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Paramagnetic resonance measurements® on
pairs of Mn?* ions in MgO have indicated values
for the isotropic Mn-Mn exchange interactions
which are surprisingly large compared with those
estimated from bulk measurements on MnO. We
have therefore made a more detailed investigation
of the pair spectrum. The results suggest that
there is an appreciable biquadratic contribution
to the exchange of the form -j(§%-8%)2 in addition
to the usual bilinear term, J(§%.8%). This not
only helps to explain the discrepancy, but may
also have significant effects on the magnetic prop-
erties of MnO.

The measurements have been made on crystals
of MgO containing about 1 at.% Mn using wave-
lengths 0.85 and 1.25 cm in the temperature
range 4 to 200°K. Only nearest-neighbor pairs
have been examined in the present experiments,
i.e., Mn®" ions occupying lattice sites such as
(0,0,0) and (1/2,1/2,0). Following previous
work,"? we first assume that the isotropic ex-
change is of the usual form, J(&%.8%), where $%
=50 =5/2 for Mn?" and J is positive (antiferromag-
netic). This gives total spin states $=0,1,2,3,4,5,
and the interval rule describing the spacing be-
tween adjacent states is

where S is the spin of the higher state.

We have confirmed previous results! on the S
=1 state and have also identified all the expected
transitions belonging to S=2, 3, and 4 from the
positions and anisotropies of the lines in the spec-
trum. (The spectrum from S =5 is obscured by
stronger absorption due to lower S states and due
to isolated Mn®* ions.) These positions are found
to be accurately predicted by anisotropic interac-
tion parameters of the expected form.? Having
identified the transitions in this way, the energy
intervals predicted by Eq. (1) have been investi-
gated by measuring, as a function of temperature,
the intensity of transitions belonging to different
total spin states both relative to each other and
relative to standard comparison substances. The
results are given in the first two columns of Ta-
ble I. It can be seen that the expected interval
rule [Eq. (1)] is not obeyed. Much better agree-
ment with experiment would be obtained if the
isotropic exchange were of the form

scex=J(§a-§b)2—j(§a-S )2, @)

which gives a modified interval rule

2 _a,.a b,b
w =JS 1 w =JS-55|S -S (S +1)-S7(S" +1)]. 3
S,8-1 9% (1) S,5-1 Al ( )-8 ). @)
Table I. Comparison between predicted and observed Landé intervals.
Modified Calculated
Measured Experimental energy interval for j/J=0.05
interval (°K) rule (J/k=14.6°K, j/k=0.73K)
1xwy 4 17.5+3 J+ 1.5j 15.7
Ixwy, 20.0%3 J+ 8.5j 20.8
3 %Wy, 24,5 £2 J+13.5j 24,5
1XWy o 28.0+3 J+16.5] 26.7
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The intervals appropriate to the experiments are
then as given in the third column of the table. A
reasonable fit to the results can be made by choos-
ing j/J=+0.05+ 0. 03 as is indicated in the fourth
column. Though the errors are quite large, the
results thus suggest that j is positive and of order
a few percent of J.

Such a value of j does not seem inconsistent
with Anderson’s theory of superexchange® which
predicts that there will be fourth-order terms of
the form (§%.8%)2 with magnitude ~1% of the sec-
ond-order terms, (3¢.5%). An effective biquad-
ratic exchange term can also arise via a mecha-
nism** in which a balance is set up between elas-
tic and exchange forces. Using the elastic con-
stants for MnO, it would appear that this gives
too small an effect to account for the present re-
sults.

Finally, we will briefly consider MnO. The
Curie-Weiss 6 depends almost entirely on bilinear
exchange and suggests that for first and second
neighbors the average interaction is 3(J, +J,)
~11°K. This was previously' compared with the
pair splitting (W, o), ~ (W, ,),~28°K, but the pres-
ent work indicates that about half of this splitting
is due to biquadratic exchange and that J,=J,
~15°K for the pair, assuming j, =j,. Hence,
J(pair)/J(MnO) = 1.4, which is now in reasonable
agreement with estimates allowing for the small
decrease in lattice spacing from MnO to MgO.

For many properties other than 6, j is impor-
tant. For example, in MnO at T =0, the exchange

field appropriate to antiferromagnetic resonance
or to the transverse susceptibility is proportional
to J +12. 55, while the total exchange field seen

by any Mn** ion is proportional to J +37.5j, as-
suming J, =J, and j, =j,. Effects such as these
are discussed in the following Letter® and indicate
that j/J=~0.01 to 0.02 for MnO. This result is
roughly consistent with the pair measurement,
expecially when it is noted that if J(pair)/J(MnO)
~ 1.4, one might expect?® that j(pair)/j(MnO) 2 (1.4)2
All of the results thus appear to support the hy-
pothesis that there is appreciable biquadratic ex-
change between neighboring Mn?' ions.
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In the previous Letter,! Harris and Owen have
described the electron spin resonance spectrum
of nearest-neighbor Mn?* ion pairs in MgO.
Their analysis suggests that there is a biquad-
ratic contribution to the isotropic Mn-Mn ex-
change interaction in addition to the usual bilin-
ear term, i.e., the interaction is of the form

a —+b 2

—~a =b -
JS%.87 - 8.8, (1)

10

where S%=§b - 5/2 for Mn2* ions, J>0 (antifer-
romagnetic) and j/J~0.05. The magnitude of j
is consistent with Anderson’s theory of super-
exchange.? The only other mechanism that could
be considered is that of exchange-induced dis-
tortion of the crystal,®* but this is an order of
magnitude too small to be responsible here. The
purpose of this Letter is to show that a similar
exchange interaction in antiferromagnetic MnO



