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Abstract—Crystallization of undercooled Pd43Ni10Cu27P20 melts is studied in a differential scanning calorimeter. Isothermal experiments allow us for the first time to determine the entire crystallization kinetics of
a metallic liquid as a function of time from the liquidus temperature to the glass transition temperature. The
results are summarized in a time–temperature-transformation (TTT) diagram that reveals two time scales.
One is given by the time to reach 1% of crystallized volume fraction and reflects the typical “nose” shape
of the TTT-diagram. The other is the width of the crystallization event itself, which increases with decreasing
temperature from 90 s at 793 K to 10,200 s at 623 K. Additional information about the crystallization process
is gained by dividing the sample into about 300 particles that are processed simultaneously and crystallization
of each individual particle can be detected. At high temperatures the onset of crystallization of individual
particles are spread out over 1.5×105 s, whereas all particles crystallize simultaneously below the nose and
the crystallization is not distinguishable from that of one large sample. The results suggest that the dominant
crystallization mechanism changes in a very narrow temperature range from a nucleation-controlled process
at high temperatures to a growth-controlled process at low temperatures.  2001 Acta Materialia Inc.
Published by Elsevier Science Ltd. All rights reserved.
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1. INTRODUCTION

In 1984 Pd40Ni40P20 has been discovered as the first
bulk metallic glass (BMG) forming alloy with a critical cooling rate as low as about 1 K/s when processed
in B2O3 [1]. The discovery of the La- [2] and Zr[3, 4] based alloys has triggered tremendous research
activity in this area. This led to the revisit of the Pdbased alloys. By partially replacing Ni by Cu in
Pd40Ni40P20, Inoue and co-workers discovered
Pd40Ni10Cu30P20 that shows a substantial improvement of the glass forming ability [5]. Lu et al.
enhanced the glass forming ability even further by
adjusting the Pd-composition with respect to Cu [6].
This resulted in the Pd43Ni10Cu27P20 alloy, which has
the lowest critical cooling rate of all BMGs thus far.
The high stability of these quaternary PdNiCuP alloys
against crystallization leads to a large experimentally
accessible time and temperature window for investi-
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gations of the transformation behavior under isothermal
conditions
from
the
supercooled
(undercooled) liquid into crystalline phases. A
characterization of the time scale for crystallization
under isothermal conditions is given by the time–temperature-transformation (TTT) diagram. In general, a
TTT-diagram describes the transformation kinetics
from liquid to solid in an isothermal experiment as a
function of temperature. For metallic systems TTTdiagrams have been measured so far that only depict
the time to reach crystallization. The first TTT-diagram for a metallic system was measured on the bulk
glass forming liquid Zr41Ti14Cu12Ni10Be23 with an
electrostatic levitator [7]. Very recently, PdNiCuP
alloys were studied with an rf-heating apparatus and
the TTT-diagrams were determined by inductively
heating the samples in graphite crucibles [8, 9]. These
investigations determined the time scale to reach the
onset of crystallization and confirm the theoretically
predicted nose shape [10]. However, the time dependence of the entire crystallization process, which is
given by the time to reach the onset of crystallization
and the time for the actual crystallization process to
complete has not been studied over the temperature
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range from the equilibrium liquid down to the glass
transition temperature, Tg. The knowledge of the progression of the crystallization with time can provide
a deeper insight into the crystallization mechanism of
bulk metallic glass forming liquid.
Statistical methods are powerful tools to investigate
crystallization of supercooled liquids [11, 12]. One
approach is to divide the sample into small particles.
It was found that much deeper undercoolings can be
achieved in samples consisting of a large number of
small isolated droplets than in one large sample [11].
However, those studies were limited to an undercooling region that is far above the nose temperature, Tn,
in the TTT-diagram. Recently, repeated undercooling
experiments were performed on Zr41Ti14Cu12Ni10Be23
[13]. These studies suggest a different crystallization
mechanism at low undercoolings above the crystallization nose, compared to high undercoolings below Tn
of the TTT-diagram.
This paper reports on a differential scanning calorimetry (DSC) study of crystallization in
Pd43Ni10Cu27P20 melts that were processed in B2O3.
The evolution of the crystallized volume fraction as
a function of time can now be measured in the entire
supercooled liquid region under isothermal conditions. A complete TTT-diagram will be determined
represented by 1%, 50% and 95% crystallized volume
fraction. In addition, information on the crystallization process can be gained from experiments where
the sample is divided into about 300 particles that are
processed at the same time.
2. EXPERIMENTAL PROCEDURE

Amorphous samples were prepared by inductively
melting the constituents (purity ranging from 99% to
99.999%) in quartz tubes for 20 min at 1200 K followed by water quenching. During this procedure the
samples were fluxed in B2O3 that was previously
dehydrated for 3 h at 1200 K. It was found earlier
that fluxing the ternary PdNiP alloys with B2O3
enhances their glass forming ability [1]. Wavelengthdispersive-spectrometer measurements were carried
out to verify the composition of the samples. Glassy
Pd43Ni10Cu27P20 samples between 2 and 30 mg and
additional B2O3 were introduced into graphite crucibles and processed in a Perkin Elmer DSC 7 analyzer. For the statistical investigations of the crystallization process the samples were divided into
about 300 particles that were between 100 and 350
µm in diameter and processed in graphite crucibles
with a mixture of B2O3 and Al2O3-particles. The
Al2O3-particles, about 50 µm in size were used to
avoid fusing of the liquid particles during processing.

Fig. 1. DSC thermogram of an isothermal crystallization event
at 773 K. A rapid crystallization event sets in after 7680 s and
takes about 80 s to complete.

is shown in Fig. 1. The sample is a 3 mg particle
processed in B2O3. For about 7680 s no detectable
reaction takes place in the liquid. Thereafter, a very
rapid crystallization event occurs, which is enlarged
in the inset of Fig. 1. Figure 2 shows the time integrals over the isothermal DSC signals at 773 K, 723
K, 703 K, and 628 K for about 3 mg samples processed in B2O3. It is proportional to the crystallized
volume fraction if we assume that the heat flow measured upon crystallization in the DSC is proportional
to the crystallization rate. For an isothermal measurement carried out at 773 K the time to reach 1% crystallization, t1%, takes 7700 s. The time between 1%
and 95% of transformation into the crystalline state
is 80 s. In the following this time is referred to as the
peak width of the crystallization event. By repeating
this isothermal experiment, a large scatter in t1% was
observed. The peak width, however, stays constant
within about 50%. For 10 repetitions at 773 K, t1%
varies between 96 s and 2.3×104 s. In an isothermal
experiment performed at 723 K crystallization occurs

3. RESULTS

A DSC thermogram of an isothermal crystallization
event performed at 773 K, which corresponds to an
undercooling of 100 K below the liquidus temperature

Fig. 2. Crystallized volume fraction as a function of temperature at 773 K (a), 723 K (b), 703 K (c), and 628 K (d). Note
that the x-axes have different scales.
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in a very similar way. The event shown in Fig. 2(b)
takes place after 890 s with a peak width of 120 s.
The experiment was also repeated 13 times and t1%
varies between 200 and 2580 s for the fluxed samples.
For both temperatures of 773 and 723 K no reaction
inside the liquid can be detected before the rapid crystallization event take place.
To further investigate if the liquid remains
unchanged until the occurrence of the main crystallization event, a two-step annealing experiment was performed. The samples were kept for 4000 s without
crystallization at 773 K and were subsequently cooled
to 723 K. The t1% for 723 K measured for this procedure does not change on average compared to the
t1% measured on samples that were cooled to 723 K
directly. This indicates, that the liquidus remains
unchanged until the detectable crystallization event
takes place at 773 K. This finding excludes processes
like transient nucleation where during the time to
reach crystallization an equilibrium cluster distribution would have been established. For the two step
annealing the cluster distribution function would have
evolved towards equilibrium during the first step.
This should lead to a shorter time to reach crystallization in the subsequent second step as opposed to the
experimental finding.
Crystallization at 703 K shown in Fig. 2(c) takes
place more gradually compare to the crystallization
event at 773 and 723 K. Even though 1% is transformed after 188 s the beginning of the exothermic reaction can already be detected after 100 s. The scatter
of t1% decreases to 60 s within four experiments. At
628 K the crystallization peak broadens up to 5080
s. Very little scatter (苲400 s) was observed within
three experiments. Figure 3 depicts the scatter in the
time to reach crystallization during isothermal crystallization for three temperatures, 773 K (a), 723 K

(b) and 653 K (c). For the high temperatures above
720 K a large scatter in the time to reach crystallization was found, whereas at 653 K only very little
scatter in the time to reach crystallization was
observed.
The results of the isothermal crystallization experiments are summarized in the time–temperature-transformation diagram shown in Fig. 4. In this TTT diagram, the time to transform 1%, 50% and 95%
volume fraction is plotted as a function of temperature. The data points represent the averages of t1%,
t50% and t95% for the performed experiments. The diagram shows the typical “nose” shape for the time to
reach 1% crystallinity and this time is in good agreement to previously reported times to reach the onset
of crystallization [9]. The width of the crystallization
peak, however, continuously increases with decreasing temperature from 80 s at 773 K up to 10,200 s
for an isothermal temperature of 623 K.
In order to investigate the observed scatter in t1%,
crystallization was studied in samples that consist of
many particles. Figure 5 shows the DSC thermogram
of isothermal crystallization at 733 K of a sample
containing about 300 particles with a diameter
between 100 and 350 µm (5×10⫺6 to 2×10⫺4 g) that
were processed in a mixture of B2O3 and Al2O3. The
size of the particles was chosen in such a way that
the crystallization of individual particles can still be
detected by DSC as shown in Fig. 5. Obviously, crystallization of the particles does not occur simultaneously but spreads out over more than 1.5×105 s.
After 1.5×105 s the sample was cooled to room temperature and on subsequent heating a heat release that
corresponds to 15% of the heat release of an entirely
amorphous sample was detected. Therefore, about
15% of the particles did not crystallize even after
1.5×105 s. From this measurement the number of
crystallization events occurring within a time interval
of 6000 s is plotted as a function of time as shown

Fig. 3. Repeated undercooling experiments performed at 773
K (a), 723 K (b) and 653 K (c). A large scatter for temperatures
above 720 K was observed in the time to reach crystallization
from one cycle to another compare to the scatter at 653 K.
Note that the y-axes have different scales.

Fig. 4. Time–temperature-transformation (TTT) diagram for
Pd43Ni10Cu27P20. In this diagram, the time to reach 1% (䊊),
50% (䊋) and 95% (쐌) is shown as a function of temperature.
The data points depict the average times of the performed
experiments.
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Fig. 5. DSC thermogram of 300 particles processed in B2O3
and Al2O3 at 733 K. The particles size is between 100 µm and
350 µm in diameter. Crystallization of individual particles can
be detected.

in Fig. 6. The crystallization events are Poisson distributed. By plotting the number of nucleation events
as a function of time the nucleation rate at 733 K can
be extracted from the slope of this curve. This is
shown in Fig. 7. The curve is not straight but exhibits
a gradual decrease of the slope. The decline of the
slope can be explained by a decreasing amount of
particles that still remain liquid, and have a probability to nucleate which should follow a I(t) = Iss
×exp(⫺t/t)(t = 3×104: characteristic time) time
characteristic. By fitting the curve with this
expression the steady state nucleation rate at 733 K
can be evaluated to be 4×105 nuclei/m3 s.
The particles vary in size between 100 and 350 µm.
In Fig. 8 the heat release, which is proportional to the
size of the corresponding particle, is shown as a function of time at which the particle crystallized at 753
K. This plot reveals, that larger particles do on average crystallize earlier than smaller ones.
In order to study the growth mechanism the width

Fig. 6. Number of crystallization events in a time interval of
6000 s as a function of time, crystallized at 733 K.

Fig. 7. Number of the crystallization events as a function of
time, N(t), crystallized at 733 K. For this sample setup a steady
state nucleation mechanism results in an apparent decrease of
the nucleation rate, which is the slope of this curve. This has
its origin in the fact that the particles once they are crystallized
no longer contribute to the potential nucleation sides, which
should follow a I(t) = ISS×exp(⫺t/t) (t = 3×104: characteristic
time) time characteristics. By fitting the curve with this
expression, ISS can be evaluated to 4×105 nuclei/m3 s.

Fig. 8. Heat release of the crystallization event, which is proportional to the volume of the particles as a function of the
corresponding time, at which the event occurs. On average,
larger particles crystallize earlier than smaller ones.

of the crystallization event is plotted in Fig. 9 as a
function of the corresponding particle volume for a
temperature of 733 K. The width is given as the time
between 1% and 95% crystallization. As opposed to
the enormous scatter in the time to reach crystallization the peak width varies much less for the different
particles but depend on the particle size. The inset
depicts a V vs. peak width on a log scaled plot showing the width being proportional to V1/3. This suggests
that diffusion occurs over a constant length per unit
time in each sample.
With the 300 particle containing sample setup isothermal crystallization studies were performed at temperatures representing the entire undercooled liquid
temperature range as shown in Fig. 10. The crystalliz-
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4. DISCUSSION

In the following we will show that conventional
approaches fail to describe the time and temperature
dependence of the crystallization process over the
entire undercooling region. The influence of heterogeneous nucleation and phase separation on the crystallization process will be discussed especially with
respect to the crossover from statistical nucleation
events at high temperatures to a collective crystallization at low temperature, which occurs in a narrow
temperature range.
4.1. Steady state nucleation
Fig. 9. Width of the crystallization peak, which we define as
the time between 95% and 1% crystallization, as a function of
the corresponding heat of crystallization (苲particle volume).
The inset depicts a V-peak width plot on a log scale showing
the width proportional to V1/3.

The volume fraction crystallized under isothermal
conditions with a steady state nucleation rate is commonly described by the Johnson–Mehl–Avrami–Kolmogorov expression [14]

冋

册

p
x(t) = 1⫺exp ⫺ u3ISSt4
3

(1)

ISS denotes the nucleation rate given by
ISS(T) =

Fig. 10. Isothermal DSC thermograms measured on a sample
containing about 300 particles with diameters between 100 and
350 µm. (a) 753 K, (b) 723 K, (c) 718 K, and (d) 643 K.
Between 723 K and 718 K a change in the crystallization mechanism is observed. For temperatures below 718 K crystallization occurs simultaneously in all the particles.

ation of the individual particles at 753 K is spread
out over 78,000 s and 65% of the particles do not
crystallize within this time period [Fig. 10(a)]. At 723
K the data look very similar. However, the time over
which the events are spread out decreases to 42,000
s and only 10% did not crystallize over this time period [Fig. 10(b)]. Lowering the temperature by only 5
K to 718 K results in a very different DSC thermogram which is shown in Fig. 10(c). More than 95%
of the sample crystallized simultaneously after 240 s
within 200 s. The residual liquid particles do crystallize within 3×103 s. Amazingly, for lower temperatures the crystallization event of the 300 particle sample can not be distinguished from a sample that
contains just one bulk particle as can be seen in
Fig. 10(d).

冉

Av
16ps3
exp ⫺
h(T)
3kBT⌬g(T)2

冊

(2)

with Av as a constant of the order of 1032 Pas/(m3 s),
h the viscosity, ⌬g the difference in Gibbs free
energy, kB the Boltzmann’s constant, s the energy of
the interface between nuclei and liquid and u the
growth rate. According to Nishiyama and Inoue [15]
the temperature dependence of the viscosity in
Pd40Ni10Cu30P20 can be described by a Vogel–
Fulcher–Tamann expression, h = h0exp(D∗T0/(T⫺
T0)), with h0 = 9.34×10⫺3 Pas, the fragility parameter D∗ = 9.25, and T0 = 447 K. The temperature
dependence of ⌬g was estimated using Turnbull’s linear expression of ⌬g = ⌬SF(Tliq⫺T) [16], with the
entropy of fusion, ⌬SF = 8.03 J/mol K and the liquidus temperature, Tliq = 873 K [6]. The diffusion limited growth rate is described by u = D/(2(Dt)1/2)
where D is the diffusivity. To fit the nucleation
behavior, we deduced the nucleation rate at 753 K to
be 104 nuclei/m3 s, since in the isothermal experiments one nucleus formed on average after about
1000 s within the sample. A nucleation rate of 1016
nuclei/m3 s can be derived from the microstructure of
a Pd40Ni10Cu30P20 sample crystallized isothermally at
the nose of the TTT-diagram at 673 K [8]. The temperature dependence of the diffusivity was estimated
by the Stokes–Einstein equation, D = kBT/(3pha),
with an average atomic distance of a = 3.1 Å. The fit
of the initial stages of the crystallization, which can
be described by x(t) = p/3ISSut4 gives reasonable
numbers for the interfacial energy [17] of 79 mJ and
Av = 1×1030 Pas/m3 s.
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For simplicity we assume the growth rate u to be
constant and we take the constant value at t50%. This
is justified by the experimental finding that the total
time for crystallizing the sample is proportional to
V1/3 (see Fig. 8) suggesting diffusion over a constant
length. The crystallization rate can then be calculated
by differentiating equation (1) resulting in

冋

p
dx(t) 4p 3 3
= u It exp ⫺ u3ISSt4
dt
3
3

册

(3)

for a steady state nucleation mechanism and

冋

册

p
dx(t)
= pu3Nt2exp ⫺ u3Nt3
dt
3

(4)

for the case where a number N of pre-existing nuclei
is present.
In Fig. 11 the calculated crystallization event
according to equation (3) with the above mentioned
parameters are depicted by the doted lines. At 773 K
the steady state nucleation rate amounts 1×102
nuclei/m3 s and the growth rate 3×10⫺9 m/s which
give a maximum at 720,000 s with a peak width of
1,010,000 s. Those times are so far off the scale of
the plot that they cannot be visualized on the plot.
The same is true for the following temperatures. The
calculated peak at 723 K has a maximum at 3807 s
and a width of 5622 s using ISS = 1×1014 nuclei/m3 s
and u = 7×10⫺10 m/s. For 703 K the calculated peak
has a maximum at 2097 s with a peak width of 2900

Fig. 11. DSC thermograms of isothermal crystallization events
(solid line) at (a) 773 K, (b) 723 K, (c) 703 K, and (d) 628
K. The dotted line represents the calculated crystallization rate
according equation (3) with ISS calculated as described in the
text. These data are magnified in the y-direction to compare
them in the same plot to the measured events. In order to fit
the crystallization peak of 773 and 723 K it was assumed that
the liquid remains unchanged until about t1%. With a subsequent nucleation rate the peaks can be fitted according to
equation (3) shown by the dashed lines in (a) and (b). For 628
and 703 K the dashed line represents calculations according to
equation (4).

s using ISS = 1×1016 nuclei/m3 s and u = 3.6×10⫺10
m/s. The calculated crystallization peak at 628 K
with ISS = 1×1017 nuclei/m3 s and u = 1.6×10⫺12 m/s
has a maximum at 36,500 s with a peak width of
52,537 s. Obviously, for all temperatures these calculations do not describe the underlying crystallization
mechanism.
4.2. Steady state nucleation triggerning further
nucleation
The above considerations have clearly shown that
it is not possible to describe the entire crystallization
using one single steady state nucleation mechanism.
However, the experimental findings lead to the conclusion that in the high temperature region the first
nucleus in each of the samples forms according to a
steady state nucleation process. As pointed out in Section 3, (1) the liquid remains unchanged until crystallization sets in and (2) at temperatures of 723 K
and above an enormous scatter in t1% was observed,
which is also reflected by the large spread of
nucleation events of the samples that were fragmented
into many fine particles. These crystallization events
are Poisson distributed. (3) The time to reach crystallization as well as the peak width depend on the
size of the particles. (4) The finding, that t1% does not
change whether the sample was cooled to 723 K
directly or was first kept for 4000 s at 773 K and then
cooled to 723 K indicates, that the liquidus remains
unchanged until the detectable crystallization event
takes place at 773 K. This result excludes processes
like transient nucleation where during the time to
reach crystallization an equilibrium cluster distribution would have been established. For the two step
annealing the cluster distribution function would have
evolved towards equilibrium during the first step.
This should lead to a shorter time to reach crystallization in the subsequent second step as opposed to the
experimental finding.
All these four findings are indicative of steady state
nucleation, which occurs also in pure metals for moderate undercooling close to the melting point. The
time scale to reach the onset of crystallization (苲t1%)
is up to three orders of magnitude larger than the time
scale for each crystallization event itself, which is
given by the time difference, t95%⫺t1%. This subsequent rapid crystallization requires either a fast
growth mechanism or a sudden dramatic increase in
the nucleation rate. The finding that the crystallization
time is proportional to V1/3 indicates that diffusion
occurs over a constant length per unit time like for a
eutectic growth mechanism. A growth rate of 10⫺6
m/s is required to result in such a rapid crystallization
mechanism. The theory for eutectic growth [18]
sensitively depends on unknown parameters like the
partition coefficient and the slope of the liquidus
curves. This makes reasonable modeling of this
mechanism impossible. This view is supported by the
finding that the microstructure of a sample crystallized from a high temperature shows a fairly fine
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structure [19], in contrast to what is observed in pure
metals or solid solutions [20]. This microstructure
suggests a multiple nucleation mechanism rather than
eutectic growth. If we assume that the liquid at 773
K remains unchanged until the first nucleus forms
after 7200 s and a subsequent rate of Isub = 1017
nuclei/m3 s, the measured peak can be described by
equation (3) as shown in Fig. 11(a) by the dashed
line. The same scenario can describe the measured
crystallization event at 723 K. In this case the first
nucleus forms after 890 s and Isub = 1018.5 nuclei/m3
s [dashed line in Fig. 3(b)]. This apparent contradiction can be explained qualitatively in the following
way. The first nucleus forms according to a low initial
steady state nucleation rate, which is reflected in the
time scale to reach crystallization in the TTT diagram
(Fig. 4). This nucleus, then, triggers further
nucleation. One explanation for this scenario is that a
nucleus changes the composition in its neighborhood
since the composition is close to eutectic composition
where crystallization is far from polymorphic. This
results in an enhancement of the nucleation rate
adjacent to the nucleus, which causes a chain reaction-like process, that would lead to a much higher
nucleation rate than in the initial liquid. The good
agreement between the calculated and measured crystallization rate confirms that the nucleus that is
initially formed by steady state nucleation triggers
further nucleation and leads to fast crystallization.
Even though a fixed second nucleation rate describes
the form of the crystallization peak reasonably well
[Fig. 11(a,b)], we cannot unambiguously decide if
this (second) triggered nucleation is steady state
nucleation.
4.3. Instability of the undercooled liquid
We observe a dramatic change of the crystallization of an ensemble of samples from individual crystallization above 723 K to collective crystallization
below 718 K (Fig. 10). All 300 particles crystallize
simultaneously and the signal is indistinguishable
from the crystallization event of one large sample.
Fluxed and unfluxed samples exhibit very similar t1%.
Very little scatter is observed for t1%. An “internal
clock” defines the time for crystallization below this
transition region. This suggests that no considerable
nucleation barrier for the formation of crystals exists
below the small transition range. The spontaneously
formed or pre-existing nuclei simply grow and diffusion determines the crystallization rate. Several
scenarios have to be considered in order to better
understand this result of the present investigation.
1. If we consider homogeneous nucleation the
nucleation barrier decreases with undercooling. If
the nucleation barrier becomes smaller than the
thermal energy, nucleation will occur spontaneously everywhere in the undercooled liquid.
“Catastrophic nucleation” is occurring and the
liquid becomes unstable with respect to the forma-
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tion of crystals. The crystallization of both the divided and an undivided samples is determined by
the growth of these nuclei. It is however questionable that this transition can occur in a small transition interval of only 5 K. In addition, we estimate
that with our thermodynamic data and a reasonable interfacial energy the nucleation barrier under
the assumption of homogeneous nucleation is still
two orders of magnitude higher than the thermal
energy in the transition range between 718 and
723 K. Another argument against homogeneous
nucleation is that catastrophic nucleation should
result in a nanometer scale microstructure since
nuclei consists of a small number of atoms covering the entire sample. This is in contradiction to
the observed µm size microstructure. Therefore,
homogeneous nucleation is an unlikely cause for
the crystallization.
2. A factor that can also influence the stability of the
undercooled melt is phase separation in the supercooled liquid. In this scenario the supercooled
liquid would become unstable with respect to composition fluctuations in the vicinity of the transition region. This would happen in all samples,
the large samples as well as the divided samples.
The reason is, that the wavelength of a phase separation into two supercooled liquids (typically in
the order of 10⫺8 m) will be much smaller than
even the smallest sample (苲10⫺4 m). If one of the
supercooled liquids has a drastically reduced
nucleation barrier, this destabilizes the melt with
respect to the formation of crystals. It hence results
in spontaneous nucleation in all samples. This
could account for the merging of all crystallization
peaks in the divided samples. For Zr41Ti14Cu12
Ni10Be23 (Vit 1) it was found earlier that upon
cooling from the stable melt a decomposition process occurs [21] that leads to spontaneous crystallization in distinctive regions of the supercooled
liquid [22]. In the Pd43Ni10Cu27P20 alloy two glass
transition temperatures have been observed after
annealing the material above the glass transition,
indicating that decomposition processes in fact
occur in the melt [23]. However, so far we have no
prove that decomposition occurs in the transition
region between 718 and 723 K.
3. The most likely cause for the observed crossover
to collective crystallization is the influence of heterogeneous sites on the crystallization process. If
we assume that heterogeneities are present in the
melt, their number density and size depends on the
purity of the constituents and the processing conditions. In general the critical volume of a nucleus
is reduced by the heterogeneous site and thus
facilitates nucleation. This depends on the catalytic
activity, the wetting behavior of the melt on the
heterogeneous site, and the size of the heterogeneous particles. This is reflected in a reduction
of the average onset time for crystallization in an
isothermal experiment compared to homogeneous
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nucleation. The finding that at high temperatures
the time to reach nucleation takes up to several
thousand seconds showed that nucleation is still
required. Therefore, the active size of the heterogeneities is smaller at high temperatures than the
critical cluster radius. However, when the crossover range is reached and the critical cluster radius
is decreased the heterogeneous particles become
overcritical. Therefore, spontaneously the samples
are filled with nuclei at a density that corresponds
to the density of the heterogeneous nucleation
sites. These nuclei then simply grow with time. As
soon as all nuclei start growing, the nucleation rate
drops sharply since the remaining matrix is still
very robust against homogeneous nucleation. This
scenario is supported by microstructural investigations, where it was found that upon isothermal
annealing at temperatures below 710 K the number
of nuclei does not increase with time [19]. In order
to fit the experimental results in the low temperature region, which has been performed for 703 and
628 K a much larger number of nuclei as given
by the steady state rate is required that increases
in this temperature range as opposed to the steady
state rate. Following equation (4) for pre-existing
nuclei the measured peaks can be best fitted with,
N = 1020 m⫺3 for 703 K and N = 1025 m⫺3 for 628
K. Compare to the number of nuclei of N = 1016
m⫺3 at 673 K derived from microstructural investigation of Pd40Ni10Cu30P20 alloys [8] the fitted one
is four orders of magnitude off. However, this
agreement is satisfactory if we take into account
that the number extracted from the fit depends
sensitively on the parameters used for the calculations. If, for example, the diffusivity, which was
obtained from the viscosity assuming the validity
of the Einstein–Stokes equation, is one order of
magnitude off, then the extracted N changes by
three orders of magnitude. Considering the complexity of the crystallization mechanism the calculations represents a rough estimation which nevertheless accounts for the substantial part. In detail,
there are still some discrepancies between the
measured and calculated crystallization peak. For
example, in a recently developed qualitative model
by Bossuyt [24] it was claimed that for temperatures below the nose in the TTT diagram the heat
release upon crystallization enhanced both, the
nucleation and growth in the crystal neighborhood.
This contribution would increase the crystallization rate and leads to a sharper increase of the
crystallization event as observed in the experiment.
Preliminary experiments show that in higher purity
Pd43Ni10Cu27P20 a decrease of the temperature of the
transition region to collective crystallization. This
also supports the view, that spontaneous nucleation
on catalysts initiates crystallization. Studies of other
Pd-based alloys suggest as well that the crystalliz-

ation process is influenced by heterogeneities [15,
25].
Although the discussion of the experimental results
favors that heterogeneous nucleation at impurities
causes the spontaneous formation of the nuclei, a
decomposition process or catastrophic nucleation cannot be excluded as an influencing factor to the
observed transition. For Vit 1, where a decomposition
process strongly influenced crystallization [22, 26, 27,
28] and impurities show only minor influence on the
crystallization it has been found, that there is an
undercooling level below which a history dependent
crystallization takes place [29]. This transition temperature is closed to the “nose” temperature and for
undercoolings above this temperature the results suggest the liquid remains unchanged whereas below an
irreversible process takes place.
Even though the activation energy for nucleation is
two orders of magnitude higher than the thermal
energy in the transition temperature region, one has
to keep in mind that the activation energy was calculated for a sharp interface. However, a diffuse interface [30] would result in a significantly lower activation energy. A study of the influence of the ingot
purity and the fluxing with B2O3 might enable to clarify the origin of the transition from nucleation to
growth controlled crystallization.
5. CONCLUSIONS

In
conclusion,
the
crystallization
of
Pd43Ni10Cu27P20 was investigated under isothermal
conditions in a DSC. These investigations allow us to
determine the entire crystallization kinetics, i.e., the
time to reach crystallization and the time for the
actual crystallization process. This is represented in
the crystallized volume fraction as a function of time
and temperature and leads for the first time to the
construction of a complete TTT-diagram for the transformation kinetic of an undercooled metallic melt into
the crystalline state. This diagram reveals two different time scales. The peak width of the crystallization
events increases over two orders of magnitude with
decreasing temperatures. The time to reach crystallization shows a “nose” shape. Modeling the crystallization requires two different mechanisms. Describing
the measured crystallization rate at low temperatures
with a common isothermal model requires a large
number of pre-existing nuclei. Crystallization at high
temperatures can be best described by assuming a steady state nucleation process, which initiated crystallization and triggers further nucleation.
Statistical investigations were carried out by dividing the sample into up to 300 particles. The experimental results suggest a change in crystallization
mechanism with a very sharp transition from high to
low temperatures. At high temperatures an enormous
scatter in the time to reach crystallization was
observed. The time-scale to reach crystallization is up
to three orders of magnitude larger than the time-scale
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of the crystallization event. This suggests that the
time to reach crystallization is nucleation controlled
and the crystallization process itself causes further
nucleation reflecting in the narrow crystallization
peak. In the low temperature region very little scatter
of t1% was observed in fluxed and unfluxed samples
and is independent of the sample size. This suggests
that the supercooled liquid becomes unstable with
respect to the nucleation of crystals, which means that
nuclei form spontaneously over the entire sample.
This results in the fact that the growth of the crystals
solely determines the time scale of the crystallization
process. Describing the measured crystallization rate
at low temperatures with a common isothermal model
requires a large number of pre-existing nuclei.
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