)
BKJBP'

where the energies K and K& are defined by

(8)

nator of Eq. (7) are negligible unless B and P are
unusually stress dependent, which seems unlikely.
The quantity Bas/BP is not known, but it may be
significant that in the analysis of the magnetostric-
tion data for Fe~03, mentioned in Sec. IIA, it was
not necessary to include in the magnetoelastic in-
teraction terms fourth order in l, . In this paper,
only the effects of Ba,/BP, which can be deduced
from existing information, will be included. The
validity of neglecting Bas/BP must be determined
ultimately by comparison of theory with experi. —

ment. With these approximations P„(T) can be
written

Ell+Elg —2Flg ——51+85= —3.2X10 erg/cm

Ell —Egg -—51 —55 =1.7&&10 erg/cm

Egg Egl = Bg =,39 & 10' erg/cm

4E44=54=7. 8&&105 erg/cms,

2E14 55 5. 6&10' erg/cm',

2F4, =55=3.7&&10 erg/cm

(5)

K-=l [(nl+ l n ) - Ps/B](~»
1Kg=- 2 &g~ y

(9)

and M= 920 emu/cm' is the sublattice saturation
magnetization.

In this section P is either a hydrostatic pressure
P„„=P,„=P„=P, or a uniaxial c-axis stress P„,
where P,&

is the stress tensor. The analysis~ for
Cr~O~ yielded the following formulas:

These values were found to be independent of tem-
perature within experimental error in the range
of measurement, 100-300 K, and here will be as-
sumed independent of temperature in the range
0-300 K.

B. Hydrostatic Pressure or c Axis Uniaxial Stress

eKg = (Ell+ Flg —2Flg) ( 11+Slg + Slg)

(FSl Fgs) (Sgg 2 1S) ~

&Kg = (F„+Flg -2Elg) (Slg)
gg

(10)

Analyzing the effect of stress that preserves the
crystal symmetry is the most straightforward.
Letting P be the value of either uniaxial c-axis
stress or hydrostatic pressure, the value of P re-
quired to induce the Morin transition at any tern-
perature T, denoted P„(T), is given by

f(T)
Bf/BP ' (6)

The quantities B and P do not appear to be greatly
temperature dependent in the range 0-300 K and
their experimentally determined values are P = 22.V

kG, 5 and B= 10 590 kG. '5 Thus the ratio P/B is
2. 15&&10 ' and the last two terms in the denomi-

where f(T) is defined in Eq. (1) and it is assumed
that only the linear dependence of f(T) on P need be
taken into account. Evaluating Eq. (6) yields, for
P„(T), the expression

p2
P„(r) (...—:..--=-

B

+ — -2 ——+ ——. (7)(
eg, 18', p ep p'»
aP 2 aP B aP a' 8P

+ (Esl —Ess) (Sss) ~

S,~ is the elastic compliance matrix and its values,
determined by inverting the known elastic constant
matrix, 7 are, in units of 10 5 cms/dyn, Sll = 0.44,
Sg2-—-0.103, Sqs= —0. 023, S(4 ———0.083, S33=0.44,
S44= 1.20. Using these values, and those of Eq. (5)
to evaluate Eq. (10) gives

8K = —O. V1x10 5

8P

eK' =0.25x10 ',
8Pg g

As mentioned at the end of Sec.IIA above, the
F„(and presumably the S,~) do not vary between 0
and 300 K, so it is consistent with experiment to
regard BK,/BP and BK,/BP„as temperature inde-
pendent in this temperature range. Although it may
at first seem strange that K(T, P) is temperature
dependent while BK/BP is not, there is no mathe-
matical inconsistency in this, and the experimental
data do imply that it is the case for T between 0
and 300 K. '4 Therefore the temperature depen-
dence of Eq. (8) is assumed to follow entirely from
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FIG. 1. Temperature dependence of hydrostatic pres-
sure required for spin flop. Dashed regions show extrap-
olation of existing data. Now that negative pressure
means compressive applied pressure.

the temperature dependence of K(T), which, in the
range 0-300 K where P and B are essentially con-
stant, is due primarily to the temperature depen-
dence of a, (T) and aa(T).

For temperatures less than T„a magnetic field
strength H, applied along the crystal c axis induces
spin flop. The formula for H, that is given by Oz-
hogin and Shapiro' can be used to find the relation

K(T) = (~/2H) [H, (T) ]', (12)

and the data of Foner and Shapira'5 for H, (T) can
then be used to find K(T) for temperatures up to
T„, where K and H, are zero. From antiferromag-
netic-resonance measurements, Ozhogin and Sha-
piro have determined a&(T) and az(T) in the range
0-220 K, and if their data, and the values of B and

P given above, are used to evaluate Eq. (9) in this
temperature range, the result is in good agreement
with the K(T) obtained from Eq. (12). In the range
T„ to 300 K, the experimental results must be ex-
trapolated in some way. The method employed
here is somewhat arbitrary, but leads to a reason-
able result and serves to point out the need for a
better microscopic theory of a&(T) and a~(T) than
is now available. Prior to the realization'6 ' that
az 0 0, the Morin transition was assumed to occur
approximately when the anisotropy energy K,(T)
passed through zero. A value of K& at T=0 was
determined from antiferromagnetic resonance ex-
periments. Artman, Murphy, and Foner 9 assumed
that K& was the sum of a single-ion contribution K~
and a magnetic dipolar contribution K~. They
evaluated K„D at T = 0 and then deduced K~ at T= 0.
Using the molecular-field-approximation formulas
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for the temperature dependence of K~ and KMD, they
evaluated K,(T) and found that their result passed
through zero at 266 K, nearly T„. The experimen-
tally determined K(T) for T & T„coincides quite
closely with the calculated K&(T) curve except in
the region near T„. The slopes of the two curves
are almost identical at their zero crossings.
Therefore the calculated K~(T) curve has been used
as a guide to extrapolate the experimental K(T)
curve from T„ to 300 K, but with the zero crossing
being kept at T„. Evidently, the calculated K,(T)
gives a good account of K(T), and inasmuch as the
calculation was designed to produce only the tem-
perature dependence of the anisotropy constant a~
(for the anisotropy second order in the I, ), it is
clear that the present theoretical understanding of
aq(T) and aa(T) is inadequate. That a nonzero aa
is required to explain the details of the antiferro-
magnetic-resonance data in Fe203 has been shown
very clearly by Ozhogin and Shapiro. ~

Combining Eqs. (8) and (11), and using the pro-
cedure just described to obtain K(T), then yields
the curves in Figs. 1 and 2, which show P„(T) and

P„„(T), respectively. Extrapolated regions are
shown with a dashed line. Experimentally it is
found that for compressive (negative) hydrostatic
pressures up to at least 6 kbar, T„ increases lin-
early with P, the experimental value of a T„/aP„
being —3.7 + 0.2 K/kbar. ' Since the P„T„curve-
is defined by setting K equal to zero, it is straight-
forward to find, for the assumptions made in this
paper [see the discussion following Eq. (7) ], that

a T„aK/ap aK, /ap
ap„aK/a T aK/a T (13)

FIG. 2. Temperature dependence of the c-axis uniaxial
stress required to induce spin flop. Dashed regions show
extrapolation of existing data. Note that negative stress
means compressive applied stress.



ST BESS DEPENDENCE AND THE LATENT HEAT OF THE. . . 3227

From 240 K to T» Foner and Shapira' find that H,
varies linearly with T such that 8(Jfa)/BT= —6.3
+ 0.2 x 10' G~/K. From Eq. (12} it is then found that
at T„, BK/aT=-2. V4x10s erg/cm~ K. Using this
result with Eqs. (11) and (13) then givqp the calcu-
lated 8 T„/BP„at P„=0 to be —2. 6 K/kbar, in good
qualitative, but only fair quantitative, agreement
with experiment. It seems most likely that the
source of the discrepancy lies in the neglect of the
stress dependence of g~, suggesting that a more
detailed determination of the magnetoelastic inter-
action is needed. It has also been reported that at
6 kbar of compressive hydrostatic pressure, BT„/
BP„changes rather suddenly to —1.0 a 0.3 K/kbar. '
To agree with this, the calculated curve of Fig. 1
would have to turn downward much more sharply
in the region above 2VO K. The source of this dis-
crepancy may lie in the lack of knowledge of K(T)
in this region, in the neglect of Baz /BP, or in the
possibility that the magnetoelastic interaction is it-
self changing at higher pressures.

As Fig. 2 shows, the effect on T„of a compres-
sive (negative} uniaxial c-axis stress is opposite to
that of compressive hydrostatic pressure, and
8 T„/BP„„atP„=0 is found from Eq. (13) to be
+0.9 K/kbar. There are no experimental results
with which to compare the curve of Fig. 2. It
would be desirable at least to confirm the predic-
tion of a slope opposite to that for hydrostatic pres-
sure. Although crystals shatter at much lower
values of uniaxial stress than hydrostatic pressure,
it should be possible at least to measure the change
in T„near P„=O. It is perhaps worth noting that
large uniaxial stress is rather easily and inexpen-
sively generated.

C. Basal Plane Uniaxial Stress

Calculating the effect of stresses that alter the
crystal symmetry is more difficult because new,
lower symmetry magnetic anisotropies are gen-
erated by the stress. A detailed calculation~ has
been done for Cr, O~ where it appears that a& is
zero and where there are no canting terms allowed
in the free energy V(P = 0). Thus the CraO~ basal-
plane calculation is not strictly applicable to FezO&.
However, if the K of the Cr~O3 formulas is taken as
the K of Eq. (9), the CraO~ results can be used to
provide at least an indication of what might be ex-
pected in Fe~Os. It is found that for T& T„, com-
pressive basal-plane stress induces gradual spin
rotation to a position nearly half-way between the
c axis and the basal plane, but no abrupt flop to
the basal plane. For T& T„, the spins can be ro-
tated gradually by compressive basal-plane stress
to positions near the c axis, but again there is no
abrupt flop. The magnitude of stress required is
similar to those shown in Figs. 1 and 2. As any
actual experimental data would have to be analyzed

III. LATENT HEAT OF MORIN TRANSITION

Since Dzialoshinsky's theoretical treatment, 4

there has been little attention paid to the latent heat
L of the Morin transition. In particular, there
does not appear to be either an experimental or a
theoretical value for the latent heat. With the no-
tation that 1 and 2 label the magnetic state below
and above T„, respectively, and using the assump-
tions stated in Sec. II, the latent heat of the transi-
tion from 1 to 2 is obtained as

L(l- 2) = T„[S~(T„)—Sg(T„)]

(14)

where S is the entropy. Combining Eqs. (13) and
(14) then gives

(15)

It is interesting to see that this result is essentially
the Clausius-Clapeyron equation22 for L. From the
results of the Cr, O& analysis it is easily shown that
the relative volume change (Vz —V, )/ V is equal to

aK, /aP, wit—h negative P meaning a compressive
applied pressure, which increases the absolute
pressure of the solid. Thus the volume change is
given by + BK&/BP, where P is the absolute pres-
sure, and Eq. (15) becomes the Clausius-Clapeyron
equation. Using the experimental values given in
Sec. II for the two derivatives in Eq. (15) gives
L = 5.05x10 erg/cm . Putting the experimental
value of BK/BT given in Sec. II into Eq. (14) gives
L= I.2x10~ erg/cm'. The difference in the two
values for L reflects the discrepancy between the
measured and calculated values of 8 T„/BP„at
P„=0.

At T„ the difference in the Gibbs function G of
the two states must be zero. ~a This difference is
defined to be

Gg —Gg=(UR —Ug) —Ts(Sa Sg)+Pe(VE —Vs), . (16)

where U is the internal energy. The volume change
term is numeric ally negligible so that the latent heat
also gives the internal energy difference Uz —Uj at T„.
At T= 0, Um

—U&= Ga —G, (again neglecting the vol-
ume difference term) and this quantity is K(T=O),
which has the experimental value of 2 x10' erg/cm~.

in detail by the methods employed for Cr303, but
including az and P, it does not seem worthwhile to
give any further details. There have been mea-
surements of the anisotropies induced in Fe~O3 by
basal-plane stress and Pakhomov has shown these
to be qualitatively in accord with the measured mag-
netoelastic interaction. ~'
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Thus the values obtained above for L imply that the
internal energy difference between state 2 and state
1 increases between T=0 and T„, which suggests
that the Morin transition can be regarded as occur-
ring because of the entropy difference developed
between the two states at T= T„. A better theoret-

ical treatment of a&(T) and a~(T) might clarify this
point.

ACKNOWLEDGMENT

It is a pleasure to acknowledge several useful
discussions with C. Y. Young.

~Work sponsored by the Department of the U. S. Air Force.
'J. W. Allen, Phys. Rev. Lett. 27, 1526 (1971).
'J. W. Allen, Phys. Rev. B 7, 4915 (1973).
'Many references to papers discussing the properties of Fe,03

are given in Refs. 5 and 12.
'I. E. Dzialoshinsky, Zh. Eksp. Teor. Fiz. 32, 1547 (1957)

[Sov. Phys. -JETP 5, 1259 (1957)].
'V. I. Ozhogin and V. G. Shapiro, Zh. Eksp. Teor. Fiz.

55, 1737 (1968) [Sov. Phys. -JETP 28, 915 (1969)].
R. Z. Levitin, A. S. Pakhomov, and V. A. Shchurov, Zh.
Eksp. Teor. Fiz. 56, 1242 (1969) [Sov. Phys. -JETP 29, 669
(1969)].

'W. Voigt, Ann. Phys. (Leipz. ) 22, 129 (1907).
'N. Kawai and F. Ono, Phys. Lett. 21, 279 (1966).
'H. Umebayashi, B. C. Frazer, G. Shirane, and W. B. Daniels,

Phys. Lett. 22, 407 (1966).
' T. G. Worlton, R. B. Bennion, and R. M. Brugger, Phys.

Lett. A 24, 653 (1967).
"D. Schroeer and R. C. Nininger, Jr., Phys. Rev. Lett.

19, 632 (1967).
"A. S. Pakhomov, Fiz. Met. Metalloved. 25, 1 (1968).
'P. J. Besser, A. H. Morrish, and C. W. Searle, Phys. Rev.

153, 632 (1967). B is H of this reference. This B value

differs slightly from that of Ref. 5, but makes Eq. (12)
consistent with the data of Refs. 5, 13, and 14.

"Microscopically, it may be that aK/aP is insensitive to
temperature in the range 0-300 K because over this range T
is enough less than T~ = 947 K that the magnetization is
nearly constant. The large variation of K with T in this

range probably involves the competition between different
large and nearly canceling anisotropy mechanisms which are
each slowly varying, but slighlty different functions of T [see
the discussion below Eq. (12)].

"S. Foner and Y. Shapira, Phys. Lett. A 29, 276 (1969).
' G. Cinader, P. J. Flanders, and S. Shtrikman, Phys. Rev.

162, 419 (1967).
"V. I. Ozhogin and V. G. Shapiro, Zh. Eksp. Teor. Fiz.

Pis'ma Red. 6, 467 (1967) [JETP Lett. 6, 7 (1967)j.
"R. Z. Levitin and V. A. Schurov, Zh. Eksp. Teor. Fiz. Pis'ma

Red. 7, 142 (1968) [JETP Lett. 7, 110 (1968)].
"J. O. Artman, J. C. Murphy, and S. Foner, Phys. Rev.

138, A912 (1965).
' H. Porath, Philos. Mag. 17, 603 (1968).
'A. S. Pakhomov, Fiz. Met. Metalloved. 30, 210 (1970).

2~L. D. Landau and E. M. Lifshitz, Statistical Physics
(Permagon, London, 1958).


