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The Cullen-Callen Hartree-approximation band model of magnetite is solved self-consistently,
and it is found that if one starts with the three-order-parameter state of Cullen and Callen, the
solution iterates self-consistently to the Verwey ordered state. A charge-density-wave-state
ordering is proposed to explain recent neutron- and electron-diffraction, magnetic-resonance,
and MOssbauer-effect experiments on magnetite, which suggest a larger unit cell than occurs
in the Verwey ordering. It is argued that the Verwey ordering could very easily be unstable to
the formation of such a state. A discussion is also given of small polarons in a degenerate elec-

tron system and applied to magnetite.

I. INTRODUCTION

Recently, Cullen and Callen have proposed that
the low-temperature insulating phase of magnetite
(i.e., below 120 °K) could be described vy a Har-
tree-approximation band model in which the Har-
tree self-consistent field does not have the full
symmetry of the lattice.! Within such a model,
it is possible to have a Verwey-type ordering®—
that is, an octahedral-site charge density per site
which alternates between two values on adjacent
planes of octahedral sites along one of the crys-
tallographic axes called the c axis.®'* (See Fig.1in
Ref. 4.) The octahedral-site ions, however, need
not be pure Fe*? or Fe*? as originally suggested by
Verwey.? Recent neutron-diffraction, ® electron-
microscopy, ® M8ssbauer-effect,”'® and magnetic-
resonance® experiments have shown that the order-
ing is apparently more complicated than the sim-
ple Verwey ordering. In this paper, the Cullen
and Callen model is reinvestigated. A self-con-
sistent calculation shows that the three-parameter
ordering suggested in Ref. 1 does not lead to a self-
consistent solution of the Hartree-approximation
equations. Rather, it is found that if we start with

the three-parameter ordering, successive inter-
actions in the self-consistency scheme take us to-
wards the Verwey ordering. It is proposed that
experimentally observed deviations from the Ver-
wey state can be explained as being due to an in-
stability of the Verwey state to the formation of

an excitonic insulating state, It is further shown
that if the Verwey order parameter is chosen small
enough for the insulating gap to just disappear, a
gap is not produced by also introducing the two
additional order parameters suggested by Cullen
and Callen. This fact together with the self-con-
sistency calculation, which is done for larger val-
ues oi the Verwey order parameter, castdoubt on
the existence of the three-parameter ordering, al-
though it is admittedly possible that for some partic-
ular values of the three order parameters sug-
gested by Cullen and Callen, a self-consistent solu-
tion might be possible. Although no gap is intro-
duced at the point k= (0,0, 7/a), it is still possible
for a gap to appear at other points in the zone.
Thus, the results are not conclusive.

II. SELF-CONSISTENCY OF THE CULLEN-CALLEN MODEL

Following Cullen and Callen, we assume a clos-
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est-neighbor tight-binding approximation. In the
absence of Verwey or any other type of ordering,
the secular matrix is given by

Hog(R) =1+ 2 Tas, )

if a+ gand H,,(k)=0 (in units of the overlap inte-
gral), where T‘aa is the vector connecting the ath
and pth sites in the unit cell (@ and B take values
from 1 to 4).! This matrix is easily diagonalized
for wave vector k in the (100) directions to yield
the energies?®

€ (k)=-2, (2a)
e(k)=-2, (2b)
€;(K)=2~4 cosika, (2¢)
€, (K)=2+4 cosika, (2d)

where k goes from 0 to n/a, the Brillouin-zone

boundary of the fcc primitive lattice of Fe;O,. These

energies are plotted in Fig. 1. With the Verwey
ordering we write

Hyo(K)=2Um=1z¢,,

where the plus sign is taken for @=1, 3 and the
minus sign for a=2,4, and where

u=U,-U.
Here
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FIG. 1. Band structure for k in [100] direction with
no Verwey ordering (gnergy in units of the near-neighbor
overlap integral and k in units of 7/a).
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FIG. 2. Band structure for k in [100] direction with
Verwey ordering with order parameter €=3 (energy in
units of the overlap integral and k in units of 7/a.

Uy=2; V(R,+3,-R,-3,),

where a# g and U=3, V(R, -R,), where R, label
unit cells and 3, gives the positions of atoms in

the unit cell. V is the Coulomb interaction of elec-
trons divided by an internal dielectric constant.
The Verwey-state energies for k in the [100], [T00],
[010], and [0T0] directions are

€,(k)=~2 cosika+[4(1 - cosika)?+€2]!/2 | (3a)
€,(k)=2 cosika-[4(1+cosira)?+ed]V?, (3b)
€5(k)=-2 costka-[4 (1 - cosika)l+e€2]V2,  (3¢)
€,(k)=2 cosika+[4(1+ cosika)+e2]V2, (3a)

plotted in Fig. 2. Along the [001] direction, the
energies are

€(K)=¢,-2, (4a)
€z(E)=—€o-2, (4b)
€5(K) =2+ [e2+ 16 cos?Lka]'/?, (4¢)
€,(K)=2 - [e2+ 16 cos®Lka]'/?, (4d)

illustrated in Fig. 3. We see in Fig. 2 that the
lower two bands are split from the upper two bands
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FIG. 3. Band structure for k in [001] direction with
Verwey ordering with order parameter €,=3 (energy in
units of the overlap integral and in units of 7/a).

in this direction of k.® In fact, we find from Eq.
(3) that this splitting occurs for any nonzero value
of €;. In the [001] direction, a gap occurs for €,
>2. Using the computer to diagonalize the secular
matrix at many points throughout the Brillouin zone
and comparing the energies, it was found that the
highest energy of the second-lowest band occurs at
k=(n/a) (0,0,1) and the lowest energy of the second-
highest band occurs all along the [001] direction.
Thus, if there is any Verwey ordering with €,> 2,
the bands are split throughout the Brillouin zone;
that is, Verwey ordering alone can give an insulat-
ing ground state. This does not, however, explain
the experimentally observed deviations from Ver-
wey ordering,

In order to see if the three-order-parameter or-
dering suggested by Cullen and Callen is a stable
self-consistent solution, the model was solved self-
consistently as follows: For general ordering,
the diagonal elements of the matrix are given by

Haa=€a=_(Ul—.(7)na+ Ulzﬂnﬂr (5)

where 7, is the fraction of an electron on the ath
site. The last term can be absorbed into the chem-
ical potential. We can find U from the following
relationship:

SOKOLOFF 5

Ny = Np+Ng =1y
We begin the self-consistent-field calculation by
giving values to €,, €,, €;, and €,, diagonalizing
the matrix to find n,, 7,, n;, and n,, calculating
U from Eq. (6), and then using U and the »’s to
find the €’s again from Eq. (5). We then use these
new €’s to solve the resulting secular problem
again, and then repeat the procedure. This is not
the usual self-consistent calculation because we let
U vary, but we do this because we are interested
in seeing if self-consistency is possible for any
value of U. The same procedure has also been
used with U held fixed and the results are precisely
the same. The result of this procedure (shown in
Table I) is that if we start with €’s corresponding
to the three-order-parameter ordering assumed
by Cullen and Callen,! we find that this procedure
always leads to a Verwey ordering (but with frac-
tional occupancy of the atoms). The »’s were cal-
culated by diagonalizing the secular matrix at over
3000 points in the Brillouin zone, taking the square
of the absolute value of those elements of the eigen-
vectors which correspond to each atom in the unit
cell, summing it over these 3000 points in the Bril-
louin zone, and dividing by the number of points.
This number of points used was found to be suffi-
cient by repeating the calculation using twice as
many points. The result was found to be changed
by only about 0.2%. The calculation illustrated in
Table I was done starting with Um, =2, Umy= Umy,
=1, asused by Cullenand Callen.! In fact, for
Um, less than 2, the system is not an insulator
(see Appendix A).

III. EXCITONIC-INSULATOR INSTABILITY OF THE VERWEY-
ORDERED STATE

The question that arises now is how to explain
the experimental data which show that Verwey
ordering is not sufficient. As in Ref. 1, we have
not discussed states in which translational sym-

TABLE L. €, €,, €5, €, in successive interactions
(bandwidth units),
Chemical potential =0

€4 € €3 €4
4,700 -1.300 -1.3000 0.7000
3.5825 —1.3250 —1.2748 1.8177
2,5128 —1.8100 —-1.7768 1.9003
2,8015 —1.3068 -1.2930 2,5987
2,7399 —1,2962 -1,2909 2.6729
2,.7174 —1.2945 —-1,2926 2,6953
2.7100 —1,.2939 —-1,2932 2,7027
2.7076 —1,2936 —1.2934 2, 7052
2.7068 —1.2936 -1.2935 2,7060
2.7065 -1.2936 —-1,2935 2,7062
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metry is broken so far. If we examine the Ver-
wey ordering, illustrated in Figs. 2 and 3 as well
as Egs. (3) or (4), we see that the gap in the z di-
rection (i.e., along the c axis) goes to zero when
€, becomes equal to 2, whereas in the x direction
it does not. Thus, we can make the gap in the z
direction nearly zero without making the gap in
the x direction that small. Furthermore, since
the maximum energy in the higher of the two low-
est bands occurs at k= (0,0, n/a), there exists the
possibility that if €, were close to 2, the Verwey
state might be unstable to the formation of an ex-
citonic-insulating or charge-density-wave state, 1°
with wave vector along the z axis equal to Brillouin-
zone radius in this direction. This would double
the unit cell along the z axis, which would explain
the neutron-diffraction data of Samuelson.® Since
the lower of the two highest bands is flat in the z
direction, however, we have no a priorireasonto
believe that the charge-density wave should have
this particular wave vector; it appears that it can
have any wave vector. To determine whether this
wave vector is the correct one, we must study the
possibility of such an instability in more detail.

We start with the following many-body Hamil-
tonian written in second quantization, which uses
the Verwey bands as a basis:

FT T -l

Vaﬂro (k7 k »q

_ Y ~t 1
%= :Eie“(k) GaGiat 2 ;,EPE' )

a@,B,7,6

xCY .,

1.« Ck s Ciru3vy Cis— Hartree-potential terms,
(7a)
where € ,(k) are the one-electron energies in the

Verwey-ordered state and

e?
aBrb(’ -.’ -.’) jd ’Vdsr Z[)hqa(r) ‘/’FA(I') ———I

xpE (Vg (F), ()
where #;,(T) is the one-electron wave function of
wave vector k of band @ and « is the dielectric con-
stant in the crystal. (Note that spin does not enter
the problem because in magnetite below the Néel
temperature only spin-up octahedral-site states
are occupied by conduction electrons.!!) Besides
the terms shown explicitly in Eq. (7a), we must
subtract off the Hartree potential for the Verwey
state. We will now make the Hartree approxima-
tion, and these terms will cancel those terms in
the Hartree potential already included in ea(ﬁ). Ex-
change-interaction terms, which occur in the Har-
tree-Fock approximation, are secondary effects in
this problem.!® The only important terms in the
Hartree-approximation potential in a discussion

of a modification of the Verwey state are the fol-
lowing, which mix the highest valence band and

4499
the lowest conduction band (call them 1 and 2):
£~ Z VGBYG(E’E" 6) < CI, k ¢Q7> cLQa X8
k,k’ aBy6=1,20nly
a#B, 7#6
(8)

where @ is the wave vector of the assumed excitonic
or charge-density-wave state. If we make the
rough approximation of replacing V by an average
over k and k'’ such that

> >y

U(6)= Flé _Z Vaﬂyh(k,k ;6) ’ (9)
kk’

the solution is identical to that for the itinerant-
electron-antiferromagnet ground state, and we
obtain the following self-consistency conditions
for the gap parameter g of the excitonic state

Nigye — Nigor
{2 1(k+6)—€a(k)]z+gz}l/’
(10a)

U(Q)E

where the new energies are given by
E4 (E) = %[ 61(§+Q)+ 52(1?)]

i{%[el(E+-Q.)‘ ez(ﬁ)]zﬂng}l/z ’
(10b)
where 1’ and 2’ denote the bands in the charge-
density-wave state,!®'12:% The @ which gives the
largest U(Q)will give the largest g, and hence,
the lowest-energy charge-density-wave state., To
find this Q, we note that we may write Eq. (7b)
as
VGMG(E’E”E =2 ‘

-

T

+7, R FA(E +7,k)

47e?
TgerE 0 A1

where

Foa(@+7,R) = [dryfs, (F) ! DTy (3)

(11b)
and T is a reciprocal-lattice vector. We will make
the approximation of neglecting values of ¥ in the
summation for which §'+7 is greater than a recip-
rocal-lattice vector since for such values of §’
+7, both F* and 1/1§"+ 7|2 become small enough
for these contributions to be neglected. With this
approximation, we can easily show that

2. 1/]§' +7|%=2.2a%/n? (12a)
7

for §'= (0,0, 7/2a), and that for §'= (0,0, 7/a),
Z 1/|§ +7|2~14.4a%/72. (12b)

Similarly we fmd that this quantity is smaller for
most values of q along the z axis than for ¢ =1/a.
Near §'= 0, the 7=0 term diverges as 1/42, but
since Fi,(q’,K) goes to zero as ¢'2,"! V actually
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goes to zero for small g’. We havealso evaluated
the quantity

Fm(é) =Z;F13 (éy-ﬁ)

for three values of @ along the [001] direction,
as shown in Table II. The values in Table II are
actually F divided by the atomic form factor, !!
but the atomic form factor remains close to 1 for
Q <#%/a.'* The right-hand side of Eq. (10a) has
also been evaluated at zero temperature for g=0.
That is, we have found

1
o Foam

for three values of @ in the [001] direction from 0
to m/a. The results are also listed in Table II.
We see that both F and this quantity increase slight-
ly as we go from Q=0 to n/a. This combined with
our evaluation given in Eqs. (12) indicates that the
Verwey state may be unstable to a charge-density-
wave or excitonic-insulating state of wave vector
(0,0, 7/a) if the Verwey-state gap is sufficiently
small, thus explaining the neutron-diffraction
data.®

The additional spectral lines found by electron-
microscopy, ® Mdssbauer-effect,’'® and magnetic-
resonance experiments can be explained using a
suggestion made by Kohn.'® He proposed that the
excitonic-insulating phase might itself be unstable
against the formation of an additional excitonic-
insulating phase of smaller wave vector. In fact,
he proposed that there might be a whole nested
sequence of excitonic-insulating phases. This
would lead to an almost unlimited number of lines
inthe electron- and neutron-diffraction, Méssbauer,
and magnetic-resonance spectra. It would be in-
teresting to see these experiments repeated at
various temperatures up to the transition tempera-
ture and under applied pressure to see if Kohn’s
suggested phase diagram for such states is ob-
served.

In order to have such an excitonic-insulating-
state instability of the Verwey state, the gap for
k along the ¢ axis must be small and possiblyneg-
ative, 115 certainly smaller than for k along any
other direction. This is consistent with Calhoun’s
data, '® which show larger conductivity along the c

TABLE II. F@ and (1/N)TR{1/[€,& +Q) — ¢, 1} for
Verwey state with €,=2,1, Q in [100] direction.

Ly 1 F@

Q N “% €(k+Q) —¢,(®) -+ atomic form factor
0 96,4121 0. 0000
0.5m/a 96.6066 0.0312
1.07/a 96. 9071 0.0343

SOKOLOFF 5

TABLE IIl. Reciprocal-effective-mass tensor (1/m) 4
for Verwey state with €;=3.

E

(arbitrary units) (arbitrary units)

Point in zone

(0,0, 1)7/a

=top of valence band 0,0015 5.3802
(0,0,0)

=bottom of conduction band -12,1738 —14.1144

axis than in any other direction. This will be found
in the present model if we assume that below T,

the conductivity is due to tunneling from valence to
conduction bands rather than due to band conduc-
tion by thermally activated carriers. We neglect
the charge-density-wave distortion of the Verwey
state here. If the conductivity in the Verwey-or-
dered state were due to thermally activated car-
riers, the reciprocal-effective-mass tensor would
have to be larger along the c axis than in any other
direction to explain Calhoun’s data. We find ex-
actly the opposite. Table III shows the reciprocal-
effective-mass-tensor components (1/m),, and
(1/m),, (Where z is the c axis) at the highest point
in the valence band and lowest point in the con-
duction band. Thus, the major part of the con-
ductivity must be due to tunneling. As we ap-
proach T,, the conductivity becomes less aniso-
tropic, because there are more thermally activated
carriers as we approach T,.

IV. DEGENERATE-SMALL-POLARON THEORY APPLIED
TO MAGNETITE

It has been suggested by many people!? that elec-
trical conductivity in magnetite may be described
by small-polaron hopping. For one thing, as the
temperature increases above T,, the conductivity
continues to increase. It would also do this in a
degenerate semiconductor. !® Since the gap has
already disappeared, however, magnetite should
behave more like a metal, in which the conductivity
decreases with temperature, thanlike a semicon-
ductor. If the conductivity above T, were described
by thermally activated small-polaron hopping,
however, this behavior could easily be understood.
The question then arises as to what right we have
to describe the electronic states below T, by band
theory. It would have to be quite a coincidence
for the band conductivity to become smaller than
the hopping conductivity at precisely T,, so that
we can use band theory below T, but not above.

As shown in the Appendix B, however, the twolower
bands are completely flat in the absence of the
Verwey ordering. Since the slope (and hence veloc-
ity) of the next-highest band is zero at the point
where it touches the lowest bands [as seen in Eq.
(2)], there can be no significant band conductivity
above T,.
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One question regarding the possibility of small-
polaron hopping in magnetite that has never been
answered with any degree of rigor is how to de-
scribe polarons in a many-electron system, since
the usual polaron problem is only a one-electron
problem. It can easily be seen that in a many-
electron system, the formation of a lattice distor-
tion around one electron may be interfered with
by the presence of a second electron that is nearby.
Clearly a treatment of a many-electron polaron
system is in order. In magnetite the number of
electrons is not small compared to the number of
lattice sites, as it is in doped-semiconducting and
-insulating crystals to which conventional polaron
theory is usually applied. Rather, the number of
conduction electrons is half the number of octahe-
dral sites onwhich they reside. Our discussion in
this section will make use of Holstein’s one-dimen-
sional treatment of small polarons.!® The one-di-
mensional treatment should be sufficient to give
the important physical results. Other one-dimen-
sional models will also be discussed. We will first
examine a straightforward generalization of Hol-
stein’s model to the case of a many-carrier sys-
tem.

The equation of motion corresponding to Eq. (5)
in Holstein’s'® second paper is

N 2 g2
ay, _ ( Ll siMwixis iMwix,x
ot "E:l 21” axe" 2 0'Ym™ 2 1 *mAmel

+Amem>a(n) -J Z Pm (a{n)’,rml"' a(n)',m-l) 3
m

(13)
where a,, is the vibrational wave function when
there are electrons located at the set of lattice
sites denoted by {#}. The subscript {n}'m+1
means that the mth occupied site in the set {n} is
replaced by m+1, and P, is 0 if site m is unoc-
cupiedand 1 of it is occupied by an electron. In
order to focus attention on electron-lattice effects,
we will ignore the Coulomb interaction of electrons
for the moment. We now transform to the normal
coordinates g, used by Holstein, i.e.,

X= (2/N)2 2 q, sinllen+ 5 m) . (14)

We then obtain the equation
___(_liaa,,_{_a}_(q ) _ _._ﬁii 1 )
ot =L oM ot tMww T
2 1/2 ,
_<N> Agy 2, P, sin(k'm+ ";11)] ama.})
-dJ Z Pm [a(nl' ym+l ({qk}) + a(n)' yma-1 ({Qk})] . (15)
m

Completing the square in Eq. (15), we get the fol-
lowing equation for a displaced harmonic oscillator:

4501

i9(n} 82 2
_"a(t{_%}_ 2 (_ i 1M 0k (g - g 1)

-iMw n'(q["' )a(n)({qk})

-dJ Z: Pm(a{n)‘ ymel + a(n)' .m-l) ’ (16)

{n}

where the equlhbnum positions g,"' are given by

1/2
= ]Vzl-‘:,a (%) 2. P, sin(em+ 37). 7
k m

Thus, there is now a binding-energy termgivenby

_Zizzpp
kR

=13 M2 (a2 =
2; w,,(qk) Mw,, N

x sin(km + Lq) sin(em’+ 21).  (18)

This term gives an effective interaction between
all pairs of electrons, caused by distortion of the
lattice. It is this type of interaction which can
give rise to the phenomenon of superconductivity
in metals. If we neglect phonon dispersion by
setting w, in Eq. (1) equal to zero (i.e., replace
w, above by wg), we find that the interaction in
Eq. (18) becomes

_2A% svpe 24°N,
Mw2 5" Mwl

where N, is the number of electrons in the crystal.
Thus, there is no electron-electron interactionbe-
cause the basic lattice distortion is intramolecular
and hence does not affect neighboring molecules.
Since phonon dispersion introduces intermolecular
effects, there is an interaction when there is pho-
non dispersion,

Let us now consider another model, which, al-
though it does not give a correct description of
magnetite, indicates what effects to expect in a
degenerate-polaron system. The model consists
of a linear chain of atoms of separation a. Every
other atom will be taken to be a “metallic ion”
which is capable of holding electrons, and the rest
of the atoms will be “ligand atoms” which cannot
hold electrons. There will be an overlap integral
J between “metallic ions” as in Holstein’s model.
This can be understood as a parameter which de-
scribes electron hopping between metallic atoms,
primarily by an indirect process occurring through
the “ligand atoms” similar to superexchange, 2
The energy reduction in an electron on site p due
to displacement of neighboring ligand atoms away
from it will be assumed for simplicity to be lin-
ear in their displacement and of the following form:

A(xp - xp.l) )

where x, is the displacement of the ligand in the
pth unit cell and A is a positive constant. We will
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also take the mass of the metallic ions to be much
greater than that of the ligand atoms, and hence, we
will assume that the optical phonon consists only of
motion of the ligand atoms for simplicity., The
resulting equation of motion for the phonon ampli-
tudes will have exactly the same form as Eq. (13),
but with the term

-A 2Py Xy (19)
replaced by
—A D Pty = Xpy) . (20)
]
21 A

M2, wi(g™)P=- = 5

x sin[k(p’ = 1)+ 1]

This is again clearly an electron-electron inter-
action. If we neglect phonon dispersion (i.e.,
write w,= wy), we obtain

AZ AZ N

sz N+Mw% pZ:lePpu,

- MY of (g =-
kR

(23)
where N, is the number of electrons in the system.
This is clearly a near-neighbor repulsive electron-
electron interaction of the same magnitude as the
polaron binding energy, and thus much greater
than the hopping integral J. Its physical origin
is the fact that when the metallic sites on both
sides of a ligand are occupied, displacement of
the ligand does not affect the energy of these elec-
trons in this model [this is a consequence of the
linearity of Eq. (19) in lattice displacement]. The
ground state of such a system is a state with an
electron on every other metallic site if there are
half as many electrons as metallic sites, as occurs
inmagnetite. If there are fewer electrons, we
have a strongly interacting system of polarons
with bandwidth

zJe-(l/N) Tptp , (243)
where
7p= QA% /MPw}) (N, + 3) sin' ik, (24b)

obtained by the methods used by Holstein. ® Holstein’s
model has sin?L instead of sin*1% in the expres-
sion for ¥,.!° Thus, we see that although both the
bandwidth and interaction of the polarons depend

on the model used, in both models considered the
picture is basically that noninteracting electrons

in a polarizable crystal behave at low temperature
as a typical many-electron system with an effec-
tive interaction caused by lattice distortion and
with the bandwidth reduced as in the single-polaron

B. SOKOLOFF
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Transforming to normal coordinates as done in
Holstein’s model, we again obtain an equation of
the same form of Eq. (16), but with the equilibrium
position g{™ given by

(m) A 2 1/2 N . N
Vo <I_V> EP,{Sln(kp+ i

—-sin[k(p-1)+17}. (21)

Thebinding-energy term corresponding to Eq. (18)
now becomes

=2 wlz 2iop PyPy { sin(kp+ 3 1) sin(ep’+ 1) +sin[ k(p - 1)+ £ 1]

- sin(kp+ 1 1) sin[k(p’ - 1)+ L 7] —sin[ k(p - 1)+ La]sin(kp’ + L 1)} . (22)

—

problem. As the temperature increases, we go
over to the hopping regime in which the system be-
haves as a system of electrons which hop from
site to site but with the restriction that no two
electrons can hop onto the same site, because of
the exclusion principle. The diffusion constant D
is found from the hopping rate as in Holstein’s
paper and from it the mobility u is easily shown

to be

u=Q1-n)D/kT, (25a)
where
n=(e®+1)?, (25b)

where p is the chemical potential and g=1/%T.2
Another interesting one-dimensional model is

a chain of atoms containing electrons where the

electron on a particular lattice site interacts with

other ions in the system by a Coulomb interaction.

Then, the electron-ion interaction can be written

-AZJ p

2 |3 P,x,(1-6,,). (26)

If we carry through the previously described pro-
cedures and neglect phonon dispersion, the effective
electron-electron interaction becomes

A s (p=n)(p'=n)
T Ml o 1p=nlPlp -

a3 Mo M 1-9,,)@1=5,,.
27)

This interaction is attractive if p and p’ are suf-
ficiently close, because then there will be more
values of » for which (p—#) and (p’ - n) are nega-
tive than for which one is negative and one positive.
To this term we must add the Coulomb interaction
between the electrons themselves.

Let us now try to apply these ideas to magnetite.
We consider a row of octahedral-site metallic ions
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in magnetite and some neighboring oxygen atoms,
as illustrated in Fig. 4.* There are also oxygen
atoms directly below and above each of the metallic
ions shown, but they will not contribute to the ef-
fective interaction of electrons due to lattice dis-
tortion to lowest order. Since we have seen that
the major part of the effective electron interaction
can be accounted for in an Einstein model, we will
assume one here. Then, making the commonly
made assumption that each oxygen atom canvibrate
only along or perpendicular te its bond with a me-
tallic ion, each oxygen can be treated as a harmonic
oscillator described by the following Hamiltonian:

3e=(1/2M) (p2+p2)+ sMwd (x2+y?), (28)

where x and y directions are the directions of the
bonds connecting it to its two nearest-neighbor
metallic ions (shown in Fig. 4). Placing an elec-
tron on a metallic site displaces its four near-neigh-
bor oxygen atoms. If we assume the resulting en-
ergy change of the electron due to an oxygen dis-
placement can be treated by adding a term Ax or
Ay to Eq. (28), depending on whether it is an x or
y bond from the electron to the oxygen atom, we
find that the oxygen is displaced by an amount

Xg=A/Mw

in either the x or y direction, and the energy of the
system is reduced by
IMwixl,

For each electron, the total reduction due to its
four oxygen neighbors is four times this. It is
easily seen that this energy is the same for each
electron in the system, independent of their rela-
tive positions. Thus, they do not have an effec-
tive interaction in the linear approximation. This
implies that there may possibly not be a large ef-
fective interaction between electrons in magnetite
and that they might be described as polarons in-
teracting just with the screened electron-electron
Coulomb interaction. Of course, if terms higher
order in the oxygen displacement were included,
there could be an effective interaction due to oxy-
gen displacement,

We know that in magnetite the interactions of
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FIG. 4. Row of iron atoms in
magnetite (labeled Fe). Neighbor-
ing oxygen atoms are labeled O.

the electrons are actually affected by lattice dis-
placements and polarization. For example, since
T, is very low compared to energies usually as-
sociated with Coulomb interactions, the inter-
action of electrons in the crystal must be greatly
reduced by an internal dielectric constant due to
long-range polarization caused by the electrons’s
electric fields. Also, it has been shown that the
first-order nature of the transition and several
other experimental results can be explained in
terms of nonlinear effects due to polarizatjon of
near-neighbor oxygen electronic charge. 2

In conclusion, we have discussed how magnetite
can be described as a degenerate system of polar-
ons below T,. To test these conclusions, it would
be necessary to measure conductivity in doped
systems of magnetite below T, to see if the added
carriers truly behave as polarons. The flatness
of the lower two bands above T, is purely a pecu-
liarity of the near-neighbor tight-binding approxi-
mation. It would certainly not be true if next-
nearest neighbors were included, but since they
are far away, this should be a good approximation.
The existence of small-polaron hopping conductivity
above but not below T, is borne out by Hall-effect
experiments, 22

APPENDIX A

We can see from Eqs. (4) that for €, equal to 2,
the system is not an insulator because the lowest-
conduction and highest-valence bands cross at k
=(0,0, n/a). Let us see if the three-parameter
ordering of Cullen and Callen can make the sys-
tem an insulator. To investigate this possibility
let us find the eigenvalues at the point k= (0,0, n/a).
At this point the secular determinant is found tobe

€ -2 0 0 2
0 €-2 2 0 -0
0 2 €3— 0 ’
2 0 0 €,— A

using Eq. (1) with
Hyo(RK)=€,.

The solutions are
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A= 1€+ €) [ 3, - )2+ 4]/2
or
A=L(ep+€) + Hle, —€g)?+4]V2.
The €’s for the three-parameter ordering can al-
ways be written
€ =€p+€’,
"
€=—€y+€ ,
€3=—€ -€ " »
1
€,=€y—€ .
Then, the eigenvalues are
N=€g-[4+ (P2,
A= —€o-[4+€")P]2,
N=eg+[4+ (€2,
N=—€o+[4+ €],

The numbering of the levels corresponds to pre-
cisely the numbering in Eqs. (4). [This identifica-
tion is made by examining these equations fore =¢ "’
=0 and comparing with Eqs. (4) with 2=17/a.] We
find in this way that bands 1 and 4 are made to
cross more by increasing e’ and €'’ from zero;
the bands are not split by the addition of two new
parameters at point k= (0,0, n/a). Of course, the
addition of the two new order parameters could
possibly introduce a gap at another point in the
Brillouin zone. Nevertheless, the Verwey order

B. SOKOLOFF

|on

parameter chosen for the self-consistent calcu-
lation is the smallest parameter which will give
an insulating Verwey state, and thus, we would
assume that if three-parameter ordering was a
more favorable situation, this would be a situa-
tion in which it should show itself; yet it does
not.

APPENDIX B

We will show that the lower two bands are flat
throughout the Brillouin zone. To find the eigen-
values, we must evaluate the secular determinant

det|1+a,s— A0y ,

where
Ao = ezti-?ag

and A= E+ 2 (energy defined as in the text). This

may be written as a polynomial in X as follows:

det | 1+ Aug —~ AbaBI = det t1+ Qup I
a,B=1,4 a,B=1,4

-~ det [1+a,4|+higher order terms in A,
«, 82,4
Using a well-known theorem for determinants, 2
each determinant may be written

det| a 4]

plus all the determinants found by replacing a col-
umn of |a,gl by a column of ones. From the defini-
tion of a,s, thesedeterminants canbe shown to be
equal to zero. Thus, the first twobands mustbe
flat with E= - 2 throughout the Brillouin zone.
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An induced moment system containing a substitutional impurity is studied using the Green’s-
function method in the random phase approximation. All the ions are assumed to have a singlet
crystal field ground state and a singlet excited state. We focus our attention on the paramagnet-
ic phase, without local polarization, in this paper. Two s-type modes are predicted in a lattice

with only nearest-neighbor exchange interactions.

The energies of the impurity modes have

been calculated as functions of the impurity parameters and the temperature for a simple-

cubic lattice.

Similar to an ordinary impure magnetic system, local modes can appear above

the energy band of the host and/or in the energy gap. The spectral weight function at the im-
purity site is discussed. Local susceptibilities, which are proportional to the temperature-
dependent part of the NMR Knight shift, are calculated and compared with predictions of the
molecular-field theory. The experimental situation is also reviewed.

I. INTRODUCTION

The problem of the effects of impurities in mag-
netic spin systems has been an active field of study
in recent years. In particular, the localized exci-
tations, the magnetization at the impurities, and
the effects of impurities on the spin-wave spectrum
of the host crystal are the central topics of discus-
sions for impure magnetic insulators.!-® They are
of interest both theoretically and experimentally,
as the measurements of these quantities provide
valuable information on the interactions of the im-
purity ions with the host ions. In this paper, we
examine an induced moment system containing a
substitutional impurity. Along with the behavior
similar to an impure ordinary spin system, we also
note the interesting features unique to the impure
induced moment systems.

Induced moment systems with a singlet crystal-
field ground state have been discussed by Tram-
mel* and Bleaney® in the molecular-field approxi-
mation, and by Wang and Cooper® using a Green’s-
function method. It was shown that for rare-earth
compounds with a singlet crystal field ground state
for the rare-earth ions, the exchange interaction
between neighboring ions must exceed a certain
critical value relative to the crystal field to have
magnetic ordering even at zero temperature. The
magnetic moment which then occurs is essentially
an induced moment corresponding to the Van Vleck
susceptibility, where the exchange field takes the
place of an applied magnetic field. When the ex-

change is less than the critical value the system

is paramagnetic, as is a system with larger ex-
change above its critical temperature. Collective
spin-wave-like exciton modes have been predicted
in the ordered phase as well as in the paramagnetic
phase.*®-® Indeed, a large dispersion in the exci-
ton energies in the paramagnetic phase has been
observed recently by neutron inelastic scattering
on praseodymium single crystals.®

In this calculation we consider an impure induced
moment system in the paramagnetic phase. This
requires not only that the pure host be a paramag-
net, but also that the impurity be either a nonmag-
netic ion or an ion with a nonmagnetic crystal field
ground state. For the latter case we also assume
that the local self-polarization centered at the im-
purity does not occur.!® Localized excitations and
local susceptibilites are of special interest as they
are accessible to experimental measurements.
Neutron inelastic scattering® and Raman scattering™
are the well-known techniques used to probe the
localized excitations of an impure system. Specif-
ic-heat measurement can also be a possibility,
especially when the localized modes occur in the
energy gap (as will be discussed later). To mea-
sure local susceptibilities, NMR or Mossbauer
techniques can be used.

A method of thermal Green’s functions is em-
ployed for the theoretical calculation. To simplify
the algebra, we assume that each ion can be repre-
sented by a two energy-level system. That is,
in the crystal field, each ion has a singlet ground



