PHYSICAL REVIEW B

VOLUME 4, NUMBER 7

Transition Temperature of Narrow-Band Superconductors

J. Appel
Gulf Geneval Atomic Company, San Diego, California 92112

and

W. Kohn
University of California, San Diego, California*
and Hebrew University, Jevusalem, Isvael
(Received 9 February 1971)

The equation for the vertex part of a Cooper pair is developed in the Wannier representation
to highlight the atomic nature of the electrons responsible for superconductivity in narrow en-
ergy bands. For a nondegenerate band and a short-range interaction between two electrons at
sites ﬁi and 52, the transition temperature T, is determined by a small set of coupled integral
equations in y — N, and inthe energy variable . With contact interaction, h;=h,, only a single
equation in @ remains as the defining equation for T,. The solution has the Bardeen-Cooper-
Schrieffer (BCS) form with an attractive interaction depending on a phonon Green’s function
in site space and with a repulsive interaction determined by the intra-atomic Coulomb integral
U. The isotope effect is calculated as a function of U; the result can account for small nega-
tive or even positive effects, as observed in transition metals. For a degenerate band, the
vertex part depends on the site variables n and on the orbital indices i, the latter denoting a
set of localized orbitals which transform according to a degenerate representation of the crys-
tal group. T, is calculated in the contact model for a cubic I'y; band. The result contains the
total density of states at the Fermi surface and the intraorbital and interorbital interactions
weighted with factors 5 and 2, respectively. The lowering of T, by long-range Coulomb inter-
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actions due to exchange effects is also briefly discussed.

I. INTRODUCTION

Most of the superconducting metals fall into one
of two classes: simple metals and transition met-
als. The conduction electrons of simple metals
have a large amplitude between the atoms, and their
eigenstates can be found from the orthogonalized-
plane-wave (OPW) method or from its pseudopoten-
tial formulation. The Fermi surface (FS) in the
extended zone scheme is similar to that of free
electrons. The phonon spectrum and the electron-
phonon interaction can be calculated by using OPW
states; the Coulomb interaction between the con-
duction electrons can be approximately evaluated
by using the dielectric screening function of a free-
electron gas. The results lead to a reliable esti-
mate of all the parameters which enter into the the-
ory of superconductivity of Bardeen, Cooper, and
Schrieffer (BCS).! This theory, and its extension
to cases of strong electron-phonon interactions,?
have been remarkably successful in accounting for
the superconducting properties of simple or OPW
metals.

The BCS mechanism also applies to transition
metals, in that Cooper pairing is caused by the vir-
tual exchange of phonons between electrons.® How-
ever, the evaluation of the pairing parameters in
the Bloch representation is so cumbersome that
only recently have any attempts been made to do
this.? The difficulty lies in the presence of unfilled
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and narrow d bands and the fact that d electrons
govern the superconducting properties of most
transition metals. The interactions of d electrons
with phonons and with one another are conceptually
less well understood and mathematically more dif-
ficult than those of nearly free electrons. The
d-d pairing interaction is usually more important
than the s-s or s-d interaction, because of a large
d-electron density of states at the Fermi surface.
While in the normal state the s electrons carry the
electric current, so that the d-electron—-phonon
interaction is not of much interest here, the Cooper
pairs formed from d electrons carry most of the
supercurrent below T,.

The question arises of how suitably to formulate
the pairing of tightly bound electrons so that the
BCS parameters and especially trends of these pa-
rameters with alloying, pressure, etc., can be esti-
mated. It is the purpose of this paper to present
such a formulation and to use it, as yet in rather
simple model cases, for a discussion of the transi-
tion temperature T.. .

To this end, the atomic aspect of itinerant elec-
trons in narrow bands is emphasized. The wave
functions of d electrons, in particular, those cor-
responding to states near the top of a d band, have
much larger amplitudes at the atomic sites than
between them.® The mean time-of-stay for a d elec-
tron at a given atom is of the order of 7=1/AE,
where AE is an appropriate bandwidth (#=1). For
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AE values of a few eV, this 7 is much larger than
the time of revolution ¢=1/E, where E is the bind-
ing energy of a d electron (2 20 eV). In this situa-
tion one can speak of an electron on a particular
atom. Note, however, that an electron stays on a
site for a time much smaller than the atomic vibra-
tion period, except for extremely narrow bands.

In Sec. II we formulate the integral equation for
the vertex part of tightly bound electrons, using
the Wannier or site representation which empha-
sizes the atomic character of d electrons. From
the vertex equation, the transition temperature can
be determined.® The crucial ingredient in this
equation is the irreducible vertex part. It is derived
in Sec. III as a sum of two parts; the first is due
to phonon exchange and the second to Coulomb in-
teractions. The irreducible vertex part takes a
simple form in the special form of a contact model,
which corresponds to a situation where the electron-
electron interaction is of short range and the Wan-
nier functions are sufficiently localized. It is noted
that our contact interaction due to phonon exchange
has some similarity to the pairing interaction used
by McMillan® and Hopfield’ in discussing T, for cer-
tain transition metals and alloys. In Sec. IV we
discuss the homogeneous integral equation defining
T, and derive an explicit formula in the contact
model. In a first step towards the problem of de-
generate bands, we formulate in Sec. V the equa-
tions for the vertex parts of a threefold-degenerate
d band in a cubic crystal.

II. VERTEX EQUATION FOR A COPPER PAIR IN
A NONDEGENERATE BAND

Above the superconducting transition temperature
T,, the two-particle Green’s function of the elec-
trons can be decomposed into a free and a scattered
part, and the vertex I', occurring in the scattered
part, obeys an inhomogeneous equation of the gen-
eral form®

I'=I-iTGGI. 2.1)

Here the G’s are the one-particle Green’s functions
and I is the irreducible electron-electron interac-
tion vertex.

As the temperature approaches T, from above, T
tends to infinity so that at T, it satisfies the homo-
geneous equation

I'=-iI'GGI. (2.2)

This equation may then be regarded as the defining
equation for 7,, which appears in the G’s and,
though negligibly for our purposes, also in I. Equa-
tion (2.2), when written out fully in coordinate
space, reads

’ 1
I"(xl', X35 X1 xz)z_.z_f d“x{” d"xé"d‘x{'d‘*xé'

e ’ 11y

X I‘(x{, xé3 X1 ,lel)G(xl ’ x;/)
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xGxy''y 23 VI(xy'y %3y %0, %) . (2.3)

Here x stands for (T, 7, s), where 7 is the imaginary
time (0<7<4/ksT) and s is a spin index; [d*x de-
notes integration over r and 7 as well as summation
over s; the temperature Green’s function is defined
as usual®; and the irreducible interaction I will be
discussed in detail below.

We first Fourier transform Eq. (2.3) with re-

spect to the imaginary time variables. The con-
jugate to 7 is
w;=iln/p)(2j+1), j=0, =1, .... (2.4)

Using the conventional Fourier transforms of G,
I, and T,° and the notation z= (T, w, s), we have

T(zy, zé: 21, 23)

=-(1/28) .

o 08 o

/ v dry"’ &r{ dry

e ’

XT(zy, 22 21", 22"') Gley”’, 21')

’

XG(Zé”’ ZZI)I(z{l’ Zé’, 215 Zz) ’ (2‘ 5)

the summations over spins being implied.

Next, we pass from the T representation to the
Wannier or site representation, characterized by
the atomic site vectors n. The creation operator
J'(¥) is expanded as

@) =250 @) wE @), (2.6)
where the wﬂ(F) are the orthonormal Wannier func-
tions corresponding to sites n:

2.7

Since we consider here a one-band model, we have
omitted summations over band indices. The func-
tion w;(¥) is related to the normalized Bloch wave
$z(T) by the equation

Pe(F) = (1/NV3) () ' B .

wg(f) = W(;_ l'.I) .

(2.8)
From Eq. (2.6), the unitary transformation con-
necting the T and n representations is

@[ Fy=wt@), F|R)=ws@ . (2.9)

In the site representation, and with the notation
n=(@, w, s), the vertex equation (2. 3) has the form

F(h{, hé’ hl& hz)
=-(1/28) 2

T, hg, by, ")
h'l"hi" ;hlzl'hlzll
X Ghy", hy") G(hy''y hy') Iy, by, gy 1) 5 (2.10)
where, for example,

G(h{”, h;l)
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"f(h”'l 1/1) G(Z{”, Zi')(Z |h {”ds’}’i”
=fw§.1u(ﬂ")6(z{", 21") wyyp (F 1) d®ry"d@ry'
(2.11)

A graphical representation of Eq. (2.10) is shown
in Fig. 1.
This equation can be considerably simplified.

Let us begin by eliminating the spin variables. Us-

ing the notation /= (i, w) and writing the spin varia-

bles explicitly, we have the antisymmetry property

slszslsa(ll’ lz, ll’ lz) - rs’ s's 155 (lz, ll’ ll, lz)
== rs'ls'zszsl(l;’ L, Iy 1l),

(2.12)

which follows from the original definition of T'.
Furthermore, the irreducible interaction I, which
has an analogous antisymmetry property, can be
separated into a direct part and an exchange part

Is’l’s'z'slsz(l;,’ lél, L lz) =I(l lél’ L, lz) 63"3 ' s,

=10y, ', 1, l1)5512l (2.13a)

s,0s7s5
where

I, 1, 4, L) =10, 1, by 1) (2.13b)
Substituting Eqs.(2.12) and (2.12) into Eq. (2.10)
gives for the spatial part of the vertex

T, 4y, k) == (A/p) 2

tlll'lllll;llzl'llzll

INUAV N

xG@", N G B I, 1 1, 1) . (2.14)

Next, we note that, in the Bloch representation,
Gk, w';k, w)= 62,20 o, wr [0 = e(l-;)]‘1 (2.15)

where ¢(k) is the band energy of the electrons with
respect to the Fermi energy. (This is the unre-
normalized Green’s function. Renormalization can
be included as discussed in Ref. 2.) The unitary
transformation connecting the n and k representa-
tions is [cf. Egs. (2.6)-(2.9)]

@IR)=(1/NV2) R T (K|R)=(1/N/2)e 2" 8

(2.16)
hi h h ny hy hy
r = T 1
) oo W s
FIG. 1. Graphical representation of the homogeneous

vertex equation.
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FIG. 2. Graphical representation of the equation for the
vertex part of a Cooper pair with zero frequency.

Hence

6, w's M, w)=6, ,60'-1;w), (2.17)
where

e, w)=(1/N2e{e® B /[w-e®]} . (2.18)
From (2.17) it follows that in Eq. (2.13)

wy'=w"", wy=wy . (2.19)

Further, using conservation of energy (see Fig. 1)
and the fact that the superconducting instability oc-
curs first for pairs of zero frequency,® we have

(2. 20)

A graphical representation of Eq. (2.14), incor-
porating the frequency conditions (2.19) and (2. 20),
is shown in Fig. 2.

Next, we note that the variables /;, I, enter T
only in the sense of common labels and may there-
fore be dropped.’® We write

I"(l{, lé: Ly, lz) - Px'l, z'z(lp lz)" r(lv lz)" F(ﬁp ﬁz; w) ’
(2.21)

wtwy=wi' +wy =w oy =w +wy=0 .

where

W=w;=—w, . (2. 22)

Equation (2. 14) now becomes

@, 8s0)=-1/82 2

r("lll, '.II Ill)
o B g

xG("III '“II III) G("III "I _wlll)

XI@ [L, w8y, By ). (2.23)
In view of the symmetry property (2.13b) of the ir-
reducible interaction I, this equation has solutions
symmetric in #i; and 7, (singlet) or antisymmetric
in 01, and 7, (triplet). In this paper we shall only be
concerned with the singlet solutions.
Finally, because of the translational invariance

of the system, I"' must have the form

i3+ @ye Bp) 2

I‘('ﬁl,ﬁz,w)=l"(ﬁl—-ﬁz,w)e (2.24)

Such a solution corresponds to the common pairing
momentum §. The most favorable value of §, giving
rise to the highest value of T,, is §=0.! Hence we
write
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@, iz, w)=T# ), (2. 25)
where

f=i, -1, . (2. 26)

Now, the equation for I'(f, w) [cf. Eq. (2.23)] can
be written as

I, w)=(1/8) 22 I, ') K@, o'; 8, w),
o (2. 27)
where
K@’ ;1 w)= -E(Z} G(my+ K, ') G(m,, —w')>
23 my
x? I@ +04 - 4,8, 0;18,0,0).  (2.28)
n.
Or, defining the function
F(iI, 0) = 205,G (M + F, w) G(my, - w), (2.29)

which describes the propagation of an electron pair,
and the contracted interaction vertex

IR, w'; 1, w)=Eﬁ§: IR’ +7), 1), o'; 8, 0, w),
(2. 30)
we may write
W) IG' -7, w'; 8, ).
(2.31)

Equation (2. 27), with K defined in (2. 29)—-(2. 31),
represents our final form of the equation which de-
termines the transition temperature 7,.

We shall see in Sec. II that, for the most im-
portant interactions, the kernel I(n;, n,, n,, n,)
is of short range in the sense that it tends to zero,
unless all arguments are near each other, within
about a lattice spacing. Consequently, in view of
Eq. (2.28), K(i’n) is of short range in i, and
hence, by Eq. (2.27), I'(dl) is substantial only for
small values in i. Therefore, the summation over
i’ in Eq. (2.27) may be truncated after inclusion
of only a small number of fi’ vectors. This is im-
portant for practical uses of the site point of view
which is being developed in this paper.

The function F (i, w), defined by Eq. (2.29), may
be written, by virtue of Eq. (2.18), as

K@, o8 w)=-23 F,

oK g+ i€ iy
F(l,w)= K,Z Zﬁ fEk. [w-e®][-w-€E&)]
1 5 Py
“NT T e® (292

Since the factor [|w|%+€%(K)]?! in Eq. (2. 32) is posi-
tive definite, F (regarded as a function of J1) attains
its maximum for L= 5 dimensional cons1derat10m
show that it becomes negligible as soon as || is
much larger than a lattice parameter. An alterna-
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tive form for F (i, w) is obtained by first summing
over energy shells:

- max d(
FiL )= ™ s b, (2.33)
€min
where
1 cos(k. 1)
N=(€)= —=—dS. 2.34
u(€) E,"—ﬁ 'surface |V{€| ( 3 )

e=const

Ng(€), the largest of the N3(€), is just equal to the
electronic density of states N(€).

III. ELECTRON-ELECTRON INTERACTION
A. Phonon Exchange

In this section we shall discuss the phonon contri-
bution to the irreducible interaction vertex
I{], A5, w’';1,, 8,, w). This vertex is well known in
the Bloch representation. We shall simply have to
transform it into the site representation, interpret
it, and finally form the contracted kernel I(/, ’;
N, w), Eq. (2.30), required for the solution of Eq.
(2.27).

The phonon vertex consists of only one diagram
since vertex corrections may be ignored. ' Accord-
ing to Fig. 3, and using the notation p= (&, w),

Iph(P{yP'z,PuPz)

=El gh(El’ ’ El) gx(ﬁ'z, Ez) Dy(py=11) Gpi-pl,pz-pg .
(3.1)
Here A is the polarization index and
D,( §)= 2‘*’1(&)/[‘»0 = wu(‘l)] (3.2)

is the phonon Green’s function, given in terms of
the vibration frequency w,(q). The matrix element
for the emlssmn of a phonon with momentum

4= k1 kl is given by

gl(ﬁi ’ El)

1 12 > s> idem
=" <2MNwh(a)) LE@ et
m

<[ ¥ VG- R v D

, )1/2 2z ) Qi@ pi(k]eRf+E o E))
== | e,(q) e*t' ™ gitkrngrk
(ZMNwh(q) m;ity, i *

xl%fw*(F-ﬁ;)GV(f-a) wE-F,)d%. (3.8)
kv

Here M is the atomic mass and &,(q) is the polar-
ization vector; V(T - r.ﬁ) is the effective ionic poten-
tial at site fn’; and U is the crystal volume. The
matrix element for an absorption process has the
same form, except that § is replaced by —gq. Mo-
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!
Py a(kyr ky) Py

A\
A

'
q =Py "P) = =Py tPy

P 9k k) P,

FIG. 3. Diagram for the phonon 1 exchange between
two electrons; g(k,, kt) and g(k2 s kz) are the matrix ele-
ments for an emission and an absorption process.

mentum conservation follows from the translational
invariance of the last integral against equal dis-
placements of all three sites. v

We now substitute Eqs. (3.2) and (3.3) in (3.1)
and transform to the site representation. This
gives

Inh(ni, na, ny, Ng, w)

>

B,.8)6, 5

oi /Y B+ kg A5-K oF - e ip)

XIDh kll’Ez"Els EZ;W)

=2 2

- -

1,m «,8

i VeVin 0,).
(3.4)

Here w=w;—- w)=w,—-wh; Lys(m;w) is a lattice
Green’s function in site space,

Log(m; 0) @ 1V, V7 1i,)

- 1 o (@) ep(@) (= -idem,
Lms(m,w)=Nz>2 WDx(q,w) e,
(3.5)
and
@' | VaVi|B)= [, w*@-1') VoVE-1) w(@-H)d%,
(3.6)

where V,=V, A graphical representation of the
phonon vertex in the site representation, Eq. (3.4),

is shown in Fig. 4. Two electrons initially at sites

ii] and i are scattered to 11, and 1i, by an atom1c
displacement which propagates between | 1-mandl.
The summation is over the sites 1 and m.

According to Eq. (2. 30), the required vertex
I,@’, w'; 1, w) is obtained from I, (i, i, 0, fz; )
by partial summation. Since the latter is invariant
under simultaneous translation of fi/, i3, i, and 1,
it can be written as

Iph(ﬁ,, ﬁy w) =Z Z LaB(I;; w)

m a,B

X E ([ +17| Vo V3| B+ 1) @F | VaVeg|Ba). (3.7

nz,na
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FIG 4. Phonon vertex, electron 1 transfers from fif
to fi;, electron 2 from fijto Ny, A lattice distortion prop-
agates between 1 and I-@

It describes an atomic displacement of frequency w
propagal:’ing between, say, site 0 and all possible
sites —m, while two electrons, initially separated
by the lattice vector ii’, scatter into new positions,
where they are separated by the lattice vector 1.
The interaction I, is significant only when all
four site variables are near each other. This may
be seen as follows. Clearly the matrix element
(3. 6) is small unless all three sites are near each
other. Furthermore, the function L,a(m, w) is,
Eq. (3.5), the Fourier transform of a function of §
with a characteristic scale of a™!, where a is the
lattice constant. Therefore L,s(m, w) is negligible
for |m|>a. With these facts, inspection of Eq.
(3. 4) now yields immediately the asserted short
range of I,,(@/, 115, B;, N; w). The contracted vertex
I,@’,%; w), defined by Eq. (2.30), is then also evi-
dently of short range in both site variables.

B. Short-Range Coulomb Interaction

We now seek the Coulomb contribution to the ir-
reducible vertex part. As is well known, in simple
metals the effective Coulomb interaction is given by
the bare interaction screened by a dielectric func-

IE]

10

FIG. 5. Short-range Coulomb vertex.
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tion. 2 This interaction is of short range and may
be assumed to be frequency independent.
In the present case the interaction has the form

I@{, 73, 8,,8,)= [d¥rd® w* T -1]) w*F’ -1})

X V,(|F' -F|) wE-5,) wE -#,), (3.8)
where V,(F) is the effective interaction between d
electrons. The contracted Coulomb vertex, Eq.
(2.29), is given by (see Fig. 5)

L@, D=2 | drd® w*F -1’ -10f) w*F'-13")
ng’

X V,(|F" - F|) wE-8) wF-0). (3.9)

It is evident that I,(fi/, iiJ, i, , I1,) is negligible unless
all site variables are near each other, and that
I,(f, 1) is negligible unless fi and T/ are small.

We mention that in some narrow-band supercon-
ductors, the Coulomb interaction has, in addition,
a long-range part due to exchange effects (see Ap-
pendix B).

C. Contact Model

Equation (2.2%7), in general, represents a set of
coupled integral equations for the quantities I'(n; w).
We believe that these may in the future be useful
for quantitative calculations of the transition tem-
perature of d- and f-band superconductors. How-
ever, for qualitative insight, we now adopt the so-
called contact model characterized by the assump-
tion

I(0, 0; w)>» I, i; w) for i or I #0. (3.10)
Thus we set
I(ﬁ,,ﬁ; 0))=6n,0 6;“,0 I(OJ). (3. 11)

With this assumption and the notation I'(0; w)= I'w),
Eq. (2.27) reduces to a single integral equation,
which will be discussed in detail in Sec. IV.

The assumption (3. 11) means physically that we
consider only scattering processes in which the two
electrons are initially both on one site, say, fi/=1,
and finally again both on one site, f,=1,.

This is certainly a reasonable assumption for the
Coulomb vertex, Egs. (3.8) and (3.9), for which,
when i=1"=0,

L(w)=25 [d%rd®’ w*(F -3B) w* (¥ -3)
XV, (|F=F]) wi) wF). (3.12)

In fact, here the leading term corresponds to §=0,
Lw)=Us= [d*va® ' |w@®)|? V,(|F -F|) |w@)|?
(3.13)
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the screened interaction between the charges of the
two electrons on the same atom.
For the phonon vertex we have in the contact
model
I,h(w)=z_} Z)BLO,B( m; )

m a,

x 2 (8| V4 V(0)[8) & | Vo V(- )| 3).
(3.14)

Here the contributions from 5 -’ = 0 vanish because
of the parity selection rule. The phonon Green’s
function La(m; w), defined in Egs. (3.5) and (3. 2),
is of short range in x-n.; in fact, for an Einstein
model, it vanishes unless m=0. It is reasonable
therefore to assume that the dominant contribution
to (3.14) will come from m=0. For a cubic lattice,

L5(0; w) =844 L(w) , (3.15)
where
L(w)= (1/M) [*° [g(z)dz/(w® - 27)], (3.16)

wg is the maximum phonon frequency, and g(z) is
the normalized density of frequencies,

S0 glz)dz=1. (3.17)
Keeping only the m=0 term then gives
Ly (@) *L(w) 32; 2| B|vv(®|E)2.  (3.18)
'8 a

We now offer some additional remarks on the con-
tact model. The term I,,(0,0; w) [=1,,(7'=0,
fi=0; w)] is related to the interaction in momentum
space as follows:

Lu(0,0; 0)= (1/N?) 7 Ly(k',k; ), (3.19)
k,k’

where the sum goes over the Brillouin zone. The

contact approximation (3. 11) is equivalent to the

approximation

Ln(k’,k; w)=1,,(0,0; @) , (3. 20)

independent of k and k’. As we have seen, this is
a good approximation for a very short-range inter-
action and for sufficiently localized Wannier func-
tions. In a more typical situation, I,(k’,k; w)
varies somewhat as a function of the momentum
variables on a scale of the order of a reciprocal-
lattice vector. To allow for this variation in site
space would require including interaction matrix
elements I, (7', 7i; w), where |fi’| and |#i| are of the
order of a lattice parameter, in addition to the term
withi’=f=0.

Our contact approximation has some similarity
to approximations used by other authors, especial-
ly McMillan® and Hopfield,” in which also a single
effective interaction is used. However, Hopfield,
after writing the phonon interaction in an angular
momentum representation, makes the approxima-
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tion Eq. (21) in order to derive his main conclusion,
Eq. (26). In our development the only approxima-
tion is the truncation of the coupled system of equa-
tions.

IV. TRANSITION TEMPERATURE

At this point we turn back to Eqs. (2.27)-(2.31),
defining the transition temperature 7,. We make
the contact approximation for the Coulomb repulsion

Ic(.ﬁ,r -ﬁ; (U) = 63,063',0[] ’ (4- 1)

where U is given by Eq. (2.13) and is independent
of w, As we have remarked, this is certainly a
reasonable approximation for the short-range Cou-
lomb interaction (we do not make the contact ap-
proximation for I,). Inspection of Egs. (2.27)-
(2. 31) shows that since I does not have a frequency
cutoff, I'(11, w) tends to a finite limit when w — o,
With Eq. (4.1), we may write

r'(m, w)=I‘l(ﬁ,w)+I‘z(0)63’0 ’ 4.2)
where
limly(f, @)=0 as |®| =« . (4.3)

The quantity I',(0) can be eliminated from Eq.
(2. 27). We take the limit w -, which gives

Ty0)=-(1/8) 2 Z T4, ©') + T5(0) bz,o]

F@,w\U. (4.4)
Hence
PZ(O):"g 4 Z.’) rl(;{"wl)F(HI’wl)/
U ’
<1+-ﬁ- > FO0 )) (4.5)

Now going back to Eq. (2. 27) for arbitrary w, we
find the following equation for I'y(n,w):

-

- 1 - - -
rl(n,w):" E Z) __ZZ F(IJ-’ w,) Iph(n' - M4,n; wl _w)
n’, u

w'

- U -
X [Fl(n’,w’)—éﬁ.,o 5 Z o @, '

w” B

xF(ﬁ",w")/(1+ £ % F(O,w"))] (4.6)

The denominator in this equation can be evaluated
(see Appendix A):

1+(U/B) 2oy F(0,w")=1+U N(0) In(aBe,) , (4.7)

where « is a positive dimensionless constant, of
order unity [see Eq. (A16)], and €, is an effective
half-width of the energy band [see Eq. (A11)].

To continue further, we now make the contact
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approximation, Eq. (3.11), also for I,;. Then
(4. 6) reduces to the following equation for I';(w)
[= rl (0; CU)]:

Iy(w)=- % 2J F(0,0") Ip(w - ")
><<1"1(w') - g %Z F1(wl') F(O,w"y

[1+U(0)ln(aBeb)]> (4.8)
This is still an integral equation which, through
Iy, involves the details of the phonon spectrum and
requires numerical solution for each case.

We may, however, roughly parametrize I, by
writing, in the manner of BCS,

{—I,h, lwl and |w'l$ wo

n —
Ip(w -w') = 0, otherwise. 4.9
This gives
Iy, |wlS Wy
I'w) =
1( ) {0’ |“’|> Wo (4-10)

where T'; satisfies the equation

r1=5l' 2 F0,0’) T,
B Iw'lgwo

X (1 - (E] WZ F(0, w") / [1+ UN(0) ln(aﬁib)]>-

1€ wg
(4.11)

Now the sum over w’ is easily evaluated [N(€) may
be replaced by N(0)] and gives

(1/3)l f? F(0,w’)=N(0) In(a’Bwy) ,  (4.12)
w mo
where

a'=2¢"/r=1.13 (4.13)

(y=Euler’s constant). Substituting this expression
into (4.10) and dividing by I'; gives

_ _N(0) U In(a’Bwy) )
1+N(0) U In(aBe;)

1=N(0) I,y In(a’ Bwg) (1

(4.14)
or
1=N(0) In(a’Bwy) Uy~ T) , (4.15)
where
i = L (4.16)

1+N(0) U In[(a/a")(€,/wg)]

From (4.15) and (4. 16) we see that the frequency-
independent repulsion U is equivalent to a much
weaker effective repulsion U limited to the frequen-
cy range lwl, lw’'|=wy!®
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FIG. 6; Isotope effect for the contact model.

Solving (4.15) for T, gives

1
kpT.=1.13w, exp <— m) (4.17)

The isotope effect arises from the dependence of
woand U on M, in Eq. (4.17). Using Eq. (4.16)
one finds

-l
T2 (Iy-0)

This expression is of the form discussed in Ref. 14.
It is clear that, in a narrow-band superconductor,

a small negative or even positive isotope effect

may well occur. For in these materials the Cou-
lomb repulsion U is primarily an intra-atomic ef-
fect, and may be expected to be considerably larger
than the screened Coulomb interaction between

the conduction electrons of simple metals. Figure
6 shows a as a function of T/I,,. « is positive
provided that

(4.18)

lQ:z

(4.19)

v
D=

~
=3

For U/I;=0.69 we see from Fig. 6 that a=2.
Such a large positive value of o will be accompanied
by a small value of T,.

For some metals, at the ends of the transition
periods (Pd, Pt), the Coulomb interaction is not
adequately described by I,. Exchange interactions
can lead to a long-range Coulomb interaction I
Their effect on T, is calculated in Appendix B,
based on a model interaction for I, which takes
into account its long-range and low-frequency
behavior.

spin*

V. DEGENERATE BAND
A. Vertex Equation for a Copper Pair

In the preceding part of this paper, a theory of
the transition temperature was developed for the
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case of a nondegenerate s band. For such a band
the central equations (2. 27)-(2. 31) for the vertex
part of a Cooper pair are mathematically relatively
simple. However, as mentioned in the Introduction,
of real interest are the superconductors with d and
f bands, that is, the transition, rare-earth, and
actinide metals and their alloys and compounds.
Therefore, we would like to extend the previous
discussion to the case of degenerate band structures.
As a first step in this direction we consider in
some detail a threefold-degenerate d band in a cubic
crystal. Possible hybridization with an overlapping
s-p band is not taken into account.

We write the Bloch waves for our degenerate
bands as

¥, (D)= 1/NY2) §2 a,,B) et w,(F-1) .
1
(5.1)

Here v is the band index. The (real) Wannier func-
tions w,(r) are characterized by an orbital index

¢ and transform according to a degenerate repre-
sentation of the crystal point group. We choose
band indices v and wave-function phases in such a
way that

ey, -k) = €, k) ,
¥, 2@ = ¥ @

a;,lv, K)=af@,K) .

(5.2)

Since the Bloch waves and the Wannier functions
form orthonormal sets, the coefficients a,(V,f{’)
satisfy the condition

Z;i aT(V’m al(V"i{.) = 6w‘ . (5-3)

The generalization of Eqs. (2.27)—-(2. 31) to the
case of a degenerate band is straightforward. The
result is

ru(ﬁyw)=(1/3) Z; Z;i'z?f' ri’j'(;{:wl)

XK{';';“(K’,&)’;H, w) . (5.4)
Here
Ky (00’51, 0)
= - E Z; F{'f';l"j"(ﬁ’ Q)I) Ii"j";fj
o ‘l"jll
- - -
X(n,_u', w,;n) w) ’ (5-5)

where
Fyogoyymn (i, w) = Z Gy o (D4 1, 0) G o g (mg, - w)

mp
(5.6)
and
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Tingus 1@ = Ty o5 1, @)

-

=>‘:é; Lingw, @' +04', 1}, 0’38, 0, 0). (5.7)
Py

Matrig_es in (i, ) space can be related to the Bloch
or (v, k) space by the unitary transformation

G, Tilv, K)=N"12 g,(y, k) %%, (5.8)

For example, the Green’s function G,.;(i’ -1, w) de-
scribing propagation from n’, ¢’ to 1,  is given by

etE-(.?-E)

, - * -
v,E W - €(V, K) ai (V3 k) a; (VJ k)y

(5.9)
where €(y, k) is the energy associated with by, 2(F).

- 1
Gi'f(ﬁ"n’ w)= IV

B. Transition Temperature for a I' 5’ Band

As an example of the use of Eq. (5.4), we shall
now calculate, in the contact approximation, the
transition temperature of a threefold-degenerate
d band in a cubic crystal. The corresponding Wan-
nier functions, centered at the origin, are

wy(F)=xy f(T), waf)=yzfF), ws@)=zx f(F),
(5.10)
where f(¥) has cubic symmetry. *

The phonon vertex is, in the approximation corre-

sponding to Eq. (3.18),

I @) =Fw) 22 @8 |9,V

x(7,8'| Vo VE) |4,8), (5.11)

where the phonon function F(w) is given by Eq. (3. 6)
and the matrix elements are defined in analogy with
Eq. (3.6). The Coulomb vertex is

Ifi = fd3*rds'r’w’}‘,(F) wi (')

ch(H"‘FI) w;(F) w;(F'). (5.12)

Equation (5. 4) now becomes
r(w=01/82 ;E Tiso(@) Kyojoo 150, w),
wl l'jl
(5.13)

where

Kprjrsig@,0)== 20 Fpojeyyugn(0,0')
i'l’jll

Xl gus 130’ = w). (5.14)

From the cubic symmetry it follows that K has at
most four nonvanishing independent components,
viz.,

K=Ky, Ke=Kiyee, Ki=Kigne, Ki=Kig.

(5.15)
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Equation (5.13) has solutions corresponding to irre-
ducible representations which are symmetric in ¢
and j (singlet). Denoting the dimensionality of the
representations by #n, they have the form

W _ D@
[ =Tgp=Tg =", n=1

rP=-r3=r% n=2 (5.16)

rg=rP=r® n=3.

All components of T';; not explicitly shown vanish.
The equations satisfied by I''"), T®) and T'® are
obtained by substitution of (5.16) in (5.13):

TNw)=(1/8) Ly TP(W') [Ky(w', w) + 2Ky(w', )],

F®(w)=1/8) L TP [Ky(', 0) - Ky(w', w)],
(5.17)
W)= (1/8) L TP (') [K3w', w) + Ky(w’, w)].

The first solution 'Y’ has complete cubic sym-
metry while the others have directional properties.
Since no experimental evidence for cubic supercon-

ductors of the latter type exists, we shall from

here on only consider I'{}’.

By (5.14), and again using cubic symmetry, we
have

K, w)= Ky (', w)

="Z;j Fn;N(O, w')I”;u(w'—w) (5. 18)
and

Ky(w', w)= Ky, 00, w)
= =205 F 1133500, ') I 1. a0’ = ). (5.19) -
Substitution of (5.18) and (5.19) in (5. 17) gives
IP(w) == (1/8) 2 T V(0" ) Iy F 11;45(0, ')
X [I34,11(@" = w) + 2y p0(0 ~ )], (5. 20)

Now, using cubic symmetry and Eqs. (5.6) and
(5.9) we find

23 F 133450, ")
f

=(1/3N) 2 zi‘, {[w' - e(r, B)][- 0’ - (', B)]}?

v,v’
x2 a(v, K) a;,(v", -K) 2 af (v, %) a} (0", - K).
i i

(5.21)

With the symmetry relations (5. 2) and the orthogo-
nality condition (5.3), the summations over ¢ and j
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can be carried out. This leads, in analogy with
Eqs. (2.33) and (2. 34), to

1 1
2= 3y DX T, 6B

_lfemu N(¢) de
"3 n lo 2+€2

in

(5. 22)

where N(€) is the total density of states.

Using Eq. (5.22), the integral equation (5. 20) has
the same structure as in the contact model for a
nondegenerate band if we make the identification

(5.23)

Hence the transition temperature in a BCS-like
theory is given by

I(w' = w)=5 ;40 + 23,5

1
kpT,=1.13 w, exp(— o) (Inn—U)) , (5.24)
as in Eq. (4.16). I, is the average defined by
(5. 23), and U, the effective Coulomb repulsion, is
given by

U
1+ N(0) Uln[(a/a") (€,/wg)] ’

where U is the average Coulomb matrix element, in
the sense of Eq. (5.23), and the other quantities
have the same meaning as in Sec. IV.

ﬁ:

(5. 25)

V1. SUMMARY

Generally the discussions of the superconducting
transition temperature are based on theories formu-
lated in terms of Bloch wave functions. However,
there is a great deal of experimental evidence'®
that there is a strong correlation between atomic
properties and the superconducting transition tem-
peratures. This is especially true for d-band
transition metals and alloys.!* Therefore, in this
paper we have developed a theory of the transition
temperature in terms of wave functions localized
at atomic sites.

The central equations are Eq. (2. 27), for the
vertex part of a nondegenerate band, and its gen-
eralization to a degenerate band, Eq. (5.4). The
kernel appearing in (2. 27) is of short range provided
the electron-electron interaction in coordinate
space is appreciable only for small distances and
the Wannier functions are sufficiently localized.

The short-range e-e interaction has two parts, the
first of which, caused by the electron-lattice inter-
actions, is attractive, whereas the second, caused
by the screened Coulomb interaction, is repulsive.
When the kernel is of short range, the vertex equa-
tion reduces to a small number of coupled integral
equations in site space. In particular, only a single
equation remains in the contact model. This model
means physically that we consider only scattering
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processes where the two electrons are initially
both at one site, say n;=ns, and finally again both
at one site, Efﬁz.

Assuming the contact model, we calculate T, for
a nondegenerate band in the manner of BCS. The
result contains the Coulomb pseudointeraction U
which is caused by the intra-atomic Coulomb inter-
action U. Thus, U takes the place of the screened
interaction between nearly free electrons in s-p
metals. When U is large, the isotope effect can
have either sign. It is positive if 2@ is greater
than the attractive interaction; in such a case T,
is found to be small. Geballe, Matthias, Hull,
and Corenzwit!” have first observed that in transi-
tion metals the isotope effect is not proportional
to M V2 as in simple metals. In Ru there is no
observable effect, in Mo the effect is proportional
to M~%33  and in uranium it is positive. These
variations in the isotope exponents were considered
as indications for an attractive mechanism other
than phonon exchange. We believe, however, that
they may be accounted for by variations in the intra-
atomic Coulomb interaction U and, to a smaller
extent, in the electronic bandwidth.

The generalized vertex equation (5. 4) in the
contact approximation is applied to the case of a

‘threefold-degenerate d band of cubic symmnietry

I'’%s. The corresponding localized functions are
similar to xy, yz, and zx atomic orbitals. The
vertex equation has one solution with full cubic sym-
metry which is presumably the physically significant
one. The associated transition temperature depends
on the total density of states of all three bands at
the Fermi surface and on a pairing constant which
weighs the intraorbital and interorbital interactions
with § and 2, respectively. This calculation is
considered as a first step towards a treatment of
real d-band materials.

The lowering of T, due to a long-range Coulomb
interaction, which can occur in transition metals
with nearly filled d bands, is discussed in Appendix
B. The interaction, due to exchange effects, is
given by an approximation that takes into account
its low-frequency and long-range behavior. For
weak exchange effects, the 7, formula is of the
same form as that given by Berk and Schrieffer.®
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APPENDIX A: DENOMINATOR IN EQ. (4.5)

The denominator in Eq. (4.5) can be easily calcu-
lated. We write, from (2. 33) and (2. 34),
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1Z)F(o w)_IZ)/ e—z-ﬂe)—,g Jy+ds,

min

(A1)
where
Z) i T—ZN(O) (A2)
@ Jenin €+ lwl®?
N(€) - N(0)
Z,j e min €2+ lwlZ (a3)
and w; =4m(2j+1)/8.
In J;, consider first contributions from €> 0.
These are
+_N(0) fmax  ge
Jl B j?w 0 €+ Iw l
=1l(2)-2 1 tan™! ~max
B 7 lwyl lwy |
N(0) L1 1
=== 1im 2{ 2 T ——
ﬁ J = {/g 2 ijl
J
+ 2 L tan™? —max _ E)
jeo lwyl lw; 1 2
N(O) J 2dx
1
B J‘.‘E{BE(ZM) (n/B)(2x +1)
- Smax T\ (a4
x(tan Ol 2)} (A4)
Now
|
—_— 1 1
Zo>2j+1 3In(2J+1)+4 (v +1n2), (A5)

where ¥ =0. 57721 is Euler’s constant. In the inte-
gral in (A4) we introduce the variable y = (2x+ 1)1/
B€nax - This gives for the integral in question

2dx _ € L4
@ f @/B)(2x+1) (““‘1 @A) ‘z)

=—B_/‘(2J+l)r/8emax dy (t an- l _17_)
TJy Y y 2

/- _dy tanh-l 1 +f @27+ Ddﬂemaxiy <_ E) .
1 Yy A y 2

(A8)

The first two integrals cancel each other, as may
be seen by the substitution y=1/z in the first, so
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that, as J—-,
Q- - (8/2)[In(2J +1) +1n7 — In Bepy] - (A7)
Substituting (A5) and (A7) into (A4) gives
=[N(0)/2] [In(Bemay) + 7], (A8)
where
n=7+In2-1n7=0.12563. (A9)
Hence,
Jy=N(0) [In(Be,) + 7], (A10)

where €, is an effective “half-width” of the band de-
fined by

In€,=3 (In €y | +Inl€py, ). (A11)

In J,, the sum over w can be replaced by an inte-
gral, because of the factor N(¢) - N(0), which van-
ishes at € =0:

* B
j,_ws + Iw, _[ €ty (11/8)(2x+1)]2 T 2lel
(A12)
Hence,
Jp= / ™ ge Ii?%@wm)x, (A13)
€min

where k is a dimensionless constant, depending on
the band of interest, given by

x:/m“ (gg;g 1>Z—Ilg—lde. (A14)

Finally, substituting (A10) and (A13) in (A1),
(1/8)22,F(0, w) = N(0)In(apBe,), (A15)

where N(0) is the density of states at the Fermi sur-
face, o is a dimensionless positive constant of or-
der unity given by

Ina=1+k=0.12563+« (A16)

[see Eqs. (A9) and (A14)], and €, is an effective-
band half-width [see Eq. (All)].

APPENDIX B: EFFECT OF LONG-RANGE COULOMB
INTERACTION ON T,

For certain real metals which are narrow-band
superconductors (e.g., metals at the end of the
transition periods) the Coulomb interaction has a
long-range part that reduces T,. This part is due
to strong exchange interactions between electron
spins.®”® Its quantitative effect on T, depends
rather sensitively on both the electronic band struc-
ture and the exchange potential. For a qualitative
understanding, from the site point of view, we
adopt the following model for the exchange inter-
action:



(B

. . Iy, |w|and 0| <w
Is»in(n,’wl; n,w):{ * ' ‘ . | :
o, otherwise.
(B1)

This approximation, with I; being a constant and
w, being a cutoff frequency which is a small fraction
of the Fermi energy, is reasonable because of the
long-wavelength low-frequency nature of I,,. It
means that the interaction is of infinite range, which
is strictly true only in the magnetic state, and that
it is retarded. In the latter respect it is similar
to Ipy.

With (B1), in addition to a short-range interac-
tion, we may write the solution of Eq. (2. 27) as

r(ﬁl’w)=r1(ﬁ7w)+rtl(w) ’ (BZ)
where
limI;({l,w)=0 as i~ , (B3)

The quantity I';; (w) can be eliminated from (2. 27).
To this end we write I'j; (w) in the following form,
implied by (B1):

Ty for |w|<w,
r (w)={
" 0 for |w|> w,, (B4)
and take in (2. 27) the limit 1~ , This gives
Ty = '(1/8) E Z; [r: (5', w') + 1""]
lw'lgwg &'
X F(ﬁ',w') I, . (B5)
Hence,
Ty = - L 2T &, 0) F@, w)/
B lwlSwg &
I
(1+—a > D F(n,w)) (B6)
lwlgwg

Now we return to Eq. (2. 27) and substitute in it
Egs. (B2) and (B6). The result is

r,@, w)—-—EZ)K( Jw'; B, w)
X [F,(ﬁ',w')—H(|w'|—ws) %’-

X 2 Z) (g, o Fii,w

lo'I¢w g

"/

(1 Ly B REwe ] . (B7)
B lwlSwg @
Here
1 for x<O0
B = {Ov for x>0 (B8)

is the Heaviside unit step function. K in (B7) con-
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tains only the short-range electron-electron inter-
action.

For simplicity, let us take K=I, and ignore the
short-range Coulomb repulsion I,. Furthermore,
to determine T, we introduce the contact model
for I,, Eq. (3.11). Then I';(0,w) has the form
[cf. (4.10)]

jI‘, for lwl< w,

r](w)=10

for |w| >w, , (B9)

and, according to (B7), I';is given by

r,=1ﬂ* 2 F0O,0') T, [1 H(|w|—w)
lw’ Igwyp
x 2 F(O,w")/(1+-1-" 2 D FEw ’)] .
lw'fIgwg B lw"lgw
(B10)
The denominator in (B 10) contains
1
B lwlgwg i
-1 o5 Z;lz;__{_.e';'z
B lugw, & N ¥ lwl®+e¥(k)
_ _1_ Z; 1 - 1 -1 (4)
T B lwizw, lwlZ+€(0)  7e(0) € -
(B11)

Substituting (B11) and the sum (A 15) in (B10) and
dividing by I'y gives

1=N(0) I, In(a’Bwy) [1 =N(0) J, In(a’Bw,)], (B12)
where
J$=13/(1+11—r Zﬁ’)‘) tan™? 'e%)) , (B13)

and a’=1.13 [cf. (4.13)].
rewritten in the form

Equation (B12) may be

1 - 1 . 13 wo
NI, %aT.
[1 N(0)J, (ln Y 4 -lk—m—‘ﬂ)] (B14)
B

This is a quadratic equation with the solution

n LI - o (1 -( -4/ %] . (B15)
A solution exists for
I,>4J,. (B16)
For small J; one gets
kpT,=1.13 wyexp ( m—(—ll;_—JJ) " CA <1,
(B17)

This result is of the same form as the T, equacion
given by Berk and Schrieffer. 18
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Surface-impedance measurements have been made at 0.5 MHz on the intermediate state of
aluminum and indicate an increased fraction of normal metal near the surface as compared
with the bulk. This result confirms Landau’s prediction of the surface structure in the inter-
mediate state and suggests a similar interpretation for Pippard’s early observation of the
surface resistance of tin at 10 GHz. Surface-impedance techniques are thus seen to provide
accurate information on domain broadening near the surface, and to corroborate the effec-
tive-field reduction there suggested qualitatively by bismuth-probe and magneto-optic meth-

ods.

The nonbranching Landau theory of the interme-
diate state! of an infinite parallel-sided slab of a
type-I superconductor in a magnetic field H applied
normal to the slab surface postulates a structure
consisting of alternating laminar layers of normal
and superconducting metal parallel to the field di-
rection. The azimuthal orientation of the parallel-

layer structure is arbitrary, but can be imagined
to be set up, in practice, by a slight tilt of the ap-
plied field from the direction normal to the slab.
The thicknesses a, and a g of the normal and super-
conducting domains give rise to a total repeat dis-
tance @ whose scale depends on the surface ener-
gy + 3 g H% A between the normal and superconduct-



