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Structural changes during a liquid-liquid transition in the deeply undercooled
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Using high energy synchrotron x-ray radiation combined with electrostatic levitation, in situ structural analysis
of a bulk metallic glass forming liquid is performed from above the liquidus temperature down to the glass
transition. The data indicate a liquid-liquid transition (LLT) in the deeply undercooled state at T /Tg ∼ 1.2 which
manifests as a maximum in the heat capacity and an abrupt shift in the first peak position of the total structure
factor in the absence of a pronounced density change. Analysis of the corresponding real-space data shows
that the LLT involves changes in short- and medium-range order. The structural changes on the length scale of
medium-range order imply a fragile-strong transition in agreement with experimental viscosity data.
DOI: 10.1103/PhysRevB.93.014201
I. INTRODUCTION

Within the last decades increasing evidence for polymorphous phase transitions in the liquid state, referred to as liquidliquid transitions (LLTs), has been reported experimentally [1–
3] as well as computationally [4–7]. These findings include the
liquid [2,7,8] as well as its frozen-in glassy state [9] and span a
wide range of chemical species including, e.g., water [10,11],
aqueous solutions [12], Y2 O3 -Al2 O3 [1], SiO2 [7], BeF2 [13],
thriphenyl phosphite [14,15], Si, P [2,8], Ge [3], and recently
multicomponent bulk metallic glass (BMG) forming systems
(Ce-Al [9], Zr-Cu-Ti-Ni-Be [16]).
Aside from the fundamental question of whether a system
that is characterized by permanently rearranging configurations can exist in distinct modifications (liquid phases) that
are equal in composition but differ in local structure and
thermodynamic properties [17], LLTs are also of interest due
to their implications on the system’s dynamics. In particular,
LLTs have been proposed to explain experimentally observed
anomalous changes in liquid dynamics, a phenomenon known
as fragile-strong transition (FST) [7,16,18–20]. Apart from
their relevance to fundamental aspects of physics, FSTs are
recently recognized for their technological importance, e.g.,
in phase-change memory applications [21,22]. The sensitivity
of liquid dynamics with respect to temperature changes is
commonly quantified by the concept of “fragility” [23].
Liquids that follow a near exponential temperature dependence
(Arrhenius behavior) are classified as “strong,” while liquids
that deviate from Arrhenius behavior are defined as “fragile.”
Often, experimental data are best described by the empirical
Vogel-Fulcher-Tamman (VFT) equation
f = f0 exp[D ∗ T0 /(T − T0 )],

(1)

where D* and T0 are system-specific parameters, f denotes
a dynamical variable (e.g., diffusivity, viscosity, or relaxation
time), f0 is the lower limit for T → ∞, T0 is the temperature
where f would approach infinity in the limit T → T0 , and
D* is the so-called fragility parameter. Strong liquids are
characterized by larger values of D* and Tg /T0 , fragile
2469-9950/2016/93(1)/014201(7)

liquids exhibit lower D* and Tg /T0 (Tg is the glass transition
temperature). In this description a FST manifests in changes
in D* and Tg /T0 .
A connection between the dynamics and thermodynamics
can be achieved via the Adam-Gibbs-relation [24]
f = f0 exp(B/T SC ),

(2)

where B is an effective activation energy barrier usually
obtained from data fitting [25]. In this model, the fundamental
quantity that drives the evolution of the system’s dynamics is
the configurational entropy Sc , which gives a measure of the
number of configurational states that the system can access in
its potential energy landscape [26,27]. Though the theoretical
basis of the Adam-Gibbs entropy model [24] has been questioned [28] the general applicability of Eq. (2) is corroborated
by the strong empirical correlation between the fragility and
the evolution of excess entropy of the liquid over the crystalline
phase Sex of a large number of glass forming systems [29,30].
Expecting that the structural changes occurring during a LLT
manifest themselves in the thermodynamics via a change in
Sc , Eq. (2) provides a qualitative link to the resulting changes
in the liquid’s dynamics.
Here we report on the structural changes of a bulk metallic
glass forming alloy from far above the melting point down to
the glass transition. A LLT in the deeply supercooled liquid
is revealed at T /Tg ∼ 1.2 which manifests as an anomalous
shift in the first peak position of the static total structure factor
S*(Q). We further show that the LLT is thermodynamically
reflected by a peak in the ratio of specific heat capacity to
total hemispherical emissivity cp /ε, denoting a decrease in
entropy associated with the atomic reconfiguration. Relying
on a previously established empirical correlation linking the
structural changes on a length scale of about 3 to 4 atomic
diamters (∼1 nm) to fragility [31], we demonstrate that this
change in local liquid structure implies a FST, thus explaining
the experimentally observed difference in fragility between
the high and low temperature viscosity behavior of a number
of BMG liquids [32]. The current experimental findings
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corroborate that FSTs may arise from an underlying phase
transition in the liquid state as postulated earlier within the big
picture of glass forming liquids [19].
II. EXPERIMENTAL METHODS

To detect and explore the structural changes associated
with a LLT we performed in situ high energy synchrotron
x-ray diffraction (HESXRD) on electrostatic levitated (ESL)
droplets of the Zr58.5 Cu15.6 Ni12.8 Al10.3 Nb2.8 BMG forming
liquid. HESXRD was carried out at Petra III P07 beamline
at DESY (Hamburg). This technique is appropriate for timeresolved structural studies on the atomic scale. The ESL
technique allows access to the deeply undercooled liquid,
due to the absence of container walls, which may act as
preferential nucleation sites [33]. For a detailed description of
the experimental setup and data analysis the reader is referred
to the Supplemental Material [34].
III. RESULTS AND DISCUSSION

The selected alloy possesses a relatively low critical cooling
rate for glass formation (1.75 K/s) [35], which makes it
particularly ideal for structural investigations over a wide
temperature range from above the liquidus Tl down to the glass
transition temperature Tg . Moreover, this alloy melt shows a
discrepancy between the high and low temperature viscosity
behavior, which has been proposed to be related to a FST [32].
The temperature-time profile obtained during free cooling
of the levitated molten droplet is shown in Fig. 1(a). Within
the temperature range from 1473 to 673 K no recalescence
due to bulk crystallization of the sample is observed. Note
that 673 K is the lower detection limit of the pyrometer used
within this study. Figure 1(b) shows a density versus temperature plot obtained from a separate volume measurement
in the ESL under similar experimental conditions. During
undercooling towards the glass transition Tg , the density
increases continuously without any evidence of a sudden
change that would indicate crystallization. The evolution of
the total structure factor S*(Q) during cooling into the glass
is shown in Fig. 1(c). At all temperatures, S*(Q) reveals
the typical appearance of an amorphous structure lacking
long-range order. During undercooling, the maxima of S*(Q)
sharpen and gain in intensity reflecting the less pronounced
thermally induced smearing of atomic correlations. However,
the patterns do not show any evidence for crystallization. No
Bragg peaks are visible in the entire temperature and Q range
of the investigation. Moreover, inspection of the measured
two-dimensional (2D) detector patterns reveals no indications
of the formation of crystallites.
To reveal a possible phase transition in the liquid state,
the evolution of the total static structure factor S*(Q) with
temperature is analyzed [16,37]. In Fig. 2(a) the position of
the first maximum in S*(Q), Q1max , is plotted during heating
at 100 K/min from an initially glassy sample and subsequent
free cooling from the equilibrium liquid. For clarity the data of
the crystallized material (gap in heating data) is not displayed.
During heating, Q1max decreases as expected for an increase of
interatomic distances with decreasing density [38]. At about
770 K, the sample crystallizes in agreement with differential

FIG. 1. (a) Time-temperature profile for free cooling of the
sample in ESL. (b) Density as a function of temperature during
cooling into the glassy state. (c) Evolution of the static total structure
factor S*(Q) during undercooling the levitated molten droplet into
the glassy state for the temperature profile shown in (a).

thermal analysis [39]. Above the melting point Tm , Q1max
once again decreases with increasing T. However, a linear
extrapolation of the low temperature supercooled liquid data (T
< 800 K) does not match the high temperature data (T > Tm ).
Upon subsequent cooling, Q1max first follows the heating data
until a sudden increase occurs in the deeply undercooled liquid
between 900 and 800 K. As a result, the values of Q1max
match those obtained during previous heating. To further
exclude that the shift of Q1max results from the formation of
crystallites, the changes in the diffraction intensity ILLT (Q)
are compared with the changes associated with the initial stage
of crystallization Icryst (Q). Both are found to be substantially
different (see Fig. 3) corroborating that the observed behavior
of S*(Q) is the signature of a structural transition within the
deeply undercooled liquid state and does not correspond to the
onset of crystallization of the melt.
The aforementioned findings imply a thermodynamic signature associated with a reorganization of the atomic structure.
Using the Stefan-Boltzmann law, cp /ε is calculated from the
temperature-time profiles during cooling [Fig. 1(a)] and shown
in Fig. 2(b) in comparison to literature data obtained from
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FIG. 2. (a) Position of the first maximum of S ∗ (Q), Q1max ,
during heating of an initially glassy sample and subsequent cooling
down to the glassy state. (b) Ratio of specific heat capacity to
total hemispherical emissivity cp /ε calculated from the temperature
profile measured in ESL [Fig. 1(a)] during cooling to the glassy state
in comparison with the measured calorimetric cp data of Gallino
et al. [36].

calorimetric measurements [36]. In contrast to the expected
course predicted from fitting of the cp data close to Tg [36],
the measured cp /ε passes through a maximum coinciding
with the observed anomaly in S*(Q) and is therefore regarded
as the thermal signature associated with the transition in the
deeply undercooled liquid. Taking ε = 0.22 for temperatures
around Tg , as deduced from the comparison of cp /ε with
the calorimetric cp in Fig. 2(b), the additional heat release
obtained from integration of the peak is ∼0.5 kJ/g atom, and
corresponds to a decrease in entropy of ∼0.6 J/g atom K, i.e.,

FIG. 3. Changes in diffraction patterns I(Q), associated with the
LLT, ILLT (Q) (upper part), and with the initial stage of crystallization Icryst (Q) (lower part). Changes are determined with respect to a
reference temperature Tref to amplify the changes associated with each
process. Insets show the corresponding temperature-time profiles of
the sample. The reference temperatures and the temperature range
used for the comparison are indicated by arrows in the inset.

∼7% of the entropy of fusion [36] in good agreement with
the values measured earlier for a LLT in another bulk metallic
glass former [16]. This is consistent with an increase in order
during the transition, i.e., a transition from a less ordered
high temperature (HTL) to a more ordered low temperature
liquid phase (LTL). The appearance of peaklike anomalies
in cp /ε and volumetric thermal expansion coefficient α for
the current alloy has been previously reported [40]. Lacking
diffraction data, however, those observations were attributed
to crystallization [40], which is not supported by the current
structural analysis. The large scattering observed in the
present analysis of α (see Supplemental Material [34]) does
not allow one to draw conclusions about an anomaly as
observed in Ref. [40]. However, the continuous linear change
of density with temperature [Fig. 1(b)] indicates that there
is no significant change in density or α associated with
LLT.
In the following we make use of the Fourier transforms of
S*(Q) and analyze the evolution of the associated total radial
distribution function G(r). We note that the total structure
factor of a five component alloy is the sum of 15 partial
structure factors, which prevents a detailed structural analysis.
Nevertheless, we will show that the G(r) data are basically
in accordance with a structural transition as indicated by the
evolution of thermodynamics and structure in reciprocal space.
Furthermore, the calculated G(r) will enable us to connect the
structural changes to the dynamics.
Figure 4 shows the evolution of G(r) during cooling
from 1473 K, i.e., about 300 K above the liquidus, down
673 K. Arrows indicate the shift of maxima and minima
with decreasing temperature. A close up view of the first two
peaks corresponding to interatomic correlations at the length
scale of SRO is shown in the inset. With lower temperatures,
at all length scales, the peaks sharpen and gain in intensity
reflecting the higher interatomic correlations resulting from the
increasing spatial confinement and less pronounced thermal
vibrations of the atoms.
Figure 4(b) shows the evolution of the first five peak
positions ri and peak intensities G(ri ) normalized to their value
at 673 K upon cooling from the equilibrium liquid down to the
glass. Several anomalies, involving the length scale of SRO and
MRO, can be detected. For instance, r1 shows an unexpected
change in slope, r4 and r5 display steplike decreases, while
G(r4 ) and G(r5 ) exhibit abrupt increases upon undercooling.
Magnified plots showing the individual courses of ri and G(ri )
during cooling can be found in the Supplemental Material [34].
The anomalies in real space data coincide exactly with the shift
of Q1max and the cp /ε peak as illustrated by the shaded region,
suggesting a direct connection between these observations. We
note that the anomalous, negative expansion of r1 is a common
observation in metallic melts and its origin has been debated
recently [41–43]. Figure 4 further reveals a diverse structural
evolution at different length scales which may explain the
absence of a pronounced density change during the LLT [cf.
Fig. 1(c)]. The absence of a marked density change throughout
a LLT in another bulk metallic glass forming melt was already
observed earlier [16]. In this connection we emphasize that
the metallic bonding character, energetically, does not prefer
considerably less efficiently packed structures as compared
to systems that are dominated by directional bonding. It thus
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tendency upon cooling manifests as a rise in cp as Tg is
approached [46,50].
Although the direct observation of a dynamic crossover
via conventional viscometry in the present alloy is precluded
by crystallization, in the following we demonstrate that the
observed structural changes imply a FST, giving an explanation
for the difference in fragility observed between the high
and low temperature viscosities. To validate that the atomicscale structural changes are in agreement with a FST, we
apply a recently established empirical correlation that links
fragility to the evolution of atomic correlations on length
scales of about 1 nm (MRO) [31]. Alternatively, a correlation
linking the high temperature viscosity of metallic melts to
the evolution of the first peak height in S*(Q) was proposed
recently [53]. However, based on its derivation, this relation
is unable to explain the experimentally observed diversity of
the fragility of metallic liquids at lower temperatures near
Tg and, hence, is not used in the present study. The applied
correlation [31] links fragility to a structural metric defined
as
δ=

FIG. 4. (a) Evolution of G(r) during undercooling the levitated
droplet from above the melting point down into the glass. The
inset shows a close up view of the first two peak positions.
Arrows indicate the evolution of peak maxima and minima with
decreasing temperatures. (b) Evolution of the first five peak positions
ri (T )/ri (673 K) and peak intensities G(ri )/G(ri )(673 K) normalized
to their value at 673 K. LTL: low temperature liquid; HTL: high
temperature liquid. The shaded region indicates the LLT. Solid lines
are to guide the eyes only. Curves are shifted for clarity. Magnified
plots of the individual course of peak positions and heights can be
found in the Supplemental Material [34].

appears that in these multicomponent metallic systems the
transition from one densely packed liquid phase to another
is driven by chemical ordering tendencies resulting from the
large negative heat of mixing among the constituents.
The above findings imply that the LLT involves structural
changes including SRO (cf., e.g., r1 ) and MRO (cf., e.g., r4
and r5 ). Numerical and experimental findings indicate that
energetically preferred, more efficiently packed atomic clusters (EPCs)—exemplarily but not necessarily icosahedra—are
locally favored structures associated with SRO in metallic liquids [44–47]. Moreover, molecular dynamics studies suggests
that EPCs can aggregate, building up larger (e.g., networklike)
structural units, which, in turn, are associated with the viscous
slowdown during undercooling [48–52]. Due to their lower
degeneracy of states [46], the formation of locally favored
structures (ECPs or agglomerates) is accompanied by an
increase in order. Thermodynamically, an increasing ordering

V4−3 (T ) − V4−3 (Tg )
V4−3 (T )
=
,
V4−3 (Tg )
V4−3 (Tg )

which as a first approximation was interpreted as the
temperature-induced structural dilatation on a length scale of
about 3 to 4 atomic diameters (∼1 nm) [31]. The volume
enclosed between the third and fourth peak position of G(r),
r3 and r4 , is denoted as V4−3 (T ) = 4/3 π [r4 (T )3 − r3 (T )3 ],
and Tg  is the temperature where the systems structurally
enters its supercooled liquid state when heated through the
glass transition [31]. Considering that cluster-based structural
models for metallic glasses estimate the extent of locally
dense-packed cluster aggregates to be of the order of 1 nm [54],
and taking into account that the expansion of MRO through
an aggregation or network formation of ECPs is thought to be
related to the viscous slowdown [48,49,51,52], it is justifiable
to assume that fragility is inherently linked to structural
changes on this length scale. In particular, it was found that
a larger δ corresponds to a more fragile behavior [31], and
vice versa, as shown in Fig. 5(a) for seven different bulk
metallic glass formers. The negative of the slope of δ in
Fig. 5(a) corresponds to the structural fragility parameter
(V )
mstr4−3 , which is plotted against the fragility steepness index
(V )
m in Fig 5(b). Note that mstr4−3 scales linearly with m and can
be converted into D* values via m = 16 + 590/D ∗ [55]. In
accordance with Ref. [31], δ is calculated from the temperature
dependence of r3 and r4 (Fig. 3) and its negative value is
plotted on a Tg  -scaled inverse temperature plot in Fig. 5(c).
It is evident that the high temperature liquid (HTL) and the
low temperature liquid (LTL) vary significantly in terms of δ.
In the HTL, δ noticeably decreases upon cooling, as expected
for a more fragile liquid [31]. In contrast, below the LLT,
δ remains almost constant, fluctuating around zero, as is
characteristic for kinetically stronger behavior [31]. Making
use of the linear correlation depicted in Fig. 5(b), the slope
(V )
mstr4−3 of the HTL is converted into m and D* values. This
yields a change from D ∗(LTL) expt = 21 for the LTL [32] to
∗
D(HTL)
= 12 for the HTL which is close to the value obtained
from Couette-viscometry D ∗(HTL) expt = 10 [32]. Our analysis
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FIG. 6. Tg -scaled Arrhenius plot (Angell plot) of the viscosity
behavior derived from the structural data according to the empirical
correlation reported in Ref. [31] (solid lines). The predicted trend
adequately reproduces the experimentally observed viscous behavior
(empty circles). The dashed line connecting the viscosity data of the
HTL with the LTL is the hypothesized course during the LLT. For
comparison the data for SiO2 and o-terphenyl taken from Ref. [58]
are included.

FIG. 5. (a) Temperature-induced changes in V4−3 , V4−3 , with
respect to its value at Tg  plotted versus Tg  /T for seven bulk metallic
glass forming alloys. Note that the negative of the slopes in (a)
correlates with the fragility steepness index m as shown in (b). (a) and
(b) are reproduced from Ref. [31]. (c) Volume changes V4−3 with
respect to its value at Tg  plotted versus Tg  /T during undercooling the
levitated, molten droplet from a temperature far above melting point
into the glassy state. The solid line corresponds to the linear fit. Note
(V
)
that its slope mstr4−3 = 0.067 can be transferred into kinetic fragility
m = 65 corresponding to D∗ ∼ 12 as shown by the red arrow in (b).
The dashed area in (b) represents the uncertainty of fitting.

of the structural data thus predicts a FST associated with the
LLT in the deeply undercooled liquid at T /Tg ∼ 1.2.
A graphical representation of the structure-predicted viscosity behavior in comparison to the experimental data is
shown in Fig. 6. The course of viscosity is determined from
the structural data by inserting the derived D* values into VFT
equation. The high temperature limit T →  corresponding to
the preexponential factor η0 in the VFT equation is calculated
as η0 = NVAmh , where h is Planck’s constant, NA is Avogadro’s
number, and Vm is the molar volume, based on Eyring’s
considerations on the lower bound for viscosity [56]. Figure 6
demonstrates that the structure-predicted viscosity behavior
adequately describes the experimental data. Furthermore, a
two order of magnitude change in viscosity is suggested as
illustrated by the hypothesized course of viscosity during the
LLT shown as the dashed line in Fig. 6. This agrees with

the magnitude of viscosity change throughout a fragile-strong
transition determined by Couette viscometry in a different bulk
metallic glass forming alloy [57].
IV. CONCLUSION

In conclusion, we report strong evidence for a LLT in the
deeply undercooled liquid state at T /Tg ∼ 1.2 in which a less
ordered high temperature phase transforms to a more ordered
low temperature phase. Analysis of real space structural
data shows that the LLT involves changes in SRO and
MRO. Relying on previous observations linking the structural
evolution at MRO to fragility it is demonstrated that the
changes in MRO correlations on the length scale of about
1 nm can adequately describe the experimentally observed
changes in the viscous behavior. As a consequence, a FST
accompanied by a 2 order of magnitude change in viscosity
is predicted. Our present findings substantiate the idea that
MRO correlations are inherently linked to the viscous behavior.
This is in line with recent MD simulations which suggest
that the viscous slowdown (fragility) of metallic liquids upon
undercooling is related to the expansion of MRO by an
aggregation or network formation of energetically preferred
atomic clusters. The present work corroborates the conception
that strong liquids differ from fragile liquids by occupying
different flanks of an underlying order-disorder transition as
postulated in the “big picture” of glass forming liquids [18,19].
This stresses the role of LLTs and their dynamic implications
towards understanding the viscous slowdown towards the glass
transition.
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