
3708 A. P. PATHAK AND M. YUSSOUFF

115 (1968).
g. R. Hall and P. B. Hirsch, Proc. Boy. Soc. (Lon-

don) A286, 158 (1965).

~~H. Yoshioka and Y. Kainuma, J. Phys. Soc. Japan
SL1ppI. 17, 134 (1962).

PHYS ICA L RE VIE W B VOLUME 3, NUMB EH 11 1 JUNE 1971

Nuclear Magnetic Resonance and Relaxation in the "Liquid Semiconductors"
In~Te3, Ga2Te3, and Sb2Te3

William W. Warren, Jr.
Bell Telephone J-aboratories, ~urray Nil/, Negro Jersey 07974

(Received 20 January 1971)

Measurements of the Knight shifts of In, Ga, Ga, Sb, Sb, and Te in solid and

liquid In2Te3, Ga2Te3, and Sb2Te3 are reported for temperatures ranging from roughly 150 K
below the melting points to 1400-1500 K. Measurements of the nuclear spin-spin relaxation
rates of In ~, Gaao, Ga", Sb~2', and Sb' 3 are reported for the liquids from the melting points
to 1400-1500 K. The data are discussed in terms of various theoretical models for the elec-
tronic structure of liquid semiconductors. It is shown that nuclear relaxation-rate measure-
ments provide a means for characterization of the microscopic electronic transport mechanism.
In the case of In2Te3 and Ga2Te3 an unusual enhancement of the nuclear relaxation rate relative
to the predicted Korringa rate is shown to be consistent with the existence of localized elec-
tronic states at the Fermi level. Sb&Te3, on the other hand, exhibits no appreciable enhance-
ment and is characterized as a metallic liquid. A general scheme is proposed for classifica-
tion of the electron dynamics in electronically conducting liquids by the correlation of the
nuclear relaxation rate and the dc conductivity.

I. INTRODUCTION

A number of electronically conducting liquids
have been described as "liquid semiconductors"
because their transport properties are reminiscent
of those found for ordinary crystalline semicon-
ductors. Although the properties of these liquids
are widely varied, some general characteristics
may be said to be typical of the group. For ex-
ample, most of the known liquid semiconductors
are biriary alloys or compounds consisting of a
metallic component and a chalcogenide (0, S, Te,
or Se) and they are invariably semiconducting in
the solid phase. The liquids exhibit electrical
conductivities o less than about 103 (Ocm) ', and
the conductivity increases with increasing tempera-
ture. In some cases, the temperature dependence
of 0' for the liquid is essentially a continuation of
that of the corresponding solid, while in. others
(notably those with higher values of o) the tempera, —

ture variation changes markedly at the melting point
T . The Hall coefficients have been measured for
a few liquid semiconductors and have been found to
be negative and significantly larger than free-elec-
tron values calculated for the total number of va-
lence electrons. The Seebeck coefficients exhibit
complex behavior in that they may be either positive
or negative and, in fact, they often change sign with
variations in temperature or alloy composition.

Theoretical understanding of the properties of

liquid semiconductors in terms of their electronic
structure is still at an early stage. The transport
properties show clearly that these liquids are very
different from ordinary liquid metals and metallic
"molten semiconductors, " such as Si or InSb. On

the other hand, it is by no means evident that con-
ventional semiconductor concepts derived for crys-
tals may be extended to liquids without major mod-
ifications. This situation has led to new and, in
some respects, conflicting speculations concerning
the electronic structure of liquid and amorphous-
solid semiconductors. The models differ partic-
ularly in their assumptions concerning the localized
nature of the electronic eigenstates and details of
electronic transport. These assumptions concern
phenomena which are microscopic in that they oc-
cur over distances comparable to the interatomic
spacing and, unfortunately, they are difficult to
test directly by measurements of bulk transport
properties at elevated temperatures.

Ig this paper we describe the application of nu-

clear magnetic resonance (NMR) to the study of
liquid semiconductors. %e show that the sensitivity
of NMR experiments to details of the microscopic
electronic and molecular dynamics yields important
information not available from transport measure-
ments. Specifically, we will report and discuss
measurements of the Knight shifts and nuclear re-
laxation rates for In in liquid InaTe3, Gas and

Ga ' in liquid Ga&Tes, and Sb' and Sb' in liquid



NU C I.E AR MAGNE 7 IC RE SONANCE AND RE LAXAT ION ~ ~ . 3'709

SbaTe3. The Knight shifts fox' Te ln all three
liquids and the Knight shifts for all the above nu-
clei in the solids near the melting points are de-
scribed also.

The organization of the paper is as follows.
In Sec. II we discuss the principal theoretical mod-
els and the relationship of NMH, data to the impor-
tant theoretical parameters. Sections III and IV
contain, xespectively, details of the experimental
technique and experimental resu1ts for In2Te3,
633Te3, and SbaTe3. The experimental results are
discussed in Sec. V and, in particular, the data
are related to the theoretical models and to a trans-
port property (dc conductivity) F. inally, the prin-
cipal conclusions of the work are summaxized in
Sec. VI.

II. THEORY

A. Models for Electronic Structure of Liquid
Semiconductors

1. Cosvewtiosal 8862icotRSQctox Tkeot'g

Early attempts' to account for the properties of
liquid semiconductors were made, quite naturally,
within the framework of conventional semiconductor
theory as it applies to crystalline semiconductors.
Thus, it was supposed, the electronic states exhibit
a band structure with a density of states consisting
of the usual valence and conduction bands separated
by an energy gap of width E,~ [Fig. 1(a)]. The na-
tux'e of the conductivity might be n type ox' p type,
extl'1nslc ox' 1ntr1nslc depending on the values of
E«~, temperature, and impurity concentrations.

These conventional concepts were used extensively
by Cutler and co-workers in a comprehensive series
of papers 8 dealing with the transport properties
of liquid Tl- Te alloys. The conductivity of these
aQoys shows a sharp minimum at a concentration
close to Tl&Te and the sign of the Seebeck coeffi-
cient a changes from positive to negative as the Tl
concentration is increased through T12Te. Cutler
et al. assumed that the sign of the majority carriers
corresponds to the sign of the Seebeck coefficient
and thus inferred that near T12Te excess Tl or Te
atoms act as donors or acceptors, respectively.
The persistent negative sign of the Hall coefficient
in the so-called p type (a &0) alloys remained to be
explained on independent grounds.

2. Pseudogap smith L ocalized States

This model has been brought to its present state
in a series of papers by Motto '6 although some of
its features date from earlier work of Anderson,
Gubanov, "and Banyai. ' The model is derived from
consideration of the effects of disorder on the elec-
tronic structure of the crystalline system and it has
been applied to both liquid and amorphous-solid
semiconductors. ' '@ There are two principal fea-
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FIG. 1. Density of states N(E) for a liquid sernicon-
ductor as a function of energy E according to various
models: (a) conventional semiconductor model; (b)
pseudogap model; (c) pseudobinary alloy model. Diagonal
shading denotes occupied energy levels. Vertical shading
(b) denotes localized states. Broken line (c) describes
energy dependence of scattering cross section.

tures, illustrated in Fig. 1(b), with which we shall
be mainly concerned. First, in the presence of
disorder due to fluctuations in the local atomic ar-
rangement (structural disorder), the valence and

conduction band edges become smeared and acquire
"tails" which extend well into the crystalline band

gap. In liquid semiconductors the tails may overlap
to the extent that the gap is replaced by a "pseudo-
gap" or minimum in the density of states. The sec-
ond and most distinctive feature of the model is de-
rived from the observation that those states whose
energies lie in or near the original gap are strongly
scattered by the lattice and thus are extremely sen-
sitive to the presence of disorder. Under suitable
conditions, lt 18 ax'gued dlsox'dex' leads to modifi-
cation of the character of the electronic eigenstates
from the extended (Bloch) states of the ordered
system to localized states in the liquid or amor-
phous system. Since the states in the pseudogap
are taken to be most sensitive to disorder, one
might expect to find a band of such localized states
in the pseudogap which connects valence and con-
duction bands containing extended states. Within
the band of loca1ized states, electronic transpox t
requires phonon assistance whereas in the non-
localized region electrons scatter between nearly-



free-eLectron (NFE) states as in liquid metals.
The locabzed states are easily distinguished in the
formal sense since they make vanishing contribu-
tions to the dc electrical conductivity as the tem-
perature approaches absolute zero.

The conditions for occurrence of localized states
in a, pseudogap have been discussed in some detail
by Mott. Vfe mention here two points which are
particularly relevant to the discussion of our NMR
results. First, Mott has argued that localization
will not normally occur in liquids if the electronic
wave functions are s-like on al/ atoms. However,
if the wave functions are p-like (or d -like, etc. )
on some of the atoms, then the increased sensi-
tivity to disorder provided by the directional char-
acter of the bonds makes localization much more
likely. The second point is that the occurrence of
localized states depends on the depth of the pseudo-
gap. That is, states will begin to become localized
when the interaction with the ions is sufficiently
strong to lower the density of states in the pseudo-
gap below some critical value. Mott has extended
Anderson's criterion for localization in the pres-
ence of a randomly varying crystalline potential
(cellular disorder) and has argued that states of a
given energy E will locali. ze when

where N(E) and N(E)„are, respectively, the actual
and free-electron density of states.

3. PsGRd05&&xg A.l/og

This model has been developed from considera-
tion of the transport properties of binary liquid al-
loy systems by Enderby and Simmons and Enderby
and Collings. These authors have suggested that
the sharp minima of the eonductivities of Tl-Te
and Mg-8]. near TlaTe and Mg3Bxz result from for-
mation of molecular bound states of these stoichi-
ometric compositions. Thus, near stoichiometry
the liquid is regarded as "alloy" consisting of a
molecular component (e.g. , MgsBia) and a meta, lllc
component (e.g. , Mg or Bi). The density of states,
shown in Fig. 1(c), consists of a filled "bound
band" separated by a real energy gap from a NFE
"free band. " The number of carriers is determined
by the number of electrons in the free band which

depends, in turn, on the alloy composition.
The pseudobinary alloy concept contrasts with

the conventional semiconductox model in that elec-
trons are the current carriers at all compositions
whereas the conventional model permits both m-

and P-type conduction. This distinction x ests on
the assumption in the pseudobinary alloy model
that the Hall coefficient rather than the Seebeck
coefficient provides the true indication of the sign
of the carriers. In order to explain the rapid vari-
ation and sign change of o near stoichiometry,

Enderby and co-workers postulated the existence of a
strongly energy-dependent scattering or "virtual bound
state" for electrons near the Fermi level. Their
argument is based on the following formula. for
~ 24.

m' O'T & in'(E)
3 8 8E g

where o(E) is the contribution to the conductivity
from electrons with energy E. If the scattering
cross section is sharply peaked near E~ for the
stoichiometric alloy [Fig. 1(c)], then Eq. (2) pre-
dicts that & must change sign as the variation of
composition sweeps F-~ through the region of the
virtual bound state. From consideration of the
required energy dependence of o'(E) Enderby and co-
workers estimated the widths of the virtual bound states
tobe 0. 2 eVfor T13Te and O. 6etIt for Mg3Bi2. The
source of the energy-dependent scattering was taken
to be scattering from excess Tl or Te atoms in
Ref. 22 while it is suggested in Ref. 23 that the
virtual bound state results from scattering from
molecular groups such as Mgsaiz in Mg-Bi. The
essential features of the model are, however, quite
similar in either case.

The present model differs from the pseudogap
model mainly in that the conduction-electron states
are extended (i.e. , metallic) at all temperatures
and compositions and do not become localized.
Thus, according to Enderby and Simmons, the con-
ductivity is given by an equation of the standard
type valid for metals '

where v+ is the Fermi. velocity, n is the electron
concentration, and Ao and A& are the mean free
paths for scattering by the molecular component
and the metallic component, respectively. For
Tl- Te, Ao and A& are not less than about one inter-
atomic distance (about 2 A). The essential dis-
tinction to be made here is that even i.n the pres-
ence of a virtual bound state the electron dynamics
are of an essentially metallic character and are
described in terms of the scattering of electrons
moving at the Fermi velocity with a well-defined
mean free path.

9. Interpretation of NMR Experiments in Liquid
Semiconductors

The two principal quantities to be determined
from NMR studies of liquid semiconductors are the

Knight shift & and the nuclear spin-lattice relaxa-
tloll 1'ate 1/Tl. As is also true fol' solid and llqllld

metals, the Knight shift and spin-lattice relaxation
are consequences of the static and dynamic parts,
respectively, of magnetic hyperfine interactions
with the conduction electrons. In addition, if the
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nuclei possess electric quadrupole moments, there
may be observable contributions to spin-lattice re-
laxation from dynamic quadrupolar interactions
produced by ionic and molecular motions. There
are no quadrupolar shifts because static quadru-
polar interactions are averaged to zero by the rapid
internal motions of the liquid. In this section we
discuss the interpretation of measurements of 3'.

and 1/T, in liquid semiconductors with emphasis
on the connection between these parameters and the
important features of the theoretical models.

1. Knight Shift

In this paper we are concerned mainly with situ-
ations in which the conduction electrons exhibit
predominantly s character at the nuclear site of
interest. In such a case the dominant term in the
magnetic hyperfine interaction is the Fermi contact
interaction whose Hamiltonian is

X, =(a )y„y,h'I S6(r),
where 'Y„and 'Y, are, respectively, the nuclear and
electronic gyromagnetic ratios, I and S are the nu-
clear and electronic spin operators, and r is the
electron coordinate. Application of time-indepen-
dent perturbation theory and performance of a ther-
mal average over the electron system then leads
directly to the following expression for the Knight
shift":

X= = —,"y„«~C.(0)l'N(E)[f(E, +) -f(E, -)] .
0 0 0

In Eq. (6) 80 is the applied magnetic field, I gz(0) I

~

is the probability density at the nucleus for elec-
trons of energy E, N(E) is the density of states per
atom for a single direction of electron spin, and
the Fermi functions f(E, +) are given by

f(E, +) = (exp[(E+ ,y, AHO —Ez)/k—T]+1j ' . (6)

For a conventional intrinsic semiconductor [Fig.
1(a)], X is obtained by evaluating the integral in
Eq. (6) over the detailed form of N(E) determined
by the band structure. Considerable simplification
is achieved in situations such as those represented
by Figs. 1(b) and 1(c) . In these cases the electron
system is degenerate and variation of N(E) is neg-
ligible over an energy interval of width kT nea, r E~.
The approximation

f(E, +) f(E, -) =y, hH0-6(E —E~)

then leads to the familiar expression, also valid for
metals,

ity amplitude at the nucleus averaged over all states
at the Fermi level.

In principle, Eq. (8) can be used to determine
N(Ez) from experimental values of X. Unfortu-

nately, this procedure is subject to several uncer-
tainties which rather severely limit its accuracy. In
the first place, of course, is the fact that (I $(0) I &z

is not generally known with precision. Although it
is possible to determine ( I g(0) I &z from electron-
spin-resonance data, this has been done for only a
few special systems such as some of the alkali
metals ' and the III-V semiconductor InSb.
More generally one can make use of atomic values
of 1$~(0) I obtained from optical hyperfine struc-
ture and correct these with calculated or otherwise
estimated values of the "penetration factor"

0-=&~ 0(0)~'& /~ 0 (0)~'.

In Li and Na the values of $ are known 7' ' to be
0.44 and 0. 60, respectively, and various calcula-
tions and estimates yield similar values for a num-
ber of other metals. ' " For crystalline InSb, di-
rect measurement 9 of I ((0) l„yielded a value 0. 62
for &.

Another important correction to Eq. (8) results
from neglect of electron-electron interactions. The
exchange and correlation effects in metals
are known ' to produce appreciable enhancements
of X relative to the value given by Eq. (8). The
enhancements in alkal. i metals, for example, l.ie in
the range l.7-2. 0. Thus, in this case, the effects
of electron-electron interactions and the penetra-
tion factor are roughly equal in magnitude but have
opposite signs. In the absence of specific data for
either correction in liquid semiconductors the
most straightforward approach is simply to neglect
both these effects and employ Eq. (8) with values of
& I $(0) I &~ equal to the optical hyperfine coupling.
This procedure should suffice to yield estimates of
N(Ez) accurate to within about 30%%up.

An alternative procedure, possible in some
special cases, consists of comparing the value of X
in the liquid semiconductor with the value of X for
the same nucleus in a system of similar composition
for which N(Ez) is known. Thus, for example, if
there exists a temperature or composition range for
which the system of interest is a sufficiently good
metal so that N(E~) may be assumed to be close to
the free-electron value, we may take

g = N(E~)/N(E~) „
=X (liquid semiconductor)/X(metal).

(10)

x=, .(y. h}'&~ lI(0) ~'&,gE,), (8)

where & I g(0)12&~ represents the s-electron probabil-

In using this method it is assumed that $ and the
electron-electron effects are the same in the metal
and liquid semiconductor and that the degree of s



character is roughly the same in both systems.
Finally, we reemphasize that Eq. (8) describes

only the t b t on toX f om -elect o co tact
interactions. If the wave functions contain a large
fraction of P character at the nuclear site in ques-
tion, additional contributions to X may be expected
from core polarization and orbital interactions.
Since these p-electron hyperfine fields are normal-
ly about an order of magnitude smaller than 8-elec-
tron fields, the use of Eq. (8) in the presence of
appreciable P character would lead to an under-
estimate of N(Er).

2. SPin-I. fatti ce Relaxation

It is convenient to discuss spin-lattice relaxation
in liquid semiconductors in terms of the time cor-
relation functions for the interactions responsible
for relaxation. For a system of nuclear spins
perturbed by an interaction K (t) which is a random
function of time, the probability for a nuclear spin
to undergo a transition from a Zeeman state m to
a state m+ p. is given by the standard formula 3

W. ..,.=n ' J "dfe'""o'((mjx'(f)~m+»

classed as either of two types depending on whether
they involve coupling between the nuclear dipole
moment and perturbing magnetic fields ("magnetic
relaxation" ) or coupling between the nuclear elec-
tric quadrupole moment and fluctuating electric
field gradients ("quadrupolar relaxation" ). In gen-
era1. the observed rate R may contain contributions
from both kinds of interaction and it is not possible
to separate these unambiguously. However, if
measurements of I/7, can be made for two isotopes
of the same atomic species (e. g. , Ga" and Ga"),
direct decomposition may be accomplished. Thus,
given experimental values for the relaxation rates
8" and 8 for bvo isotopes A. and 8 at a common
temperRture lt ls straightforward to compute the
magnetic and quadrupolar contributions A"„, 8@,
A„, and 8@ according to the following formulas ':

(15b)

x&m+ p, X'(0) m)j, (11)
ft~ = ft~/~u (15c)

(15d)
where wo is the nuclear Larmor frequency and the
curly brackets denote an ensemble average. A
common approximation is to let

(&m )
X'(f)

( m+»(m+ p
~

X'{0)
~
m)]

= q(m($C'( m+»[']8- "~', (l2)

where the parameters &q and e~ are given in terms
of the gyromagnetic ratios y, nuclear spins I, and

quadrupole moments Q by

.=X(~.)~.'/N. )~.', (18a)

where ~ is an appropriate correlation time for the
interaction. Upon substitution into Eq. (11), Eq.
(12) leads to the following general form for the
transition probability:

W„„„=—,$(&m[K'~ m+»)'] ', . (18)I+ i~p
For the purposes of the present paper we need con-
sider only the short correlation time limit {&p« I)
in which the nuclear magnetization may be shown34

to Rpproach equilibrium with R single time constaQt

Tg~ where

—,
' -=f~=—„', {(&m)Z'~ .»('1.

We emphasize that the exponential form [Eq. (12)]
fox' the correlation function ls 1Dtroduced od Roc
without further justification. Nevertheless it de-
sex'ibes the essentlRl physics encountex'ed ln many
physical systems and we shall assume that numeri-
cal results obtained from the use of Eq. (14) are at
least semiquantitatively correct.

The lnterRct1ons K cRuslng 1 elaxation may be

y(f) = (2f+ 8)/I '(2f - 1) . (18c)

g. MQgR86c t 8EPxtvH08. The domiQRDt magnetic
relaxation process in metals and degenerate semi-
conductors is usually the Korringa. process in
which nuclei couple to the spins of 8-like conduction
electrons through the Fermi contact interaction
[Eq. (4)]. If electron-electron interactions are
neglected Rnd the electrons are considered to oc-
cupy plane-wave or Bloeh states, the relaxation
rate is given by the familiar formula

ft =~~'a'y'. y'„uT[X(E,}]'&~ y(0)
~

')', , (17)

where 7 is the temperature. This relaxation rate
may be expressed in terms of the Knight shift by
direct substitution of ( I g(0) I )rN(Er) from Eq. (8)
to yield the Korringa relation'6

(18)

While Eq. (18) is subject to modification by inclu-
sion of the effects of p electrons and electron-elec-
tron interaction, '3' it remains an extremely useful
approximation because its parameters are available
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r, —a/vz —-KV (EJ„), A & a . (2o)

We now consider the case in which electron trans-
port cannot be described by a mean free path at
least as great as the interatomic spacing. Although
no detailed theory of nuclear relaxation yet exists
for this regime of very strong scattering we can use
the correlation-time formalism to derive an ap-
proximate analog of the Korringa. rela, tion, Thus,
from Eq. (14),

(21)

where R', is given by Eq. (4) and r, now has the sig-
nificance of the lifetime for "residence" of an elec-
tron on a, nuclear site. The coupling strength is,
appr oximately,

from independent experiments. In liquid metals
the deviations from Eq. (18) lie mostly in the range
~ 30%%u

85y39

The Korringa relaxation process is ordinarily
independent of the details of electron transport.
Thus in metals and crystalline semiconductors there
is no direct connection between R„and, say, the
electron mean free path A. The reason is easily
seen if we express R„ in terms of a correlation
time as in Eq. (14). In this case the appropriate
correlation time is the time ~, during which an
electron interacts with a particular nucleus. For
NFE, 7', is roughly the time required for an elec-
tron traveling at the Fermi velocity to traverse
one nearest-neighbor distance a and, so long as
A &a, ~, is independent of A. For NFE the Fermi
velocity is related to the density of states by'o

v„= 2a/zhÃ(E~),

where z is the number of electrons per atom.
Hence,

may be expressed by defining an enhancement pa-
rameter

rl= R„/(R„)„„,= r,/RV(E„), (24)

which is a measure of the tendency for the electrons
to localize on a particular site. Since (R„)„,may
be computed easily from measured values of X by
means of Eq. (18), q may be determined from mea-
surements of R„. Furthermore, if X(Er) can be
estimated from the Knight shift value, the residence
time 7, may be obtained from Eq. (23) or (24).

The sensitivity of R„ to the microscopic dynamics
of the conduction electrons exhibited by Eq. (23)
represents a major virtue of NMR experiments on
liquid semiconductors. As compared to the macro-
scopic transport properties (o; Ra, n, etc. ), the
parameters p and r, provide a relatively direct
measure of localization of the conduction electrons
from the point of view of the time during which they
reside on a nuclear site.

b. Quadrupolar relaxatlon In a.ny liquid diffu-
sional and vibrational thermal motions of atoms or
ions produce fluctuating electric field gradients at
the nucleus. In addition, rotational modes also
modulate the local field gradients in liquids com-
posed of molecules or other relatively stable atomic
associations. These time-dependent electric field
gradients can provide an important source of spin-
lattice relaxation for nuclei possessing electric
quadrupole moments. '

Calculation of the appropriate correlation func-
tions [Eq. (11)]for quadrupolar interactions in
liquids is very difficult owing to the current incom-
plete state of knowledge of the complex microscopic
dynamics of the liquid state. For the purposes of
this paper it is sufficient to employ the approximate
form given by Eq. (14) which becomes34

(2&)

in which the factor N(Er)kT is introduced to account
for the effect of energy conservation which restricts
participation in the relaxation process to electrons
whose energies lie within an interval of width kT
at the Fermi level. Expressing & I $(0) I &r in terms
of 3'~ by means of Eq. (8) we obtain

R„=My'„X'k rr, /r'. n'lV (E„) . (23)

In the long mean-free-path limit, 7, is given by
Eq. (20} and, to within a factor 4/m, Eq. (23) re-
duces to the standard Korringa, form given by Eq.
(18).

The crucial feature oi Eq. (23} is that it predicts
an enhancement of R„relative to the prediction of
Eq. (1&) if the electrons remain in the vicinity of the
nucleus for average times longer than KV(E~). This

where ~V„ is the instantaneous fluctuation of the
el.ectric field gradient and ~& is a correlation time
for the appropriate ionic motion. Since all other
parameters are known, 7, could be obtained from
measurements of R if an independent determination
of (5V„}is available, for example, from static
quadrupolar effects in the solid state of the system
of interest or in a closely related solid.

A common characteristic of liquid semiconductors
appears to be preservation of a marked degree of
local atomic order above T . This implies the
existence of molecular associations which are long
lived in comparison with those in pure liquid metals
or liquid alloys. The quadrupolar correlation time
&, thus acquires particular importance in liquid
semiconductors since it corresponds to the lifetime
of a particular local arrangement of ions.
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III. EXPERIMENTAL METHODS IV. EXPERIMENTAL RESULTS

The samples used in these experiments were
commercially prepared4~ from 99.999/~ pure ele-
mental materials. In order to ensure adequate
penetration of the radio-frequency field into the
samples, powdered sample material was mixed
in roughly equal proportions with powdered quartz.
This procedure was sufficient to maintain separa-
tion between the sample particles in the liquid
state. The mixtures were sealed under vacuum in
quartz vials for the experimental runs.

High temperatures were obtained in a cylindrical
furnace employing a platinum heating element
wound noninductively on an alumina ceramic form.
The single platinum rf coil was embedded in the
inner wall of a cast alumina cylinder which fitted
closely around the sample vial. Sample temper-
atures were measured with Pt vs Pt-10% Rh
thermocouples and the accuracy, including the
thermal gradient over the sample volume, was at
least +4 K over the temperature range covered.
The temperature was stabilized with a simple
regulation system employing a thermocouple as
sensor. The stability during application of rf
pulses (5-psec pulse width at 200 pulse repetitions
per sec) was better than +0. 1 K.

Nuclear resonance signals were observed at
frequencies of 9.0, 10.2, and 16.0 MHz using co-
herent pulsed NMR techniques. The amplitude of
the rf magnetic field was normally 40-60 G.
Knight shifts were measured relative to the reso-
nance position of appropriate ions in reference
solutions. These were (i) aqueous solution of
Inm(804), for In", (ii) aqueous solution of GaCl~
for Ga" and Ga", (iii) HSbF, for Sb' ' and Sb' ',
and (iv) a solution of TeOz in HCl for Te' '. In
each case the reference solution was made suf-
ficiently dilute that the resonance position became
independent of concentration.

Measurement of spin-lattice relaxation time
T, was difficult for the liquids studied owing to
the unusually rapid relaxation rates encountered
(1/T& ~ 10S sec). Under these conditions we found
that the spin-spin relaxation time T2 could be
measured from the free-induction decay with
greater precision than was obtainable from stan-
dard two-pulse Tj measurements. Under the con-
ditions of extreme narrowing (&uo7'«1) applicable
to these liquids, we are justified in taking 4

Knight shift data for In'" (X'") and Te' (3" ')
in solid and liquid In&Tez are shown in Fig. 2. We
call particular attention to the following features
of the data. The small temperature-independent
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NMR signals were observed for In'", Gas ' ',
and Sb' " in In2Te„Ga&Te„and Sb&Te3 at tem-
peratures ranging from roughly 150 K below the
respective melting points to 1500 K (1400 K for
Sb~Tes). The lower limits of these ranges were
imposed by vanishing signal amplitudes probably
caused by the onset of quadrupolar broadening in
the solids at low temperatures. The high-temper-
ature limit was determined by onset of chemical
reactions between the sample materials and the
supporting quartz powders. Because of poor sig-
nal-to-noise ratios and the general invalidity of
Eq. (2S) in solids, meaningful relaxation-rate mea-
surements were not obtained below T for these
nuclei.

The Te'~' resonance signals were very weak due
to the low abundance (V. 03/0) and low spin (I= —,') of
thi. s isotope. Although Te has no quadrupole
moment, measurements on this isotope in the solids
were also limited to temperatures near T . At
lower temperatures long spin-lattice relaxation
time made observation of the Te' ' resonance in-
creasingly difficult. Because of the over-all low
quality of the Te' ' signals, measurements on this
resonance were limited to Knight shifts.

For each sample the melting transition was
marked by discontinuites in the Knight shifts and
linewidths. The temperatures at which these tran-
sitions occurred lie within 5 K of values of the
melting points given in the literature ' for the stoi-
chiometric compounds.

A. In Te

(35) 0.20-
—O.I

The equality of T, and T2 was checked in a few
cases and found to hold to within the + 25'//& ac-
curacy of the T, measurements. The magnetic
and quadrupolar rates R& and 8@ for the Ga and
Sb isotopes were obtained from measured values
of R by means of Eqs. (15a)-(15d).

600
I I

800 IOOO I200
TEMPERATURE (K)

I

l400

FIG. 2. Knight shifts 3." 5 and 3', for In ' and Te
on In& Te3 as functions of temperature. Right-hand
ordinate showers density-of-states reduction factor g.
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cooling in both solid and liquid states.
The total relaxation rate R" for In"~ in InaTe3

is plotted in Fig. 3. Near T„ the observed relax-
ation rate is very high and, for example, exceeds
by more than an order of magnitude the value of
R" in liquid InSb. " In this temperature range
R'" exceeds the calculated Korringa rate (R„"')„„,
by about two orders of magnitude while at higher
temperatures R decreases and begins to approach
(Rs )xorr
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I I

1300 I400 B. Ga~ Te,
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FIG. 3. Nuclear relaxation rate R'~ for In" in
In2Te3 as a function of temperature. Dashed line
represents Korringa relaxation rate (R~")K,~ calculated
from experimental Knight shifts and Eq. (18).
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values of X at the lowest temperatures correspond
to expectations for an intrinsic semiconductor at
low temperatures. For Te' the small value of
3," persists up to T„(940K)whereas 3'. ~ shows
a marked increase over a 150-K interval'below
T~. The changes in @' ' and @' ' at T~ are very
small (e. g. , b X'~'&0. 05'1/~). Above T„both 5tu'
and @' rise rapidly with temperature and X'
appears to reach a constant value at the highest
temperatures obtained. The value of X' ' remains
much smaller than g, "over the entire temperature
range covered. The temperature dependence of
X" was reversible with respect to heating and

Knight shift data for Ga ' and Te in solid
and liquid Ga&Te3 are shown in Fig. 4. Within
experimental error the observed shifts were the
same for the two Ga isotopes and the plotted values
X '" represent the average of the measured shifts

and X ' at each temperature. The range of the
data for X' ' was limited by deteriorating signal-
to-noise ratios for Te' ' above 1200 K in this
material. The temperature dependence of the data
is strikingly similar to that of In2Te3. The mag-
nitude of X ' ' is understandably smaller than X'"
since the hyperfine coupling strength increases
with increasing atomic number. The principal
difference between the data for the two systems is
the larger negative value of X' ' in solid GaaTe3,
and its rather sharp increase at „T(1 605 K). Above
T the magnitudes and temperature dependences
of X' ' are closely similar in In~Te3 and Ga2Te3.

Effects related to the thermal history of the
sample were investigated by measuring X ' ' both
for a sample (No. 2) which had been cycled many
times through T and a sample (No. 1) for which
data were taken as the material was heated for the
first time. As shown in Fig. 4 the effect of re-
peated melting was a systematic increase in3P'7'
just below T, whereas no appreciable dependence
on sample history was observed above T„.
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FIG. 4. Knight shifts X ~' and X for Ga69, Ga
and Te in Ga2Te& as functions of temperature. Data125 ~

were taken for sample No. 1 during initial heating of
the sample; sample No. 2 was cycled repeatedly through
T~ before data were taken below T~. Right-hand ordi-
nate shows density-of-states reduction factor g.

TEMPERATURE (K)

FIG. 5. Total nuclear re1axation rate R", magnetic
rate Rz', and quadrupolar rate R@ for Ga in Ga2Te& as
functions of temperature. Dashed line represents
Korringa relaxation rate (R~ )«~ calculated from ex-
perimental Knight shifts and Eq. (18).



3716 WILLIAM W. WARREN, JR.

0
o~

0.6—

x
t 0.4—
U

T
tr)

l- 0.2-
C9

K
hC

0.0—
Trn

Sb2Tep
o Sb121 123

a Te &25

-0.2
600 800 1000

TEMPERATURE (K)

5200 1400

FIG. 6. Knight shifts 3" ' 3 and 3' ~ for Sb1 1 Sb1 3

and Te in Sb&Te3 as functions of temperature. Double
values of 3'. just below T~ apply to two resonance lines
observed in this temperature range.

Relaxation rates for Ga" in liquid Ga, Te, (R")
are shown in Fig. 5. Also shown are the magnetic
and quadrupolar rates (R„' and R~o', respectively)
computed from measured values at R and R ' and
the Korringa rate (R~')„„,computed from Eq. (18).
The decomposition shows that the Ga" relaxation
rate is mainly due to magnetic processes whose
strength exceeds the Korringa rate by more than
two orders of magnitude near T . The value of
R~v' approaches the Korringa rate at the highest
temperatures as was also observed for the total
rate R'" in In&Te3. The quadrupolar rate decreases
somewhat more rapidly with increasing temperature
and could barely be resolved at 1400 K.

C. Sb2Te,

Knight shifts for Sb' "' and Te' ' in solid and
liquid Sb2Te3 are shown in Fig. 6. These data
contrast with those for InaTe, and GaaTe, in several
respects. A surprisingly j.arge value of 3", "3

was observed below T„(889K) and this value was
nearly independent of temperature. There is a
small drop in X' " just below T followed by a
small but sharp increase at the melting transition.
As the temperature was raised in the liquid range
only a modest increase in @'" was observed.
The value of + below T is very close to its
value in Ga&Te, but jumps to a much larger value
at the melting point.

The behavior of the resonance signals in the
vicinity of T was quite complex. The transition
at T was marked by an appreciable narrowing of
the Sb' ' and Sb' resonance lines. However, the
linewidth transition was quite sluggish and oc-
curred over a (20-30)-K interval centered on the
expected melting point. The small change in ' "3

was much sharper than this and occurred within
10 K. In contrast, the change in x' ' began about
50 K below T where two Te' resonance lines
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FIG. 7. Total nuclear relaxation rate 8, magnetic
rate R~, and quadrupolar rate Aq for Sb in Sb2Te3
as functions of temperature. Dashed line represents
Korringa relaxation rate (8& )Kpp, calculated from ex-121

perimental Knight shifts and Kq. (18).

could be resolved. The "solid" value of 3'. tended
to increase slightly in this range while the "liquid"
value decreased. Above T only one Te line was
observed.

The total relaxa, tion rate R' ' and the magnetic
and quadrupolar rates R~' and R@' for Sb' ' are
shown in Fig. 7. Here, in contrast with Ga2Tez,
the majority of the observed relaxation is quad-
rupolar although the temperature dependence of
R@ 'is similar to that of R~ in GaaTe, . The small
magnetic component R~' is close to the calculated
Korringa value over the whole range of temperatures.

V. DISCUSSION

A. Solid and Liquid Structure: Melting-Point Changes
and Quadrupole Relaxation

Knowledge of the atomic arrangement is an im-
portant prerequisite to understanding the electronic
structure of a metal or semiconductor. We there-
fore begin our discussion of the experimental re-
sults by summarizing the available structural data
and relating this to new information obtained from
changes in the NMR parameters at T and from
quadrupolar relaxation above T in In~Te„Ga~Te„
and SbzTe3.

In3Te3 and Ga&Tea crystallize in a defect zinc-
blende structure ' in which —,

' of the In (Ga) sites
are vacant. X-ray and infrared transmission
studies ' of both materials have shown that the
vacancies exhibit long-range order at 300 K in
suitably prepared samples. Investigation of the
relation of ordering in In2Te3 at 300 K to the ther-
mal history of the material ~ has shown that a trans-
formation to a high-temperature disordered phase
occurs roughly 50 K below T . Both compounds
are semiconductors with electrical gaps of k. 12
eV (InaTes) and 1.7 eV (GaaTes) below T .

Sb2Te, crystallizes in the layer-type BiaTe, or
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FIG. 8. Density p as a function of temperature for
Sb2Te3, In2Te3, and Ga2Te3 (Ref. 42).

"tetradymite" structure ' ' consisting of five-layer
packets (Te-Sb- Te-Sb- Te) joined by relatively
weak Te- Te bonds. ' The bonding between packets
is believed to be similar to the bonding between
chains of Te atoms in crystalline Te. ' The energy
gap (optical) at 300 K is 0. 3 eV. "

The densities p of InzTe3, Ga~Te3 and SbpTe3
at high temperatures are shown in Fig. 8. All
three compounds undergo a decrease in p upon
melting. Above T the densities of InaTe3 and
Ga2Te3 increase slightly with increasing T over an
interval of about 150 K before onset of the more
normal decrease due to thermal expansion. The
behavior of Sb&Te3 is more conventional and p de-
creases monotonically with increasing temperature
in the liquid.

The electrical conductivities (Fig. 9) of In2Te,
and GaqTe, are 14 and 30 (Qcm) ', respectively,
just above T, but rise rapidly in the temperature
range in which the density increases. The temper-
ature dependence of cr becomes weaker at temper-
atures well above T . The value of 0 for Sb~Te3 is
relatively high just above T and only a modest in-
crease in o occurs upon heating to higher temper-
atures.

The melting behavior of In&Te3 and Ga~Te3 con-
trasts with that of such semiconductors as Si, Ge,
and InSb. The latter materials contract upon melt-
ing, increasing the atomic coordination number,
and they exhibit metallic conductivity [o &104(Qcm) ~]

immediately above T . The expansion of
In&Te3, Ga&Te3, and Sb&Te3 on melting suggests that
the local atomic arrangement or "short-range
order" of these materials tends to be preserved
through melting. This idea is supported by the
small size of the observed changes in Knight shifts
and transport properties. The density maxima
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FIG. 9. Electrical conductivity as a function of tem-
perature: Sb2Te3 I.curve 1, Ref. 42; curve 2, Ref. 54;
curve 3, J. Z. Enderby and L. Walsh, Phil. Mag. 14,
991 (1966)]; In2Te3 (curve 4, Ref. 49); Ga2Te3 (curve
5, Bef. 49).

exhibited by In2Te3 and Ga& Te3 imply, however, that
an increase in local coordination does occur in
these liquids at higher temperatures while there is
little indication of further structural modification
in Sb2Te .

The quadrupolar relaxation rates provide addi-
tional evidence for solidlike short-range order or
molecular association in Ga2Te3 and Sb&Te3. In
Table I we compare values of Rz' and R+ ' just
above T in Ga2Te, and Sb&Te3 with values obtained
for the same nuclei in the pure metals and some
metallic liquid compounds at comparable temper-
atures. The quadrupolar rates may be seen to be
appreciably' higher in the tellurides than in the
other systems and, furthermore, this difference
is much greater for Ga&Te3 than for SbaTe3.

In principle the rapid quadrupolar relaxation of
the tellurides could be explained by large values of
either (5V„)or v, . However, two factors argue
strongly that the latter is the dominant effect. The
first is that unusually large values of (tIV„) are
required to explain the observed rates if we assume
7'; to be the same as the pure metal. For example,
the static value of V„ increases by only about 2—,

'
times as one goes from pure solid Ga to the highly
ionic insulator GaCl, . ' ' Qn the other hand, the
observed value of R6 in the nearly metallic liquid
Ga~Te3 requires that the value of 5V„produced by
a typical noncubic arrangement of ions in the

liquid exceed the static V„ in solid Ga by more
than a factor of 8.

The second point is that at very high temper-
atures B@ in the tellurides begins to approach the
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TABLE I. Comparison of quadrupolar relaxation rates and correlation times of Ga' and Sb in pure liquid metals
and some intermetallic compounds.

Isotope

Ga

Liquid

Ga
GaSb
AuGa&

Ga2Te3

1050
1050
1050
1070

Aq (10 sec )

0 10
~ 0.46~

0.47'
7 0

.@V„(MH.)
13.73'
13.73
13.73
13.73

w» (10 ~2 sec)

0.14c
«0. 62

0.63'
9.4'

Sb
GaSb
InSb

Sb2Te3

905
940
900
900

6f

9 5

42'

76.9g

76.9
76.9
76.9

0.65'
1 7c

2.5
7 7'

~A. L. Kerlin and W. G. Clark (unpublished).
"Reference 52.
'Equation (25) .
W. W. Warren, Jr. and J. H. Wernick (unpublished).

'This research.
Reference 35.

IR. R. Hewitt and B. V. Williams, Phys. Rev. 129,
1188 (1963).

values observed in more conventional metallic
liquids. This implies that in this temperature
range (&V„)and 7', are rather weakly dependent
on composition. It is easy to understand why 7;
should increase at lower temperatures as a re-
sult of slower rotations and diffusion and the for-
mation of larger aggregates of atoms. It is far
less clear why (6Vg~,) should increase dramatically
as the temperature is lowered. In summary, while
it is difficult (and probably incorrect) to exclude
entirely variations in (6V„) among the various
liquids, it is most plausible that the rapid quad-
rupolar relaxation rates in the liquid tellurides
result from rather long values of the ionic cor-
relation time v';.

In order to obtain rough numerical estimates of
7'; in the various liquids we have made the simple
assumption that the rms field gradient fluctuations
in the liquid compounds, (6V2,/~2 are the same as
the static field gradients V„ in the appropriate
pure solid metals. The resulting values of v;
calculated from Eq. (25) are given in the final
column of Table I. The principle feature we wish
to emphasize is the systematic lengthening of v;
as one proceeds from the most metallic liquids
(Ga and Sb) to the most "semiconducting" (Ga~Te, ).
This qualitative behavior gives additional support
to the notion that low electrical conductivity in the
liquid state is associated with the presence of
relatively long-lived molecules or other associa-
tions of atoms.

B. Knight Shifts and Magnetic Relaxation Rates

The strongly temperature-dependent Knight
shifts in In& Te3 and Ga2Te3 might result from either
a temperature-dependent density of states or an
increase in the amount of conduction electron s
character at higher temperatures. We believe the
former effect to be dominant for the following
reasons. First, the magnetic susceptibility be-

g= X' '(In~Te, )/JP'(InTe 11). (2V)

The resulting values are displayed by scaling the
data for @"'in In&Te, on the right-hand ordinate
of Fig. 2 and characteristic values are given in

Table II.
Unfortunately no data on an appropriate metal

are available for comparison with the Ga&Tee Knight
shifts. Therefore we used an optical hyperfine
value 0

I g~(0) I
= 6&& 10~' cm ~ to obtain the density

of states and calculated X(EI )„from free-electron
theory assuming one s electron per Ga ion. ' The

comes more paramagnetic while remaining roughly
proportional to X as T increases. This suggests
an increase in the density of states since the elec-
tron spin susceptibility should not be highly sen-
sitive to the relative s or P character of the wave
functions. Similarly, the transport properties
o and e indicate an increase in the number of
charge carriers at higher temperatures.
Finally, the relative magnitudes of X~ ' and X
with respect to @ are good evidence that the wave
functions at the In (Ga) sites are, at T, already
very much more s-like than those at the Te site.
The similarity of the temperature dependences of
X"' (& ' ') and & ' ' indicates that this situation
does not change dramatically athigher temperatures.
For purposes of estimating the density of states
and the parameter g [defined by Eq. (1)]we will
assume that the states at the Fermi level have
predominantly s character at the In or Ga site at
all temperatures in the liquid.

We estimate g for In~Te, by comparing X "in
In3Te3 to the value of X ~ in the metallic solid
InTe II as described in Sec. IIB. The pressure-
stabilized metallic phase InTe II is a good metal
[o = 10 (Qcm)' at 300K "]and has a large Inn'
Knight shif t: X '(In Te II) = 2. 79 + 0. 04% at 300 K. 56

Thus according to Eq. (10) we take
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values of g obtained in this way are shown in Fig.
4 and Table II.

It is interesting and reassuring that the absolute
values of g estimated for InaTe, and GaaTe, are
similar in spite of the quite different means employed
in obtaining (I g(0) I )z. In both systems g varies
smoothly from g= 0 in the crystalline semiconduc-
tors tog=0. 5 far above T . Although most of the
increase in g occurs in the liquid range, the rise
just helot T is particularly interesting. The ob-
served values of X "' and + 9'~ in this range are
at least an order of magnitude larger than might
be expected from thermally excited carriers with
a 1-eV gap. The fact that the signals are quite
weak in this temperature range suggests that the
resonances observed might be due to small amounts
of Te-rich material in the sample mixture. An
alternative explanation is that an appreciable num-
ber of states is introduced into the energy gap
above the order-disorder transformation. The
widths of these rises in @" and '~~ might then
reflect the high sensitivity of the ordering temper-
ature reported for very small departures from
stoichiome try.

The negative temperature-independent value of
in solid Ga&Te3 appears to be a chemical shift

with respect to the reference compound (Te03 in
HCl solution). It is interesting that there is no in-
crease jn X coincident wjth the rjses jn Xsis and
X ' ' just below T in In&Te3 and GaaTes. This
means that those states responsible for the observed
values of X"' and X'" in this range have appre-
ciable s-wave character only at the In (Ga) sites.

In the case of Sb2Te3 a slightly different situation
occurs. Here X' " is nearly constant at a me-
tallic value over the solid range covered while X' '
is small and negative, as in Ga&Te, . The large

value of X' ~' 3 may be a result of departure from
stoichiometry which is known to markedly increase
the conductivity of SbaTe3. %'hatever their origin,
the states responsible for the Sb' "' shifts in
solid Sb&Te3 also have s character only at Sb po-
sitions.

For liquid Sb&Te3 there is no evidence of a strong-
ly temperature-dependent density of states. Since
there is good reason to expect P-electron effects
to be more important for pentavalent Sb than for
trivalent In and Ga, we have not attempted to ob-
tain a numerical value for N(E„) from X' " in
SbaTe~. (The relatively large role of p-electron
effects in Sb&Te3 can be seen from the much larger
ratio X'~'/X'~' ' ~ in Sb~Tes compared to, say,
X 5/X'" in In2Te~. ) We point out, however, that
X' " in Sb~Te, is within 20% of its values in liquid
Sb and InSb. " Both of the latter liquids are good
metals and may be assumed to have values of
N(Ez) close to the free-electron value.

The behavior of the nuclear relaxation rates
serves to further distinguish In,Te, and Ga~Te3
from Sb&Te3. The very large enhancement of B„
relative to (R„)„„,near & in In~Te~ and Ga3Tes
means that the conduction electrons in these liquids
are strongly disposed to remain near a particular
nuclear position. The magnitudes of the enhance-
ment factors q and correlation times v, calculated
from Eq. (24) (Table II) show, in fact, that the
electrons are localized for "residence times" more
than two orders of magnitude longer than appro-
priate for NFE with the same density of states. In
contrast, RP in Sb2Te~ agrees with the Korringa
predictions (i.e. , g = 1) at all temperatures and
there is no evidence of a large departure from
NFE dynamics.

C. Comparison of Experiment and Theoretical Models

950
1025
1100
1250
1400

1070
1125
1200
1300
1400

0.12
0.21
0.31
0.41
0.46

0.086
0.13
0.25
0.37
0.45

In2Te3

100
17a

2.9
2.0

Ga2Te3

151
49
9.3
3.5
2.1

Y,g.0 ~5 sec)

1.81~
0.54
0.28
0.18L
0.14

1.87
0.93
0.34
0.19
0.14

Not corrected for quadrupolar relaxation.

TABLE II. Characteristic values of the density-of-
states reduction factor g, the magnetic relaxation-rate
enhancement factor g, and the electronic correlation
time 7~ for liquid In2Te3 and Ga2Te3.

The two most relevent NMR parameters for
testing the validity of the theoretical models are
(i) the magnitude of the In (Ga, Sb) Knight shift or
equivalently, g, and (ii) the magnetic relaxation
enhancement g. In this subsection we describe what
we believe to be the state of consistency between
these parameters measured for In2Te3, Gaz Te3, and

Sb&Te3 and the theoretical models described in Sec.
II. The results of these comparisons are sum-
marized in Table III.

It is quite clear that conventional semiconductor
theory is inappropriate for the liquids we have con-
sidered. The magnitudes of the Knight shifts are
much too large to be explained by intrinsic concen-
trations of thermally excited carriers for values
of the energy gap which are comparable to those of
the crystalline solids. Moreover, even if the car-
rier concentrations were very high owing to high
concentrations of donors or acceptors, the holes
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TABLE III. Agreement of the observed magnitudes
of Knight shift X and relaxation enhancement g with
three models: conventional semiconductor theory (CST),
pseudogap model (PG), and pseudobinary alloy (PBA).

MODEL

CST
PG
PBA

In, Te,
x n'

Ga2 Tes
3' 7l

No No? No No
Yes Yes? Yes Yes
Yes No? Yes No

Sb2Tes
7l

No Yes
Yes Yes
Yes - Yes

Interpretation of g for In2Te3 is ambiguous because
of possible uncorrected quadrupolar contributions.

and electrons would behave as free carriers and no
enhancement of the relaxation rate would be expected.
This result is in accord with Allgaier's conclusion'
that the Hall and Seebeck coefficients of many liquid

. semiconductors are inexplicable within the frame-
work of standard semiconductor concepts as con-
ventionally applied to crystalline materials.

The pseudobinary alloy model is in general agree-
ment with the Knight shift data since a minimum in
the density of states of the "free" band permits
values of N(EF ) with any magnitude less than or on
the order of N(E~)„. However, the enhanced re-
laxation rates present a serious problem for this
model. As we have discussed, electron dynamics
are described for the pseudobinary alloy in terms
of scattering of NFE with an energy-dependent
mean free path A. Now p must be presumed (as
in Ref. 22) to be at least as large as one inter-
atomic spacing since the concept of a mean free
path (as it is normally employed in scattering
theory) loses meaning when the mean free path be-
comes less than the distance between scattering
centers. But according to the arguments presented
in Sec. IIB, one would not expect to see large en-
hancements of the relaxation rates in In~ Te, and

GaaTes if such a NFE model represented an appro-
priate description of the electron dynamics. We
conclude, therefore, that the pseudobinary alloy
model in its present form does not provide an
adequate picture of the electron dynamics in liquid
In2Te, and Ga, Te,. On the other hand, no relaxation
enhancement was observed for Sb2Te, and the data
appear to be consistent with the model for this
liquid.

Of the three models we have considered, the

pseudogap model is most capable of explaining the
essential features of our experimental results.
Estimates of g from the observed Knight shifts in-
dicate a relatively deep pseudogap (g = 0. 1) just
above T in In~Te, and Ga~Te, while g is probably
at least 0. 5 at T in Sb2Te3. According to this in-
terpretation, the temperature dependence of X~'5

and X ' ' in In~Te3 and Ga~Te, indicates that the
pseudogap "fills in" at higher temperatures as a
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FIG. 10. Magnetic relaxation enhancement g and elec-
trical conductivity 0 versus density-of-states reduction
factor g for In2Te3 and Ga2Te3. Temperature is the
implicit parameter.

result of collapse of the local "molecular" arrange-
ment, increase of the coordination number, and
mixing of the In (Ga) "sublattices. " This notion is
supported both by the temperature dependence of
the densities and by the behavior of the quadrupolar
relaxation rates. For Sb&Te, the pseudogap is much
less pronounced at T and changes only modestly
with temperature.

The observed enhancement of the magnetic re-
laxation rates in In2Te3 and Ga~Te, is in good
agreement with what might be expected from the
formation of localized states when the pseudogap
is deep. The data show that as the density of states
decreases, the electrons increasingly tend to re-
main on a particular nuclear site. In the following
sections we extend these qualitative conclusions
and make some quantitative comparisons among the
observed NMR results, dc conductivity, and pre-
dictions made by Mott on the basis of the pseudo-
gap model.

D. Relationship of NMR Results to dc Conductivity

The electrical conductivity and magnetic re-
laxation-rate enhancements for In, Te, and Ga2Te3
are shown in Fig. 10 plotted vs g with temperature
as an intrinsic parameter. When plotted in this
manner the data for the two liquids are strikingly
similar in spite of possible quadrupolar contribu-
tions to o for In~Te, . A rather abrupt change in the
slopes of these curves occurs at a value g, , where

g, = 0. 18+ 0. 03

As g decreases below g, , sharply rising values of
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p indicate that the electrons rapidly become more
localized while, in the same range, the conductivity
drops sharply. Above g„on the other hand, o in-
creases with g much more slowly and q approaches
the NFE value (q= 1).

We caution that the present experiments do not
demonstrate that the electronic states below g, are
localized in the rigorous sense. That is, we have
not shown that the wave functions of these states
are damped exponentially at distances far from a
particular site or that the dc conductivity vanishes
at 0 K. On the other hand, we have established
that just above T the mobility of an electron with
respect to a given nucleus has dropped by more
than two orders of magnitude below the expectation
for NFE. Furthermore, this effect is clearly re-
flected in the macroscopic transport by the drop in
o below g, . Such behavior is exactly what one
might expect for a transition from extended states
to weakly localized states at finite temperatures.
There is no hint in the data that the trend towards
increasingly strong localization does not continue
to values of g smaller than the minimum values ob-
tainable in these liquids. From the operational
point of view of describing electronic transport at
finite temperatures, therefore, the states in the
pseudogap can be identified by their "residence
times" as effectively localized when g &g, , re-
gardless of the exact quantum-mechanical nature
of the eigenstates.

Theoretical estimates made by Mott for the on-
set of localization in the pseudogap are in quite
good agreement with the transition we observe at
g, . His predicted value of g, = 0. 285 is approxi-
mately 50/~ higher than our observed value. This
cannot be regarded as a serious discrepancy given
both the uncertainty in the absolute value of the
measured g and the approximate nature of the
arguments invoked in Mott's estimate of g, . As a
second point of contact between theory and experi-
ment we note that the value of o at the localization
onset

o', = 200 + 70 (0 cm)

compares favorably with various values in the
range 100-300 (Acm) ' given by Mott '~~'8 as the
minimum possible value for conductivity by ex-
tended states.

The high-temperature region of our experiments
corresponding to values of g for In&Tea and Ga&Te3
in the range g, &g & 0. 5 represents a transitional
regime linking the localized state regime with the
metallic regime in which the Korringa relation
should be valid. In terms of the relaxation enhance-
ment observed for InaTe3 and Ga&Te3, the tran-
sitional range corresponds to values of g between
1 and 20. Cohen' has suggested the existence of
such a transitional region in which electron trans-

port proceeds by a kind of diffusion or "Brownian
motion" involving very rapid jumps between neigh-
boring lattice sites. As compared with the local-
ized regime the electron states in the Brownian
motion regime are extended and electronic trans-
port does not rely on phonon assistance.

On the basis of these considerations we can
identify three distinct ranges of electrical conduc-
tivity for liquid semiconductors. The first is the

regime of metallic conduction in which the con-
ductivity may be characterized by a mean free
path and calculated according to scattering theory
as in the Faber-Ziman theory for liquid alloys.
In this range the nuclear relaxation rate should be
independent of the conductivity and the Korringa
relation should be obeyed to the extent typical of
pure liquid metals (i. e. , within about a factor of
2).

The second and third ranges are the Brownian
motion and localized state regimes. Here the con-
ductivity may not be described in terms of a mean
free path but rather by an equation of the form' ' 4'

g = M(Ez) 0 ATe p, (28)

1 e d~ N(E~)
3 0

which gives on substitution of Eq. (24)

oq = o,= e'd'/snh .

(20)

Since a /g varies little from liquid to liquid, oo
should be a universal constant in the Brownian
motion regime, whereas increases in d may lead
to larger values of cro for localized states. The
value of the conductivity at the transition from NFE
(metallic) behavior to Brownian motion should be
oo= 1500 (Qcm) ' for typical values d= 2. 5 A and
n= 35 A'.

The foregoing ideas are tested in Fig. 11 where

where Q is the atomic volume and the mobility p
is related to a jump time 7 by an Einstein relation

1 ed~ 1
6k'

In the Brownian motion regime the jump distance
d should be the same as the interatomic spacing a
whereas, in the localized regime, d may be greater
than a. This increase in d is, of course, offset by
longer values of v leading to reduced mobilities in
the localized regime. Now, according to the
arguments developed in Sec. IIB, the jump time is
given by the NMR correlation time 7, for Brownian
motion or for weakly localized states. Thi.s cor-
respondence then leads to a simple relation con-
necting o and the relaxation enhancement g in these
two regimes. Thus, combining Eqs. (28) and (29),
we obtain
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FIG. 11. Magnetic relaxation enhancement g versus
electrical conductivity 0. for liquid metals and semicon-
ductors. Temperature is the implicit parameter. Relax-
ation-rate enhancement refers to the underlined atomic
species. Open points denote enhancement of magnetic
relaxation rate only; closed points apply to systems for
which g includes quadrupolar contributions. The solid
line is fitted to the nonquadrupolar data with the con-
straints that g is constant in the NFE regime and / ~0"
in the Brownian motion and localized state regimes.

Knight shifts and nuclear relaxation rates have

been measured for three "liquid semiconductors":
In&Te„Ga&Te3, and Sb2Te, . The strongly temper-

the relaxation-rate enhancement is plotted versus
the conductivity for those liquid metals and semi-
conductors for which data are available. Consider-
ing for the moment only liquids for which p includes
no quadrupolar contribution (open points), the
three ranges of conductivity are quite evident. For
liquids with o ~ 2000 (Qcm) ', q is independent of

0 and, for most of the liquids, &=0.7. For Ga&Te3,
on the other hand, q is proportional to 0. ' in both
the Brownian motion and localized regions. The

proportionality constant 00 in the Brownian motion
regime is 1800+ 200 (Acm) ', in good agreement
with the value predicted by Eq. (31). In the range
of localization oo increases to 4000+400 (Qcm)
It is interesting to note that according to this
scheme Sb2Te3 just spans the transition from NFE
to Brownian motion transport behavior.

Finally we remark on those cases for which p
contains unknown contributions from quadrupolar
relaxation (In2Te3, InSb, Bi, etc. ). The data for
these nuclei show the same qualitative behavior as
for the "magnetic only" cases except that g is
systematically larger. This, of course, is what
one expects since quadrupolar relaxation leads to
higher values of R relative to X and, hence, to a
larger apparent enhancement factor g.

VI. SUMMARY

ature-dependent shifts gc'" and X ' ' in In2Te3 and

GaaTe„respectively, are attributed mainly to a
temperature-dependent density of states at the
Fermi level. The value of N(Ez) begins to increase
below T in the vicinity of the order-disorder trans-
formation for In (Ga) vacancies. In the liquids,
N(E~) rises from a value of about +~ of the free-
electron density of states near T to about —,

' the
free-electron value at 1400 K. The correlation of
this rise in N(E~) with an increase in density and a
decrease in the quadrupolar relaxation rate suggests
that a, minimum in the density of states (pseudogap)
gradually "fills in" as a result of collapse of the

local solidlike structure.
Nuclear relaxation rates for In'", Ga, and Ga

near T in liquid Ir~2Te3 and Ga2Te3 are greatly
enhanced with respect to the normal Korringa rates
calculated from the Knight shifts. The enhance-
ment exceeds two orders of magnitude just above
T but drops rapidly with increasing temperature.
Decomposition of Ga2Te3 total relaxation rates into
magnetic and quadrupolar components shows the
enhanced relaxation to be magnetic in origin. It
was demonstrated from correlation function argu-
ments that such an enhancement may be expected
as the conduction electrons become localized on

individual nuclear sites.
The data for Sb2Te3 contrast sharply with those

for In2Te, and Ga2Te, . A large Sb' ""shift below
7.'„ is virtually unchanged on melting and only a
slight rise in X'2"2' occurs as the temperature is
raised above 7.'~. The magnitude of X' " indi-
cates that N(E~) is close to the free-electron value
at all temperatures in the liquid. No enhancement
of the Sb' ' magnetic relaxation rates was observed
and we conclude from this that there is no signifi-
cant localization of the conduction electrons in Sb2Te3.

The Te' ' shift exhibited a premelting effect and

two resonance lines were observed over a 50-K
interval below T .

The experimental results in In2Te3, Ga2Te„and
Sb2Te3 have been compared with three models for
the electronic structure of liquid semiconductors:
(a) conventional semiconductor theory, (b) pseudo-

gap model, and (c) pseudobinary alloy model. Of

these, only the pseudogap model invokes localiza-
tion of the electronic states and appears capable
of explaining the enhanced relaxation in In2Te3 and

GaaTe3. The data for SbaTe, are consistent with

either the pseudogap model or the pseudobinary
alloy model.

A change in the variation of relaxation enhance-
ment g with changing values of the density-of-states
reduction factor g indicates the onset of localization
in In2Te3 and Gaz Te, occurs when g falls below
about 0. 2. This onset coincides with sharp drops
in the conductivities of both liquids. %e must re-
emphasize, however, the inexact nature of our de-
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termination of the absolute value of g since we have
utilized rather crude estimates of the hyperfine
coupling strength. On the other hand, the tran-
sition to localized states is seen mainly from cor-
relation of the values of g and 0 with relative
changes in g. Thus, the existence of the localiza-
tion onset is more reliably established than is the
precise value of g at which it occurs.

Correlation of the conductivity o' with the mag-
netic relaxation-rate enhancement g for a number
of liquid metals and semiconductors demonstrates
the existence of a second transition separating true
metallic behavior from a range of conduction by
diffusion or "Brownian motion. " We suggest there-
fore that electron conduction in liquids may be
classified according to the following three types:
(I) metallic conductivity: o ~ 2000 (Acm)', 7) = 1;
(II) Brownian motion: 200 —o —2000 (Acm) ', 1~
q —20; (III) localized states: o ~ 200 (0 cm) ', q ~
20. This classification corresponds quite closely
to a scheme proposed by Allgaier on the basis of
the magnitudes and temperature dependences of
various transport properties. In that case the in-
termediate region linking metallic and localized
behavior (denoted "Class B" in Ref. 1) is slightly
wider, encompassing liquids whose conductivities
lie in the range 100—cr —5000 (Acm) '. Enderby
and Collingsas have suggested a somewhat different
classification involving two regions defined by con-
ductivities which are either less than or greater
than about 1000 (0 cm) '. Their low-conductivity
region (denoted "Type 2") corresponds roughly to
our regions II and III.

Of the liquids studied in these experiments, InaTe3
and Ga~Tes range from region III to region II as the
temperature is raised. The properties of Sb,Te,
are only weakly dependent on temperature and this
liquid appears to fall right on the transition between
regions I and II. Although all three liquids have
been called liquid semiconductors in the literature,
it would appear that if this appellation is appropriate
at all, it should be applied only to In~Tea and Ga2Te3
in region III. However, liquids in this range form
a unique class and their properties cannot be ade-
quately described with standard semiconductor con-
cepts.

We believe that future NMR studies will prove to
be of value in further investigation of microscopic
transport in electronically conducting liquids. Such
studies mould benefit greatly from the availability
of a more precise theory of nuclear relaxation for
liquids in ranges II and III.
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A new' method of measuring the conduction-electron g factor by ultrasonic Doppler-shifted
spin resonance is presented. A Boltzmann-equation approach is used to obtain the attenuation
arising from both the self-consistent-field and the Yafet mechanisms. The magnitude of the
spin-dependent part qf the attenuation is too sma11 at the usual ultrasonic frequencies to be ob-
served directly but the derivative of the attenuation should be observable.

f.. INIODUCTION

There now exist well-developed experimental
techniques such as the de Haas-van Alphen (dnvA)
effect, ultrasonic geometric resonance, microwave
cyclotron resonance, etc. , by which the shape of
the Fermi surface and the Fermi velocity may be
explored. Another interesting physical quantity as-

sociated with conduction electrons is their g factor.
If the g factor is isotropic, the conduction-electron
spin-resonance (CESR) technique may be used. ' If
the g factor is anisotropic, this technique is less
useful, and other experimental techniques should
be explored. The harmonic content of the amplitude
of the dHvA oscillations contains information on the

g factor associated with extremal orbits, but precise


