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The composition Pdgy; Ni,,S,; has been shown to be the best glass former in the family of recently discovered
glass forming PdNiS alloys. In this study, this sample system was systematically investigated using fluctuation-
and correlation electron microscopy of which the results are compared to a Pd,,Ni,P,, bulk metallic glass that
serves as a model system for metallic glasses. Strong differences in the local atomic correlations beyond the
short-range order were observed, which are assumed to be a reason for their discrepancy in thermal stability.
The relaxation dynamics at room temperature revealed faster dynamics in the sulfur-containing Pds;Ni,,S,,

1. Introduction

Metallic glasses have been the subject of intensive research since
their discovery in the 1960s [1,2]. Since then, new alloy classes that
form bulk metallic glasses (BMG) upon melt quenching have been re-
ported, with sulfur-containing alloys being a very recent addition [3,4].
Within this new alloy class that allows bulk glass formation, PdNiS-
alloys show the highest glass forming ability (GFA). Compositionally,
these alloys shows resemblance with the PANiP BMGs that present a
model case of metallic glass formation due to their high kinetic stability
and large GFA at comparably simple chemical constitution, allowing
for in-depth analyses of the structure and properties of a metallic
glass without detrimental interference of premature crystallization or
phase decompositioning. Despite similar atomic radii of sulfur and
phosphorous, the compositions with the respective best glass form-
ing ability are located at different stoichiometries with Pd,;,NizgPsq
and Pd3;NiyySo; [4,5]. Recent studies, utilizing Differential Scanning
Calorimetry (DSC), revealed differences between these two sample
systems with respect to their reduced glass transition temperatures
T,, =T, / T;, with the glass transition temperature, 7, and the liquidus
temperature of the alloy composition, 7;. The difference in 7,, indicates
that the GFA of the S-containing alloys is considerably lower, which
has been confirmed experimentally. In fact, the best glass forming
composition of PANiP reaches values for 7,, of 0.66, with T, = 578 K
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and a critical diameter of d,, = 10 mm whereas T,, for the best glass
forming composition of PANiS was observed at 0.58 with T, = 430 K
and d., = 1.5 mm [4]. Apart from the observed differences concerning
GFA and kinetic stability between P-containing and S-containing Pd-Ni-
based BMGs, the known differences of the two alloy constituents, P or
S, concerning their dominant binding characteristics allow analyzing
the correlations between electronic bonding characteristics such as
covalency and the local atomic structure as well as the local dynamics.

Thus, the present study is focused on the comparison between
the two best glass forming compositions within the systems PdNiS
and PdNiP with respect to their local structure, i.e the medium-range
order (MRO), and their local dynamics. MRO characterizes pair-pair
correlations and thus describes structural correlations exceeding the so-
called short range order that describes local motifs that are confined
to the first 1-2 coordination shells. Diffraction-based analyses of the
MRO correlation lengths were reported to be in the range of 1-4 nm,
and even MRO size scales reaching up to 6 nm were reported [6-9].
In the present work, the MRO was analyzed in a transmission electron
microscope (TEM) using Fluctuation Electron Microscopy (FEM) [10].
Relaxation dynamics in metallic glasses have often been investigated
by X-ray photon correlation spectroscopy (XPCS) or DSC. These mea-
surements provide data on the volume-averaged relaxation dynamics
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of volumes exceeding the typical MRO length scale by many orders
of magnitude. In this work, information on local dynamics with high
spatial resolution was obtained using Electron Correlation Microscopy
(ECM) [11]. The approach followed here offers the opportunity to ana-
lyze structure and dynamics on the length scale of the MRO. Moreover,
and with respect to the observed differences of the (macroscopic) GFA
of the two alloys, the TEM-based methods applied here analyze the
atomic structure and its dynamics on the same length sale that also
controls nucleation of crystalline phases in metallic glasses. Therefore,
the current analysis also discusses possible correlations between differ-
ences in MRO and local glassy dynamics, related to different bonding
characteristics, and differences in the macroscopic glass forming ability
of the two Pd-Ni-based bulk glass forming alloys.

2. Methods
2.1. Sample preparation

Both glassy alloys were synthesized in bulk form. The Pd3;NiyySo,
samples were prepared by suction casting. High purity elements were
melted in silica tubes under high purity argon atmosphere. Subse-
quently, the samples were fluxed through remelting in dehydrated B,0;
flux. Finally, the samples were suction-cast into water cooled copper
molds under high purity argon atmosphere.

The Pd,(NiygP,q samples were prepared from high purity ingots
which were melted and cast into copper molds inside a customized melt
spinner under high purity argon atmosphere.

The amorphous state of both the sulfur- and phosphorous containing
samples was confirmed by X-ray diffraction and TEM measurements.

2.2. TEM measurements

TEM samples were prepared in a ZEISS Crossbeam 340 using ion
beam energies of 35 keV; final polishing was done using low energy
ions of 5 keV. Prior to TEM measurements, all samples were plasma
cleaned for 90 s in a Fioschione Plasma Cleaner in order to avoid
contamination. All TEM measurements were performed at 300 kV in an
FEI Thermo Fisher Scientific Themis 300 G3 TEM. The relative thick-
nesses of the TEM lamellae were determined via the log ratio method
using the low-loss part of the electron energy loss spectrum [12].
The reference areas for both FEM and ECM showed no thickness
gradient. Also, the HAADF signal acquired in parallel during FEM
measurements did not show any gradient in counts, confirming the
uniform thickness [13]. Energy-dispersive X-ray (EDX) spectroscopy
accompanied by high angle annular dark field scanning transmission
electron microscopy (HAADF-STEM) was measured in a quadrupole
energy dispersive X-ray system (Super-EDX detector) and showed no
measurable compositional inhomogeneities in the regions of interest
used for FEM and ECM.

2.3. Fluctuation electron microscopy

Fluctuation electron microscopy is an electron diffraction technique
that gains information from the spatial fluctuations in the diffracted in-
tensity V(%, R) of nano-sized volumes extracted from nanobeam diffrac-
tion patterns (NBDP) [8]. This can be achieved using microdiffraction
operating the TEM in the scanning mode (STEM). Parallel coherent
nanometer-sized probes are scanned over a sample region and the
diffracted intensity variance V as a function of the scattering angle
yields information on higher order structural correlations [14,15]. The
normalized variance V(%, R) is a function of the scattering vector % and
the spatial resolution R: V(k, R) = @ — 1, with () being the

1(k,R}F)
average over sample position 7. The spatial resolution R is determined
as the full width at half maximum (FWHM) of the electron beam, which
was directly imaged on a CMOS camera (Ceta) and analyzed using a
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GMS™ (Gatan) script from Dave Mitchell [16]. Systematically varying
the probe size is called variable resolution FEM (VR-FEM). This method
allows for the measurement of the MRO length scale, MRO volume frac-
tion or anisotropy/strain [17]. The experimental normalized variance
profiles were calculated using the annular mean of variance image [18].
For the VR-FEM data evaluation, the maximum normalized variance
and its position were determined using a Gaussian fit in the k range
between 4 and 5.5 1/nm. For each normalized variance curve, V,,, (R)
was plotted against 1/R? according to the Stratton-Voyles model [19].
When the probe size coincides with the scattering MRO length scale
a peak or plateau occurs in these curves. For the estimation of the
MRO volume fraction, the normalized variance curves peak heights
have been used, which are a semi-quantitative measure [7,9,17].
NBDP series were acquired using a beam current of 15 pA and
probe sizes between 0.8 and 6.6 nm at FWHM. The acquisition time
for the individual NBDPs was set to 4 s and a binning of 4 was used to
ensure a high signal-to-noise ratio. It was made sure that all parameters
influencing the diffraction intensity such as foil-thickness, exposure
time and beam current were kept constant for all samples to allow for a
detailed and unambiguous comparison between the two alloy systems.

2.4. Electron correlation microscopy

Electron Correlation Microscopy uses intensity changes of tilted
dark-field (t-DF) micrographs to extract local dynamics [11]. Dynamics
in (metallic) glasses can often be described by a Kohlrausch-Williams—
Watts (KWW)-function g,() = 1+ A -exp(=()/) [20,21], where
B is the stretching exponent, r the average relaxation time and A
an instrument dependent scaling parameter. From a t-DF micrograph

series, a time correlation can be calculated using the autocorrelation
function: aaadvy )
unction: g,(r) = ~———*. Pixelwise fitting of a KWW-function to
I«

the acquired time ccgrr(eiation yields a map of relaxation dynamics in
the form of z- and p-maps. Thus, the ECM results give a metric for
the speckle lifetime per pixel and position and consequentially for the
structural dynamics of the glass at the specific experimental parameters
such as temperature, time and electron dose.

Prior to the fitting of the KWW-function, a logarithmic resampling
of the data was performed to avoid an increase in the data point density
for longer exposure times. Moreover, a certain fraction of the data
points in the PANiS z-maps was set to zero in case that the calculated
autocorrelations were deviating more than 15 % from the mean. A total
of 5421 pixels were set to 0, which is the equivalent of about 1.2%
of all pixels analyzed. Thus, crystallization events, even if they would
occur, were excluded from the analysis. Excluding the pixels set to zero
artificially lowers the calculated averaged z-times. However, since the
fraction of pixels is low, the overall estimation of relaxation times is
still valid.

Each data set was acquired over a period of 18150 s and con-
tained 3630 individual t-DF images, each frame had a dwelltime of
4 s with a wait time of 1 s in between frames. For comparability,
all ECM measurements were performed under identical experimental
conditions, including the electron dose which was kept constant at
1.5 - 10° e~/(nm? s). It is worth noting that it is essential to keep
the parameters constant to ensure a similar sample-beam interaction,
because it has been shown that there is an artificial electron beam
induced speed-up of relaxation dynamics [22].

The standard ECM approach assumes a steady state, termed quasi-
thermodynamic equilibrium [23], which describes the requirement
that the investigated system needs to be stationary with respect to
irreversible long-range rearrangements on the time scale of the mea-
surement, to achieve a robust metric for the local dynamics [11].
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3. Results and discussion
3.1. Fluctuation electron microscopy

Normalized variance curves for both investigated sample systems,
i.e. PdygNiggP,y and PdsNig,S,;, are shown in Fig. 1. Two peaks
are observed for both sample systems with the first peak being the
more prominent one. The first peak in the normalized variance curves
is located at ki':ge":k = 4.64 + 0.02 1/nm for the Pd;;NigyS,y; glass
whereas the first peak appears at k‘;i’f:ﬂ:’m’” = 4.74 + 0.02 1/nm for
Pd4oNisoPoo. This difference of the k-values amounts to about 2 %
and can be attributed to differences in the prevalent MRO correlation
length. Structurally, the differences of the correlation length of the
MRO might be related to an increase of the excess free volume in the
sulfur-containing alloy [24] or to a difference in packing density. Both
alternative interpretations would be in line with topological expecta-
tions for a more covalently bonding system due to the larger steric
hindrances involved when the directionality of interatomic bonds is
increased.

When plotting the probe size-dependent peak heights V., as
Stratton-Voyles plots (see Fig. 2), two aspects are directly observable
for both systems. First, the maximum variance is reached for similar
probe sizes, i.e. 1.6 = 0.5 in the sulfur-containing and 1.7 + 0.5 nm
in the phosphorous-containing system, implying that the underlying
correlation lengths are similar. Second, a significant difference of the
absolute values of the normalized variance for the smallest correla-

tion lengths was observed, which occur at V*“/* = 0.142 and at

1stpeak
i i’t";; 'Z’""“ = 0.196. The peak height in a Stratton-Voyles-plot is a semi-

quantitative measure for the MRO volume fraction. Here, only the peak
height of the most prominent correlation length present in both systems
was used for comparison, revealing a relative decrease of the MRO
volume fraction for the Pd3;NiyySo; as compared to the Pd,oNigoPoq
glass.

Highly stable glasses can be characterized as having both a low
Gibbs free energy and a large activation energy for crystallization. The
observed difference of the MRO volume fractions of the two Pd-Ni-
based BMGs might be related to their respective thermal stabilities,
i.e. the values of T,, of the two glasses. A direct correlation between
the underlying motifs of MRO and the observed changes in the MRO
was not possible here, but might be possible by applying reverse Monte
Carlo simulations. It has been shown that MRO observed in metallic
glasses can have both icosahedral and crystalline motifs, while there
are reports of almost perfect icosahedral configurations present in
the PdygNiggP, glass [25,26]. Thus, under the assumption that the
prevailing MRO present in both glasses is of icosahedral nature it could
be speculated that with increasing local microscopic or mesoscopic
structural order, the Gibbs free energy is reduced. Consequently, an
increase of the MRO volume fraction would increase the thermody-
namic stability of the glass. This assumption can be substantiated by
thermodynamic calculations on the basis that the driving force for the
nucleation process in glasses can be estimated through the difference in
Gibbs free energy between the liquid and the primary crystalline phase
AG'~*, i.e. the thermodynamic “driving force” for nucleation. Applying
Turnbull’s approximation [4,27], AG'~* can be approximated by the
entropy of fusion. The respective entropies of fusion for Pd,;,NisgPsq
and Pd3;Niy,S,; have been determined in earlier DSC studies as 8.6 J
g-atom~! K~! and 14.2 J g-atom~! K~1, respectively, revealing a higher
thermodynamic tendency to form crystals for Pds;NisySy, [4,28]. A
combination of both, the structural and thermodynamic arguments,
leads to a qualitative explanation for the strong difference in T,, and
GFA of Pd4oNizoP, and Pd3z;NigySy;.

Up to this point, no unambiguous assessment can be made whether
the addition of sulfur promotes the formation of covalent bonds, al-
though suggestions have been made that sulfur can enhance the forma-
tion of covalent bonds in the glass forming alloy TiNiS [29]. Previously,
theoretical studies suggested that in the Pd4gNisgPy, glass, (Ni,Pd)oP
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Fig. 1. Normalized variance curves of (a) Pds;Ni,,S,; and (b) Pd,NisgPy, acquired
with different probe sizes. The first peak maxima are observed at 4.64 nm~' and
4.74 nm~!, as indicated by the black lines. Data for Pd,yNi,P,, was taken from [9].
(For interpretation of the references to color in this figure legend, the reader is referred
to the web version of this article.)
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Fig. 2. FEM analysis visualized in the form of Stratton-Voyles plots, i.e. peak height at
the first maximum in the normalized variance curves plotted against 1/R?, are shown
for Pds;Niyy Sy, and PdyoNiyoPyq.



H. Voigt et al.

Table 1
Parameters of the KWW-function fitted perpendicular to the main diagonal of the TTCF.

For the fitting over 5000 s were averaged and centered around different waiting times.

Sample Center [s] 7 [s] B R?
Pd;, Ni,S,, 6150 449 + 6 0.55 + 0.01 0.93
11400 528 + 7 0.46 + 0.01 0.91
Pd4oNisoPso 6150 2727 + 4 0.59 + 0.01 0.99
11400 2354 + 4 0.63 + 0.01 0.98
Table 2

Parameters of the KWW-function fitted to the (g,-1)/A
functions calculated from the tilted DF-time series.

Sample 7 [s] B
PdoNigPso 1028 + 4 0.76 + 0.01

trigonal prism clusters with a phosphorous atom in the center and
a covalent nature could be present [30]. Similar behavior could be
expected for the sulfur-containing glasses due to the fact that the atomic
radii of sulfur and phosphorous are comparable and the electronega-
tivity of sulfur EN, . = 2.58 after Pauling is even larger than that
of phosphorous EN ,,,,n0r0us = 2.19. Thus, a more directional bonding
character can be assumed for the S-containing alloys, further promot-
ing the hypothesis that covalent bonding might be more significant
in the Sulfur-containing glasses. However, the differences in electron
configuration and electronegativity between phosphorus and sulfur do
not seem to have an impact on the MRO length scale, which is rather
surprising since a hybridization of sulfur could be expected, which
would result in smaller bond lengths and more directional bonds.

Moreover, as indicated by an analysis performed by Scopigno et al.
and Schnabel et al. [31,32], a larger directionality of bonds (i.e. stronger
covalent contributions to the total binding energy) should lead to
more stable glasses. While this tendency is understandable in terms of
steric reasons, it should also be considered that these analyses were
performed for different systems, i.e. non-metallic glasses or thin-film
metallic glasses of low GFA.

3.2. Electron correlation microscopy

Two-time correlation functions (TTCF) were calculated for both
Pd4NigoP4o and Pd3;NigySyy from a 540 x 430 pixel area, providing
good statistics and are shown in Fig. 3. From visual inspection for both
sample systems, no narrowing or broadening of the main diagonal was
observed, indicating neither beam-driven acceleration of dynamics nor
aging within the temporal observation window. For a more quantitative
evaluation selective relaxation times averaged over more than 5000 s
centered around waiting times of 6150 s and 11400 s were calculated
by investigating the decorrelations perpendicular to the main diagonal
of the TTCF (see Fig. 4) [23,33]. Such averaging was required to ensure
a good signal-to-noise ratio. At both waiting times the decorrelations
were fitted using a KWW-function as shown in Fig. 4. The deviation
in relaxation times between waiting times was calculated to be of the
order of 15 % for both sample systems, and the corresponding fitting
parameters are listed in Table 1. We can thus assume that these kind
of deviations of the order of 15 % are method based since it is found to
be similar for both samples. However, it is obvious that the relaxation
times in the sulfur based system are smaller than in the phosphorus
based one; this will be focused on in more detail in the next section.
Thus, it can be concluded that neither of the systems experienced
stronger narrowing or broadening of the main diagonal.

3.2.1. Composition-induced differences of the local dynamics
Quantification of the relaxation dynamics was done via averaging
the auto-correlation over all positions of the sample. The spatially
averaged (g,-1)/A functions for both systems are shown in Fig. 5(a)
and 5(b) together with single KWW-fits, respectively fitted to them. It
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Fig. 3. Two-time correlation functions calculated for (a) Pd3Nig,S,;, and (b)
Pd,NigP,,. No narrowing or broadening could be observed, ensuring quasi-
thermodynamic equilibrium.

is important to note that, given the (4 + 1) s exposure time for each
frame, there are only two data points between 10° and 10' s. This
might be confusing because the time axis is logarithmically scaled. The
corresponding fitting parameters are listed in Table 2 and confirm that
the local dynamics at room temperature are considerably faster in the
sulfur-containing glass.

The different local dynamics have to be discussed, considering the
different glass transition temperatures. In fact, both materials have a
different ratio of T/T, at room temperature, which in the following is
referred to as homologous glass transition temperature Ty ;. They are
calculated to be ngl'cfw =0.69 and T’};’ZS” horous — 0.51. Since Pds; NigySyy
at room temperature is closer to T, it is expected to show faster
dynamics and, as a consequence, to be less stable.

3.2.2. Heterogeneity of local dynamics in Pd3; NiyyS,,

In Figs. 5(c) and 5(d) the spatially resolved dynamics of both
systems are displayed in the form of r-maps. From these r-maps it
is apparent that rather well-defined, distinct regions with relatively
slower dynamics exist in the Pd3;NiyySy; system, whereas this het-
erogeneity does not exist in the Pd,yNisoPy system. These regions
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Fig. 4. Comparison of the momentary relaxation times calculated at different waiting times for (a) Pd3;Niy,S,, and (b) Pd,oNisPyq.

have not yet crystallized as shown by the TTCF and have an average
diameter of about 5-8 nm, i.e. their size is considerably larger than
the characteristic size scale of the MRO. While these regions might
appear as indicative of mesoscopically coherent dynamics, it should
be noted that any spatio-temporal coherence cannot be analyzed by
the present approach. The local regions observed in Fig. 5(c) indicate
the existence of regions where rearrangement during the duration of
the measurement occurred at comparable dynamics. This in itself is
an interesting observation, hinting to a length scale for dynamic het-
erogeneity. Yet, whether those rearrangements occurred cooperatively
or not can unfortunately not be assessed on the basis of the present
analysis and represents a topic for further method development and
investigation.

The z-distributions for both systems are shown in Figs. 5(e) and 5(f).
It is possible to describe the distribution in Pd,4(NigoP5o as lognormal.
In contrast, the data obtained on Pdj3;Ni4,Sy; can be described with
reasonably high accuracy using the superposition of two lognormal
distributions, while the fit with only one lognormal distribution renders
a considerably larger error to the best fit. The superposition of two
lognormal distribution functions can be interpreted as the existence of
two types of regions with different mean relaxation times, where the
partial distribution at higher characteristic times for rearrangement has
a lower volume percentage. Thus, it is assumed that this distribution is
correlated to the distinct regions of slower dynamics in the Pd3; NigySs
BMG.

In a molecular dynamics (MD) simulation the impact of structural
and dynamic heterogeneity on the crystallization was investigated. One
of their principal conclusions was that structural pre-ordering involving
a decrease in mobility promotes nucleation [34]. Similar results have
been obtained from unsupervised machine learning studies [35]. Con-
sequently, the assumption can be made that the clustered regions with
slower dynamics might act as precursors for crystallization. It should be
stressed that the regions of slower dynamics are interpreted as regions
where the slow-down of dynamics might indicate a larger fertility of
these regions to form a crystalline phase at either longer times or higher
temperatures. This hypothesis is in line with the observed tendency of
Pd3;NiysS,; to crystallize more readily, i.e. to present lower kinetic
stability and lower GFA as compared to the Pd4,NizoP,y BMG.

4. Summary and conclusions

The results of the present study demonstrate the impact of sulfur
on the MRO in a bulk metallic glass by comparing the most stable
configurations of ternary PdNi-based metalloid BMG with phosphorous
or sulfur as the third alloying elements. The absolute MRO correla-
tion length appears not to be affected by varying the metalloid from
phosphorous to sulfur and is of the order of 1.6-1.7 nm. However,
the MRO volume fraction is observed to be significantly different for

the two alloy systems. The relative reduction of the MRO volume
fraction of the sulfur-containing glass might be related to the lower
kinetic stability of Pd3;Nis,S,; as compared to Pd4oNiygPog. In this
line of argument, a topologically more ordered system, e.g. given by an
increased icosahedral-like MRO volume fraction, should have a reduced
Gibbs free energy compared to a less ordered system. This reduction of
Gibbs free energy could be the reason for the lower thermal stability
of the Pd3;NiyyS,, BMG as compared to the phosphorous-containing
glass.

The difference in the first peak position of the normalized variance
curves can either be interpreted as a change in excess free volume or
a change in packing density. For the packing density @ calculation, a
simple estimation based on hard spheres was made as follows: @ =
VpN,/M, where p is the density, N, the Avogadro constant, M the
average molar mass and V the weighted mean atomic volume of the ‘av-
erage’ hard spheres. The respective packing densities were determined
to be @5 = 0.40 for Pds; Nig,S,; and @ = 0.61 for Pd,oNisPoq. These
calculated values are representing the same trend observable from the
NBDP analysis while there is an expected discrepancy in the absolute
values.

The presence of sulfur also does seem to have an impact on the local
dynamics of atomic rearrangements in the glass at room temperature.
In the Pd;;Niy,S,, glass overall faster dynamics were observed as
compared to the Pd,NisoPyo glass, which is in agreement with the
relative magnitudes of the homologous glass transition temperatures of
TSH“'Gf“' =0.69 and T‘Z’gs"h"”’” = 0.51. Interestingly, distinct regions with
slower dynamics have been observed for the Pd;;Niy»S,, BMG, which
might act as precursors for nucleation, in agreement with previous
studies determining that Pds; Nig,S,, is more likely to crystallize.

Nonetheless, the underlying mechanism of the relation between the
detected regions of slower dynamics and the onset of crystallization
needs to be examined more thoroughly in experiments to come. At this
point we suggest three hypotheses that require concerted experiments
and theoretical studies to distinguish between the alternatives:

+ The onset of crystallization is the immediate effect caused by a co-
operatively re-arranging region with altered relaxation dynamics.
This theory is closely following the concept of Adam and Gibbs
[36].

» The dynamics are changed due to a local rearrangement of atoms.
Regions exhibiting increased order or crystal-like motifs slow
down the dynamics.

» The onset of nucleation itself causes the change in relaxation
dynamics.

This study thus highlights the drastic changes in structure and relax-
ation dynamics that are introduced when exchanging alloying elements,
such as phosphorous with sulfur.
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Fig. 5. ECM analysis of Pds Niy,S,, and Pd,;NiyP,. (a) and (b) show fits of a single KWW to the normalized autocorrelation function averaged over 437400 pixel. Spatially
resolved relaxation times are shown in (c) and (d) as r-maps displaying the fitting parameter at each pixel. z-Distributions with lognormal fits are displayed in (e) and (f). (Left:

Pdy; NigyS,;, Right: PdggNigPaq).

Last but not least, the present study could correlate, for the first
time, the relaxation dynamics at temperatures below the glass transi-
tion in metallic glasses with structural modifications on the nanometer
scale. These results indicate a route for addressing long-standing is-
sues concerning the possible structural origins of glassy dynamics and
dynamic heterogeneity of glassy systems.
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