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The electrical and magnetic properties of amorphous alloys obtained by rapid quenching
from the liquid state have been studied. The compositions of these alloys are Cr,Pdg_,Siy
and Mn, Pdg,., Siy, in which x is the atomic concentration and ranges between 0 and 7. A
well-defined minimum in the resistivity versus temperature is observed for these alloys
except for the case where x=0. Below the resistivity-minimum temperature T,,, the re-
sistivity difference Ap varies as —InT in agreement with Kondo’s theory, and tends to lev-
el off at lower temperatures. The resistivity-minimum phenomenon persists in amorphous
alloys containing as much as 7 at.% or more of transition metals like Cr or Mn., Also, the
resistivity-minimum temperature for some of the amorphous alloys studied can be as high
as 580°K. The resistivity-minimum anomaly is always accompanied by a negative magneto-
resistivity approximately proportional to the square of the magnetization and a suscepti-
bility obeying the Curie-Weiss law for a wide temperature range. These observations lead
to the conclusion that a Kondo-type s-d exchange interaction exists in the amorphous Pd-Si
alloys containing Cr or Mn. In terms of the s-d exchange model, the following statements
can be made: (a) The results of susceptibility and magnetoresistivity measurements sug-
gest that the d-d spin correlation between magnetic atoms is, in general, weaker in the
amorphous alloys than in the corresponding crystalline alloys. This is consistent with the
fact that a Kondo-type resistivity anomaly has been observed in amorphous alloys contain-
ing 7 at.% Cr or Mn. (b) The spin-compensated state has been observed in the amorphous
alloys containing Cr. From the resistivity data, it is concluded that the Kondo tempera-
ture of these alloys depends linearly on the Cr concentration. For the Mn-Pd-Si alloys,
the spin-compensated state is masked by the d-d spin correlation. (c) The s-d exchange in-
tegrals for the Cr and Mn amorphous alloys are estimated and found to be consistent with

Friedel’s virtual-bound-state model.

I. INTRODUCTION

Ever since the advent of Kondo’s theory' to ex-
plain the resistivity-minimum phenomenon, the
problem of an exchange interaction between con-
duction electrons and localized moments has been
of considerable interest. Many have contributed
to the present theoretical understanding of the
problem of the s-d exchange interaction. A recent
review article by Kondo? summarizes theoretical
progress concerning this problem. A common
feature shared by all these theories is that the ef-
fect of correlation between localized spins of im-
purities on the Kondo effect has not been adequate-
ly treated. On the experimental side, the results
are in general consistent with the theoretical pre-
dictions.® There remains, however, some uncer-
tainty in understanding the nature of the ground-
state conduction-electron spins polarized in the
vicinity of a magnetic spin. The reported value
of the coherence length varies from 9 A* to the
order of 10° A.® Furthermore, the previously ob-
served anomalous low-field susceptibility® in Cu-
Fe alloys might be explained’ in terms of super-
paramagnetism of small clusters of precipitated
Fe atoms. This implies that the spatial distribu-
tion of magnetic impurity atoms in a so-called
“dilute alloy” may not be as homogeneous as is
generally realized. In view of these experimental
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findings, the hypothesis of isolated magnetic spins,
on which most of the theories and experimental
studies have been based, may not be an accurate
description of the real situation except in the case
of extreme dilution. Thus a systematic study of
the Kondo effect in alloys with wide concentration
ranges should yield some information about the
validity of the isolated-spin assumption.

In this paper, a study of Kondo-type s-d ex -
change interaction in noncrystalline alloys contain-
ing transition metals is presented. There are
several reasons for the choice of this approach.
First, the results of Kondo’s theory are applicable
to amorphous materials, since the theory does not
require a crystal structure. Second, the absence
of long-range order in amorphous materials prob-
ably reduces the d-d spin interaction between mag-
netic atoms,® which is favorable in the light of the
model of isolated magnetic spins. Therefore,
amorphous materials offer some advantages over
crystalline ones to test the validity of theoretical
predictions. Third, it is hoped that the present
study can add more insight about the physics of
amorphous materials which are of current interest
and not well understood.

The palladium-silicon amorphous alloys were
chosen for this investigation because in these
alloys it is possible to replace Pd by an apprecia-
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ble amount of another transition metal. In addi-
tion, the structure and the properties of the amor-
phous PdgSi,, alloy have been studied.® In this
paper a more complete study'® is presented on the
resistivity, magnetoresistivity, and magnetic sus-
ceptibility of the amorphous PdggSiyg, Cr, Pdg.,Siz,
and Mn,Pdg,.,Siy alloys. The data are analyzed

in terms of the existing theories on the s-d ex-
change interaction and the results are compared
with those found in crystalline alloys containing
Cr or Mn. The results for the amorphous Fe-Pd-
Si and Co-Pd-Si alloys, where coexistence of
Kondo effect and ferromagnetism was found, will
be presented later.

II. EXPERIMENTAL METHODS

All the amorphous alloys used in this study were
prepared by a rapid quenching technique and speci-
mens were chosen with care from among several
quenched foils as described in an earlier paper.'°
The compositions of these alloys are Cr,Pdg,.,Siz
and Mn,Pdg,.,Siz, in which x is the atomic concen-
tration.!' The concentration range within which
an amorphous structure could be obtained was
0-7 for Cr and Mn. The purity for the transition
metals and for Si were 99. 99 and 99. 999%, re-
spectively. The resistivity of the amorphous al-
loys was measured by the four-probe method in
the temperature range from 1,5-600 °K. The tem-
perature was measured with an accuracy of better
than £ 0. 2 °K by a combination of a copper-con-
stantan thermocouple and germanium crystal
thermometer. The results of the resistivity mea-
surements are accurate to £ 0. 01 uQcm, exclud-
ing the uncertainty (about 15%) in the dimensions
of the specimens. The specimens used in the mag-
netoresistivity measurements were the same as
those used in the resistivity measurements. The
transverse magnetoresistivity was measured at
4.2, 77, and 295 °K with the magnetic field varied
from 0 to 10 kOe. A Princeton Applied Research
model Tc-100. 2 BR voltage/current reference
source was used in the resistivity and magnetore-
sistivity measurements with a Leeds and Northrup
guarded potentiometer. The magnetic suscepti-
bility of the amorphous alloys was measured be-
tween 1. 8 and 300 °K and in a magnetic field up to
8.40 kOe. The measurements were made in the
null-coil pendulum magnetometer whose design
and performance were described elsewhere.?

The magnetometer was calibrated with a piece of
spectrographically pure nickel supplied by John-
son, Matthey and Co., Ltd. and by use of the re-
sults given in Ref. 13. The calibration was veri-
fied by comparison of the measured susceptibility
of pure HgCo(SCN), with the reported values.!'*
The ultimate sensitivity of the magnetometer is
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4%10"® emu with a field of 8. 40 kOe.
III. RESULTS AND DISCUSSIONS

A. Amorphous Pdg,Si,, Alloy

1. Electrical Resistivity

Typical resistivity data, shown in Fig. 1, can
be expressed by (86.30+2, 8x107*7T2) u cm for
10°K< T<40°K and (86.40+7.5x10737) uQ cm for
T>100°K. These data were taken for the alloy
with Pd of purity 99.999%. The resistivity-tem-
perature curve for the alloys with 99. 99% pure
Pd is similar to the one shown in Fig. 1, except
for the appearance of a slight minimum at about
10°K. This minimum can be attributed to the
presence of Fe impurity (between 50 and 300 ppm)
in Pd. The temperature dependence of the resis-
tivity for different samples varies slightly from
that of Fig. 1 due to the uncertainty in the dimen-
sions of the samples.

2. Magnetic Susceptibility

The susceptibility of the PdgSisy alloy was found
to be negligibly small (x=10""~10"® emu/g) be-
tween 20 and 300 °K and increases as 1.4x107%7
emu/g for 7<20°K. The susceptibility enhance-
ment below 20 °K is considered to be due to Fe
impurities. Assuming the effective magnetic mo-
ment of about 5.7 uz/(Fe atom), !5 the Fe impurity
is estimated as ~ 0. 03 at. %.

3. Magnetoresistivity

It was found that the PdggSis, alloy exhibits no
observable magnetoresistivity at 7=77 and 295 °K
and a very small positive magnetoresistivity
(8py 10 x0o/Py =0~ 0. 0025%) at T=4.2°K. The
Hall coefficient of the Pdg,Si,, alloy was found to
be independent of temperature.® These observa-
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FIG. 1. Electrical resistivity versus temperature for
an amorphous PdgSiy, alloy.
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tions suggest that the nearly-free-electron model
can be applied to the amorphous alloy. The gen-
eral characteristics of the amorphous Pdg,Siy,
alloy were found to be quite similar to the amor-
phous Ni, Pd,,_Siz (x=0to 15), Cu,Pdg.,Siz (¥
=0to 5), and Zn,Pdgy.,Sis(x=0 to 3) alloys, in
which no localized moment was observed.

B. Chromium in Amorphous Pd-Si Alloys

1. Electrical Resistivity

A well-defined minimum in the resistivity ver-
sus temperature was observed for these alloys
as shown in Fig. 2, The position of the minimum
T, is plotted as a function of Cr concentration in
Fig. 3. The magnetic part of the resistivity is ob-
tained by subtracting the resistivity of the host
PdgySizg alloy from that of the Cr,Pdg,.,Sis alloy
since Matthiessen’s rule is approximately obeyed
for the Cr alloys. The temperature variation of
the resistivity difference Ap(= pcp-pa-si = Prasi)
divided by the resistivity Ap(0) at the lower-tem-
perature limit is shown in Fig. 4. The most strik-
ing result is that the resistivity minimum is ob-
served at relatively high (as high as 580 °K) tem-
peratures and in relatively concentrated alloys
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FIG. 2. Electrical resistivity versus temperature for
the Cr,Pdg.,Siy, alloys.

— 600
< T T T T T T T
o
S
w 500t )
@
o)
g
& 00| =
a
=
P ]
-
= 300 .
)
=
Z
= 200+ N
>—
=
>
}— -
% 100 I |
ok
® I
= ! | | 1 ] ! |
o] 1 2 3 4 5 6 7 8

CONCENTRATION OF Cr (at. %)

FIG. 3. Resistivity-minimum temperature versus Cr
concentration for the Cr, Pdg_, Siy alloys (taken from
Ref. 10).

(up to 7 at.% Cr). It is noticed also that 7,, seems
to be proportional to Cr concentration and that Ap
generally obeys the logarithmic law of Kondo at
higher temperatures and becomes temperature
independent at the lower-temperature limit. To
interpret these observations, a phenomenological
formula for the resistivity for 7'>50°K can be
written as

p=a+BT+yInT, (1)

where a represents the temperature-independent
part of the resistivity, the second term the non-
magnetic temperature-dependent resistivity for
T >50°K, and the third term the spin resistivity
due to Kondo.' Equation (1) gives a resistivity
minimum at

Tp=-~v/8 . (2)

It is found that B8 is approximately constant at
7.5%10% uQ cm. Typical values of y are obtained
from Fig. 4 and are listed in Table I. Then using
Eq. (2) with y==0.629x u® cm, we find that

T,=84x(°K) (xinat.%).

Thus T, is proportional to Cr concentration which
is consistent with Fig. 3. For x<0.5 (corre-
sponding to T,, <50 °K), we should use a term
which is proportional to T2 instead of BT in Eq.
(1). In this case T, is expected to vary as yx.
This is, however, difficult to confirm due to the
scattering of T, data.

Below the resistivity-minimum temperature 7,,,
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Ap obeys the —InT law and starts to deviate from concentration. It should be emphasized that this

it below a characteristic temperature T,. The
temperature T, depends on Cr concentration and
is shown in Fig. 5. Below T,, Ap increases more
slowly than —In7, approaching a constant value

at lower temperatures. These observations can
be explained in terms of the formation of the
quasibound state.'® For this temperature range

(T < T,), Nagaoka'é obtained a resistivity formula

Bp=Ro[1 =(T/Ty)?], @)

where Ry=mx/100e?7#N(0), m and e being the
mass and charge of an electron, 7% the Planck’s
constant, and N(0) the density of states of one spin
per atom. The Kondo temperature Ty can be ex-
pressed by the following formula:

T~ Dexpl=1/N0)|Ju |, @

where D is the conduction bandwidth and Jg4 the
s-d exchange integral. Using Eq. (3), Ry and T
are obtained from the resistivity data at lower
temperatures and are listed in Table I. 1t is
noticed that the concentration dependence of T
is similar to that of 7, which indicates that the
Kondo temperature increases linearly with Cr

TABLE I. Results of the resistivity measurements
for the Cr,Pdg.,Siy alloys.
Alloy

composition v (U cm) Ry(u2 cm) Tx(°K)
Cry PdyeSip, -0,767 22.6 21
Cr3Pdy;Siy -2.17 52.5 76
Crs Pdy;Sig, -3.25 54,7 123
Cr,Pdy,Siyg -4.36 46.8 115

is different from the case of crystalline alloys
where Ty is independent of concentration. The
apparent increase of T, with concentration may
be attributed to the d-d spin interaction. This is,
however, open to speculation.

2. Magnetic Susceptibility

The magnetization of the Cr, Pdg,.,Sis, alloys
varies linearly with the magnetic field between
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FIG. 5. Temperature at which Ap deviates from —InT
law versus Cr concentration for the Cr, Pdg_, Siy, alloys
(0). The points (X) are taken from Table II.
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1.7 and 300 °K, indicating the paramagnetic be-
havior of the alloys. The magnetization-versus-
temperature curves are shown in Fig. 6 for H
=8.40 kOe. It is seen that for a given tempera-
ture and a given field the magnetization decreases
with increasing Cr concentration. At H=8.40
kOe and T=4.2°K, for example, the magnetiza-
tion o, is found to vary as ~0. 24x™ u/(Cr atom)
for 2=x=4, To obtain the contribution of Cr to
the observed susceptibility, the difference (Ax)
between the susceptibility of the Cr, Pdg,.,Si,, alloy
and that of the host PdggSiy, alloy was studied. The
inverse of Ay is plotted against temperature in
Fig. 7, which shows that Ay obeys the Curie-
Weiss law at high temperatures. Thus the results
of susceptibility data were analyzed by using the
relation

Ay = pl,/3k(T+6,) per atom, (5)

where g is the effective magnetic moment per
atom and k the Boltzmann constant. The value of
©, may be written'” as

0,= = S(S+1) J44x/150%, (6)

where S and x are the spin and concentration of
the transition metal and J,, is the exchange inte-
gral for the d-d spin interaction. The susceptibil-
ity difference deviates from the Curie-Weiss law
below about 25 °K, and undergoes a maximum at
T=Ty. Above 25°K, curves of 1/Ay versus T
seem to consist of two straight lines with a change
in slope at the characteristic temperature T, which
depends on Cr concentration (see Fig. 5). As a
consequence, the values of p, and 6, in Eq. (5)
are not the same below and above T,. The results
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FIG. 6. Magnetization per Cr atom versus tempera-
ture at H =8. 40 kOe for the Cr, Pdg., Siy alloys.
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FIG. 7. Inverse of the susceptibility difference per
gram of the Cr, Pdg.,Siy alloys versus temperature (the
data for CrsPd;;Siy) are taken from Ref. 10).

are summarized in Table II. The existing theo-
ries'®=2 predict that as T goes to zero the mag-
netic moment should vanish due to the formation
of the quasibound state while the susceptibility be-
comes finite. This gives another way of writing
Ay:

ax = pi A(T)/3kT . (7

The effective magnetic moment p,¢./[f(7)] obtained
in this way is shown in Fig. 8. Anderson® has
suggested that for T << Tj the value of Ay would be
proportional to T™'/%, As shown in Fig. 9, this
law seems to be obeyed approximately between

Ty and T,.

The value obtained for p s, in Table II leads to
S=2.6/2 or 2.6 holes in the d shell of Cr. The
effective magnetic moment of Cr in crystalline
Pd has been measured by Burger® and is about
4. 5up/atom which is larger than the present re-
sult. The difference between the S value of 3
(assuming Cr®*) and the experimentally determined
value of 1.3 suggests that the conduction electrons
partly fill the incomplete d shell of Cr. The fact
that e is approximately independent of Cr con-



R. HASEGAWA AND C. C. TSUEI

oo

1636
TABLE II. Results of magnetic measurements for the Cr,Pdg,_,Si,, alloys.
Alloy Hegs (Mp/atom) 6,(°K) Woge(up/atom) 9} (°K) Tx(°K) T, °K) 6p (°K)
composition (T;< T <300°K) (Ty< T=300°K) (25°K<T< T, (25°K<T< Ty
Cr;Pdy4Sigg 3.58 19 3.58 19 < 2 25 16 ~24
CryPdysSiy, 3.49 35 3.49 35 6 30 25 ~ 44
Cr3Pd;Siy 3.58 50 3.32 36 5 55 42 ~56
CrPdySig 3.56 67 2.94 30 10 75 54~74
CrPd;sSiy, 3.48 80 2.93 32 10 108 67 ~109
CrgPdySig 3.31 90 2,71 35 11 120 93~ 120

centration for T >T, indicates that spin clustering
is probably absent in the Cr alloys. The fact that
the value of u,;, for the temperature range be-
tween 25 °K and T, is smaller than that above T,
may be due to the formation of the quasibound
state. The characteristic temperature T, is prob-
ably the Kondo temperature for the following rea-
sons: (a) T, is very close to the temperature at
which the resistivity difference Ap deviates from
the =InT dependence (see Fig. 5). It is also found
that 7, is approximately the same as Ty which is
obtained from Eq. (3). (b) The effective magnetic
moment decreases below T, as seen in Fig. 8 and
Table II. (c) The susceptibility difference Ay

(see Fig. 9) obeys Eq. (7) with a general function

AT)=(0.60+0.05) (T/T,)"?

for Ty <T< T, This result gives Ay« (T/T,)™/?
for T< T, as suggested by Anderson.?* (d) The
observed magnetization fits a Brillouin function
of the form Bg[gusSH/R(T + 6 )] with S=3% and

Op listed in Table II. Since it has been suggested?
that ©5~ T, as seen in Table II, it is concluded
that Ty ~ T; ~ 6. The deviationof Ax fromthe Curie-
Weiss law for Ty <7 <25 °K is probably due to

the existence of the quasibound state, since this is
the temperature range where Ay o« (T/ TK)'” 2 holds.
The value of Ay undergoes a maximum at 7'= Ty,
below which Ay decreases very slowly with de-
creasing temperature. It seemsthat Ay approaches
a constant value at about 1.3x10" emu/g or
2.1x10%/x up/(Cr atom) at the lower-temperature
limit. Below Ty, KeeV[f(T)] decreases rapidly
with decreasing temperature, approaching the
value of zero moment at absolute zero temperature
(see Fig. 8).

The above findings resemble the results of the
theoretical predictions that Ay undergoes the max-
imum at Ty and approaches a finite value as T
goes to zero'® 2% andthat p,../[ FT)] decreases with
decreasing temperature below T, vanishing at
T=0°K.?»~® The present results, however, are
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FIG. 8. Effective magnetic moment
per Cr atom versus temperature for the
Cr, Pdg,. . Siy; alloys.
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probably attributed to the d-d spin interaction,
Ty being the antiferromagnetic Néel temperature.

3. Magnetovesistivity

It was found that the Cr, Pdg,.,Siz alloys do not
exhibit any observable magnetoresistivity at 7="77
and 295 °K but do show an appreciable negative
magnetoresistivity at 7=4.2°K. The negative
magnetoresistivity Apy is corrected by subtracting
the positive magnetoresistivity of Pdg,Si,, from
the observed magnetoresistivity and is divided by
the resistivity at zero field, py.,. The corrected
negative magnetoresistivity at 7=4.2°K, shown
in Fig. 10, is found to vary as —boj; with b and »
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FIG. 10. Negative magnetoresistivity ratio versus
magnetic field at 4.2 °K for the Cr,Pdg.,Siy alloys.
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given in Table III. The concentration dependence
of the negative magnetoresistivity is shown in Fig.
11 where Apy . 10x0e/Px - o iS Plotted against Cr
concentration.

The recent work by Béal-Monod and Weiner?’
demonstrates that the negative magnetoresistivity
due to the s-d exchange interaction varies as
- boﬁ for T>Ty. The present result indicates
that # is slightly smaller than two. This may be
associated with the existence of the quasibound
state at 4. 2°K. The absence of a negative mag-
netoresistivity at 77 and 295 °K may be due to the
fact that the magnetization is very small at these
temperatures., Two characteristics are noticed
in Fig. 11: (i) There is a scattering of Ap,/py.o
for several alloys with the same concentration of
Cr for x<4. (ii) Despite the scattering of the
data, it is seen that |Apy/py ..l increases with
Cr concentration for x =2 and decreases with in-
creasing Cr concentration for x>2. The first
characteristic is consistent with the resistivity
results since an alloy specimen with a small T,
always has a large negative magnetoresistivity
and vice versa. Since the negative magnetoresis-
tivity is proportional to aﬁ, some change of o,
from specimen to specimen would result in an ap-
preciable scattering of Apy/py.,. The variation
Ag, of 0, in different specimens with the same
nominal composition can be estimated by using
the Brillouin function B[ gu sSH/E(T +©5)] with
S=% and with a spread in ©, (see Table II). A
comparison between the estimated and the experi-
mental error for two specimens is given in Table
IV which shows a reasonable agreement. Since
T,x< Tg~0Op itis reasonable to expect that the
specimen with a low T, exhibits a large o, result-
ing in a large negative magnetoresistivity. This
clearly explains the correlation between the resis-
tivity and magnetoresistivity data. Thus the scat-
tering of Ap,/py .o for a fixed concentration of
Cr may indicate that the spatial distribution of o,
is somewhat different in each specimen.?® The
second characteristic of Fig. 11 has been noticed

TABLE III. Typical values of b and » at T=4,2°K
in the expression Apy/py.o=—boj for the Cr, Pdg., Siy,
alloys.

Alloy

composition b %B/ng) n

Cr;PdqgSiy, 0.15 1.89
CryPdqgSisg 1.30 1.95
Cr3PdyySisg 2.25 1.67
CrPdygSisg 1.82 1.80
Cr5 PdgsSisg 2.50 1.88
CrgPdq,Siy, 3.61 1.65
Cry Pdy,Siy, 4.66 1.53
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in crystalline alloys.? The concentration depen-
dence of Ap,/py .o for x>2 can be explained from
the magnetization data. As mentioned before the
magnetization o, is inversely proportional to the
concentration of Cr for x>2. Then the relation
APy x02 gives Bpy/py.ox x~! for x>2, as is ob-
served in the Cr alloys. There is a maximum in
the |Apy/py.o! versus Cr concentration at x~ 2
(see Fig. 11) when T=4.2°K and H=10. 0 kOe,
which is compared with x~ 0.1 for crystalline
alloys.? This fact may indicate that the d-d spin
interaction between Cr atoms is weaker in amor-
phous alloys than in crystalline alloys.

4. s-d Exchange Integval and Localized
States for Cr

It may not be justified to determine the s-d ex-
change integral J,, by applying the result of Béal-
Monod and Weiner? to the magnetoresistivity data
(taken at 4. 2 °K), since the quasibound state seems
to be already formed at 4. 2 °K. Equation (3) could
be used to find the value for J,, if the density of
states were known. The most appropriate method
for the present case is probably to use the result
of Kondo which gives

y=3pxdgy0u/100E 5, (8)

where

TABLE IV. Comparison between the estimated and
the experimental error in Apy.io0e/Pr=o at T=4.2°K.

Alloy AAPH.10 oo/ AWBPH-1g xoo/
composition (Ac,/05) =19 xoe Ph=pdest  PH=0exst
CryPdygSisg +17% +34% +40%
CrgPdq4Siy + 5% +10% + 3%

R. HASEGAWA AND C. C. TSUEI
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ou = 3TmdZ,8(S+1)/2e%ImE ,

where p is the number of electrons per atom, » the
number of atoms per unit volume, and E the
Fermi energy. The value of E is first evaluated
by comparing the experimental and the calculated
residual resistivity. Blandin and Friedel'” have
obtained the residual resistivity per at. % (in atom-
ic units):

po= 2L 25 Usin®(n, ., =ny) +sin®(n ; _,=n)], (9)
pkr T

where &y is the Fermi wave number and the ar-

rows show the direction of the spins in the d shell.

The phase shift n,(Ey) can be obtained from the

Friedel sum rule®°

— T @+ VnEd=7, (10)

where Z is the number of d electrons having ener-
gies below the Fermi level in one of the split d
states. The value of 7, is considered to be the
largest since =2 for d states. It can be assumed
therefore that 7y, 7,, <7, and n,=0 for [ >2. The
susceptibility results give n,~7/2 and ,~0. Thus
assuming the free-electron model, E is evaluated
as 3.5 eV through Eq. (9) with the experimental
residual resistivity obtained for alloys with a
small concentration (i.e., py~22 uQ cm). Then
from y=-0.629 uQ cm/at.% (Table I) and S
=2.6/2, the value for J, can be evaluated as
-0.76 eV.3! This value is compared with — 1. 4
eV for the crystalline Cr-Zn alloys® and also with
- 0. 35 eV for the crystalline Cr-Pd alloys.** The
large value of J, for the Cr-Pd-Si amorphous al-
loys is probably responsible for the large resis-
tivity minimum observed. The fact that S=2.6/2
implies that one of the split d states for Cr has
its center at the Fermi level in the Friedel mod-
el,% as shown in Fig. 12. These results suggest

Pd-Si Cr

<

.

FIG. 12. Triedel’s model for the localized d states
of Cr in the Cr,Pdy_,Siy, alloys. The arrow shows the
direction of the spins in the 4 states.
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that the value of J,, is the largest when S is close
to 2.5/2.

C. Manganese in Amorphous Pd-Si Alloys
1. Electrical Resistivity

Typical resistivity-versus-temperature curves
for Pd-Si alloys are shown in Fig. 13. Two char-
acteristics are noticed in this figure: (a) Mat-
thiessen’s rule is not satisfied, since the resis-
tivity-temperature coefficient 8 at higher tempera-
tures changes with Mn concentration. It was found
that 8 is approximately proportional to the inverse
of Mn concentration. (b) The resistivity-minimum
temperature 7, increases with Mn concentration,
which is shown in Fig. 14, Since Matthiessen’s
rule is not obeyed for these alloys, a simple sub-
traction of the resistivity of the host Pdg.Si,, alloy
from that of the Mn,Pdg,.,Si,, alloy does not give a
meaningful result. Therefore, it is assumed here
that the magnetic part of the resistivity is tempera-
ture dependent below 7,, while it is constant above
T,. It is further assumed that the nonmagnetic
part of the resistivity can be taken as an extrapola-
tion of the resistivity at higher temperatures obey-
ing a T2 function, to lower temperatures, since the
resistivity for the alloys containing lower concen-
tration of Mn varies as T2 between T, and about
50 °K. Thus the magnetic part of the resistivity
is determined as a difference (Ap) between the
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FIG. 13. Electrical resistivity versus temperature
for the Mn,Pdy., Siy alloys.
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FIG. 14. Resistivity-minimum temperature versus
Mn concentration for the Mn, Pdg._, Siy alloys (taken from
Ref. 10).

measured resistivity and the nonmagnetic part de-
fined above, and is shown in Fig. 15 for 3, 5, and
7 at. % Mn. It is noticed in Fig. 15 that the tem-
perature variation of Ap is independent of Mn con-
centration and that Ap varies as —In7T between
~4°K and T,, and becomes temperature indepen-
dent below ~4°K.

From these data, the resistivity of Mn, Pdg,_,Siz
alloys for T'< T, can be described as

2
p=a+dT+yInT, (11)
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FIG. 15. Resistivity difference per at.% Mn versus
temperature for the Mn,Pdg,.,Siy, alloys.
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where the first and third terms are already men-
tioned in Eq. (1), the second term being the non-
magnetic temperature-dependent part for < T,
<50°K. It was found that the coefficient 6 is in-
versely proportional to Mn concentration. The
origin of this fact may be the same as that of the
concentration dependence of 8. Equation (11) gives
a resistivity-minimum temperature at

Tp=y(=7/28) , (12)

From the resistivity data in Figs. 13 and 15, we
have y=—2.3x102%x 4 cm and x6=2.9%x10"* uQ

cm. Then we find that
T,=6.1x(°K) for x<7 at.% ,

which is in good agreement with the data shown

in Fig. 14. The fact that the resistivity difference
Ap levels off below about 4 °K suggests the forma -
tion of Nagaoka’s quasibound states. However, the
facts that the temperature variation of Ap under-
goes an abrupt change around 4 °K and that T

~4 °K (see Table V) suggest that the leveling off

of Ap below 4 °K is due to the d-d spin correlation
between Mn atoms. The Kondo temperature T is
probably below 4 °K for the present case.

2. Magnetic Susceptibility

The results of the magnetic isothermal (magne-
tization versus magnetic field with temperature
as a parameter) for the Mn,Pdg,.,Si,, alloys show
that the magnetization is proportional to the mag-
netic field in the temperature range between 1.7
and 300 °K, i.e., the alloys behave like paramag-
nets. The concentration dependence as well as
the temperature dependence of the magnetic mo-
ments were studied. The magnetization-versus-
temperature curves are shown in Fig. 16 for x
=1, 3, 5, and 7, and for H=8.40 kOe. It is found,
for example, that the magnetization o, varies like
1.15x"2 (1 5/Mn atom) for 1 =x =5 and 2. 50x~!
(kp/Mn atom) for 5=x=7 at T=4.2°K and H
=8.40 kOe. The difference between the suscepti-
bility of the Mn,Pdg,.,Sizy and that of the Pdg,Siy,
was studied also. The susceptibility difference
Ay obeys the Curie-Weiss law in a temperature
range from 4 to 300 °K as shown in Fig. 17. The
susceptibility data were analyzed through Eq. (5),

TABLE V. Results of magnetic measurements for
the Mn,Pdg,_,Siy, alloys.

Alloy Kot (Mp/atom) 6, (°K) Ty (°K) 05 (°K)
composition Ty<T<300°K Ty<T<300°K
Mn, Pd;4Siy, 5.84 1 2 1.0+0.3
Mn3Pdy;Siy, 5.73 4 4 4.2+0.4
Mn ;5 Pd5Siy, 5.56 9 4 7.5£1
Mny Pdy5Sisg 5.76 12 4 12.5+1

| oo
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FIG. 16, Magnetization per Mn atom versus temper-
ature at H=8,40 kOe for the Mn,Pdg,_, Siy, alloys.
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FIG. 17. Inverse of the susceptibility difference per
gram of the Mn,Pdg,., Siy, alloys versus temperature.
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and the results are summarized in Table V. The
results obtained by using Eq. (7) are plotted in
Fig. 18,

The invariance of the effective magnetic moment
ILos¢ With respect to Mn concentration suggests
that the Mn atoms do not form clustering. The ob-
served value for [, gives S=4.9/2 or 4.9 holes
per Mn atom and this indicates that the Mn atom
behaves as Mn* ion in the alloy. The fact that S
is very close to 3 shows that the d shell of the Mn
atom is hardly filled with the conduction electrons.
Burger? has obtained S~3 for Mn in crystalline
Pd, which indicates that the electronic structure
of Mn is not very much altered by the presence of
Pd atoms. The situation may be the same in the
present alloys. It is found also that ©,/at.% Mn
for the amorphous Mn-Pd-Si alloys is about 1.2 °K
which is smaller than that for the crystalline Mn-
Pd alloys (~4.5 °K).® This implies that the d-d
spin correlation is weaker in the amorphous alloys
than in the crystalline alloys. This is quite favor-
able for the s-d exchange interaction since the d-d
spin correlation tends to reduce the effect of the
s-d interaction.’* The magnetic moments observed
in the Mn alloys can be expressed by a Brillouin
function of the form Bg[ g zSH/R(T +0p)] with S
=% and O listed in Table V. It is noticed that
6 ~ ©,, which is to be expected since the Curie-
Weiss law holds between 4 and 300 °K. The sus-
ceptibility difference Ax has a maximum at Ty
and then decreases with decreasing temperature.
The value of .y[f(T)] decreases rapidly below
Ty as seen in Fig. 18, These findings can be in-
terpreted as a result of the d-d spin interaction
between Mn atoms as in the case of the amorphous
Cr-Pd-Si alloys. Thus, Ty is considered as the
antiferromagnetic transition temperature for the

4 o~ Mny Pdyy Sizo b
= MnyPdyy Sigo
—o= Mng Pdqg Sizo
—0- Mn, Pdyy Siyg

EFFECTIVE MAGNETIC MOMENT p1,4 VAT (g /atom)

S do s Tk o o o o —

TEMPERATURE (°K)

FIG. 18. Effective magnetic moment per Mn atom
versus temperature for the Mn,Pdg., Siy) alloys.

present alloys.
3. Magnetoresistivity

No magnetoresistivity was observed at T'="77
and 295 °K for Mn,Pdg,_,Sis alloys. An appreciable
negative magnetoresistivity was obtained at T
=4.2 °K. The negative magnetoresistivity Apy is
corrected similarly to the case of Cr-Pd-Si alloys,
and the curves for Apy/py ., at 7=4.2 °K are
shown in Fig. 19 for Mn concentrations of 1, 3, 5,
and 7 at.%. The absence of a negative magnetore-
sistivity at 7="77 and 295 °K is probably due to a
small value of o, at these temperatures (see Fig.
16). The results of the negative magnetoresis -
tivity can be fitted to the general function Apy/ Pu =0
= -bo} with b and # given in Table VI. The fact
that n~ 2 implies that the quasibound states are not
fully formed at 4.2 °K. To study the concentration
dependence of the negative magnetoresistivity,

APy - 10 0o/ Py =0 at 4.2 °K is plotted against Mn
concentration in Fig. 20. It is noticed that the
absolute value of the negative magnetoresistivity
increases with Mn concentration for x =6 and de-
creases for x>6. This characteristic is reasonably
consistent with the dependence of o, on Mn concen-
tration (see Fig. 16). From Fig. 16 we have
0,%x2 for x=5. Thus we obtain Apy/py.,* —*
since b varies like x? for x<5. For x>6,
Apy/py - Probably varies like x !, since 0 cx”
for x >6. The striking result is that the concen-
tration at which |Ap,/py. ol is 2 maximum is very
large, i.e., about 6 at.’ when T=4.2°K and H
=10.0 kOe. This is compared with the concentra-
tion of the order of less than 0.1 at.% in crystal-
line alloys,? in which similar maximum has been
observed. These facts again indicate that the d-d
spin interaction between transition-metal atoms is
weaker in amorphous alloys than in crystalline al-
loys. The small scattering of the data in Fig. 20
indicates that the magnetization doesnot vary very
much from specimen to specimen. This is con-
firmed by fitting the magnetization data to the
Brillouin function Bg[gu sSH/R(T+©3)] with S=3
and O3 given in Table V. For example, the esti-
mated error on Ap,/py., due to the error on ¢, is
found to be +6% for the Mn,Pd,,Si,, alloy. This
error is considerably smaller than those for Cr al-
loys discussed in Sec. IIIB.

1

4. s-d Exchange Integval and Localized
States for Mn

By using Eq. (8) with ¥=-0.023x uQ cm (from
Fig. 15), $=4.9/2, and E;=3.5 eV, we obtain
Jgg~ ~0.18 eV 3 for the Mn-Pd-Sialloys. The value
of Jy is compared with J; =—0.4 eV for a dilute
crystalline Cu-Mn alloy® for which S=3. A large
value of J,(— 1. 4 eV) obtained for a dilute crystal-
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FIG. 19. Negative magnetoresistivity ratio versus
magnetic field at 4.2 °K for the Mn,Pdg,_, Siy, alloys.

line Zn-Mn alloy®® may be due to the fact that S=3.
In view of Friedel’s model, *° one of the split d
states for the amorphous Mn-Pd-Si alloys and for
the crystalline Cu-Mn alloys is considered to be
above and adjacent to the Fermi level while it has
its center near the Fermi level for the crystalline
Zn-Mn alloys. The case for the Mn-Pd-Si alloys is
shown in Fig. 21 and that for the Zn-Mn alloys is
probably similar to the Cr-Pd-Si case shown in
Fig. 12. This difference may explain the fact that
lJg | for the Mn-Pd-Si and Cu-Mn alloys is smaller
than that for the Zn-Mn alloys.

IV. SUMMARY AND CONCLUSIONS

The electrical resistivity, the magnetic suscep-
tibility, and the magnetoresistivity of amorphous
palladium-silicon base alloys containing Cr or
Mn have been studied. A well-defined minimum
in the resistivity-versus-temperature curve is ob-
served in these alloys. Below the resistivity-mini-
mum temperature T, the resistivity difference
Ap varies as —In7T in agreement with Kondo’ s
theory and tends to level off at lower temperatures.
It is also found that T, is linearly proportional to
the concentration of Cr and Mn. This is different
from the case of crystalline alloys where T,, varies
as the ¢ power of the transition-metal concentra-

TABLE VI. Values of b and » at T=4.2°K in the ex-
pression Apy/ppy.=—boly for the Mn,Pdg._, Siy alloys.

Alloy
composition b (%/ng) n
Mn, PdygSiyg 0.0035 2.00
Mn; Pdy;Sig, 0.0235 2,04
Mn;; Pd;Siy 0.0760 1.91
Mn; PdqSiy, 0.110 1.68
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FIG. 20. Negative magnetoresistivity ratio versus
Mn concentration at H=10.0 kOe and 7' =4, 2 °K for the

MndeBO_x Sizo alloys .

tion. This difference originates from the fact that,
in the temperature range where the resistivity
minimum occurs, the nonmagnetic part of the re-
sistivity of the amorphous alloys varies as 672
(where 0 is inversely proportional to Mn concen-
tration) for the Mn alloys and depends linearly on
temperature for the Cr alloys. It is interesting to
notice that the resistivity-minimum phenomenon
persists in amorphous alloys containing as much
as 7 at.% or more of transition metals like Cr or
Mn. Also, the resistivity-minimum temperature
for some of the amorphous alloys studied can be

1 )
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FIG. 21. Localized d states of Mn in the Mn,Pdy_, Siy,
alloys in light of Friedel’s model.
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as high as 580 °K. The resistivity-minimum anom-
aly is always accompanied by a negative magnetore-
sistivity approximately proportional to the square
of the magnetization and a susceptibility obeying
the Curie-Weiss law over a wide temperature
range. These observations lead to the conclusion
that a Kondo-type s-d exchange interaction exists
in the amorphous Pd-Si alloys containing Cr or

Mn. These results also indicate that the theories
based on the isolated-spin assumption are appli-
cable to these nondilute amorphous alloys.

In terms of the s-d exchange model, the follow-
ing statement can be made: (i) The results of the
susceptibility and magnetoresistivity measure-
ments suggest that the d-d spin correlation be-
tween magnetic atoms is, in general, weaker in the
amorphous alloys than in the corresponding crys-
talline alloys. This is consistent with the fact that
a Kondo-type resistivity anomaly has been ob-
served in amorphous alloy containing 7 at.% Cr or
Mn. (ii) The spin-compensated state has been ob-
served in the amorphous alloys containing Cr.

1643

From the resistivity data it is concluded that the
Kondo temperature of these alloys depends linearly
on the Cr concentration. This unusual concentra-
tion dependence of the Kondo temperature is not
well understood. For the Mn-Pd-Si alloys, the
spin-compensated state is masked by the d-d spin
correlation which takes place above the Kondo
temperature. (iii) The s-d exchange integrals for
the Cr and Mn amorphous alloys are estimated

and found to be consistent with Friedel’s virtual-
bound-state model. The results suggest that the
value of the s-d exchange integral is the largest
when the spin of the magnetic atom is close to 2.5/2.
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