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The Gutzwiller’s scheme is extended to finite temperature in order to study the properties of electrons in
strongly correlated metals. Using the quasichemical approximation we have constructed an orthogonal set of
trial functions. These functions have a one-to-one correspondence to the Slater determinants with Bloch states.
Our scheme for constructing this set of basis functions is independent of the perturbation theory. Based on
this orthogonal set, the entropy of the correlated electrons has been derived from the thermodynamic
equations. It has the correct behavior in the metallic phase except in the vicinity of the metal-nonmetal phase
boundary. The electron effective mass and the Pauli spin susceptibility are found to be enhanced in a way
similar to the Brinkman-Rice result for a correlated ground state. The Knight shift is also enhanced but the
enhancement factor is much less than that for the susceptibility. However, the electronic specific heat is
enhanced only for kzT/A X 0.11 (A is the bare bandwidth). For kzT/A =0.11 we need to consider the
collective excitations such as paramagnons in order to have a complete treatment of the specific heat. Using
an ellipsoidal density of states we have performed model calculations for a nonmagnetic state in order to
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illustrate the characteristic features of the strongly correlated electron system.

I. INTRODUCTION

In 1963, Hubbard,' Gutzwiller,? and Kanamori®
proposed a simple Hamiltonian to investigate the
magnetic ordering and the Mott transition®* in
highly correlated metals with narrow energy
bands. The model Hamiltonian, which is usually
referred to as the Hubbard Hamiltonian, includes
the intra-atomic Coulomb repulsion and the one-
electron hopping energy. The Hubbard model,
although simple in form, is not easy to handle
mathematically. The ground-state properties
have been extensively studied by many authors®
with various assumptions. Many of these treat-
ments closely follow Hubbard’s Green’s-function
decoupling scheme.!

Another approach, which is basically different
from Hubbard’s is Gutzwiller’s scheme.?
Though very different in mathematical structure,
the mechanism for the metal-nonmetal (MNM)
transition is the same in both types of approaches.
Brinkman and Rice® have used Gutzwiller’s method
to show that a half-filled band becomes noncon-
ducting when the number of doubly occupied atoms
becomes zero due to strong correlation. In Hub-
bard’s approach some atoms are doubly occupied
because the two subbands overlap. As soon as
the Mott-Hubbard gap opens under strong cor-
relation a MNM transition occurs and all the atoms
become singly occupied.

Brinkman and Rice® were also the first to show
that for zero temperature the variational method
gives simultaneous enhancements of the Pauli
susceptibility and the electronic effective mass
by the same order of magnitude as the MNM tran-
sition is approached from the paramagnetic metal-
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lic side. Furthermore, they suggested that the
electronic specific heat is enhanced in a similar
manner. This property is important for highly
correlated metals as Mott” has pointed out.

The finite-temperature regime of the Hubbard
model was first investigated by des Cloizeaux.®
His results derived from the Hartree-Fock ap-
proximation have been largely extended by Langer,
Plischke and Mattis,® Kaplan and Bari,'® Blackman
and Esterling,'* and Bari and Kaplan.'? At large
U/A (U is the Hubbard parameter and A is the
bandwidth) Kaplan and Bari,!® Kimball and Schrief-
fer'® and Plischke'* found a Néel temperature
kTy~A%/U. Ramirez, Falicov, and Kimball's
have given a discussion of an entropy-driven MNM
transition in a related model as the temperature
rises. Nevertheless, none of these works de-
scribes the important features of the enhancements
of the susceptibility, the specific heat, and the
electronic mass, as well as the effect of electron
correlation on the Knight shift in the metallic
phase.

It is therefore an important problem to gen-
eralize Gutzwiller’s approach to finite tem-
peratures as well as to extend the Brinkman-

Rice results to this case. This is the main pur-
pose of the present paper.!® Since we are in-
terested in the highly correlated metallic phase,
we will not consider the antiferromagnetic ordering
which often appears in the insulating phase of

the half-filled-band Hubbard model. We should
point out that in the variational scheme, the origin-
al Gutzwiller’s trial functions should be drastic-
ally modified in order to take into account the
antiferromagnetic ordering due to the electron
virtual hoppings.!” Therefore our results for
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paramagnetic state are not valid when the anti-
ferromagnetic state is approached at the low-
temperature and large U/A limit.

In Sec. II we briefly summarize Gutzwiller’s
scheme for the ground state. Its generalization
to finite temperatures is given in Sec. III for the
general case. We then consider the special case
of a paramagnetic state with one electron per
atom, and perform a model calculation using an
ellipsoidal density of states. In terms of this
model calculation the validity of our generalized
finite-temperature Gutzwiller’s scheme will be
discussed in details. The Pauli susceptibility,
the Knight shift, and the electronic specific heat
are derived in Secs. IV-VI, respectively, together
with numerical calculations to illustrate the elec-
tron correlation effect. A short discussion is
given in Sec. VII.

II. REVIEW OF GUTZWILLER’S SCHEME
FOR THE GROUND STATE

Gutzwiller’s scheme® was originally formulated
for the ground state in an orbitally nondegenerate
narrow band. Ithasbeengeneralizedtoinclude the
orbital degeneracy,'® and subsequently used totreat
the low-lying excitations.!® Inthe finite temperature
versiontobediscussed inSec. IIIwe will, however,
only consider the case of a simple sband. Inview
of previous results'® generalizations to more com-
plicated band structures are straightforward.
Already the simplified s-band theory is useful,
however, and can be applied to realistic system,
such as phosphorus-doped silicon. The impurity
band in Si: P is a narrow nondegenerate band
separated from the conduction band by about 20—~
40 meV, depending on the impurity concentration.
For example, the susceptibility of Si: P has been
measured through a temperature range® from
1 to 77°K (equivalent to about 10 meV) and shows
enhancements suggestive of strong electron-elec-
tron interactions. Hence the relevant theory
should be able to cope with effects of electron
correlation in a wide range of temperature.

The mathematical structure as well as some
of the fundamental physical concepts in our gen-
eralized finite-temperature Gutzwiller approach
are similar to those in the ground-state Gutz-
willer method. It is therefore instructive to

first summarize Gutzwiller’s ground state scheme.

The reader is referred to the original works for
details.
Consider the s-band Hubbard Hamiltonian

H= Z tn'a:oag’o+UanQngh 1)
&'o £
’

where the sum g, g’ is over all lattice sites and
-r . sl s .
Q.45 @4, and n,, are the creation, annihilation,

and number operators for an electron of spin o
at lattice site g. The quantity /., is the electron
hopping energy and U the Coulomb repulsion be-
tween the electrons on the same site.

We assume that there are N electrons in a
simple lattice of L sites. N can be arbitrary ex-
cept that N< L (if N> L we can consider the holes
instead of electrons). Among them let N(o) elec-
trons have o spin, and N(¢) is also arbitrary as
long as N(4)+N(¥)=N. To describe the wave func-
tion of these N electrons, we use a set of lattice
sites G(0)=[g (o), ..., 2(0)y(s)] to specify N(o)
Wannier functions ¢,(» — g) through the relation
g€ G(o). If G represents both G(t) and G(¥), then
the many-electron wave functions in the localized
representation have the general form

\P}; A, (G)2(G), )
where
a26)=]] g )a:olo>. @3)

The summation in Eq. (2) runs over all possible
configurations G.

The coefficients A, (G) must satisfy two con-
ditions: In the atomic limit where all the atoms
are neutral, A, (G) is a finite constant if G does
not contain doubly occupied sites and zero other-
wise. On the other hand, in the band limit where
U =0, ¥, reduces to an antisymmetrized product
of Bloch states ¥. Let K(o) be a set of & vectors
such that the Bloch state y,(r) with the k€ K(o) is
occupied by a o-spin electron, and K represents
K(4) and K(¥). Then the corresponding wave func-
tion at this band limit is simply

v =1 II allo. (4)

o kek(o)

By means of the transformation

a.‘l;a=L-_1/ZZ elkgazo (5)
&

¥(K) can be decomposed into
¥(K) =§Gj A(K, G)¥(G), ®)

in which the coefficients A (K, G) are well defined
and known. .

To construct A, (G) for the general case of finite
U, we note that the configuration G is character-
ized by the number of doubly occupied atoms, v.
As the correlation energy U increases, the con-
figurations which have large value of v are more
likely to be projected out. Accordingly we pro-
pose the trial form

A. (K, G)=n"B(K, G)A(K, G), ("
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where 0 7 <1 is a parameter which measures
the intra-atomic correlation strength: 7 =1 at the
band limit and n =0 at the atomic limit. The fac-
tor B(K, G) is introduced to account for the less
important interatomic interactions. They satisfy
the condition B(K, G) =1 when there is no correla-
tion. The correlated wave function can then be
written

AP DY 'B(K, G)A(K, ©)2(G), (8)

where the primed sum includes the configurations
which have the same value of v. Note that at the
band limit ¥, (K) reduces to ¥(K).

In this section we consider the ground state only.

J

Let K be the set of & vectors which specify the
Fermi sea. Then the trial function for the cor-
related ground state is

Y, (Kp)=) n"}; ' B(Kg, G)A(Kg, G)®(G).  (9)

The expectation value of the energy with respect
to this function
(Kl H| Kp),

=V (Kp) H| ¥, (Kp)) /(¥ (Kp)| ¥, (Kp))y (10)

will be computed in the quasichemical approxi-
mation® (QCA). We compute only one hopping
matrix element

(Kl tograloapro Kn)o= 2 n"*"" 32" BX(Kp, G)B (Kp, G') A*(Kp, G)A(Kp, G' ) @G| tggra}oaprsl €(6)
viv

as an illustrative example. The matrix element
on the right-hand side describes the hopping of
an electron from site g’ to site g, changing the
initial configuration G’ to the final configuration
G. Depending on the atomic configurations at
gand g’ this hopping alters the number of double
occupancies from the initial value v’ to the final
value v. Therefore, due to the intra-atomic
Coulomb repulsion, the bare hopping probability
is modified.

The bare hopping probability is also affected
by the interaction between the hopping electron
and the surrounding electrons not localized on
either g or g’. Such a long-range interaction
is measured by the factors B(Kg, G). As an ex-
ample, let us consider the electron hopping from
a singly occupied site g’ into another singly oc-
cupied site g, increasing the number of double
occupancies by one (i.e., v=v’+1). The motion
of the surrounding N - 2 electrons is so restricted
that when they move around they cannot localize
on either g or g’. That is, they are restricted
to a lattice of L ~ 2 sites. Accordingly, QCA is
the exact treatment of a correlated two-site sys-
tem embedded in a medium which is treated by
the “restricted” random-phase approximation.
Instead of knowing the exact form of B(Kg, G),
this approach imposes certain conditions on
B(Kg, G). It has been proved that QCA gives ex-
act solutions at both the band limit and the atomic
limit, and that it is a good approximation for the
case of narrow energy bands in general.

The main feature of QCA is that the “correlated”
hopping probability remains invariant with respect
to translations by a lattice vector. Therefore,

a band picture is preserved though the electrons

(11)

are correlated. It has been proved that for given
correlation strength 7, the sum over v in Eq. (11)
is sharply peaked at the most probable number
of double occupancies v,. Hence we can approxi-
mate the sum by this dominant term. We note
that this particular value of v, is the same as the
optimum number of double occupancies in Van
Vleck’s theory.?

The QCA result for energy can then be expressed
as

(Kl H| Kp)e=Y. 2

o kCKp(o)

€ (0k)+vU, (12)

where
1 ,
€ (ok)=¢€,+ A ED(O’)t“,e‘k(""’ ) (13)
e'e

and
D(o)={N@)[L-N©)]}™*
x{[ N(0) = v,]¥? (L = N + v,)/?
+ VY2 N(=0) = )2} 2 < 1. (14)

The quantity €, (0ck) in Eq. (13) has the form of a
spin-polarized energy band centered at €,, the
energy of an electron in the atomic limit. This
energy €, spreads into a “band” due to the cor-
related hopping which is reduced from the bare
hopping by a factor D(0). Accordingly this “band”
should be narrower than the bare energy band.
We can adjust the zero-energy reference so that
€,=0. From now on we will therefore drop ¢,.
Finally, we apply the variational method to min-
imize the energy by varying v,. The condition

)

< €, (ok)+ V0U> =0 (15)
9y \F rFplo)
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determines v, as a function of the correlation
energy U. Here we must point out that because of
the QCA, the calculated minimum energy has
not been shown to be an upper bound on the exact
ground-state energy. For this reason, this scheme
is referred to as the Gutzwiller variational method
after the pioneering work of Gutzwiller.?

Before we proceed to the finite-temperature
version we note that the total energy Eq. (12) may
be written in the more general form?

E =Y D(o); Fre(R)+ v, (16)

where €(k) are bare band energies and f, occupa-
tion numbers specifying the uncorrelated state

¥. Evidently the sum of f, must equal the total
number of electrons also when the system is cor-
related. For Sec. II it is also important to note
that within QCA the correlated wave functions
satisfy the orthogonality condition'®+®

(K| K') ®bg gr. 1)

Furthermore, it is noteworthy that the interaction
term in Eq. (16) does not depend explicitly on
occupation numbers. This is because only intra-
atomic interactions are considered. Different
configurations {f,} associated with a particular
Hartree-Fock energy and N(4)/N(¥) ratio there-
fore give the same correlation energy through

Eq. (15).

III. GUTZWILLER’S SCHEME AT FINITE TEMPERATURE

In order to extend the previous results to finite
temperature we will assume that we are dealing
with only one kind of states, normally nonmag-

order to cope with the antiferromagnetic state,
the Gutzwiller trial function should be much modi-
fied'” and will be outside the interest of the pres-
ent paper. In this respect our formalism has
similarities with the thermal Hartree-Fock theo-
ry in which the same assumption is usually made.
Let the energy of the system be sharply peaked
at a specific value £, i.e., we assume a micro-
canonical ensemble. The energy is then given
by an expression similar to Eq. (16) in which the
occupation numbers f, are now some kind of mean
occupation numbers. f, will be treated as the
variational parameters which minimize the free
energy. The free energy of the correlated sys-
tem can consequently be expressed as

F (T, v(T)) =E (T, «T)) = TS, (T, W(T)). (18)

The entropy S, and the energy E, must satisfy
the thermodynamic equation

0E, . 9S,
aT"TaT (19)
or
el el ov_p(3% 3% v
aT |, v |, dT aT |, ov TaT)'
(20)

But the free energy must have a minimum at the
optimum number of double occupancy ¥(T). This
condition yields

oF,
v

r v

-7 2

. ov | =0 (21)

T

and consequently Eq. (20) simplifies to

oE
netic ones. Our results are valid for the strongly 8_7? =T g‘;c . (22)
correlated metallic regime where the system v v
does not show antiferromagnetic ordering. In This equation has a special solution as
J
E (T, v(T) =y D(o, UTN Y F(T, D[ e(t) =] + UTU (23)
5 k

and

S (T, W(T)) == kg 3 D(a, v(T) P_{f(T, (k) Inf(T, €(®) +[ 1 =f(T, €®)] In[1~F(T, €(B)]} +5,(v(T)),
a 3

where S; (1(T)) depends on T implicitly through
v(T), and

FOT, U(T)) =(exp{[ e(k) —p) /R T} +1) 1. (25)

It is easy to check that when Eqs. (23)-(25) are

substituted into Eq. (18) the free energy satisfies
exactly the conditions 8F, (T, v(T)) /6f( T, €(k)) =0
for all k. This is crucial since as in the thermal

(24)

r

Hartree-Fock theory our free energy should be
minimized with respect to the occupation num-
bers f( T, €(k)). We should point out that as 70,
the energy expression Eq. (23) reduces to Eq.

(16) if the energy is so normalized that a com-
pletely filled band has zero total energy. Since
D(o, v(T)) -1 for either small U or large T, hence
both E (T, v(T)) and S T, v(T)) approach to their
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correcthand limits if we require S,{ v(7")) approach-
ing tozerowith sufficiently small U or large T'.

The physical interpretation for the solution
Egs. (23)~(25) finds its origin in Gutzwiller’s
original work.? With QCA, the occupation proba-
bility #(o, &) in the reciprocal space at 7'=0 has
been derived by Gutzwiller as

n(o, k) =[ 1~ D) N(0)/L +D(©) - (26)

Since we are dealing with only one kind of states
the energies of which are sharply peaked at a
specific value £, we can readily extend Gutz-
willer’s zero-temperature results to finite tem-
peratures as

n(T,0,k)=[1~D{o, (1)) ] N{a)/L

+D{o, V(TN (T, €(k)}. (27)

n(o, k) orn(7,0,k) then consists of two parts: acon-
stant[ 1 — D(0)|N(c)/L or [ 1 - D(o, KT)) | N(o)/L
throughout the whole band corresponding to the local-
ized properties of electrons due to the strong correla-
tion, and a scaled Fermi distribution function
D) f, or D{o, v(T))f(T, €(k)) corresponding to
the correlation-reduced electron hopping. The
entropy in a correlated system is determined
by this dual localized-itinerant characteristics
and should reduce to its correct values at both
the band limit and the atomic limit. Accordingly,
the physical meaning of Eq. (24) is very clear:
The first term in due to the delocalization of elec-
trons, and the second term S; (v(T)) accounts
for the spin degeneracy when the electrons become
localized.

A gualitative analysis of the entropy of a cor-
related system for different values of 7/A (&
is the bare bandwidth) and //A will help us to
determine S, { »(T)). For simplicity, let us as-
sume one electron per atom. At the atomic limit
{//A = the spin degeneracy yields an entropy
per electron S=k,In2. For U/A+0 the degeneracy
is lifted and the energy of the many-electron sys-
tem spreads intc a band. At 7'=0 only the non~
degenerate ground state is occupied and therefore
S=0. If U/A is sufficiently large, this nonde-
generate ground state should be antiferromagnetic
insulating.'0*® 17 Ag 7/A rises, the correlated
electron system goes either (a) first to paramag-
netic insulating and then to paramagnetic metal-
lic or (b) directly to paramagnetic metallic, de-
pending on whether U/ /A is greater or less than
a critical value.'®"'” For case (a) the entropy
S will first rise rapidly even at rather low tem~
perature from zero to kg In2, the value for an
ingulating nonmagnetic state as 7'/A increases.
Around kyT/A~U/A the entropy will rise again
and approach to the limiting value 2%, In2 as pre-

dicted from the band theory. For case (b) the
entropy should increase smoothly with tempera-
ture from zero to 2k In2.

It is then clear that in order to detérmine the
entropy, one must know exactly how the many-
electron eigenfunctions evolve from the atomic
limit wheve the Wannier states are exact to the
band limit where the Bloch picture is correct.
Deep in the metallic region where D(o, ¥(T)) is
close to one, S, (v(T)) is negligibly small and
therefore can be dropped. Laterwewill show
that the role of S; (¥(7)) becomes important only
when the system is very near to the metal-non-
metal transition. However, the variational method
does not give an accurate description on the de-
tailed coupling of different configurations in the
vicinity of the metal-nonmetal transition. Without
such crucial informations, it is impossible to
obtain the correct S; ( ¥(7')) for all values of U/A
and 7'/A. Instead of using different approximate
forms of S, (¥(T)) for different regions in the
U/i - T/A phase diagram we found that it is suf-
ficient to use the simple “metallic solution”

S, (v(1)) =0 and determine the conditions for its
validity. This is not unreasonable because our
main interest is the correlated metallic properties
which happens to be not depending crucially on

a very accurate entropy. In fact, the following
numerical results indicate that for the physical
quantities we are interested in, this simple
“metallic solution” is valid even for very strong
electron correlation.

From now on we will restrict ourselves to the
metallic solution S, ( (7)) =0. The free energy
Eq. (18) can then be written

F (T, u(T)) =3 D(o, (D) Flo, T)+v(T)U,
(28)

where F(o, 7)) is the free energy of the uncorre-
lated o-spin electrons. If we define €(o, T') as

the average bare band energy per o~-spin electron
and S(o, T) the entropy of the uncorrelated o-spin
electrons, then

Flo, I)=N(o)e(o, T) -~ TS(o, T). (29)

In Secs. IV~VI we will investigate the Pauli
spin susceptibility, the Knight shift, and the elec~
tronic specific heat in a half-filled narrow band
with no magnetic ordering. Hence we must first
justify the validity of the “metallic solution” for
this special case of one electron per atom. It is
most convenient and convincing to justify it with
a very general model calculation. For the non-
magnetic state with one electron per atom, N(4)
=N({¥)=5L. Then D(#, v(T)} =D{¥, v(T)) =D(T),
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€4, T)=€(V, T)=€(T), S(4, T)=S(¥, T)=S(T), and
F(4, T)=F(¥, T)=F(T). For convenience, we will
normalize v(T) by dividing it with N=L, and re-
define S(7'), F(T), and S,(T) and F,(T) as the
entropy and the free energy per electron of the
uncorrelated and the correlated system, respec-
tively. They can be written

S(1)== 22 37 (T, €(T) Wnf (7, (1)

+[1=f(T, &T)]
XIn[ 1 -£(T, e(T)]}, (30)

F(T)=€(T) - TS(T), (31)

S, (T)=D(T)S(T) (32)
and

F,(T)=D(T)F(T)+ v(T)U. (33)

The reduction factor D(T) is computed from Eq.
(14) as

D(T)=8v(T)[1-2v(T)]. (34)
If we define the quantity
U (T)=~8F(T)=0, (35)

then the optimum number of double occupancy
takes the simple form

W(T)=4[1=-U/U(T). (36)

The corresponding D(T) and F,(7T) are easily
calculated as

D(T)=1~[U/UT)? (37)
and

Fo(T)=F(T)[1=-U /U, (T)" (38)

These expressions are similar to Brinkman
and Rice’s results® for orbitally nondegenerate
ground state, and to the results obtained earlier
by one of the authors'® for a degenerate ground
state. For a given temperature, the critical cor-
relation energy U,(7) is a well-defined number.
As the electron correlation increases the optimum
number of double occupation v(7T) decreases mono-
tonically to zero at U =U,(T) according to Eq.
(36). If the “metallic solution” is correct also
for small values of »(T), then v(T)=0 defines a
boundary between the metallic and the nonmetal-
lic phases. However, as we pointed out in the
previous discussion, the entropy Eq. (32) does
not approach to the correct limit &g In2 as v(7)
-~ 0. Hence in the vicinity of ¥(7T)=0, or near
the metal-nonmetal boundary our results become
doubtful.

We would clarify what we mean by saying “v(7)

=0 defines a boundary between the metallic and
the nonmetallic phase.” For the true wave func-
tion the exact number of doubly occupied atoms,
V,(T) vanishes only at A/U =0. In Gutzwiller’s
scheme only the direct hoppings of electrons are
considered. It was pointed out in Ref. 17 that the
v in Gutzwiller’s scheme is only the number of
double occupancies in the zeroth-order wave func-
tion. It has been shown theré by second-order
perturbation theory which is valid for large U/A
(or for small v) that when the virtual hoppings of
electrons are included, v, is very small but finite
even at v=0. Although Ref. 17 is for T=0, the
same conclusion should also hold for finite tem~
perature. For v, (T)=0, the correct value of
entropy is S. (7) = kg In2 since the number of quan-
tum states is 2“ all of which have the same ex-
pectation value of the Hamiltonian Eq. (1). There-
fore, the correct value of entropy as ¥(T)—0
should be very close to k5 In2.

To determine the minimum value of ¥(7) above
which the metallic solution is a good approxi-
mation, we have performed a model calculation
using an ellipsoidal density of states normalized
to one electron per atom. The density of states
centered at € =0 and has the width A, The detailed
calculation is outlined in Appendix A. In Fig. 1
we plot the constant-»(T) contours in the kgT/

A ~A/U plane. The numbers in the figure are the
values of v(T) for different contours. Two con-
stant-entropy contours are also given as the dot-
ted curves A and B. Curve A has entropy S, (7T)
=1.6kg In2, which is 80% of the maximum entropy
an uncorrelated electron can have, namely, the
high-temperature Hartree-Fock limit. Therefore,
above curve A we are deep in the metallic region

Kgl/A
I -

0.5r

FIG. 1. Contours for constant v(T) in the kgT/A-A/U
plane. Values of »(7T) are indicated by the numbers.
The dotted curves are the constant-entropy contours and
the darked area is the antiferromagnetic (AFM) phase
estimated from the Ref. 17.
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FIG. 2. Optimum number of doubly occupied atoms vs
temperatures. The dashed curves are the constant-en-
tropy contours and the dark area is the AFM phase
estimated from the Ref. 17. The dotted curves are the
possible alternative solutions at very low temperature.

where S, (v(T)) should be negligibly small and
the metallic solution is correct. As we mentioned
before, along the contour v(7)=0 the correct
value of entropy should be S, (T)= kg In2. How-
ever, the S, (T) =%z In2 curve from the “metallic
approximation” calculation is curve B while the
calculated entropy along v(7T)=0 contour is zero.
Since 8S, (T)/8 T must be non-negative for given
value of A/U, in the region to the left-hand side
of curve B and for A/U<0.59, the correct value
of entropy must be substantially greater than
that obtained from the metallic approximation.
Consequently, the approximation breaks down

in this region. For A/U> 0.6 we find that the
constant-entropy contour approaches the 77=0
axis continuously as the entropy drops to zero.
So the metallic solution should be a good approxi-
mation between the curve B and the horizontal
axis. From Refs. 10, 13, 14, and 17 one can
estimate the Néel temperature as a function of

A /U and expects an antiferromagnetic phase as
indicated by the darked area. The metallic so-
lution should also break down if the electron sys-
tem is sufficiently close to the antiferromag-
netic-paramagnetic phase boundary. We then
conclude that the metallic solution is valid for
v(T)> 0.08, namely in the region to the right of
the ¥(T')=0.08 contour. Though these analyses
do not precisely answer the question of where

the metallic solution starts to break down, it is
sure that the metallic approximation fails for
small enough A/U.

The above discussion manifests itself to a more
convincing argument in Fig. 2 where we plot the
optimum number of double occupancy ¥(7T) in solid
curves as functions of the normalized tempera-
ture for various values of A/U. The dashed curves
A and B again correspond to S, (7)=1.6kg In2 and
S, (T)=ky In2, respectively, and the dark area
indicates the antiferromagnetic phase. At
high temperature all the solid curves ap-
proach the Hartree-Fock limit i as one ex-
pects, In this region above the curve A the
metallic solution is certainly excellent. One should
note that for A/U>0.59 our expressions Egs.
(36)—-(38) reduce to the correct Brinkman-Rice
results® at 7'=0 where the entropy has no con-
tribution to the free energy. Since the curves
in the high-temperature region must approach
their 7'=0 limits smoothly, our results should
at least be good estimates in the region between
the curve A and the vertical axis. The exact so-
lutions are indicated perhaps by the dotted curves
if we can obtain the correct expression for
S, (¥(T)) (the dotted curve for A/U =0.5 near T=0
is our conjecture and should not be taken too
seriously). The difference between the dotted
curves and the solid curves cannot be large be-
cause at low temperature the entropy does not
contribute much to the free energy of the metallic
phase. Consequently we can say that the metallic
solution gives fairly accurate values of ¥(7) in
the metallic domain even for v(7)<0.08 as long
as A/U>0.6. On the other hand, the difference
in the slopes 8v/a8T between the solid curves and
the corresponding dotted curves may be significant
at very low temperature, This is the reason why
later we discover in this temperature range our
model fails to predict the correct behavior for
the electronic specific heat which depends on
8v/8T, in contrast to the Pauli spin susceptibility
and the Knight shift which are functions of v(7T).

We have so far restricted our analysis to the
case of one electron per atom. The conclusion
on the validity of the metallic solution applies to
the general cases n#1 as well. Furthermore,
since the correlated system can never be insulating
for n+1 and since the antiferromagnetic ordering
disappears if | # — 1| > 0.05,'" the correlated elec-
tron exhibit even stronger metallic properties.
Consequently, the metallic solution works better
for the general cases n#1.

IV. ELECTRON-SPIN SUSCEPTIBILITY

In this section we investigate the enhancement
of spin susceptibility in the metallic phase. In
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the presence of a small external magnetic field,
H,, let {L antiparallel-spin electrons reverse
their spins; N(4)=(3+¢)L and N(¥)=(3 = ¢)L. The
value of ¢ will be determined by the minimization
of free energy of the electron system in the mag-
netic field, which then gives the spin susceptibili-
ty.

Before formally deriving the susceptibility, it -
is instructive to describe the effects of electron
correlation in physical terms. In our correlated
system there are two contributions to the sus-
ceptibility. One is from the itinerant properties
of the electrons (“Pauli type”) and the other is
from their localized properties (“Curie type”).
The intra-atomic Coulomb repulsion reduces the
electron hopping probabilities by a factor D(T),
which results in a narrowing of the bare energy
band. The density of states or the effective mass
is then enhanced by a factor D(T)™. Therefore,
besides the Stoner enhancement factor, the con-
tribution from the band electrons should be en-
hanced by a factor D(T)™!.

The optimum number of double occupancies
v(T) changes with the applied magnetic field, as
a result of flipping ¢ L spins. In other words, the
applied field increases the number of unpaired
localized electrons. The enhanced Curie-like
contribution from such unpaired spins is entirely
due to the intra-atomic correlation. However,
the localized and the itinerant contributions are
not independent events. We cannot separate the
electron system into two unconnected parts and
say that one is localized and that the other is de-
localized. We have only one system of electrons
which can only be properly described by a dual
itinerantlocalized picture.

With applied magnetic field H, the free energy
is given by the expression

2
F,(cH,T)=F, (T) - 2 gl ¢ + 2222
Xo(T)

_ X(DU[1+U/20(T)]
><<1 203[1+U/U(T))? >§’

(39)

where x,(7) is the Pauli spin susceptibility per
atom at U=0. We determine ¢ from 8F, (¢H,T)/
98¢ =0. Then the susceptibility in a correlated
system is

Xs (T) =nx(T)Xo(T); (40)
where the enhancement factor is

1- X (TU[ 1 +U/2U0(T)]> o
2u3[1+U/UL(T))?

m(0) =0

(41)

At T'=0 the enhancement factor n, reduces to the

O o+ v
0 0.5 'KBT/A

FIG. 3. Enhancement factor for the spin susceptibility
vs temperature (ny —~1 as kpT/A— ).

Brinkman-Rice® formula.

Figure 3 shows the enhancement factor as a
function of the temperature. At sufficiently high
temperature, the electrons become weakly cor-
related and so 7, approaches one. As the tem-
perature is reduced 7, becomes large for values
of A/U close to the critical ratio. As indicated
in Fig. 2, the computed ¥(7T) has small uncertainty
at low temperature. This uncertainty of course
introduces certain error in the n,. However, the
error is small and will not affect the over-all
picture. Yet one should be aware of the fact that
for A/U<0.85 and kzT/A< 0.015 the antiferro-
magnetic state sets in. In this magnetically or-
dered region our model is no longer valid.

V. KNIGHT SHIFT

In order to investigate the effect of electron
correlation on the Knight shift, we have to cal-
culate the spatial distribution of the o-spin elec-
trons in a highly correlated metal. The standard
derivation starting from the correlated trial func-
tion is very tedious, but the same result can be
obtained easily through the use of Eq. (27). Then
the density of the o-spin electrons is simply

p(T,0,7) =Zk n(T, 0, k)| 9, )|, (42)
where ¢, (r) is the Bloch state. Let us define
pr) ; | 9, )2 (43)
and
2\ _ ___l__ 4 2
(b e = Fryae 20 101, (44)

where £(€) is the density of states and the primed
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sum is restricted to those Bloch states which
have the energies between € and € +de. Substi-
tuting Eq. (27) into Eq. (42) we have

p(T,0,7)=Dla, uT)) [ E(OF(T, (| 4y (")?) o de
+[1=D(a, UTNIA(). (45)

The spatial distribution of electronic spins is
E(Ta T) =P(T, f"y')._.p(T’ *y 'r)- (46)

We will consider the special case of one electron
per atom with no magnetic ordering. The external
magnetic field H, for ordinary NMR experiments
is of the order of 10* G, and gives rise to a mag-
netic energy per electron much less than the Fer-
mi energy even near the metal-nonmetal tran-
sition. With such applied magnetic field, Z(T, )
is readily obtained as

Z(T, 7) =n (DX DH (| 9 )N ¢ (47)

where

i ) X{TU[1+U/2U(T)]\ ~*
T)K(T)—D(T)nx(T)_<1_ 2u§[1+U/U0(T)]2>

(48)

The Knight shift is defined as aZ(T, »)/H,, where
@ is a crystal-structure-dependent numerical
factor. For cubic lattice a = ;avr. We therefore
obtain the Knight shift in strongly correlated met-
als as

K (T) =ng(T)K(T), (49)
where
Ko(T)=axo(T)(| 4 ()% e, (50)

is the Knight shift in an uncorrelated system.

Nk

ol_. \ R
0 0.5 I Kgl/A

FIG. 4. Enhancement factor for the Knight shift for
different values of A/U indicated by the numbers.

The enhancement factor for the Knight shift
Ng(T) is shown in Fig. 4. The restriction on the
validity of this result is the same as that of
Ny(T). Though nx(7T) and n,(T) have the same
characteristic features, n(7) is less than 7,(T)
by a factor D(T). The explanation is as follows:
The susceptibility and the Knight shift are en-
hanced due to the increased unpaired spins. As
the number of unpaired spins increases, the
electrons also become more localized. Since the
Knight shift is essentially caused by the additional
magnetic field generated by the conduction elec-
trons at the nuclei, the localization will lower
the additional magnetic field and thus reduces
the Knight shift. In our model, the localization
of the conduction electrons is measured by the
bandwidth reduction factor D(T). Therefore,
Ng(T) is less than n,(7T) by a factor D(T). De-
pending on the taste, one may find another equiva-
lent explanation: Both the Knight shift and the
susceptibility are enhanced through the enhanced
density of states at the Fermi surface. However,
the corresponding band narrowing only reduces
the Knight shift by a factor D(7). This important
feature is in accord with the experimental results
of the doped semiconductors, and we will discuss
it later in Sec. VII.

VI. ELECTRONIC SPECIFIC HEAT

The electronic specific heat also contains the
same two contributions as the susceptibility. If
only single-particle aspects are considered, one
would expect the specific heat to be increased by
a factor [ D(T)] ™! due to the enhanced density of
states, as suggested by Brinkman and Rice.® How-
ever, with increasing temperature the electrons
become less correlated and so results in a less
enhanced density of states. When one considers
this effect together with the thermal excitations
of the electrons in a self-consistent calculation,
the enhancement of the specific heat gets more
complicated. One can arrive to the same con-
clusion from considering the motion of electrons
in the real space. As the temperature is raised,
electrons gain more kinetic energy. On the other
hand, it creates more doubly occupied atoms each
of which costs an energy U. Consequently there
is a delicate interplay between the band and the
localized contributions in the present model.

From the energy per electron

E, (T) = D(TYE(T) + TV, (51)

the specific heat of a correlated electron system
is obtained as

n 2 2
co(n= 2l -percyn - BELETL, 62)
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CelT/Kg

FIG. 5. Electronic specific heat in the metallic phase
where the metallic solution is valid. The dashed curve
is for the uncorrelated electrons.

where Cy(T) is the specific heat for U =0. Since

9E,(T) _ 3E.(T)

aE  (T) v
4 —=Ll2
oT oT v(T) ov

r 8T’

the slope of the v(T)-vs-T curve for constant

A/U plays an important role in the electron cor-
relation effect on the specific heat. As indicated
in Fig. 2, the metallic solution may introduce

a non-negligible error in 8v/87T in the region

to the left-hand side and below the curve B.
Therefore, this region is excluded from our com-
puted specific heat plotted in Fig. 5. The dashed
curve is the specific heat C,(T) of an uncorrelated
electron gas. Under the condition that our model
is valid, an enhancement of the specific heat is
observed. One should note that the enhancement
is much less than 7,.

Another way to view the electron correlation
effects on the specific heat is to compare the
energy E_ (T) with the energy per electron in the
Hartree-Fock approximation £, (T). For fixed
A/U,E (T)< E 4&(T) at all temperatures due to the
restriction on the number of doubly occupied atoms
by correlation. However, E, (1)~ E(T)~ U
as T—=, Accordingly the specific heat must be
enhanced.

In the region to the left-hand side and below
the curve B of Fig. 2, we find C, (T)< C,(T) when
kgT/A = 0.11. This can be understood from
Mott’s” conjecture as illustrated in Fig. 6. This
figure shows schematically three different density
of states. The split-band Mott-Hubbard type of
density of states (dashed curve) is associated
with the single-particle excitations of current

carriers. The excitations from the lower band

to the upper band correspond to the creation of
double occupancies. We may say that our metallic
solution refers to this kind of density of states.
For kT smaller than the pseudogap, C,(T)<C/(T)
because the gap suppresses thermal excitations
and hence v(7T) increases very slowly with 7. For
kg T greater than the pseudogap thermal excita~
tions readily take place and the specific heat gains
from the enhanced density of states in the upper
band. However, collective excitations like pa-
ramagnons are ignored in our model. Their den-
sity of states is the dotted curve in Fig. 6. At

low temperatures the collective excitations should
give a large contribution to the specific heat in

a strongly correlated metal. The third density

of states represented by the solid curve refers

to the free electrons.

VII. DISCUSSION

We have extended Gutzwiller’s scheme?
for a highly correlated metal to finite tempera-
tures. Our treatment is based on: (i) the general
expression for the total energy in Eq. (16) and
the assumption that only one kind of states con-
tributes to the thermodynamic properties of the
system, and (ii) the metallic solution for the en-
tropy which is justified when the number of doubly
occupied sites v=>0.08. As expected, the vari-
ational approach is found to reduce v at low tem-
peratures. Also at T'=0 our results reduce to
the Brinkman and Rice® formula which does not
depend on the entropy. At high temperatures,
on the other hand, the electron correlation be-
comes less important so the v approaches its
Hartree-Fock value . Our model becomes doubt-
ful when the system is near the metal-nonmetal
phase boundary. As we argued in Sec. III, this
is due to the lack of sufficient knowledge on the
exact quantum states which is essential for the

PEN

’,/ FREE
; /\—\\\‘ ,/ ELECTRONS
/ CURRENT e’

/ CARRIERS N
N/

N
>

v —

£

FIG. 6. Density of states for a highly correlated

metal as conjectured by Mott (Ref. 7).
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determination of the entropy. However, in the
metallic region, especially for A/U> 0.6, our
calculated v(T) is accurate enough for a numerical
computation of the susceptibility and the Knight
shift.

The expression for the spin susceptibility Eqgs.
(40) and (41) is a generalization of Brinkman
and Rice’s previous results® for the zero tem-
perature case. Our xg shows a strong tempera-
ture dependence, a behavior which is in agree-
ment with Mott’s conjecture” for highly correlated
metals as well as with certain measurements on
Si:P.'2° An important feature of Gutzwiller’s
method is the explicit treatment of the localized
electronic properties, as indicated by the fact
that our model is justified even for v(7) reduced
to less than 3 of its Hartree-Fock value. For
those physical quantities which do not depend on
dv/dT, our calculation is reliable within almost
the entire metallic phase if A/U> 0.6. This par-
ticular treatment is missing in Hubbard’s original
Green’s-function decoupling scheme. For example,
Kanehisa and Kamimura®*'?® have used Hubbard’s
approach to compute the spin susceptibility and
found a sharp drop at the MNM transition in con-
trast to the present work. In Hubbard’s scheme
an energy gap opens at the MNM transition and
consequently the susceptibility becomes zero.

In the present approach the enhancement is mainly
due to the appearance of unpaired localized spins.
Our predicted difference between the enhance-
ment factors for the susceptibility 7, and for the
Knight shift n, is supported by the experimental

measurements on Si: P.?%?%27 Fjgure 4 shows
that 1, is less than 10 in the region of our in-
terest. When the electrons become more and
more localized, {| g, #)|?) ey in Eq. (50) starts
to have sharp peaks around ®'P nuclei. There-
fore, the shift of the 3P NMR line is much larger
than that of the 2°Si line. The Knight shift of 2°Si
eventually diminishes when the insulating phase
is approached, as was predicted theoretically
first by Mott.?® Kamimura®® also obtained a van-
ishing 2°Si Knight shift from the Green’s-function
decoupling scheme. His argument is based on
the zero density of states in the energy gap sim-
ilar to what he did for the susceptibility.?*+25
Therefore, Kamimura’s work fails to explain
the large shift of the P line observed under ex-
actly the same experimental conditions.
Apparently it seems that we have been success-
ful in computing the realistic spin susceptibility
and Knight shift. Our results for the electronic
specific heat at low temperatures k5 7/A < 0.11
are, however, disappointing since one would
rather expect enhanced values also for this case.
Our results clearly indicate that excitations of

single-particle type cannot alone account for
the electronic specific heat, but that collective
effects like paramagnons would have to be con-
sidered. We may therefore say that our results
support Mott’s conjectured density of states as
shown in Fig. 6.

One may ask which remedy could be found for
the electronic specific heat. The expression for
the free energy in Eq. (18) and the subsequent
metallic solution Egs. (23) and (24) were con-
structed under the assumptions that only one kind
of states contributes to the thermodynamic prop-
erties and that the energy is sharply peaked at
some particular value £,. As mentioned, such
a construction corresponds to a density matrix

p :; | K)pg( K| (53)

in which pg is defined by the microcanonical en-
semble. Such assumptions may be justified when
dealing with the spin susceptibility and the Knight
shift. In those cases the dominant mechanism
behind the enhancement are the development of
localized spins which can respond freely to an
applied magnetic field. For the case of the elec-
tronic specific heat, however, the collective as-
pects are more important. Evidently the re-
stricted summation in Eq. (53) is an oversimpli-
fication. At finite temperatures there is a set

of magnetic solutions with the same energy as
the nonmagnetic ones. If such states were to be
included the total magnetization is still zero but
the number of excitation modes is increased,
covering the gap in the Mott-Hubbard density

of states as in Fig. 6. This thermodynamic way
of phrasing the problem of collective modes is
similar to Shibaand Pincus’s treatment®® of finite
rings. By including all kinds of states these au-
thors did indeed find an enhanced electronic spe-
cific heat.
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APPENDIX A: MODEL CALCULATION WITH
ELLIPSOIDAL DENSITY OF STATES

We consider noninteracting electrons in a sym-
metric, orbitally nondegenerate band which is
centered at €=0 and has the width A. If the band
is half filled, the chemical potential is then equal
to zero at all temperatures 7. Let p(€) be the
density of states normalized to one. The average
bare band energy per electron is
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Af2
€(T)=~-2 f dep(e)tanh<2k T> (A1)
The corresponding entropy is
S(T) €(T)
=21n2+
B kBT

4 [ " den(e) 1n[cosh< 2]; T)] (A2)

and the electronic specific heat

C(T)——l-—fA/zde ()& h2< <
AT ) pre)e See \ or, 1 )

(A3)

The Pauli susceptibility per electron is
Mz Af2 5 € 4
Xo(T) = -——B-—kBT 'E dep(€)sech (—@:) (A4)

With our particular choice of an ellipsoidal density
of states,

(€)= {(4/m)[ L-@e/aP)Ve it e <ia, o

if | €>3%

the quantities in Egs. (A1)-(A4) are easily eval-
uated at intermediate temperatures by numerical
integration.

At low temperatures they may be expanded as

E(T)= (A/371)(=2+2° — 552% ~ 2=2°), (A6)
S(T)g-ngz(]‘ - 57_522 - 28024)) (A7)
ColT) =3 kpz(l - ;52° = F2%), (A8)

XolT)> 4u3[2 - 32%(L+ 5522+ 2% /18, (A9)

where 2 =27k, T/A. For high temperatures one
obtains

ET) =~ - §az(1 - 122), (A10)
S(T)= 2kg In2 - 3ky2z2(1 - 522), (a11)
Co(T)=zkyz*(1 - 32%), (A12)
Xo(T)= p2 (1 - 52%)/2k, T, (A13)

where 2 =A/4ky T. Because there is only one band
of finite width, the classical limit gives €~ 0 and
C,— 0. For the same reason the classical ex-
pression for x, differs from the corresponding
free-electron gas expression by a factor of 3
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