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Diffusion in a Metallic Melt at the Critical Temperature of Mode Coupling Theory
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According to mode coupling theory, liquidlike motion becomes frozen at a critical temperature 7',
well above the caloric glass transition temperature T,. Here, for the first time, we report on radiotracer
diffusion in a supercooled Pdy;Cu,;NioPy alloy from 7, to the equilibrium melt. Liquidlike motion is
seen to set in exactly above T, as evidenced by a gradual drop of the effective activation energy. This
strongly supports the mode coupling scenario. Isotope effect measurements, which have never been
carried out near 7, in any material, show atomic transport up to the equilibrium melt to be far away
from the hydrodynamic regime of uncorrelated binary collisions.
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Transport in simple liquids at high temperatures is well
understood. In the hydrodynamic regime, all atoms con-
tribute continuously to the mean square atomic displace-
ment, and diffusion takes place similar to viscous flow, as
described by the Stokes-Einstein equation [1]. Transport
in the hydrodynamic regime is governed by uncorrelated
binary collisions of atoms. Here kinetic theories predict
the diffusivity D to obey a

1
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temperature dependence, where m is the atomic mass and
n is close to 2 according to experiments and molecular
dynamic simulations [1-3]. In contrast, diffusion in the
glassy state is solidlike; i.e., it takes place by thermally
activated local hopping events over frozen-in barriers.
Isotope effect measurements [4,5] and molecular dy-
namic simulations [6,7] suggest diffusion in metallic
glasses to occur by highly collective jumps involving
many atoms.

The transition from the liquid to the glassy state has
often been described as a thermodynamic phenomenon
[8]. Although it is now well established that the glass
transition is no classical thermodynamic phase transition
and has strongly kinetic features [9,10], its nature and the
underlying atomic dynamics are still discussed contro-
versially [11-14].

At present, the most advanced description of the arrest
of liquidlike motion is provided by the mode coupling
theory (MCT) which describes the evolution of density-
density correlations of finite wavelengths upon (super)-
cooling a liquid or melt [15]. The central prediction of the
theory is that the transition from liquidlike motion to
solidlike hopping does not occur at the caloric glass
transition temperature 7', which marks the onset of mac-
roscopic viscous flow (softening temperature). The atoms
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are rather trapped in their nearest neighbor cages already
at the critical temperature, well above T, as a conse-
quence of the increase in density upon cooling. Below
T,,liquidlike motion is frozen in, and only hopping which
is envisioned as a highly collective process can take place
[16]. The predictions of mode coupling theory have been
tested by neutron scattering and other techniques as well
as by molecular dynamic simulations in several glass
forming systems resulting in qualitative and sometimes
even quantitative agreement [for a review, see [17]].
Metallic systems, however, which have often been re-
garded as ideal model systems of dense random packing,
have not yet been accessible in the range near and above
T, due to the onset of crystallization. This even holds for
the new bulk glass forming alloys introduced by Inoue
[18] and Johnson [19].

For the present studies, we wused a novel
Pd;;Cu,;Ni P,y glass forming alloy, which has been
discovered very recently and is particularly stable against
crystallization [20]. We determined the caloric glass tran-
sition temperature 7, as 582 K by means of differential
scanning calorimetry at 20 K/min. The quasieutectic
melting temperature 7, is 802 K. Microscopic dynamics
in the equilibrium liquid of PdNiCuP as studied by
inelastic neutron scattering is in accordance with the
MCT which describes predictions. The temperature de-
pendence of the structural relaxation times as well as the
temperature dependence of amplitude and time scale of a
localized cage motion (fast beta relaxation) extrapolate
consistently to a T, at 710 K [21].

We were able to measure diffusivities from close to the
caloric glass transition temperature up to far above the
quasieutectic melting temperature using an elaborate en-
capsulation technique in a graphite container. We em-
ployed the radiotracer technique in conjunction with
serial sectioning for diffusion measurements involving a
371Co/%Co isotope mixture. Cobalt is well known to probe
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the self-diffusion behavior of Ni [14]. This allowed us to Fick’s second law [1],

measure the diffusivities of both isotopes simultaneously

[4] and to determine the isotope effect defined as clx, 1) = Iy o~ ¥/@D1) 3)

E=(D,/Dg—1)/({ymg/my — 1), (2
where m; is the mass and D; the diffusivity of isotope i. E
measures the mass dependence of diffusion and is defined
such that £ = 1 for an ideal 1/\/m dependence as pre-
dicted by Eq. (1). Serial sectioning was performed by ion-
beam sputtering or mechanical grinding, depending on
the penetration depth of the tracers. A typical resulting
penetration profile is given in Fig. 1. All samples were
checked for crystallization by x-ray diffraction after
annealing. Details will be given elsewhere. Tracer diffu-
sivities were obtained by fitting the thin film solution of
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FIG. 1. (a) Typical penetration profile for Co diffusion in

Pd,3Cuy;NijgP,y at 748 K and 1 h annealing. The activity is
plotted vs the square of penetration depth. (b) Corresponding
isotope effect profile. The activity ratio of 3’Co and %°Co is
plotted vs the 3’Co activity on a logarithmic scale. The dotted
line below yields an isotope effect of E = 1 and is shown for
comparison.
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to the profiles (neglecting data very near the surface). In
Eq. (3), t denotes the annealing time, x the penetration
depth, and I, is a constant. The isotope effect was ob-
tained by plotting Inc,/cg versus Inc, [Fig. 1(b)]. The
slope directly yields (D,/Dg — 1) and, hence, E via
Eq. (2).

The temperature dependence of the Co diffu-
sivity is shown in Fig. 2(a). Above T,, the diffusivity
follows an Arrhenius-type behavior with D(T) =
10102(+0.2) ;2 g~ exp[—3, 3(*+0, 1) eV/kpT] as observed
in previous diffusion studies in supercooled metallic
melts below T, [14]. Arrhenius behavior is not necessarily
expected for diffusion in the supercooled equilibrium
state where any change in temperature also gives rise to
structural changes. Therefore the activation energy has to
be regarded as an effective quantity not reflecting the
barrier height.

Our data clearly provide evidence of a change in the
atomic dynamics: At T, = 710 K, the effective activation
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FIG. 2. Temperature dependence of (a) Co diffusivity and (b)
isotope effect in Pd 3Cu,;NijoP,o. The diffusivity is plotted on
a semilogarithmic scale vs 1/7T. Data for Ni and Cu diffusion
from quasielastic neutron scattering (QNS) [21] and diffusiv-
ities determined from viscosity data [22] by means of the
Stokes-Einstein equation are shown for comparison. The break-
down of the Stokes-Einstein equation below 7. is obvious. The
dotted line is a fit of the idealized mode coupling theory to the
QNS data (see text). The quasieutectic melting temperature 7,

and T, determined from the QNS, data are displayed. Below
T,, the tracer diffusivity data were fitted by an Arrhenius law.
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energy —kd InD/dT~! [slope in Fig. 2(a)] drops gradually
as expected from the onset of liquidlike motion in the
mode coupling scenario. Because of the increasing influ-
ence of liquidlike motion, the nearest neighbor barriers
should gradually decrease as the temperature is increased
above T.. Above T,,, our Co diffusivities are within the
statistical error equal to the diffusivities derived from
inelastic neutron scattering [21]. We note that at 7,, the
diffusivity is 2 orders of magnitude smaller than that of
ordinary liquids. Above T, the idealized MCT (that
neglects mass transport below T,) predicts

1/Dal(T = T)/T.]7. “

The dashed line in Fig. 2 represents Eq. (4) using the
T.=710K and the y = 2.7 from the analysis of the
localized cage motion as measured by inelastic neutron
scattering [21]. Our diffusion data are even in quantitative
agreement with the MCT predictions.

The singularity in 7, is not expected in real systems
and from recent extensions of the idealized MCT [16]
that take into account hopping processes and predict a
smooth transition to Arrhenius behavior exactly in the
way reflected in our data (Fig. 2). We further note that the
extrapolation of the diffusivities determined from viscos-
ity data [22] by means of the Stokes-Einstein equation
merge with our diffusion data above T.. This shows the
breakdown of the Stokes-Einstein equation below T, and
that its validity starts to set in above T., where MCT
predicts the onset of liquidlike motion. Thus, the present
results strongly support the extended mode coupling ap-
proach for metallic glass formers.

It has to be pointed out that other theories, including
the free volume theory first introduced by Cohen and
Turnbull, which already involves the cage effect, also
predict a change in the slope of the Arrhenius plot in
the supercooled liquid state (for reviews, see Refs. [9,10]).
However, our observation that liquidlike motion sets in
exactly above the critical temperature 7. of MCT is
striking.

Inelastic neutron scattering measures diffusive motion
of the atoms on microscopic time and length scales. The
experiment on liquid Pd-Cu-Ni-P alloys [21,23] exhibits
a g* dependence of the quasielastic signal that is domi-
nated by the incoherent contribution of the Ni and Cu
atoms. This allows for the measurements of diffusivities
on an absolute scale, not affected by convection that
causes additional mass transport at significantly longer
times. The excellent agreement between our tracer diffu-
sion data and the diffusivities from quasielastic neutron
scattering demonstrates that convection effects, which are
a severe problem in diffusion measurements in ordinary
liquids under gravity conditions, are negligible in dense
Pd-Cu-Ni-P melts.

The isotope effect is very low (E = 0.05) in the whole
range investigated. Below T,, a very low isotope effect
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has been observed before in metallic glass forming alloys
[24,25]. The low E values were attributed to highly
collective thermally activated hopping processes as envi-
sioned by the aforementioned extension of the mode
coupling theory to the range below 7. [16] and as seen
in molecular dynamics simulations [7]. The low E values
in the equilibrium melt, however, are remarkable. They
show that the present Pd-Cu-Ni-P melt is still far away
from the hydrodynamic regime of uncorrelated binary
collisions even 200 K above T.. This contrasts strongly
with simple melts such as liquid Sn, which exhibits
an isotope effect of the expected order of unity [3].
Molecular dynamics simulations indicate a strong corre-
lation of isotope effect and density of the liquid and
suggest the present very low E value to be due to the
small density difference between glassy and liquid state
of only about 3% [26]. The strongly coordinated atomic
motion evidenced by the low isotope effect value in the
equilibrium liquid appears to be the key to the excellent
glass forming ability.

We gratefully acknowledge stimulating discussions
with A. Angell and W. Gotze as well as financial support
by DFG within the framework of the special program
“Unterkiihlte Metallschmelzen—Phasenselektion und
Glasbildung’ under Grant No. FA 234/4-3.

*Author to whom correspondence should be addressed.
Email address: ff@tf.uni-kiel.de

[1] Diffusion in the Condensed State, edited by J. S. Kirkaldy
and D.S. Young (Institute of Metals, London, 1987).

[2] N.H. Nachtrieb, Ber. Bunsen-Ges. Phys. Chem. 80, 678
(1976).

[3] G. Frohberg, K.-H. Kraatz, and H. Wever, Mater. Sci.
Forum 15-18, 529 (1987).

[4] E Faupel, PW. Hiippe, and K. Ritzke, Phys. Rev. Lett.
65, 1219 (1990).

[5] A. Heesemann, V. Zollmer, K. Ritzke, and FE Faupel,
Phys. Rev. Lett. 84, 1467 (2000).

[6] H.R. Schober, C. Oligschleger, and B. B. Laird, J. Non-
Cryst. Solids 156-158, 965 (1993).

[7]1 H. Teichler, Defect Diff. Forum 143-147, 717 (1997).

[8] M.H. Cohen and G.S. Grest, Phys. Rev. B 20, 1077
(1979).

[9] H.Z. Cummins, G. Li, H. Y. Hwang, G.Q. Shen, W. M.
Du, J. Hernandez, and N.J. Tao, Z. Phys. B 103, 501
(1997).

[10] J. Jackle, Rep. Prog. Phys. 49, 171 (1986).

[11] A. Angell, Nature (London) 393, 521 (1998).

[12] X.-P. Tang, U. Geyer, R. Busch, W. L. Johnson, and Y. Wu,
Nature (London) 402, 160 (1999).

[13] L. A. Greer, Nature (London) 402, 132 (1999).

[14] E Faupel et al, Rev. Mod. Phys. 75, 237 (2003).

[15] W. Gotze and L. Sjogren, Rep. Prog. Phys. 55, 241
(1992).

[16] W. Gotze and L. Sjogren, Transp. Theory Stat. Phys. 24,
801 (1995).

195502-3



VOLUME 90, NUMBER 19

PHYSICAL REVIEW LETTERS

week ending
16 MAY 2003

[17] W. Gotze, J. Phys. Condens. Matter 11, A1 (1999).

[18] A. Inoue, Mater. Sci. Forum 179-181, 691 (1995).

[19] W.L. Johnson, Mater. Sci. Forum 225-227, 35 (1996).

[20] A. Inoue, Bulk Amorphous Alloys (Trans Tech
Publications, Ziirich, 1998).

[21] A. Meyer, Phys. Rev. B 66, 134205 (2002).

[22] L-R. Lu, G.P. Gorler, H.J. Fecht, and R. Willnecker,
J. Non-Cryst. Solids 312-314, 547 (2002).

195502-4

[23] A. Meyer, R. Busch, and H. Schober, Phys. Rev. Lett. 83,
5027 (1999).

[24] V. Zollmer, K. Ritzke, F Faupel, A. Rehmet, and
U. Geyer, Phys. Rev. B 65, 220201 (2002).

[25] H. Ehmler, A. Heesemann, K. Rétzke, E Faupel, and
U. Geyer, Phys. Rev. Lett. 80, 4919 (1998).

[26] H.R. Schober, Solid State Commun. 119, 73 (2001).

195502-4



