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Based on the previous theory of superconducting alloys in magnetic fields, we made a detailed study of
the specific heat of the mixed state in superconducting alloys. The jump of the specific heat at the transition
from the mixed state to the normal state is explicitly calculated for various values of «, the Ginzburg-Landau
parameter. In fields just above the lower critical field H.;, we find the specific heat at lower temperature is

expressed in terms of H,; as

Cm=— (1/4w) T (82H c1/dT?» B+ (dH o1/dT)(dB/3T),

where B=

I. INTRODUCTION

N previous papers' (which we shall refer to as I and
II, respectively), we have discussed the magnetic
properties of superconducting alloys and shown that
Abrikosov’s theory? holds independently of temperature
with a slight modification.

The purpose of this note is, as a continuation of the
previous investigation, to study in more detail the
temperature dependence of the specific heat of the
mixed state in superconducting alloys.

In the next section we calculate the specific heat
of the mixed state in the immediate subcritical region
(H po— H (K H 2, where H . is the upper critical field and
H, is the external field). It is shown that in this region
the specific heat is expanded in powers of T, the temper-
ature, thanks to the fact that the gap in the excitation
spectrum vanishes in this region. The jump in the
specific heat at the transition from the mixed state to
the normal state is calculated for various values of «, the
Ginzburg-Landau parameter. We see that the jump in
the specific heat decreases as the temperature decreases
and vanishes as 7% at T=0°K for superconductors
having a sufficiently large «, while it diverges at a
certain temperature for superconductors with « satis-
fying 1.01>«>0.707 as pointed out in I.

In Sec. ITT we consider the situation where the ex-
ternal magnetic field is slightly above H.,, the lower
critical field. In this field region we obtain the following
expression for the specific heat of the mixed state in a
constant external field H,

d*H .1
aT

dH . 0B
aT oT

1
Cn—Cs= ———T{B (1)
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where C, is the specific heat of the superconducting

* This work supported by the U. S. Atomic Energy Commission,
C00-264-232.

1 On leave of absence from the Research Institute for Mathe-
matical Sciences, Kyoto University, Kyoto, Japan.

1 K. Maki, Physms 1, 21 (1964); 1, 127 (1964). Errata 1, 201
(1964).

2 A. A. Abrikosov, Zh. Eksperim. i Teor. Fiz. 5, 1174 (1957)
[English transl.: Soviet Phys.—JETP 32, 1442 (1957)]

(w/e)n (n being the number of flux lines per unit area), and the first term, coming from the free
energy associated with a flux line, is proportional to 7'

state, B is the magnetic induction in a given external
field and H , is the temperature-dependent critical field.
As is well known, C; vanishes like e—onst(T/T) at low
temperatures. The first term in the right-hand side of
Eq. (1) comes from the free energy associated with each
vortex line and gives rise to a term proportional to T,
which dominates at lower temperatures. The second
term is almost equivalent to one obtained by Goodman?
based on Abrikosov’s theory. This term, coming from
the interaction energy between flux lines, diverges at the
first transition point. The existence of the term pro-
portional to T has been anticipated by Caroli, de
Gennes, and Matricon* through the explicit calculation
of the excitation spectrum of the quasiparticles in the
core region of a flux line.

In the limit x —, using the explicit expression for
H,1(T) and B, we calculate the temperature dependence
of Cn, which is in qualitative agreement with recent
experiments on the specific heat of the mixed states.®

II. THE SPECIFIC HEAT OF THE MIXED STATE
IN THE IMMEDIATE SUBCRITICAL
REGION (H.:— H¢<H,s)

In the immediate subcritical region where the ex-
ternal field H, is slightly smaller than H ., Gibb’s free
energy is given as!

Gm_Gn= - H02+
8r (2k2(T)—1)B

1 H.s—H,)?
( ) } )

where the subscripts # and #» refer to the mixed state
and the normal state, respectively, 3=1.159,% H ., is the
upper critical field, and «» is a temperature-dependent
parameter.!
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The specific heat is obtained from

62
Cn—Cp=— TEEG,,,— G.J,
1 T
T4 [2k2(T)—1]8

dH 2\* d*H
X{( ) + (Hc2—Ho)} )
daT dT?

We note here that the jump in the specific heat at the
transition from the mixed state to the normal state is

given by

1 ZLEN

ACn=— > . @
dr [22(T)— 18\ dT

In superconducting alloys, where the electronic mean
free path is much shorter than the coherence length, we
have

4x:2(0) 1/727T\? 3/27xT\*
ot L0L_pacTy_ 32y
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Tea) e |

for T<<Tco 5 (5)
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k1(0)=1.20k, &=

2 12
m( m7c(3)) ,

27"27'1;1-8 poﬁ

the Ginzburg-Landau paramefer, and = 1— (T/T ).
In deriving the above expressions we have made use
of asymptotic expressions of the upper critical field
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H(T)=

(10)

where 74 is the transport collision time, v is the Fermi
velocity, and Ag is the ordering parameter at T=0°K.

In this field region the superconductivity becomes
gapless and there appears no exponential term in 7" in
the expression of the specific heat.

From both Egs. (7) and (8) we see that when « is
sufficiently large, the jump in the specific heat decreases
as the temperature decreases and vanishes as 1% at
T=0°K, while it diverges at the temperature deter-
mined by 2(7)=1/V2Z for superconductors with «
satisfying 1.01>«>1/v2 as pointed out in I. The
numerical results of AC,, for various values of « are
depicted in Fig. 1.

III. IN FIELDS JUST ABOVE THE LOWER
CRITICAL FIELD (H,Z H.:)

Now let us turn to the other limiting situation where
the external field is slightly above H ., the lower critical
field. In this region flux lines are well separated spatially
and the free energy of the mixed state is given by!

2

1 o
Gm= Ga+—B {Hcl(T)—H0+_
4w 2e

2w (B+m2+Im)\ 12
ST [ el [
12 4m2 Hm> 1 V3eB -

where B is the magnetic induction [ = (r/e)n, where # is
the number of flux lines per unit area and determined by
9F/3dB=0], H,,(T) is the lower critical field, @ is the
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penetration depth given by’
a}(T)=[(4neN /m)7:A tanh(A/2T) 2,

and K, is a Hankel function.

In deriving the above expression we assume that flux
lines form an equilateral triangle lattice which is the
most stable.?

The specific heat in a constant external field is
obtained by

(12)

62
Cn—Cs=—T—(Gn—Gs),
a7*
1 (d*Hun dH. 9B
= ———T{ B —t,  (13)
4r L dT? aT oT
where we made use of the relation,
Ho—H = (?/4€)>" QK o(x1m)+ %K 1(x1m)), (14)
with
Tim=am (B+m2—+Im)/V3eB)'2,
From Eq. (14) we have
B 4edH, 1 do
—‘=ZB[:—'— +—*—‘Z(xzm2—1)Ko(xzm):I
aT o dT  «dT
XY @Ko ®im)+201mK1 (21)) 2. (15)

Substituting this expression in Eq. (13) we finally obtain
dHcl
aTr

1 @?H 1
Cp—C,= —-—-TB{
4 aT?

8¢edH,1 2 da
XI:___————{-———Z(xzmz— 1)K0(xlm):l
o dT o dT

X[ (xzmzKo(xtm)-l-szmKl(xzm))]”1} . (16)

As we will see below the first term, coming from a free
energy associated with each flux line, gives rise to a term
proportional to 7' at lower temperature. The second
term comes from the interaction energy between flux
lines which diverges at the transition from the super-
conducting state to the normal state. The existence of
the term proportional to 7T in the expression of specific
heat has been suggested by Rosenblum and Cardona®
based on the experiment on the microwave surface
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resistance of type-II superconductivity. Caroli, de
Gennes, and Matricon* have shown the existence of the
large low-lying-state density in the core region of a flux
line. The present result is in qualitative agreement with
their theoretical prediction.

In a field just above the lower critical field, Eq. (16)
is much simplified :

1 /@Hy 2 dadHy
Cn—C= ——-TB( -— )
dT*  «dT dT

47

B (VBeB\"/dH.\!

T ) ( ) a7
2 Ho—H o\ 2ma? aT

where B is determined by

Ho—Heo= (362/2¢) (wa/ V2 (2 /NEe B)
Xexp[—a(2r/V3eB)1*]. (18)

Both C, and da/dT vanish like ¢~4/T at lower tempera-
ture, and the temperature dependence of the specific
heat is determined by that of H;.

Unfortunately no general expression for H.(T) is
available at present, which can be calculated, in
principle, from the free energy associated with a single
flux line.

In the following we restrict our consideration to the
case of superconducting alloys with large x, where we
have!

H o (T)=3$mpoerwv?A tanh (A/27) Inks(T), (19)

with
k3(1)=k3(0)[1—3%(xT/A00)* ]2, for (20)
We assume here that the temperature dependence of
H, comes only from «3(7) for simplicity. Strictly
speaking H . (T) might be affected by an additional

constant term [independent of «3(7T") ] as well.
Substituting Eq. (19) in Eq. (17) we obtain

mpy (W B 7T\?
el ]
3 4 H :»(0) Aoo

T<LT 5.

(ﬁkB)“Z B 4 /WT)W
Ho—Hcl 3K32(0>\A00

+0(T%), for T<KT.,

2ma?
(21)

where x3(0)=1.53«.

Contrary to the assertion made in II, there appears a
term linear in 7" in the above expression.

When the external field Hy is not so large, we expect
that the above expression gives a correct coefficient of
the linear term.

IV. CONCLUDING REMARKS

We have thus far discussed the temperature depend-
ence of the specific heat of the mixed state based on the
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previous theory of superconducting alloys.! We have
seen that the jump in the specific heat at the transition
from the mixed state to the normal state decreases as
temperature decreases and vanishes as 7° at lower
temperature, if the transition is always of the second
order. In the weak-field region we have found that there
appears a term proportional to 7" in the expression of
specific heat coming from the free energy associated
with each flux line. Since this free energy is related to
the lower critical field by

()= (1/4e)H o (T) | (22)

SUPERCONDUCTING
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we have an interesting formula:
1 dH, 1 B /\/§eB 12 1 dH c1\?
Con=——TB —T- > ( )
4r dT? 2 Hy—Ha\2wa?/ \ dT
+O(e—const(TcolT)) , T<LT,

which may be checked experimentally.

Although most of the detailed calculations are carried
out by using expressions valid only for superconducting
alloys, we believe that, as far as the qualitative features
are concerned, the above results hold quite generally,
independently of the assumption made on the electronic
mean free path.

(23)

for

PHYSICAL REVIEW

VOLUME 139,

NUMBER 3A 2 AUGUST 1965

Impurity Problem in the Tight-Binding Approximation : Application
to Transition-Metal Alloys

F. GAUTIER
Service de Physique des Solides, Faculté des Sciences, Orsay (Seine-et-Oise), France
and
Institut de Physique, Strasbourg, France

AND

P. LENGLART
Institut &' Electronique dw Nord, Lille, France
(Received 15 January 1965)

The characteristics of a metal with one impurity atom are deduced with a view towards application to
dilute transition-metal alloys. We assume that the band structure of the pure metal is described by a tight-
binding approximation. The scattering problem is expressed in a new representation whose basis functions
have the symmetry of the point group of the metal. For example, it is shown that the Friedel sum rule can be
expressed with a finite number of phase shifts, each of them being related to one irreducible representation
of the point group. Two simple examples are studied, and detailed studies of the effects of the degeneracy

and of the potential extension are made.

INTRODUCTION

HE dilute alloys of transition metals are studied
assuming that the d band structure is well de-
scribed in a tight-binding approximation. It is possible
to describe such an alloy with a self-consistent formalism
if the potential V,(r) associated with the impurity atom
is assumed to be a perturbation.! When this approxima-
tion is impossible, the potential V,(r) is considered
phenomenologically and is determined by auxiliary
conditions (localization, Friedel sum rule, etc.). Such a
formalism has been presented by Koster and Slater? in
the Wannier representation. However, the applications
are very difficult, not only because the band structure
of pure metals is not well known, but also because a
considerable mathematical complexity is involved in
solving the Slater-Koster equations. The only case

L F. Gautier, Ann. Phys. (Paris) 9, (1964).
2 G. F. Koster and J. C. Slater, Phys. Rev. 95, 1167 (1954).

which has been completely solved is obtained by assum-
ing that a matrix s band is perturbed by a localized
potential extending only over the impurity atomic cell.
This model is not directly valid in the case of transition-
metal alloys.

We note that it is possible to solve much more general
cases using a new representation which takes into
account the symmetry properties: This is because the
potential V,(r) induces transitions only between the
basis functions of the same irreducible representations
of the point group.

The first section of this paper is devoted to general
considerations; in the second section the new represen-
tation is shown with some simple applications. This
general formalism is first applied to the effect of a po-
tential localized on one atomic cell; the effect of the
degeneracy on the wave functions and on the displaced
charge is studied (Sec. IC). In the following section the
effect of a potential extending over the impurity atom
and its nearest neighbors is discussed.



