PHYSICAL REVIEW B

VOLUME 48, NUMBER 17

1 NOVEMBER 1993-1

Variation of disorder in superconducting glassy metals

A. Nordstrom, U. Dahlborg, and O. Rapp
Department of Physics, The Royal Institute of Technology, S-10044 Stockholm, Sweden
(Received 18 March 1993; revised manuscript received 19 July 1993)

The impact of increased disorder on superconducting T, and H,, of amorphous Zr-Cu and Hf-Co has
been studied. In these highly disordered materials, disorder was incrementally increased by irradiation
with fast neutrons of low intensity. Increased resistivity, increased magnitude of dp/dT, and smearing
of the x-ray-diffraction patterns, confirm the increased disorder. The irradiation effects on p and T, de-
pend on the amorphous system, but when the T, depression is plotted vs resistivity increase, all data fall
on the same curve. T, data are well described by the Fukuyama-Ebisawa-Maekawa theory. The nor-
malized critical field & *(¢) increases at low temperatures with increasing disorder. This cannot be ex-

plained by present theories.

I. INTRODUCTION

The electron motion in high-resistivity amorphous
metals is diffusive, with a large elastic scattering rate 1/7.
Therefore, quantum corrections are expected at low tem-
peratures, when the inelastic scattering time 7;>>7.
These effects have been amply demonstrated in the trans-
port properties of disordered materials. Superconducting
properties are also affected by strong disorder, although,
as yet, no unified picture has been obtained. However, it
is by now experimentally well established that disorder
depresses the superconducting T,.!”> This is in contrast
to the old view® that superconductivity is unaffected by
weak disorder. Theoretically several disorder-related
effects, such as weak localization and electron-electron
interaction, have been found which redn:ce TC.7_ 10

As for the upper critical field, H,,, of amorphous met-
als, there is no agreement on the influence of disorder.
Several experimental results suggest an anomalous
enhancement of the normalized critical field at low tem-
peratures, ! 715 above values consistent with the standard
Werthamer-Helfand-Hohenberg (WHH) theory.!® How-
ever, other results show good agreement with WHH
theory.!’~!° The enhancement may occur from delocali-
zation effects in magnetic field on the Coulomb pseudopo-
tential ©*.2° On the other hand, according to the
Fukuyama-Ebisawa-Maekawa (FEM) theory,® weak lo-
calization effects on H,, are so small that they are almost
indistinguishable from WHH theory.?! In addition, it
has been shown that inhomogeneities, even on a length
scale of below 100 A, can cause enhancement of the criti-
cal field.?>?

There are difficulties to perform controlled experiments
to test predictions of disorder effects on superconductivi-
ty. When structural disorder is changed in a crystalline
material, e.g., band structure will change and supercon-
ducting properties will be affected by changes in the den-
sity of state N (0). In this case the variation of T, can
have either sign. In two-dimensional (2D) films the varia-
tion of film thickness may lead to varying dimensionality
affecting the interpretation. If disorder is varied by
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means of compositional variation, changes in a number of
other parameters are expected in addition to varying dis-
order.

We have studied the effect of increased disorder on su-
perconductivity by irradiation with fast neutrons of 3D
amorphous metal ribbons. In this way we start with an
already strongly disordered material, and only an incre-
mental increase of disorder can be achieved by the irradi-
ation. However, we can control the varying disorder and
monitor changes by the changing resistivity p.

In the present paper we study resistive properties, x-
ray diffraction, the superconducting 7., and the upper
critical field H ,(T), and the effect of neutron irradiation
on these properties. We have chosen amorphous ribbons
of ZrsyCusy and ZrgCuyy. In addition some results for
Hfg;Co;; are also included. These alloy systems are suit-
able since the whole H_,(T) curves can be studied at
moderate magnetic field strengths in a dilution refrigera-
tor. It is important to reach the region 7/7,=<0.1 in
these experiments, since deviations in the similar shape of
critical field curves for different amorphous alloys are
most clearly displayed in that region. In fact, the con-
fusion about the upper critical field of amorphous alloys
is to some extent due to the limited temperature ranges
sometimes used. In addition these ribbons have ap-
propriate mechanical properties for an experiment that
lasts over a long period of time and requires several
mountings and dismountings of electrical contacts. Final-
ly, many amorphous systems are not suitable for neutron
irradiation, i.e., although nuclear reactions are mini-
mized, activation of slowly decaying radioactive nuclei
inhibits convenient handling of the samples. This is not
the case for Zr-Cu and Hf-Co.

A short paper on some T, results of Zr-Cu samples has
been published previously.* The present paper is organ-
ized as follows: In Sec. II, sample preparation, neutron-
irradiation conditions, and measurement techniques are
described. In Sec. III we describe special precautions
taken to rule out changes in properties due to thermal re-
laxation of the structure and to control possible effects of
surface oxidation. In Sec. IV evidence for increased dis-
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order by neutron irradiation is presented. This comprises
results for Ap/p, p(T) and x-ray results. Section V con-
tains results for T, and H,,, which are analyzed and dis-
cussed in Sec. VI.

II. EXPERIMENTAL METHODS

A. Sample preparation and neutron irradiation conditions

Amorphous ribbons of ZrsyCusy, ZrgCuy, and
Hf,,Co;; were prepared by arc-melting followed by melt
spinning. All samples were checked by x-ray diffraction
from both sides of the samples to be amorphous. Further
details about preparation techniques and properties have
been given previously. !*2*

Structural disorder was increased by irradiation with
fast neutrons (E, >1 MeV) of low intensity. Fast neu-
trons were used since they penetrate the samples and are
expected to give a homogeneously distributed radiation
damage. To minimize relaxation effects, the sample tem-
perature must not increase during irradiation. Therefore
a low-power reactor is appropriate. Sample pieces were
placed in a container in an empty fuel element position at
the reactor core edge, which was surrounded on all sides
by water of a temperature less than 25°C. The sample
container was covered with Cd to avoid activation from
thermal neutrons. In this way the samples could be
cooled without contact with water. This prevented accu-
mulation of hydrogen in the samples, which may occur
from radiation-induced reactions in Zr-H,O systems, par-
ticularly at elevated temperatures. On the other hand the
cross section for (n,p) reactions in Zr is negligible at the
neutron energies present in our reactor. 2’

Two neutron exposures were performed on the same
pieces of a sample. The first dose was 0.75X 10'® n/cm?
and the second was 1.4X 10'® n/cm?. Thus the total dose
was 2.2X 10'"® n/cm?. The first exposure was performed
in air. Before the second dose, the sample container was
filled with He gas and sealed. The fast neutron flux at the
sample position was about 1.5X 10!! n/cm?s. Including
time for intervening measurements and reactor mainte-
nance the experiment lasted 1.5 years.

Nuclear reactions producing impurities are likely negli-
gible. The large neutron absorption resonances in Hf be-
tween 1 and 10 eV will result in an initial production of
Ta nuclei. However, the concentration of these accord-
ing to a rough calculation is smaller than 1 ppm. For Co
a corresponding estimate results in 0.1 ppm of Ni. For
the other samples all reaction products will have a con-
centration of below 0.01 ppm.

B. Measurements

The increase in disorder was measured by the resistivi-
ty. Due to irregularities in sample geometry, resistivity
measurements on small amounts of a metallic glass sam-
ple are accurate only to within 10%. This is not
sufficient for our purpose. Instead we measured the rela-
tive resistivity change, by measuring the resistance over a
well-defined sample length, before and after each irradia-
tion. In repeated measurements the accuracy was about
0.2%.
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X-ray analysis with Ni-filtered Cu K a radiation, with a
monochromator in the diffracted beam, was made before
and after each neutron exposure. To get good diffraction
patterns from the small amounts of irradiated sample,
data were taken in steps of AG=0.125° with exposure
times of about 20 min for each step.

Stable four-pole electrical contacts were obtained by
cutting two tounges in each end of the samples to which
wires were tied and fixed with silver paint and epoxy.
The temperature dependence of the resistivity from 4.2 K
to 300 K was measured with slowly drifting temperature
in a “He cryostat. The upper critical field was measured
resistively in a dilution refrigerator equipped with a 7 T
superconducting solenoid. The magnetic field was orient-
ed parallel to the sample current. The temperature was
obtained from a calibrated carbon resistor. H_,(T) was
defined as the magnetic field at the 50% value of the
resistance at 4.2 K and was measured by slowly sweeping
the temperature in a fixed field. 10% and 90% resistance
values were also taken to determine the magnetic field
transition widths AH_,. These measurements were made
both by sweeping the temperature in a fixed field and by
sweeping the field at a fixed temperature. The two
methods gave identical results.

III. EXPERIMENTAL CONSIDERATIONS

A. Negligible relaxation effects

Amorphous samples are metastable and relaxation
effects, which may occur during the long exposure time in
the reactor must be carefully controlled. By cooling the
sample can in the reactor we are assured that the sample
temperature was not inappropriately increased. In a pre-
vious experiment on aging effects in similar metallic
glasses, we found no observable relaxation effect after 36
months in air at room temperature. 26

In addition we made a separate investigation of the
effect of thermal relaxation of the present Zr-Cu samples.
Two pieces of Zrg,Cu,, were heat treated in 470 K for 1 h
(sample A) and 2.5 h (sample B), respectively. T, the
transition width, AT, H,,, and the residual resistivity ra-
tio, R=p, » x /P00 x» Were measured before and after the
thermal treatment. By comparison with irradiated sam-
ples we can distinguish possible relaxation effects.

For both heat-treated samples 7, decreased about 0.15
K. The transition width decreased from 47 mK to 10
mK for sample A, which indicates some thermal relaxa-
tion and increased homogeneity. For sample B, annealed
for 2.5 h, AT, increased from 40 mK to 210 mK. This
might be a sign of incipient phase separation. The transi-
tion width in magnetic field was independent of field
strength for both samples. The R value decreased from
1.0472 to 1.0459 for sample A, and from 1.0469 to 1.0441
for sample B. The result of this experiment is in agree-
ment with reported annealing experiments,?”?® or long
time relaxation experiments,?® which all show a less nega-
tive dp /dT with increasing relaxation.

As for the critical field measurement no significant
change could be observed in the reduced field
h*(t)=—H_,/[T,dH_,/dT] after relaxation. Laborde



12 868

TABLE 1. Some results for Zr-Cu and Hf-Co. Ap/p is the
observed resistivity increase and Ap,,/p is a rough estimate of
the maximum error due to surface oxidation, discussed in the
text. AT, is the width of the superconducting transition.

A ox
Dose Ap BPo P2k 4 Ap
P P P300 K
Sample (10" n/cm?®) (%) (%) (%) (mK)
Zrs;Cuso 0.0 2.48 12.5
0.75 9.8 4.0 4.07 41.7
2.2 232 8.7 5.13 28.8
ZreoClag 0.0 4.75 31.8
0.75 9.3 2.2 6.19 141
22 23.5 2.9 7.97 151
Hfy;Cos; 0.0 5.55 16
1.4 073 00 5.23 23

et al. measured H_, close to T, before and after anneal-
ing,?” and found no significant change in shape. In
another annealing experiment®® / *(¢) increased after heat
treatment due to phase separation.

These R results for relaxed samples are opposite to the
R results for irradiated samples shown in Table I and dis-
cussed in Sec. IV. Furthermore, for irradiated samples
there are no such dramatic changes in AT, in either
direction, as observed in the relaxation experiments. We
conclude that thermal relaxation effects seem negligible
in the irradiated samples.

B. Surface oxidation effects

Surface oxidation could not be avoided during the irra-
diation. We estimated the degree of oxidation by measur-
ing the mass change due to oxygen bound to the surface.
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FIG. 1. Relative T, reduction vs neutron dose. @: Zrs,Cuso,
A: ZrgCuyg, ¥: Zr;sFeys, B: Hf;Cos;. Unfilled symbols show
the T, reduction after the second irradiation relative to the T,
values after the first neutron dose. The error bars are overesti-

mates of possible surface oxidation effects (see text).
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TABLE II. X-ray results. k, is the scattering vector at the
first peak in the structure factor and Ak, is the full width at half
maximum of this peak.

Dose k, Ak,

Sample (10" n/cm?) (nm~1") (nm™!)
ZrsCuso 0.0 27.09+0.03 434
2.2 26.96+0.03 4.98
Zrs,Cuyg 0.0 26.39+0.03 3.91
2.2 26.25+0.03 4.48

The mass increase was typically of the order 0.3-0.4 mg,
which corresponds to about 1% of the total sample mass.
The precision of the measurement was better than 0.05
mg. Such an oxide layer gives an error to the measure-
ments. We obtained rough overestimates of these errors
from the following calculations.

Assuming that ZrO, was formed selectively at the sur-
face,’! the decrease of the metallic part of the sample
cross section could be calculated from the measured mass
increase. The results of these calculations are shown in
Table I.

If oxidation is selective there is a risk for compositional
changes in the sample. These changes would be negligi-
ble in p, but could affect, e.g., T,, which decreases with
decreasing Zr concentration. With selective Zr oxida-
tion, the part of the T, depression, shown by error bars in
Fig. 1 below, could be due to Zr depletion of the matrix.
Similar results were obtained for the larger irradiation
dose.

Two observations lead to the conclusion that these er-
rors are gross overestimates of the real effect. First, the
structure factor is quite sensitive to sample composi-
tion.3? A decrease in Zr concentration, corresponding to
the calculation above, would shift the position of the first
peak in the structure factor towards higher values of k,
by 0.1-0.3 nm ™! for different samples. This is not ob-
served (Table II). Furthermore, the consistent behavior
of the results for the depression of T, for several different
alloys, with different oxidation conditions, which will be
discussed below, also suggests that the errors due to oxi-
dation are much smaller than estimated above.

For Zrs,Cus, all measurements were performed both
with the oxide layer present and with the oxide layer
carefully removed. As expected the results were identi-
cal.

IV. EVIDENCE FOR INCREASED DISORDER

It can be seen in Table I that the resistivity increases
with irradiation for all samples. This is a strong sign of
increased disorder. In each of the neutron exposures, the
resistivity change is almost identical for both Zr-Cu sam-
ples, while only a small increase of the resistivity is ob-
served for Hf-Co. Oxidation effects, estimated as above,
are negligible for the Hf-Co sample and we believe that
this small resistivity increase is significant.

These changes can be compared with recent results®
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for neutron-irradiated Zr,sFe,s. After a dose of
0.75X 10'® n/cm? the resistivity had increased by 4+2%.
In an experiment** on Mo-Ru-B irradiated with 10"
n/cm? accumulated in 66 h, no resistivity change could
be observed within the measurement accuracy, which was
+10%.

A further observation is that dp/dT for Zr-Cu samples
becomes more negative with increasing irradiation for all
samples. Results for the resistivity ratios are shown in
Table 1.5 For Hf-Co on the other hand, a small decrease
of R is observed after irradiation. This result is not un-
derstood. All samples were handled in a similar way but
small differences in strain from the mounting of contacts
and sample cannot be excluded and could affect the tem-
perature dependence of the resistivity. However, in our
experience, variations in py,, g /pig x between measure-
ments on one sample with different contact arrangements
are usually within 0.002. The presently observed change
of 0.0032 is somewhat larger. We note from Table I that
the observed variations in R values from neutron irradia-
tion of Zr-Cu samples are much larger than this effect.
The measurements of the resistivity increase induced by
neutron irradiation in contrast were made at constant
temperature under edges gently pressed into the sample
surface and do not contain this possible source of error.

The negative slope in p(T) is related to disorder. Ac-
cording to the well-known Mooij correlation®® the slope
becomes negative above a critical resistivity of p,.~ 150
pQcm. In the light of more available data’’ this univer-
sal critical resistivity has been questioned, but there is
still agreement on a system-dependent p.. However, there
is no unified picture of how to explain the temperature
dependence of p in amorphous metals. Attempted ex-
planations are based on, e.g., the extended Ziman theory
or quantum corrections due to the short mean free path.

The connection between a more negative slope and in-
creased disorder has support in several experiments.
Crystalline LuRh,B, was irradiated by a-particles.*® Ini-
tially dp /dT was positive, but with irradiation the slope
first decreased and then changed sign. In an experiment
on amorphous Zr¢;Ni,;, disorder was increased by substi-
tuting extra scattering centers of hydrogen into the al-
loy.*” With 12.3 at. % of H, R had increased from 1.035
to 1.061. In Zr,sFe,s the resistivity ratio increased from
1.025 to 1.055 by neutron irradiation with 0.75X10'%
n/cm2, 3340

X-ray investigations were made for the Zr-Cu samples.
The results show that the amorphous structure remains
after irradiation. The position and half width of the first
peak in the structure factor before irradiation and after
full dose, are given in Table II. For both samples the half
width of the first peak is about 15% larger after irradia-
tion. Such a smearing of the spatial repetition frequency
is expected when disorder is increased. The position of
the first peak is slightly shifted towards smaller values of
the scattering vector k,. This is probably related to a
small, irradiation-induced volume increase. In the Mo-
Ru-B experiment, 3 Ak, increased by 7% due to irradia-
tion. Garoche et al.*! found a 4% decrease of Ak,, after
full thermal relaxation in amorphous Zrs,Cuyg.

We thus find that the electrical resistivity, the resistivi-
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ty ratio, and x-ray data for the Zr-Cu samples all support
that increased disorder has been produced by neutron ir-
radiation. For Hf-Co this conclusion is supported by the
measured resistivity increase only. On the other hand,
these measurements are more accurate than for Zr-Cu.

V. RESULTS FOR T, AND H,,

Figure 1 shows the relative change of T, as a function
of neutron dose for all samples. A datum for Zr,sFe,s
from Ref. 33 has also been included. It can be seen that
T, is depressed by neutron irradiation for all samples.
The depression rates are system dependent, with the
strongest effect in Zr-Cu alloys and only a weak effect in
Hf-Co. This conclusion is not affected by including the
maximum error in 7, from possible Zr depletion by selec-
tive oxidation, as discussed above and illustrated by the
error bars for Zr-Cu samples at one irradiation dose.

The transition widths in zero field, AT,, taken as the
temperature interval where the resistance changes from
10% to 90% of the normal-state value, were given in
Table I. With one exception AT, increases slightly with
irradiation. AT, /T, is within 10% except for ZrCuyg,
where the strong increase of AT, with irradiation may
suggest inhomogeneities in the sample. However, the re-
sults for AH_, discussed below do not suggest this inter-
pretation.

The upper critical field of nonirradiated and irradiated
Zr-Cu samples are shown in Fig. 2. Before irradiation
the magnetic field transition widths AH,., were constant
or weakly increasing with increasing field.!® For the irra-
diated samples the transition widths in magnetic field
were constant or even decreasing with increasing field.
Figure 3 shows the transition widths after the first neu-
tron exposure. The primary data of Fig. 2 display only
small differences to the eye except for the depression of
T.. These results will be discussed and analyzed in Sec.
VI.
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FIG. 2. H_, of nonirradiated and irradiated amorphous Zr-
Cu samples. ZrgCuyo: A nonirradiated, M 0.75X 10'® n/cm?, A
2.2X 10" n/cm? Zrs;Cusy: O nonirradiated, w 0.75X10'®
n/cm?, @ 2.2 X 10" n/cm?.
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FIG. 3. Transition widths in magnetic field, taken as 10% to
90% of the normal-state resistivity, after the first neutron dose.
@: Zrs5;Cusy, A: ZrgCuy.

VI. ANALYSIS AND DISCUSSION

A. T,

The large differences in depression of T, for compara-
ble neutron-irradiation doses in Hf-Co and in Zr-Cu in
Fig. 1 can be understood from the large absorption cross
sections for neutrons both in Hf and in Co. In the
present case Hf plays a minor role, since its resonance re-
gion is mainly at energies lower than the energy (=25
eV) required to displace one atom from its equilibrium
value. Co has, however, very large resonance cross sec-
tions around 150 and 5000 eV. The effects of these on the
induced structural changes of the amorphous sample are
difficult to estimate, since it depends, among other fac-
tors, on the detailed shape of the fast-neutron spectrum
and of the actual structure of the sample itself. However,
if the resonance integral for Co, calculated from 10 eV to
1 MeYV, is effective in reducing the neutron flux and if the
absorption of Hf is included, one arrives at the estimate
that the number of atomic displacements are smaller by a
factor of 5 in Hf-Co as compared to Zr-Cu. Thus the in-
crease of disorder is much smaller in Hf-Co than in Zr-
Cu for similar neutron flux.

When the relative decrease in 7, is plotted against
resistivity change in Fig. 4, all data are seen to fall close
to one universal curve. It should be noted that Zr-Cu
data are plotted in Fig. 4, corresponding to the changes
in p and T, after three irradiation doses, i.e., after the
first irradiation experiment, after both irradiation experi-
ments, and after the second experiment only. In the
latter case, the properties after the first experiment were
taken to be the initial values. This observation
strengthens the consistency of the data and suggests a
logarithmic relation between the depression of T, and the

J

T _ 52 2 * 2
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FIG. 4. Relative T, reduction vs resistivity increase. @:
ZrsoCusy, A: ZrgCuyy, V¥: ZrosFe,s, B: Hf;Co,;. Unfilled
symbols show the T, reduction after the second irradiation rela-
tive to the T, values after the first neutron dose. The curves are
FEM calculations for three different starting values of the disor-
der parameter Ep7/#, which encompass the present observa-
tions and take the uncertainty of the resistivity measurements
into account.

resistivity increase.

In recent years several theoretical papers have dis-
cussed disorder effects on T,. Andersson, Muttalib, and
Ramakrishnan’ (AMR) argue that increased disorder will
enhance the Coulomb pseudopotential u*, and thus in-
crease the repulsion between the electrons in the Cooper
pair. The effect on T, is calculated by use of McMillan’s
formula. The AMR theory was recently used’ to analyze
T, results in hydrogen-doped Zr-based amorphous alloys.
To account for our results such an analysis would require
an enhancement of u* of about 25%. In a tunneling ex-
periment on thin films of A15 compounds*? no evidence
was found for an increased Coulomb interaction with in-
creased disorder. On the other hand, the highest resis-
tivity among the examined thin films was only 62 uQ cm.
In amorphous Zr-based superconductors, where disorder
is roughly characterized by p~170 uQ cm, evidence was
obtained from dp/dT and T, measurements** showing
that there is an enhancement of u* by about 20% over
the traditional value of 0.13 for crystalline transition met-
als.

Fukuyama, Ebisawa, and Maekawa® (FEM) used a per-
turbative approach to study localization effects on super-
conducting properties in the weakly localized regime, i.e.,
where the disorder parameter Ep7/#%>>1. E is the Fer-
mi energy and 7 is the elastic relaxation time. FEM found
two contributions to the suppression of 7,.. One is in-
creased Coulomb interaction and the other is a depres-
sion of the electron density of states. The FEM expres-

sion is
] , (1)

#i
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where
g¥/g=[1+tuln(Ep/kz®p)1/[1+puln(Ep7/#)] . (2)

@), is the Debye temperature, g =A,,, —u*, where A,
is the electron-phonon coupling constant and u* is
defined above. pu is the unrenormalized screened
Coulomb interaction. For amorphous metals, estimates
of Ep7/% fall in the range?' 1.3-2.5 or!® 2.5-3.1. In Fig.
4 we have used the FEM expression to calculate the T,
depression due to increased disorder from three different
starting values of Ep7/#. The validity of a perturbative
treatment can possibly be questioned in this region.
Ep7/# was assumed to be proportional to p~ . The other
parameters were given reasonable values for our samples:
Ep=~2eV, ®,=220 K, A.,,=0.55, and p*=0.14. For
Ep7/%=1.65 we observe fair agreement with FEM
theory. In this comparison the small shift of the initial
disorder parameter for the open symbols in Fig. 4 has
been neglected.

Different effects on T, could be difficult to rule out.
E.g., in addition to changes in N (0) considered in disor-
der theories there may be changes due to smearing or due
to volume increase. It has been pointed out, however,’
that when starting from an already strongly disordered
material, further smearing is likely to be small. The x-ray
results indicate a small volume increase of about 1.5%,
which would affect N(0). The irradiation-induced
volume increase in Mo-Ru-B (Ref. 34) was also 1.5%. In
this case T, was instead found to increase by 2%.

However, the behavior of T, found in Fig. 4 is con-
sistent for three different amorphous systems. Other
effects, if present, would be expected to give different con-
tributions for different alloys and irradiation conditions.
This observation strongly supports the conclusion that
the observed depression of T, is mainly due to the in-
creased disorder.

B. H.,

The standard theory for H,, in systems with a short
electron mean free path is the WHH theory.!® It was de-
rived by use of the Abrikosov-Gorkov theory and in-
cludes corrections for Pauli paramagnetism and spin-
orbit interaction. The model used by WHH assumes, *
e.g., spherical Fermi surfaces, weak-coupling supercon-
ductivity, constant N (0) close to E, and small spin-orbit
scattering compared to the total scattering. In spite of
these simplifications the WHH theory has been very suc-
cessful.

Possible quantum corrections are not included in the
WHH theory. When fitting the theory to experimental
data, it is convenient to use the reduced parameters
h*(t)y=—H_/[ Tc(dch/dT)T:Tc] and t=T7T/T,. In
principle there is one free parameter in the theory, A, the
spin-orbit interaction parameter. The theory also con-
tains the Maki paramagnetic limitation parameter® «,
which can be determined from the normal-state resistivi-
ty and the normal-state specific heat. a can also be deter-
mined from the critical field slope close to T, by the rela-
tion

12 871

a=—0.528(dH,,/dT)r—7 . 3)

If a is determined in this way it is, however, easily un-
derestimated due to the negative curvature in data.
Therefore it is advantageous to regard both a and A, as
adjustable parameters and determine them from a fit to
all data.!® Then the slope at T, can be determined from
a. The WHH theory predicts an upper limit for A *(¢)
above which data cannot reach. In particular,
h*(0)<0.693, and this maximum value is obtained, e.g.,
for A,,= 0. It is thus important not to underestimate the
slope at T, since h *(¢) then will be overestimated, which
can lead to fictitious deviations from WHH theory.

Methods for fitting to the WHH theory and procedures
to estimate the accuracy with which a and A, can be
determined from critical field measurements were de-
scribed in some detail previously.!® We found that typi-
cal results with standard methods are within about +4%
for a and within a factor of 2 for A,. It was also found
that the Zr-Cu system could be well described by WHH
theory. ®

These methods were applied to the present results.
The results are given in Table III. We obtain good fits,
except for ZrsyCus, after the second neutron dose, where
data go beyond the theory. A systematic trend is ob-
served in the extracted parameters; a decreases and A,
increases with irradiation.

Figure 5 and 6 display H,, data in reduced parameters.
For both samples 4 *(¢) increases with irradiation. This
behavior cannot be explained within the WHH theory.
Although A *(z) will increase if the paramagnetic limita-
tion gets weaker, that effect is very small compared to
what is observed.

The enhancement of the critical field for Zr;;Cus, after
the second neutron dose is in the same direction as for
the other irradiations, but is particularly anomalous,
since the curve increases above the maximum WHH
curve. For this sample special care was taken not to un-
derestimate the slope at T,.. Different attempts to fit vari-
ous sections of H.,(T) to WHH failed. Then a straight
line was fitted to data in the vicinity of T, and the slope
of this line was corrected for the curvature of the data in
that region. The curvature was taken to be the same as
for the WHH max curve. Sample inhomogeneities are
not expected to influence this analysis. AT, is small as
shown in Table I and the results for AH,, of this sample
are similar to those displayed in Fig. 3 and are discussed

TABLE III. Results from critical field data analysis.

D dHcZ
ose ar |r-r, rms

Sample (10'® n/cm?) (T/K) Aso h*(0) (1073
Zr5qCusg 0.0 2.75 8.6 0.655 4.70

0.75 2.62 10.5 0.663 2.96

2.2 2.42 0.74%0.01
ZrgoCuyo 0.0 2.94 1.87 0.572 4.67

0.75 2.73 3.3 0.616 2.32

2.2 2.56 8.6 0.659 2.26
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FIG. 5. Critical field data for Zrs,Cusy in reduced parame-
ters. h* increases with irradiation. After full neutron dose data
reach above the WHH maximum.

below. In summary we have obtained strong indications
that data for this sample go beyond the WHH regime.
There are several reports on deviations from WHH
theory. In some cases, even if no enhancement above the
WHH max curve is observed, the spin-orbit scattering
strength extracted from the theory can be unphysically
large. Enhancements of the critical field are often ex-
plained in terms of fine-scaled inhomogeneities in the
sample. There is strong theoretical?>?3 and experimen-
tal!>2230:46 sypport for such a mechanism. However, an
inhomogeneity-induced enhancement is accompanied by
a significant broadening of the transition width AH,,
with increasing magnetic field.!>?%%6 This is in contrast
to the observations in Fig. 3, where it is seen that the
transition widths in field remain constant or even de-
crease somewhat with decreasing temperature and in-
creasing field. We thus find that our observations cannot
likely be explained by inhomogeneity effects. Similar ar-
guments have been used previously to rule out inhomo-

0.8 T T T T T
— a nonirradiated
. ‘o'.‘ . ° 18 2
06200 o%ew. 0.75x10 ™" n/cm”_|
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FIG. 6. Critical field data for ZrgCuy, in reduced parame-
ters. h* increases with irradiation.
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geneities in samples where deviations from WHH theory
were observed. %132 Tenhover and Johnson!! dismissed
inhomogeneities after electron microscopy examination
with a resolution of 15 A.

Coffey, Muttalib, and Levin?® (CML) calculated locali-
zation effects on strongly disordered three-dimensional
superconductors. They found that field-induced suppres-
sion of localization enhances the critical field at low tem-
peratures. The main effect comes from a reduction of u*
in magnetic field. According to AMR,” u* is enhanced
by localization in zero field. The CML theory, however,
does not seem to be applicable to the present results, as
the proposed mechanism is closely related to a negative
normal-state magnetoresistance. This is found in amor-
phous samples which contain light-metal elements, e.g.,
Cu-Mg and Ca-Al. For Zr-Cu, spin-orbit interaction is
important and the magnetoresistance is positive.*’

FEM® used their perturbative approach to calculate
disorder effects on H,, in the weakly localized regime.
The effects on H,, were found to be small. For
Ep7/#i> 1.5 the FEM theory is almost indistinguishable
from the WHH max curve. As pointed out above, the
perturbative approach may be questionable in this region
of disorder. Furthermore the FEM theory cannot explain
enhancement of 4 *(¢) above WHH theory as it only pre-
dicts values less than or equal to the WHH max curve.
In particular, according to the FEM theory A*(0) de-
creases with increasing disorder, while we observe an in-
crease as seen in Table III. We conclude that our obser-
vations cannot be explained by the FEM theory.

According to FEM theory the slope of H,, close to T,
is slightly increased by localization. FEM theory thus
predicts a somewhat enhanced N (0) calculated from H,,,
as compared to N (0) from specific-heat data.?! Some ex-
perimental support has been found for such an enhance-
ment. 2% According to the CML calculations, 2° local-
ization does not affect the slope at T,. The present obser-
vation of a weak decrease in the critical field slope at T,
with increased disorder may disagree with both theories.
However, other density-of-states effects might contribute
to the change in «, such as effects from a small volume
increase or some smearing of the density-of-states curve.
For a more firm conclusion on this point further studies
are required, presumably on a system with larger disorder
effects than those studied presently.

VII. CONCLUSIONS

Disorder has been continuously increased in amor-
phous ZrsoCusy, ZrgyCuyy, and Hfg;Cosy by irradiation
with high-energy neutrons of low intensity. The impact
on superconducting T, was strong. When the relative T,
depression is plotted vs resistivity increase, data from all
alloys fall on the same curve. The normalized critical
field increases with disorder. This enhancement cannot
however, be explained by present theories.

ACKNOWLEDGMENT

This work was supported by the Swedish Natural Sci-
ence Research Council (NFR).



48 VARIATION OF DISORDER IN SUPERCONDUCTING GLASSY METALS

IH. Raffey, R. B. Laibowitz, P. Chandhari, and S. Maekawa,
Phys. Rev. B 28, 6607 (1983).

2J. M. Graybeal and M. R. Beasley, Phys. Rev. B 29, 4167
(1984).

3A. F. Hebard and M. A. Paalanen, Phys. Rev. B 30, 4063
(1984). .

4A. Nordstrom, O. Rapp, and U. Dahlborg, J. Non-Cryst.
Solids 156-158, 347 (1993).

51. Kokanovié, B. Leonti¢, and J. Lukatela, J. Non-Cryst. Solids
156-158, 352 (1993).

6P. W. Anderson, J. Phys. Chem. Solids 11, 26 (1959).

7P. W. Anderson, K. A. Muttalib, and T. V. Ramakrishnan,
Phys. Rev. B 28, 117 (1983).

8H. Fukuyama, H. Ebisawa, and S. Maekawa, J. Phys. Soc. Jpn.
53, 3560 (1984); 53, 1919 (1984).

9A. Kapitulnik and G. Kotilar, Phys. Rev. Lett. 54, 473 (1985).

10T, R. Kirkpatrik and D. Belitz, Phys. Rev. Lett. 68, 3232
(1992).

11M. Tenhover and W. L. Johnson, Solid State Commun. 38, 53
(1981).

12M. Ikebe, Y. Muto, S. Ikeda, H. Fujimori, and K. Suzuki,
Physica 107B, 387 (1981).

130. Rapp and P. Lindqvist, Phys. Lett. A 120, 251 (1987).

14y, Kuwasawa, K. Wazumi, Y. Kamata, T. Watanaba, and S.
Nakano, Physica B 165-166, 1469 (1990).

I5k. M. Wong, A. W. Clegg, A. J. Drehman, and S. J. Poon,
Phys. Rev. B 31, 3174 (1985).

16N. R. Werthamer, E. Helfand, and P. C. Hohenberg, Phys.
Rev. 147, 295 (1966).

7M. G. Karkut and R. R. Hake, Phys. Rev. B 28, 1396 (1983).

18K. M. Wong, E. J. Cotts, and S. J. Poon, Phys. Rev. B 30,
1253 (1984).

19A. Nordstrém, O. Rapp, and Z.-Y. Liu, Phys. Rev. B 41, 6708
(1990).

20L. Coffey, K. A. Muttalib, and K. Levin, Phys. Rev. Lett. 52,
783 (1984); L. Coffey, K. Levin, and K. A. Muttalib, Phys.
Rev. B 32, 4382 (1985).

218, J. Poon, Phys. Rev. B 31, 7442 (1985).

22W. L. Carter, S. J. Poon, G. W. Hull, Jr., and T. H. Geballe,
Solid State Commun. 39, 41 (1981).

23G. E. Zwicknagl and J. W. Wilkins, Phys. Rev. Lett. 53, 1276
(1984).

24A. Nordstrém and O. Rapp, Physica B 165-166, 1431 (1990).

12 873

25The reactor R2-0 at Studsvik, Sweden, was used. This is a 1
MW light water moderated reactor with fuel elements of Ma-
terials Testing Reactor type and with natural convection
cooling. .

26M. Flodin, L. Hedman, and O. Rapp, Phys. Rev. B 34, 4558
(1986).

270. Laborde, A. Ravex, J. C. Lasjaunias, and O. Béthoux, J.
Low Temp. Phys. 56, 461 (1984).

285, Guimpel and F. de la Cruz, Solid State Commun. 44, 1045
(1982).

298, L. Gallagher and D. Greig, J. Phys. F 12, 1721 (1982).

308, J. Poon, Phys. Rev. B 25, 1977 (1982).

31p, Sen, D. D. Sarma, R. C. Budhani, K. L. Chorpa, and C. N.
R. Rao, J. Phys. F 14, 565 (1984).

32K. H. J. Buschow, J. Phys. F 14, 593 (1984).

330. Rapp, L. Hedman, and U. Dahlborg, J. Phys. Condens.
Matter 3, 4869 (1991).

34E. A. Kramer, W. L. Johnson, and C. Cline, Appl. Phys. Lett.
35, 815 (1979).

35A graph of the resistance of ZrgCuy, in the temperature range
4-300 K before and after irradiation was shown in Ref. 4.

36J, H. Mooij, Phys. Status Solidi A 17, 521 (1973).

37C. C. Tsuei, Phys. Rev. Lett. 57, 1943 (1986).

38R. C. Dynes, J. M. Rowell, and P. H. Schmidt, in Ternary Su-
perconductors, edited by G. K. Shenoy, B. D. Dunlap, and F.
Y. Fradin (North-Holland, Amsterdam, 1981), p. 169.

391. Kokanovié, B. Leonti¢, and J. Lukatela, Phys. Rev. B 41,
958 (1990).

490, Rapp, L. Hedman, and U. Dahlborg (unpublished).

41p. Garoche, Y. Calvayrac, W. Cheng, and J. J. Veyssié, J.
Phys. F 12, 2783 (1982).

42D. A. Rudman and M. R. Beasley, Phys. Rev. B 30, 2590
(1984).

430. Rapp, Phys. Rev. B 34, 2878 (1986).

44C. T. Rieck, K. Scharnberg, and N. Schopohl, J. Low Temp.
Phys. 84, 381 (1991).

45K. Maki, Physica 1, 127 (1964).

46B. M. Clemens, M. Tenhover, and W. L. Johnson, Physica
107B, 319 (1981).

47J. B. Bieri, A. Fert, G. Creuzet, and J. C. Ousset, J. Phys. F
16, 2099 (1986).

48K. M. Wong, S. J. Poon, A. Lambrecht, and D. G. Naugle,
Phys. Rev. B 35, 5361 (1987).



