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The effects of intra (molecular) -site vibrations on the dc conductivity, thermoelectric power, and
one-electron density of states are calculated and studied. The one-dimensional half-filled-band Hubbard
model is coupled locally in space to phonons and the approximation used assumes that the
electron bandwidth is small. The one-electron density of states is Gaussian broadened in energy, even
for zero bandwidth and zero temperature. Consequently there is a finite density of states at the Fermi
energy (in the Mott-Hubbard gap). As temperature increases, the separate peaks in the density of states
become less discernible. The dc conductivity exhibits a rounded maximum as a function of temperature
and falls off as T %2 at high temperature. At very low temperatures, below a region of thermally
activated behavior, the conductivity begins to rise and diverges as T ~'. This behavior is shown to be a

consequence of both the electron-phonon coupling and the strong electron-electron interaction. The
thermoelectric power is formulated for the strongly interacting model system and it is found that it
vanishes—a result that appears to be a consequence of the particle-hole symmetry of the half-filled

band.

I. INTRODUCTION

The electrical properties of the high-conductivity
tetracyanoquinodimethan (TCNQ) salts'2 are not
easily understood. There are now at least four
salts® that display a thermally activated conductivity
at low temperatures, followed by a rounded maximum
at higher temperature and thena decrease according
to some inverse polynomial in temperature. There
is no adequate microscopic description of either the
low- or high-temperature regimes of these mate-
rials. However there are several distinct models
that have been applied with limited success. *

The roles of electron-electron and electron-lat-
tice interactions have been of particular interest.
The electron-electron interaction has been con-
sidered mainly in terms of the single-band Hubbard
model.® In addition to possible structural instabili-
_ ties in connection with the Peierls instability, ® the
electron-lattice interaction is of interest in connec-
tion with intramolecular vibrations*” and small
polaron formation. ®

The theory of a single electron in a narrow band,
interacting strongly with intramolecular vibrations,
has been investigated intensively by several work-
ers.® The role of lattice vibrations in a half-filled
band of electrons that are strongly interacting via
the short-range Coulomb interaction has been in-
vestigated more recently. %10

In this paper we consider intramolecular vibra-
tions that are strongly coupled to a very narrow
half-filled band of electrons that would otherwise
be described as a Mott insulator. !! (The quarter-
filled band which is associated® with Ad-TCNQ and
Qn-TCNQ is not considered here.) Although this
study is motivated by the interesting characteris-
tics of charge-transfer salts based on the acceptor

9

TCNQ, no direct comparison with experiment is
given here. In Sec. II the model is defined. The
displaced-oscillator canonical transformation is
applied to it and the partition function in the atomic
limit (zero bandwidth) is obtained. In Sec. II the
one-electron spectral weight function is calcu- ’
lated in the atomic limit. The presence of the
coupling to the vibrational modes leads to long-
range tails in the density of states. In particular,
the density of states is finite in the Mott-Hubbard
gap. In Sec. IV the electrical conductivity is cal-
culated to second order in the bandwidth. The con-
ductivity displays a rounded maximum as a function
of temperature. At high temperatures, the con-
ductivity falls off according to T"32, At very low
temperatures the conductivity diverges as T"%;

this result is discussed.

In Sec. V the thermoelectric power is calculated.
An expression for the energy current of the model
is formulated in site-space. It is found that the
thermoelectric power vanishes. This result ap-
pears to be a consequence of particle-hole symme-
try of the half-filled band. In Sec. VI, the results
of Secs. II-V are summarized and discussed.

II. MODEL

The model Hamiltonian for a narrow band of elec-
trons coupled to intramoelcular vibrations is writ-
ten as follows:

H=H, +H,+H', (2.1)
where H,, is the single-band Hubbard Hamiltonian®
given by

Helz—b Z; CL,C““%-UZ Nir My, o
1

i,6,0

(2.2)
Here C!, (C,,) creates (destroys) an electron on the
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ith molecular site with spin ¢ and these operators
satisfy the usual anticommutation relations; n;,
=C!,C;s; U is the bare intramolecular Coulomb
repulsion; b is the one-electron intermolecular
hopping energy. The hopping range is assumed to
extend to nearest neighbors only and the & sum is
over the nearest neighbors of the ith spatial site
(the summation on 7 is over the entire lattice). Al-
though the one-dimensional case is of particular
interest with regard to the TCNQ salts, the results
we obtain are straightforwardly extended to higher
dimensions.

The phonon Hamiltonian H, is taken to be an
array of dispersionless Einstein oscillators and
is written

Ha=3 0D (P1+QY). (2.3)
In Eq. (2.3), Q is the frequency of the Einstein
oscillators and P; and @; are the usual (dimension-
less) momentum and displacement coordinates, re-
spectively, and describe the vibrational motion of
the ith molecule. The usual commutation relations

[Qi P,]=iby, [Qi @;1=0, [P, P,]=0,

are obeyed.
The interaction between the intramolecular vibra-

tions and the electrons is contained in H’. This
is given simply as
(2. 4)

H'= Vzi; Qi(n;, +n;,),

where V is an appropriately defined coupling con-
stant with dimension of energy. The interaction
couples the electronic density on the ith site lin-
early to the displacement coordinate on that mo-
lecular site. The on-site interaction plays an im-
portant role in small polaron theories® and is an
essential piece of the electron-phonon interaction
in a narrow-band system.

We assume that the Peierls instability is quenched
by the strong intrasite Coulomb repulsion. While
it is true that an infinitesimal electron-phonon cou-
pling will lead to a Peierls instability for a nonin-
teracting half-filled band of electrons, ® this is no
longer the case when the electron-electron interac-
tion is taken into account—even in one dimension,!®
Physically, the concomitant electronic charge den-
sity wave associated with the Peierls instability
forms at the expense of the short-range Coulomb
repulsion. If the latter is sufficiently large, then
the former is quenched. This is true even at zero
temperature. *°

We shall consider the regime in which the hopping
parameter b is the smallest energy in H. Accord-
ingly, we define a zeroth-order Hamiltonian by

Ho=H+b 23 Cl,Cyrpe=Ulsmymy,
1,6,0 i
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LT Qi +ni) +3 AT (P1+@D).  (2.5)
i i

H, is the sum of single-site Hamiltonians, and fur-
thermore its ground state and thermodynamics are
solvable as well. The method of solution is well
known from the small-polaron problem® and its ex-
tension to include the first term has been given
before. 1°

We write

Hy=Unyyny, +VQy(nyy+m,) +20PF+Q7)  (2.6)
and define

hy=e®SHie S 2.7
where

s:Z‘) Pi(ny,+ny,); (2.8)
then for

b=-V/Q (2.9)
h; has the form

hy=(U=T)nyn;, -3 (ny, +n,) + 39P% +Q%),

(2.10)

with

r=v¥/q. (2.11)

S is just the generator of the displaced oscillator
canonical transformation. #; is the canonically
equivalent single-site Hamiltonian written in terms
of the original electronic and vibrational coordi-
nates. 0 is chosen to eliminate the linear elec-
tron-lattice coupling. The vibrational Hamiltonian
is unchanged, but in the electronic Hamiltonian U
is replaced by U -T" and there is a shift in the one-
electron energy levels on the molecules by - 3T,
(The latter represents the small-polaron binding
energy. )

From Eq. (2.10) the ground-state energy E(N)
of H, is easily calculated as a function of the num-
ber particles. The ground-state energy of the
half-filled band is

E(N,)=-3TN,. (2.12)

Here N, denotes that the number of electrons is
equal to the number of sites. We also obtain
E(Ny+1)=U-T —=3(N,+ 1)I" and E(N, -1)= - 3(N,
-1)I'. We follow Leib and Wu!? and define

ps =E(N,+1) =E(N,)=U - 3T (2.13)

and

pe=ENN,) -E(N,-1)=-3T, (2.14)

The gap related to the addition and removal of an
electron about the half-filled band was then given
by py - pe.

In this case, we have
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Py —pe=U=-T. (2.15)

As we expected, this gap is just the effective
electron-electron interaction on a site. The non-
vanishing of p, — i, in the limit Ny -~ has been
used!? as a criterion for insulating behavior in the
ground state. We shall return to this point later.

The thermodynamics of H, is also straightfor-
ward. The ground-state partition function Z is
given by

Z= Tre-B(Ho—uNop) = Tre-B(h- uNgp) .
Here p is the chemical potential and N, =2;(n;,
+n;,). The last equality is obtained by using the

invariance of the trace and N,, with respect to the
canonical transformation. Z is then written

Z=thZe1’ (2.16)

where

z,,,:rrexp[ < 23 (P? +Qi)] (2 cschz BQ)Ys
and

(E Z;exp[ (U -T)n,n,

nt=0 ni=0

1 Vs
+B(p +3T)(n, +n.)]>

= (1 +zeB(u+l‘/2) +eB(2u+2I‘-U))”s (2. 18)

The condition that the number of electrons is equal
to the number of sites can be expressed as (N,,)
=N, where the brackets denote

=B(h=uNop)
Tre °»’N,,

Noy) = Tre P #fop

(2.19)
Z,, factors out of this expression and one obtains

(Ngp) = InZ,, . (2.20)

3(3 )

One easily sees that the number condition is satis-
fied by setting

p=3U-2T). (2.21)
Z,, is then given by
Z,, =[2(1 + eXU=D2)]Ns (2.22)
It is convenient to define
Uu,=U-T, (2.23)
=U-2I, (2. 24)

since these combinations will occur repeatedly in
that which follows.

III. SPECTRAL WEIGHT FUNCTION

The one-electron spectral weight function Af;(w)
is defined!® as

G = [ dre({C(), Clo}) . 3.1
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The operators evolve in time 7 according to C;,(T)
=e'#7C,, e"#7 and the brackets {, } denote the anti-
commutator.

For a homogeneous system the electronic density
of states at frequency w is conveniently related to
the spectral weight function by

p°(w) = (2m) A% (w) . (3.2)

In the atomic limit (b—~ 0), Hubbard® showed that
for the half-filled band of H,; [Eq. (2.2)],

p°(w) = 26(w) + 26(w - V) ; (3.3)

we see that the density of states is given by two 8-
function peaks, one at w=0 and the other at w="U.
This form of the density of states (i.e., two clearly
separated nonzero regions) provides the basis for
regarding the Mott insulator as a particular type
of split-band (or two-band) model with energy gap'*
U (the so-called Mott-Hubbard gap). Although the
analogy may be a useful algorithm offering some
insight, one must be cautious of the fact that the
gap in the noninteracting two-band model is pro-
duced by the electron interaction with the periodic
crystal potential and that for H,, the Mott-Hubbard
gap is due to electronic self-correlation. We also
note that the existence of somewhat sharp, well-
separated peaks in the density of states with negli-
gible weight between the peaks is usually regarded
as the hallmark of the insulating state, and con-
versely that the overlapping of peaks, or existence
of substantial weight between peaks is suggestive
of a metallic description.

In this section we calculate and study the modifi-
cation of the density of states (in the limit - 0)
given by Eq. (3. 3) due to the presence of the elec-
tron-phonon interaction as described by Eq. (2.1).

We write the thermal average in Eq. (3.1) as (for
brevity we write N,, as N)

([Cio(T)Cle +Cla Cio(MD
Tre'ﬂ(}lo'uN) C.AT , CT
- Tre_m,i_;gv(, L Cld (3.9
We have
Cic(T) = eiﬂo'rctoe-iﬁof = Cioe-i(Uni-u+VQ;)‘r , (3. 5)
and consequently
{cia(T)’ C}.a}zéije-“v"i-u*voih; (3- 6)

in Eq. (3.6), 3;; denotes the Kronecker 6 function.
In Eq. (3.5) we have treated the time dependence
of @; to lowest order. This short-time expansion
leads directly to Gaussian behavior in the frequen-
cy variation of the spectral weight function and
conductivity. Although the exact time dependence
in Eq. (3.5) can be easily obtained, the resulting
form of the frequency behavior of the spectral
weight function of the single Einstein oscillator is
somewhat pathological from the point of view of
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describing the vibration relaxation associated with
the modes of a TCNQ molecule. The short-time
expansion is then taken to represent the relaxation
of the molecule and the energy parameters of the
Einstein oscillator should be regarded as charac-
teristically typical energies for the relevant vibra-
tional modes.

The thermal average is again a single-site aver-
age and it is also useful to perform the displaced
oscillator transformation given by Eq. (2.6)—(2. 11).

We obtain
Tre-B(Ho-uN) e itUni-g +VQpT
~B(Ho~uN)

Tre
Tre~ Blh=u(ny+ny)] e-l( Unug+VIQ=(V/Q) (ng+n.g) 1}t

3.7
= Wh-u(u,m,)] ’ ( )

here the spatial-site indices are omitted since the
average refers to a single site. The right-hand
side of Eq. (3.7) is factored according to

(e-ivof)m@-i(tlln.,-r‘nq)-r >ﬂ; (3. 8)

here we have used Egs. (2.11) and (2. 23) and de-
fined the averages with respect to the separate vi-
brational and electronic coordinates by

- - - 2,0%7 .-
(e “,QT>nhEZpl}l TI‘(G A(Q 2P+ Q )]e lVQ‘r) (3. 9)
and
<e-i( Usn., -I‘nt,)‘r>el EZ;} Tre'B[UI""‘"(l/Z) Up(ng+n,)]

X g~ i Unag=Tng)7 .

(3.10)

Equation (3. 9) can be straightforwardly evaluated®
and gives

(VT | = gmST2 (3.11)
where
S=3V2coth(8/2). (3.12)

Equation (3. 10) is also easily evaluated and gives
(e~i( Ulﬂ-g"r"q)'r)el =[2(1 + eBUI/Z)]-l

X(l +est11/2-it/1'r+ eBU1/2+iI‘r +e'”’2"’) ) (3‘ 13)

We now combine Eqgs. (3.1), (3.4) and (3. 6),
(3.11) and obtain

A?J(w)=2(—1;5;”nr1755f dr eter-(sr?

><(1 +eBlll/Z-lU1‘r+eBUl/2+ir'r -iUzT)

+ée

5, 72 .2
= s ~w/2s | ,BU1/2
a +e“172)(2s) (e e

X g~ (w=UPP[2S | oBU) 2p=(wsTIP 28 | e-(w-Uz)z/ZS)

(3.14)

We see that the spectral weight functionistempera-
ture dependent and is comprised of four Gaussian-
broadened peaks centeredat w=0, Uy, — T, and U,.

Let us look at the spectral weight function in
some interesting limits.
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A. V-0
In the limit V'~ 0, we use the identity
Lim (n/a)! %/ < 7(x) (3.15)
o=
and recover
Ay (w) = 276,,[36(w) +38(w - V)], (3.16)

the result obtained by Hubbard °[Egs. (3. 2)and (3. 3)].
B.T->0

For the limit T~ 0 we see from Eq. (3.12) that

limS=%V2, (3.17)
T-0

Equation (3. 14) becomes

Agj(w) = 6‘j(w/v)l/2(e-(w-vl)z/V2 + e-(wol")z/Vz) X

(3.18)
We see that the electron-phonon coupling leads to
a broadening of the 6-function peaks even at zero
temperature. One also notes that the peaks that
correspond to w=0 and w="U in the absence of V'
are shifted by —I'. Equation (3. 18) evolves with
increasing V from two well-separated Gaussian
peaks centered at w= -T and w= U, for V< U to
one broad peak centered at w= ~T for V> U, In
both of these cases the widths of the peaks [full
width at half-maximum (FWHM)] are proportional
to S*2, In the further limit B << 1 the widths are
proportional to (kT)!/2,

C. §—>o

As S— = either through V—~= or T—=«, the spec-
tral weight function loses all distinctive features
and is comprised of a rather uniform background
onany frequency scale that is small compared to S'/2,

In addition to the two peaks centered at w=~-T
and w =~ U, in Eq. (3.14), two additional satellite
peaks centered at w ~0 and w ~ U, become appre-
ciable for %BUI"' 1. The appearance of these peaks
can be understood simply as follows. The spectral
weight function measures the probability amplitude
of adding or removing an electron at a resultant
energy change of w to the system in thermal equi-
librium. Interms of the single -site processes rele-
vant tothe problem at hand, there are four possibili -
ties: (i)addition ofanelectrontoa site already oc-
cupied by an opposite-spin electron; (ii) removal
of an electron from a singly-occupied site; (iii)
addition of an electron to an empty site; and (iv)
removal of an electron from a doubly-occupied
site. Processes (iii) and (iv) will be unimportant
for kT < U,, since doubly-occupied and empty sites
will be negligibly populated in the half-filled band.
On the other hand, processes (i) and (ii) will be
relatively important at all temperatures. The en-
ergies associated with those processes can be iden-
tified with the peak energies in Eq. (3.14) on sim-
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FIG. 1. Spectral weight function is plotted against
frequency, both in dimensionless units and for the choice
of parameters discussed in the text. Curve (1) gives the
spectral weight at zero temperature and curve (2) is for
the case kT=S. On the x axis, the arrow indicates the
position of the chemical potential and the heavy dots (at
x=0 and x=1.25) indicate the positions of the 0 functions,
Eq. (3.16), in the absence of the electron-phonon coupling.

ple physical grounds. In order to obtain these re-
sponse energies we need to know the interaction be-
tween the added (or removed) electron and the po-
larons of the interacting system. Equation (2. 10)
provides us with the polaron-polaron interaction
and also the small polaron binding energy. The
latter gives the amount energy (- 3T per electron)
associated with the dressing of the bare electron
by the vibrational field. This fact provides us with
a method of calculating the energy change in adding
or removing an electron from the polaron system.
Namely, we add or remove a polaron, calculate the
energy change from Eq. (2.10), and then, remem-
bering that we are adding a barve electron, subtract
or put back one electron’s worth of small polaron
binding energy. Hence process (i) gives a small
polaron change of U, —%1"; however, since we are
adding an electron and not a polaron, we must sub-
tract the small polaron binding energy [ - (- zT)]
and obtain the energy change of just U;. In a simi-
lar fashion, we find that processes (ii), (iii), and
(iv) correspond to energies —I', 0, and U,, respec-
tively. This argument makes clear on physical
grounds the origins of the various terms in Eq.

(3. 14) and will provide a helpful type of reasoning
for the analysis in the later sections.

In Fig. 1, A;(w) against w is plotted for kT =0
and kT =Q. The energy parameters are chosen
such that I'=Q=3U,. These values give the be-
havior of Af;(w) in an interesting case and may not
be an unrealistic value for some TCNQ salts. We
see that since U, =U -T [Eq. (2.23)], we also have
in this case U=5%. Thus for 2~0.1eV,® U has a
not untypical value that is associated with TCNQ
salts provided that it already includes a renormal -
ization from the electronically polarizable donor
molecules!® (in particular for the highly conducting
TCNQsalts). The choice I'' = Q is rather arbitrary but
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is representative of the interesting intermediate-to-

strong coupling regime of the small polaron model.
The spectral weight function and frequency vari-

able are plotted in dimensionless units according to

a(x) =[U,/4(m)2]A% ()

and x=w/U,. At kT =0 (curve 1), the spectral
weight function is comprised of two peaks as given
by Eq. (3.18). We see that the value of a(x) mid-
way between the two peaks (at x= 3 is approximate-
ly 0.004 times the values at the maximum peak
heights. We note that x=% corresponds to w=p.
The FWHM for each peak corresponds to an energy
width = 0.42U,. We can define an energy gap
G(FWHM) as the energy difference between the low-
er edge of the upper peak and the upper edge of the low -
er peak, both at the half-maximum value of the spec-
tralweight function. Atk7T=0, G(FWHM)= 0. 84U;.

On the other hand, for T =§, the spectral weight
function (curve 2) shows the effects of appreciable
thermal broadening. The spectral weight between
the two peaks is now much greater; a(3)/a(1)
=~0,191. Also the FWHM is about 0.64U, and
G(FWHM)= 0. 55U,.

The main results of this section are that there is
finite spectral weight at the Fermi energy even at
T=0°K, and that the peaks in the spectral weight
function broaden with temperature. This latter
feature allows us to define (but by no means unique-
ly) an effective gap G(FWHM) in the density of
states. This gap has the property that it decreases
with temperature and vanishes at a certain tem-
perature. We discuss the significance of this be-
havior of the spectral weight function in Sec. VI.

IV. ELECTRICAL CONDUCTIVITY
The electrical conductivity is calculated from

_ tanh(z Bw)

o(w) = 5T J:”d‘re“"'([JJ(‘r)ﬂp-J('r)J]),

(4.1)

which is an expression for the real part of the elec-
trical conductivity written in symmetric form.!” L
is the crystal volume,

Tr(e-ﬂ(ﬁ-uN)JeiHrJe-iH'r)

(JJ( T)) = Tre-B(H- uNy ’

(4.2)

and (J(7)J) =(JJ(~T)). J is the current operator,
given by

J=ieb E (Ri —Ri+6)C¥aCi+ﬁuy (4- 3)

1,06,0

where R;, R;,, are components of the lattice-site
position vectors parallel to the external electricfield.

If Eq. (4. 3) is substituted into Eq. (4.2), (JJ(T))
becomes
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|

() = -0 T (R, - Ruso ®,

6,7
0y0°

Of course, the difficulty in evaluating the traces
comes from H in the exponential. However, as we
have seen, in the absence of the electron-hopping
term, H=H, is a simply solvable problem and the
traces can be straightforwardly evaluated. The
hopping term is treated approximately and this
is in the correct spirit of the problem, i.e., the
transport properties of the narrow-band Mott semi-
conductor. The hopping parameter b appears ex-
plicitly to second order, since each current opera-
tor in the Kubo formula is proportional to the hop-
ping parameter.

With H set equal to Hy in Eq. (4.4), the tech-
niques used in calculating the spectral weight function
inSec. III can be used to evaluate the conductivity. In
particular, withthe help of Eq. (3. 5) (JJ(r)) becomes

(JI(T)) = €2b? § (R; =R y,)(R; —R;,,)F(1), (4.5)

6,7
ay0°

where
F(T) =z Tre-B(Ho- uN)Cchi, ocei(lln,-,nVQ;)'r

=-i(Un * 4V
X C;c'e byyots Ql’y)clwo' ’ (4- 6)

and Z is given by Eq. (2.186).

Since Hj is the sum of single-site Hamiltonians,
F(7) is equal to zero unless i+6=1, i=l+y, and
o=0'; that is,

F(T) =Z-164+5, 161,14-7500' Tr(e-B(HO-uN)nio(l ""lu)

X ei(Un;..,+Vo,)'re-i( Un‘_qd’ai)‘r) , (4. 7)
=845, 104, 147 O0gr (1 = 155)€’  UMi=0*V A0)T)
X (nioe-i(l/n‘_‘rﬁVQ{)‘r) . (4. 8)

Here again, the angle brackets denote the thermal
average. In particular, the first term of Eq. (4. 8)
becomes

«1 - nw)ei(vnz-,oVQx )-r>

~B(H 1 (nyeny)) i{(Unag+V
_ Tr(efHor®enmddg _p )l UtV )
= Tre-ﬂﬂé-u(n.m,ﬂ

Tre-B(h- wingeny) )(1 - nc)ei(vn_aov( Q-(V/Q)(nyeny)T)

Tre Pt~ £+, 3)

= <e{VQ1->'h<(1 _ nq)ei(tlln.q- r'n,,)-r)ex . (4.9)

The thermal average of the electron term is evalu-
ated to be

«1 _ nq)e!(llln.q- r‘n,)-r)el =(1+ eiUl‘reBU!/Z)/Z(l + eBUI/a) .
(4.10)
The electronic contribution to the second term of

=Ry, Tr(e”* "M ¢ Oy 0neHTClCopere™ )
Tre *#- 2 :

(4. 4)

{

Eq. (4. 8) works out to be

(nqe-i(t/,_n_ -r‘n(,h-)el - ei I‘T(e-illl‘l’+ eBUl/Z)/z(l + eﬂ 01/2) .

(4.11)

We combine Eqgs. (4.10) and (4. 11) with Eqgs.

(4.5)~(4. 8) and use Eq. (3.11) and then obtain,

after a straightforward integration in Eq. (4.1),

(_w_)‘/z tanh(3pBw)

4 w

X(ZeBUI/Ze-(uNl")z/‘iS

2 2,2
e“a’b
U(w)=(—1‘+ew,/z)z

2,
4w US| Uy p=wr NP as

(4.12)

In Eq. (4.12), a is the lattice spacing and n=Ng/L.
For a single linear chain L =Nga; for a three-di-
mensional crystal which can be regarded as being
composed of many parallel chains (e.g., TCNQ salts)
oflength N,a, L =N,aZ, where T is the cross-sec-
tional area of the solid perpendicular to the chain axis.
Inthelimit V- 0, Egs. (4.12)and (3.15) imply that

+terms with w—~ - w).

lim o(w) = ———gm—g-naaeabz
V0 (1 +ePY%)
BU _
X(Zﬁe""/zﬁ(w)+e 1

X[6(w +U) +6(w - U)]).

This is the result obtained by Bari and Kaplan® for

the Hubbard model in the absence of the electron-

lattice coupling. Upon comparison of Eq. (4.13)

with Eq. (4.12), one sees that the d-function peaks

of the former become Gaussian peaks in the latter.
The dc conductivity is given by

2,212 1/2
o=limo(w)= %(4%) (2eBU1/2e- r’ s

w=0

(4.13)

+ethns + Bl 1AS) (4.14)

The leading terms at high temperature behave as
o~ Cy8%/%-C,p%/2, (4.15)
where
C,/Cy=3[T +(U}/T)]

This is to be compared with the case V=0 (Ref.

18), for which the leading term is proportional to 8.
The limit T 0 is at first somewhat surprising;

namely, c—~>=, However, as we shall discuss be-

low, this behavior is understood quite readily in

terms of the very nature of the Mott semiconductor.
In Fig. 2, the dc conductivity is plotted against

temperature for the same values of parameters
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chosen in Sec. II (I'=2=3U,). The following di-
mensionless variables are introduced:
1

U=EBQ

and

(4.16)

QU
%= 81117511ebazb2 g

1
- 1.)((51tanhll,)))”2 (2etv-tanbv/2 | o=Otanhu/2
+e

8u=25tanhv /2 )

+e (4.17)

Except for very low temperatures, the conduc-
tivity versus temperature exhibits the same gross
features already seen in Ref. 18; i.e., 0 is expo-
nentially small at low 7, has a rounded maximum,
and falls off according to an inverse power-law at
high T. For the given choice of parameters the
maximum in ¢ occurs for kKT=0, 3U,, slightly less
(apart from the renormalization U— U,) than the
value obtained in Ref. 18.

The very low-temperature divergence of o is
seen [from Eq. (4.14), (4.16), or (4.17)] to come
from the last term in brackets. From Eq. (4.12),
we see that this term can be associated with optical
peaks (Gaussian broadened) at w=+U. In the limit
V-0, we see from Eq. (4.13) that these peaks be-
come 0 functions and do not contribute to the dc
conductivity in that case. However, for V#0 the
long-ranged Gaussian tails extend down to w=0 and
give a contribution to o that is proportional to
eU?/AS_ The interesting point is that the contribu-
tion from this term in Eq. (4.13) does not vanish
as T—0, unlike the contributions from the first two
terms. .

This behavior can be understood as follows. In
an ordinary noninteracting two-band model of a
semiconductor, dc current is carried by thermally
activated electrons in the upper band and thermally
activated holes in the lower band. Optical proper-
ties (w #0) arise from the mixing of the wave func-
tions of the lower band with those of the upper band
by the external electric field. These facts are of

§

-

o &

0.01 e

- L L ! s s L L A
[ 2 3 4 L] [3 7 8 9 o

y-l
FIG. 2. dc conductivity in dimensionless units [Eq.
(4.16)] is plotted against v1=2pT/Q for v1>0.10. As
vi—o, goxv. There is a broad minimum in the range
0.10<» 1< 0.35 with 0~ 10,

L]
o.io
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course well known., With this perspective let us
now turn to the Mott semiconductor. The analogy

between the noninteracting two-band system with
crystal structure gap between the full and empty
band and the single half-filled band with a correla-
tion (Mott-Hubbard) gap that splits off half the
states to higher energies is well known. The cur-
rent operator for the Hubbard model can be written
in a certain type of two-band notation. ! We are re-
ferring to the decomposition of the creation and de-
struction operators according to the projection
operators #n;., and 1 —=n;_,. We write

Cic=Cio1+Ciou, (4.18)
where

Cini=(1-7n;5)Cy
and (4.19)

Ciou=1i-sCic -

C s (C;ig) has the interpretation that it destroys an
electron on a site that does not (that does) contain
an opposite-spin electron. In the limit =0 for the
Hubbard model, these operators have the further
interpretation that they destroy electrons in either
of the “bands ” (lower and upper, respectively) as-
sociated with the two 0-function peaks in the spec-
tral weight function.?® The interpretation is no
longer precisely correct when b#0 (see Ref. 19
for details) but has had great intuitive appeal for
very narrow bands. In terms of the operators we
can reexpress the single-band current operator
Eq. (4.3) as

J=ieb § (Ri =R e)(CloiCirs on
o

+C¥atci+601 +C§cruci+6 ol +Ctulci¢b uu) . (4- 20)

The projection-operator decomposition leads to in-
terband hopping terms in Eq. (4.20), in analogy to
the interband hopping terms due to interband dipole-
moment matrix elements in the noninteracting
case. The four terms in Eq. (4. 20) relate to con-
ductivity due to thermally excited electrons (first
term) in the upper band, conductivity due to ther-
mally excited holes (second term) in the lower
band, transitions of electrons from lower band to
upper band, and vice versa (third and fourth
terms). Of these four terms, only the third gives
a contribution to the conductivity at T=0°K. In the
absence of the electron-phonon interaction this
process requires an energy U, but due to the over-
lap of the long-range tails of the upper and lower
bands (Fig. 1) in the presence of V, the dc conduc-
tivity does not vanish as T— 0°K. We note that if
the limit T— 0°K is taken first in Eq. (4.12), the
low-frequency conductivity goes as w™! rather than
6(w), the latter being characteristic of free accele-
ration behavior.
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We now briefly study the dc conductivity in the
case of an attractive on-site interaction: U,;<0. In
-this case the electronic ground state is not the Mott
insulator but consists of doubly occupied and empty
sites. An interband transition in this case involves
the creation of two singly occupied sites.

In the limit 2T < |U,| in Eq. (4.14)

o = Bna2e?b?(n/4S)\/2 ¢ UEAS (4.21)

which diverges at T=0°K. This contribution to o
is related to the fourth term in Eq. (4.20) and the
conductivity mechanism is analogous to that related
to the third term of Eq. (4. 20) for the case U, >0.
Note that the concepts of upper and lower in Eqgs.
(4.19) should be reversed for U,<0. We point out
that this mechanism for the conductivity at low T
is not a superconductivity mechanism. On the con-
trary, from the fourth term in Eq. (4.20) we see
that it is pair breaking in the sense that the term
“pair ” refers to the bound spin-paired electrons
on a given site. In the absence of the electron-lat-
tice interaction, the pair-breaking term does not
contribute to the conductivity at w =0 and explicit
pair-hopping21 gives the lowest order (in the band-
width) contribution to the dc conductivity.

The case U, =0 is also worth noting. In this case
Eq. (4. 14) becomes

0 = Bnate?b?(m/4SYV /2 ¢~ TS | (4.22)

For kT >, the exponent becomes I'?/4S—~ I’ /4
and the conductivity is thermally activated (with
activation energy given by the small polaron binding
energy) at these temperatures. For verylowtem-
peratures o againbehaves as 1/T. Also, in the case
of U,=0, the spectral weight function is given by

AT (@) = 5,5(n/28) (e RS 1 g WD S) (4, 23)

This also reflects the fact that the energy gap is
related to the small-polaron binding energy. The
essential content of Eq. (4.22) is familiar from
small-polaron theory?? and can be stated in that
terminology as follows. At low T the conductivity
is band-like; the exponential factor is the familiar
oscillator-overlap band-narrowing factor. At high-
er T the exponential factor becomes a thermal activa-
tion factor and controls the temperature dependence
of 0. This is the small-polaron hopping regime.

V. THERMOELECTRIC POWER

The thermoelectric power of a solid is a useful
transport property to know, since it governs many
thermoelectric phenomena® (e.g., Peltier effect,
Seebeck effect, Thomson effect). In particular, the
Seebeck effect gives a direct measure of the ther-
moelectric power as the ratio of the electric field
in a specimen to the thermal gradient that produces

the field.
The standard derivations® of thermoelectric

ROBERT A. BARI 9

transport properties proceed from a Boltzmann-
equation approach which describes the behavior of
free or Bloch electrons under the influence of elec-
tric fields, thermal gradients, and weak scattering.
On the other hand, we have been considering elec-
trons that are strongly correlated as a result of the
dominant short-range interactions. Consequently,
the physics has been more easily described in a
site-representation rather than in terms of Bloch
waves. The application of the Boltzmann-equation
approach is therefore not straightforward and it
would seem more advantageous to calculate the
thermoelectric transport properties directly in the
site representation. The quantum-mechanical
transport theory!” is used and site-space analogs
of continuum quantities are formulated. We follow
closely the method of Schotte, 2* who calculated the
thermoelectric properties of a single small polaron
according to Holstein’s model. %

The thermoelectric power or Seebeck coefficient
a is given by the relation

a=(1/T)p/e-2/0). (5.1)

Here p is the chemical potential, which, in this
case is given by Eq. (2.21). e is the electric
charge of the electron and is a negative quantity.

o is the dc conductivity; we shall use Eq. (4.14).
= is a transport coefficient related to the electrical
response associated with a thermal gradient ac-
cording to the relation

fe-Eo) =)

The quantum-mechanical expression for = is

(5.2)

= =% [,. AT{II (7)), (5.3)
The only new quantity in Eq. (5. 3) is the energy-
current operator J¢ (J9(t)=e*"J%#T), We denote
J{ as the energy current associated with the Ith
site such that J9=3,J§. Similarly the energy den-
sity associated with the Ith site is written as H,
such that H=3,H,. From Eq. (2.1), we write

H,=H3' + HP" + {30 (5.4)
Here
b
HY' =- 5 E (CLI oCio + C;vch—l o
[ 4
+CIoCt-lu+C;-luClu)+ Unltnu . (5- 5)

The summation over ! in Eq. (5.5) gives the one-
dimensional Hubbard model. The densities asso-
ciated with the phonon Hamiltonian and electron-
phonon interaction are

HP=2Q(P]+Q})

and
Hell-nh = VQI(”I( +nlo) s

(5.6)

(5.7
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respectively.

The relation between the energy density and the
energy current density is given by the conservation
law

9H .
—a—tl+d1vJ?=0;

(5.8)
here the div operator in site space is given by
divd§=(1/a)J§-J5.,). (5.9)

The time derivative of H; in Eq. (5. 8) is calculated
from the equation of motion

oH,

t EY =[Hb H]-

Then from Egs. (5. 8) and (5. 9) the energy current
is calculated to be

. t
Ji= ib*a2s (C;«z ¢C1s-C1sC 1420)
(3

ib

Ua
+ 2 (CLI cc [ CLC I+1 u)(nh-l-a + nl-u)
[

2

ibVa
+ Z (C*l#l oclo - CIO‘CI-OI v)(le +Ql) .
o

2
(5.10)

The calculation of = in Eq. (5. 3) is now straight-
forward and similar to the calculation of the con-
ductivity in Sec. IV. Z is calculated to second
order in b. The first term in Eq. (5.10) leads to
a b® term in = to lowest order but this term actual-
ly vanishes. The details of the calculations are
given in the Appendix and the final result is

= = (Uy/2e)0, (5.11)

where, from Eq. (2.24), U,=U -2I" and 0 is given
by Eq. (4.14). Since the chemical potential u is
equal to 3U,, we see from Eq. (5.1) that the ther-
moelectric power is zero.

This result is in agreement with the thermoelec-
tric power of an ordinary two-band intrinsic semi-
conductor. It is also in agreement with that of a
single half-filled metal®® given by the first term of
Eq. (2.2) alone. The vanishing of the thermoelec-
tric power for a half-filled band thus appears to
be a somewhat general property related to the par-
ticle-hole symmetry'? of the half-filled band. If
the number of electrons is not equal to the number
of sites, the thermoelectric power of the non-half-
filled band metal for 2T <E is linear in tempera-
ture, as expected, # and also proportional to

Ep[1 - (Ep/20)]12,

where E is the zero-temperature Fermi energy.
For the half-filled band, Ej is of course zero. o
also changes sign as a function of E; at E;=0.

On the other hand the thermoelectric power of
the near-half-filled band Mott insulator behaves
quite differently. Further details for this case will
be presented elsewhere, 2
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VI. DISCUSSION AND SUMMARY

The transport properties of a half-filled band of
electrons that are interacting strongly with each
other through the short-range Coulomb repulsion
and also with intramolecular vibrations has been
studied. The electronic bandwidth was taken to be
the smallest parameter in the problem and the dc
conductivity was obtained to second order in this
parameter. The thermoelectric power was also
calculated and found to be equal to zero, in agree-
ment with the result for a two-band intrinsic semi-
conductor and is an apparent consequence of parti-
cle-hole symmetry of the half-filled band.

The one-electron spectral weight function was
calculated and it was found that the coupling to the
phonons led to a finite density of states in the nomi-
nal Mott-Hubbard gap. With increasing tempera-
ture the band tailing became more appreciable and
suggested a possible interpretation in terms of a
gradual semiconductor-to-nonsemiconductor tran-
sition (to the extent that the microscopic features
of the density of states of the semiconductor, name-
ly, two distinctive, appreciably nonzero regions,
became nondiscernible). Of our calculations of the
transport properties, the dc conductivity is a de-
creasing function of temperature at high 7, in
qualitative agreement with the behavior found in
typical metals (but it is also consistent with the be-
havior of a semiconductor with a temperature-in-
dependent gap; see Ref. 18). The zero thermo-
electric power is in agreement with the result for
a half-filled-band metal and an ordinary two-band
intrinsic semiconductor. However, as noted?® the
thermoelectric power is not typical of a metal for
the near-half-filled band.

The results for T~ 0 are also interesting.?’ The
spectral weight function was shown to have long-
range tails even at T=0. As a consequence of this
tailing the dc conductivity behaved as 1/T (or 1/w)
at low T. On the other hand, an explicit calcula-
tion of uy — p¢ in Sec. II yielded a nonzero result in
the thermodynamic limit. p, - . is given [Eqgs.
(2. 13) and (2. 14)] by differences in exact ground-
state energies; however an electron injected into
a specimen from a battery will not in general be in
an eigenstate, In particular, Eq. (3. 18) predicts
that an electron injected onto a given spatial site
can be accomodated over a continuous range of en-
ergies. In connection with these results we note
the conclusion by Leib and Wu!? that the one-dimen-
sional Hubbard model is an insulator for U >0.
Their conclusion is based on the criterion that u,
- U¢ is nonvanishing in the thermodynamic limit.
We raise the questions: is it possible that a finite
bandwidth will lead to long-range tails in the den-
sity of states of the one-dimensional Hubbard model
and if so, will the dc conductivity be nonzero?
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The dc conductivity behaves as T™! at very low
temperature. This behavior was accounted for in
terms of the form of the current operator near the
atomic limit and the long-range tails in the spectral
weight function and optical conductivity. The 7!
behavior was found for attractive on-site interac-
tions as well. In this case the large conductivity
was related to a pair-breaking mechanism in con-
nection with bound spin-paired electrons on given
sites.

In the case that the polarization associated with
the vibrational motion exactly cancels the repulsive
on-site interaction, the conductivity is easily re-
lated to the concepts of small polaron theory.
Band-narrowing and thermally activated hopping
~ proce$ses are easily identified.

In conclusion we have attempted to elucidate some
of the properties associated with electrical trans-
port in a strongly correlated half-filled band in the
presence of strong coupling to intramolecular vi-
brations.

APPENDIX

In this Appendix, = is evaluated as described in
Sec. V. We start from Egs. (5.3) and (5.10). We
J

ROBERT A. BARI

9
have
z-(£)eat Z D [ d(Chore = ChCod
X e’”'[(CL1 *Cior = ClarC a1 0)
XUy ygeqe +M1ge) + V(Q1 +Q1,1)] ] 7HH7) (A1)

The operators indexed by » are representative of
the electrical current operator. The first term in
Eq. (5.10) leads to a b® in =, to lowest order.
However, since the first term in Eq. (5.10) hops
the electrons over a distance of two sites and the
electrical current operator hops the electrons over
a distance of one site, the diagonal matrix elements
of the product of these two operators is zero in the
atomic limit states.

In Eq. (Al) it is more convenient to calculate the
time evolution of the less-complicated electrical
current operator. We use the invariance property
of the trace and also take H=H,. We use

e-illorcnaeiﬂof = C,we“ Unpeg+V Q)T

The thermal average in Eq. (A1) is now written

- - -1 )4V - LU - 14 -Qpn)
«C:ﬂ +Cno € LUy 41egn=-1)+V(Qne1=Qp) 17T -C;ucmlce [U(Nn41-0"Nn-o) +V(Qns1-Qn ]T)

X (Cvm 0Ciror = CE',.CM o')[U(nm-o' +5.00) + V(@ 14y +Q1)]) = = BgeOpp{(m141 (1 =125 )
Xe" LU 41 ~g=N1 -¢)+V (Q141= Q1) 17T +ny 0(1 —Ny a)el[ U(n,,l.o-n,_ahv(o1.1-01)]1')

X[U(nm A o 4 (9 +Qz)] )=~ 2600'6n1<n1+1 o1 =n;0)

XMLt oWV U OOy g +y16) + V(@111 +Q]) -

(A2)

In the last form in Eq. (A2), the indicated thermal average can be separated into two terms:

T,= U(”l +1 o(l=m, o)e-i LU 41 -ommy -o)+V (@ 4.1'01)]"'("“1 -t 1 -tr))

and

Ty =Ving,, o(1 =1, e W11 -e Y Q=AY 4 @, ,))

(A3)

(A4)

Again, we follow the method of Egs. (2.6)—(2.11) and write

Ty = Uy o1 =1 o) (041 0 + 1y —g)e™ T UM 41 =0 TM141 04V Qpuy=Upny -o+ Ty 6=V Q1))

=Uny4y M1 _,,e'"wl"“l -0 T4 00)((1 —n, ,,)em Uing -=Tm1 o)) 3'31‘2

+ U(nm oe-h( Uinyeg -6=Tngeg c,))((1 —-n, )N, _oeif( Uing .g~Tm o))e-STZ

Ue- sr2
= [2(1 L ePu1/2 )']'2'

[ei‘r( Up=T) | 9gBU1/25iTT | ,BUy e'l-r(rdll)] .

(A5)

In a similar manner, again using Eqs. (2.6)—(2.11) we obtain

T, = V(n,,,l (1 -m; ,,)e""'wl"“'l =0~ TN141 0+VQp41=Uiny g+I'my o'VQI)(QI +Q“1))

-iT(Uqn, -g=Tn +VQ1,1=UN] «g+Tn; o~V Qy)
‘r<nl+l u(l -n o)e 17141 Ine 147510 ~a to ! (nl+10+nl+1-u+ntv+nl -c»'

The first term above is zero.

This is seen as follows.

(A8)

The thermal average can be separated as (average

on electrons) X ((Q;e!™" 1)y, +(Q1, €7 ™" %141) ). We differentiate Eq. (3.11) with respect to 7 and obtain

gd; (e-iVQT)ph= _STe"S’rZ/a;

(A7)
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however, Eq. (A7) is also equal to —iV{Q™*V9"),. This implies that

(Qe'™V9), +(Qe™ "), = Vi [-STe st2/2 +S‘I'e's"'2/2] =0.

Hence only the term proportional to I' remains in Eq. (A6).

(A8)

The last factor 7n,,y ;+7;,1 .4 +%; o +7; ., in that

average can be broken up as follows: (i) the term %, , does not contribute, since (1 -%, )n; ,=0; (ii) the term

N,y .0+"; ., implies the same thermal average encountered in 7.

Hence we get a contribution to T, that is

just —(I'/U)T,; (iii) the remaining thermal average comes from the term n,,, , and since (n,,;,)?=7,;,,, We

need to evaluate
<nl+1 0(1 -n, u)e- iUy 41 0= Tn141 0*V Qpe1=Upny g+ TNy o~V Qg ))

o2
e~ ST

- ei'rr erl/Z+e-i-rUl BUy/2,iTUy
21+ PO ¢ Y +eT%e ™)

e-S'r2 3
= (errr(Ul-I‘) +2e801/2ei11"+e
[2(1 + 0175 F

8U19i7(Up+T))

(A9)

Again we find that this contribution to T, is just —(I'/U)T,. The total contribution to T, is - (2I'/U)T,. We

use this result and Eqs. (A5) and (A2) to write
Beb®na’®

1/2
E=2(1+e 7 (U—21")(4is) (e'<U1‘”2/4S+2eBU1/Ze‘1"2/4s+e5U1e'Uz/4S)_

From Eq. (4.14) we see that = is just proportional to the dc conductivity Z = (1/2e)(U - 2T')o.
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