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Advantages of eutectic alloys for creating catalysts
in the realm of nanotechnology-enabled metallurgy
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The nascent field of nanotechnology-enabled metallurgy has great potential. However, the

role of eutectic alloys and the nature of alloy solidification in this field are still largely

unknown. To demonstrate one of the promises of liquid metals in the field, we explore a

model system of catalytically active Bi-Sn nano-alloys produced using a liquid-phase ultra-

sonication technique and investigate their phase separation, surface oxidation, and nuclea-

tion. The Bi-Sn ratio determines the grain boundary properties and the emergence of

dislocations within the nano-alloys. The eutectic system gives rise to the smallest grain

dimensions among all Bi-Sn ratios along with more pronounced dislocation formation within

the nano-alloys. Using electrochemical CO2 reduction and photocatalysis, we demonstrate

that the structural peculiarity of the eutectic nano-alloys offers the highest catalytic activity in

comparison with their non-eutectic counterparts. The fundamentals of nano-alloy formation

revealed here may establish the groundwork for creating bimetallic and multimetallic nano-

alloys.
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It is an ancient wisdom that alloys produced by mixing dif-
ferent metals together, such as bronze, brass, and pewter, can
offer more desirable properties than their single-metal coun-

terparts1. Interests in alloys have not subsided in present time but
rather significantly expanded as combinatoric metallurgy in
pursuit of well-tailored alloys. These efforts have led to the dis-
covery of metallic glasses2, ultrahigh strength super alloys3, high-
entropy alloys4, and many more5–7.

Interesting behaviours are seen in liquid metal alloys. It has
been known for long that mixing different metals can lead to a
decrease in both melting and freezing temperatures8. At an exact
mixing ratio, the temperature drop becomes most significant,
leading to the state referred to as the eutectic, from the Greek
word meaning ‘easily melting’. The single-phase-like transition
behaviour of eutectic systems has been shown to be advantageous
for many technologically important applications, such as heat
exchange and electronic switches9–11. While these applications
mostly concern liquid metals in their bulk form, in recent years
more knowledge regarding the properties in low dimensions, has
been gained, thanks to advancements in electron microscopy and
other spectroscopic capabilities12.

To explore the fundamentals of liquid alloys across different
scales, both their surface and core should be studied. To date,
such studies on bulk systems have resulted in intriguing
observations. For instance, despite the fact that liquid metals
and some of their alloys are defined by their disordered con-
densed state within their bulk, X-ray reflectivity analyses have
revealed that their surfaces are ordered at atomic level13–15, a
unique virtue of liquid alloys which has led to new methods for
creating two-dimensional materials16,17. Moreover, in a liquid
metal bulk, adding extra metallic entities have been found to
improve their catalysis performance18. Similarly, it is perceived
that many other distinct traits of liquid metals can be observed
in nanoscales.

From a scientific point of view, the solid-to-liquid transition is
a game-changing characteristic of alloys, considering their
unique transformations during solidification. By changing the
conditions during mixing and solidification, interesting phase
separation can be achieved within the alloys and unique crystal
phases can be developed19,20, depending on the nature of the
liquid metal mixture and the applied stimuli. One of the stimuli
is mechanical that can be applied by means of ultrasonication.
Fundamentally, ultrasonication induces high intensity shear
stress by ultrasonic irradiation to achieve fragmentation of liquid
specimen21. It is a high-throughput, readily scalable method for
the synthesis of micro-material and nano-material from liquid
metals22–24. While ultrasonication cannot be directly applied to
many metals individually due to their high melting temperature,
the melting point drop via mixing different metals can make
their alloys accessible for ultrasonication processing. Therefore,
combining ultrasonication with traditional metallurgy practices
could be a potential strategy to realise liquid metal pathways for
scalable synthesis of high value microalloys and nano-alloys,
which could be promising for catalysis, optoelectronics, and
biodiagnostics25–28.

In this work, we synthesise nano-alloys by ultrasonication and
investigate the intrinsic phase separation within the nanoparticles
during solidification. Ultrasonication process is pursued for
creating catalytic nano-alloys as it offers high yield, low cost, and
avoids unwanted by-products that are formed in many typical
chemical/electrochemical reactions29,30. Many multimetallic
nano-alloys are known to be efficient catalysts relative to their
monometallic counterparts25,26, so here as a proof-of-concept, we
select bismuth–tin (Bi–Sn) alloys as the input for our system.
Advantageously, these binary alloys show no intermetallic
phase, which make the study less complex and more informative

(Fig. 1)31. As illustrated in Fig. 1a, we start by synthesising Bi–Sn
bulk alloys for studying the phase separation, under no applied
stimuli, in order to elucidate the crystal formation during the
solidification at different Bi–Sn ratios. Liquid phase ultrasonica-
tion of these liquid bulk samples is then performed at an elevated
temperature, which breaks the bulk samples into nano-alloys. We
investigate changes in the structure and the phase-transition
behaviour of these nano-alloys that arise from compositional
differences. We compare the nano-alloys with their bulks, and
examine atomic scale structures and defect formations, especially
in the eutectic phase. Bi–Sn nano-alloys of different ratios are
then investigated for photocatalysis degradation of organic pol-
lutants (Fig. 1b) and electrochemical catalytic reduction of CO2

(Fig. 1c). We highlight and discuss why the sample with the
eutectic composition offers the best performance in the catalytic
processes.

Results
Bi–Sn bulk alloys. The study of the phase separation after soli-
dification of liquid metal alloys in bulk form can give good indi-
cations on what may occur in nano-alloys. Here BixSn1−x bulk
alloys with Bi weight ratios of x= 0.20 (hypoeutectic), 0.40
(hypoeutectic), 0.57 (eutectic), 0.80 (hypereutectic), and the rest
comprised of Sn, together with individual Sn (x= 0.00) and Bi
(x= 1.00) metals, were prepared and characterised (see the
“Methods” section). Ambient-temperature and non-directionally
solidified Bi–Sn bulk alloys were fractured after liquid nitrogen
cooling and the microstructures of their cross-sections were
investigated using scanning electron microscopy (SEM) and
energy-dispersive X-ray spectroscopy (EDX). Their transverse
sections show microscale subdivisions of finely distributed rod-
like, fibrous and lamellar phases (Fig. 2a–c, Supplementary Fig. 1).
The change in Bi–Sn ratios gives rise to distinct morphologies,
which are discussed below.

As shown in Fig. 2a–c, for the Bi–Sn sample with the lowest Bi
ratio (x= 0.20), Bi forms micron/sub-micron dimensional rods
(almost 100%), which discretely embedded into the Sn back-
ground phase. While with lower frequency of occurrence (16%),
this discrete growth is also observed as the Bi ratio is increased to
x= 0.40, where the Bi and Sn phases start to cut into each other,
and the well-known fibrous and lamellar structures emerge32.
When the Bi–Sn ratio reaches the eutectic value (x= 0.57), the
fibrous (59%) and lamellar (41%) structures become dominant,
ruling out the discrete growth regime as observed in the
hypoeutectic samples. When the mixing becomes hypereutectic
(x= 0.80), Bi grows into thick lamellae (76%) with small inter-
lamella spacings.

The separation of the Bi and Sn phases inside the bulk samples
can be understood given the fact that nucleation and the
subsequent crystal growth of individual elements lead to phase
redistribution during solidification32,33. We note that, either
being fibrous or lamellar, the distribution of the Bi and Sn phases
inside the eutectic sample is more uniform than the non-eutectics.
In addition, the significantly distorted fibrous structures indicate
stress build-up in the samples and therefore, the dominance of
the fibrous structures in the eutectic sample implies its enhanced
stress after solidification. Such structures of the eutectic sample
have a thermodynamic origin, which is revealed by differential
scanning calorimetry (DSC). As can be seen from the DSC curves
in Fig. 2d, the eutectic sample (x= 0.57) is the only Bi–Sn
mixture with a single endothermic peak (melting onset 139 °C)
during the melting half cycle and a single exothermic peak during
the other solidification half, which is by definition the phase
transition behaviour of a eutectic system. Conversely, all non-
eutectic mixtures show an endothermic peak at the eutectic onset
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and a broad shoulder at a higher temperature. The solidification
temperature of the samples is lower than the melting temperature
due to the supercooling effect34.

From a thermodynamic perspective, the equilibrium at the
interfacial areas between different phases in the eutectic mixture
leads to their simultaneous solidification at a single temperature,
but the phases in the non-eutectic mixtures solidify successively
over a wide temperature range35. Therefore, simultaneous
solidification is naturally favoured for the Bi and Sn phases in
the eutectic sample to adapt more uniform distributions.
Moreover, simultaneous solidification will not allow stress formed
between different phase domains to dissipate effectively, resulting
in more stress build-up in the eutectic sample.

The X-ray diffraction (XRD) patterns in Fig. 2e show that the
two metallic phases observed in the as-prepared Bi–Sn bulk alloys
are rhombohedral Bi and tetragonal Sn, which can be assigned to
the crystallographic structure of elemental Bi (PDF: 04-006-7762)
and elemental Sn (PDF: 04-008-4977), respectively. No inter-
metallic phase is observed due to the nature of the Bi–Sn system8.
The match between the XRD patterns of each metallic phase in
the solidified alloys and their corresponding single metal XRD
peaks is also an evidence of phase separation. The varying sample
ratios are well reflected by the relative intensities of the Bi and
Sn peaks.

In the Bi–Sn binary alloy system, the oxidation of the liquid
metal surface competes between the formation of SnO, SnO2, and
Bi2O3. This is assumed to be governed by the Gibbs free energy of

oxidation when no sonication is applied15. To assess this
assumption, we exfoliate the surface oxide layers formed on
different liquid BixSn1−x bulk samples (see the “Methods”
section) to examine which oxide phase is selectively formed
(Fig. 2f, Supplementary Fig. 2)15–17. The Raman spectra of the
surface oxide layers (Fig. 2g) show that the result of the
competition of oxide formation on the surface of the bulk Bi–Sn
alloys is preferentially won by SnO. Here Bi2O3 layer is rarely
seen, even at high Bi concentrations, and SnO2 only reveals itself
at x= 0.80. The favourability of SnO formation on the surface of
the bulk is further validated through thermodynamic calculation
using FACT-Sage36. As can be seen from Fig. 2h, the formation of
SnO can be predicted from the Bi–Sn–O phase diagram at low O2

concentration (region i) which is matched by our experimental
conditions. In addition, the formation of SnO2 at low Sn ratio
(regions ii and iii) in the system can also be inferred from the
phase diagram.

The characterisations of the bulk samples show that composi-
tion plays a significant role during the solidification, phase
separation, and surface oxidation of the bulk samples, which
influences their micro- and nano-structures. Importantly, mixing
Bi and Sn at the eutectic ratio is found to give rise to higher
structural uniformity within the bulk.

Bi–Sn nano-alloys. To investigate the compositional influences
when the sample size is reduced to the nanoscale, the Bi–Sn nano-
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alloys prepared by liquid phase ultrasonication (Supplementary
Fig. 3), are further characterised and compared. It can be seen
from the transmission electron microscopy (TEM) images in
Fig. 3a–d that sonicating the Bi–Sn liquid alloys at elevated
temperature brings the sample size down to the nanoscale (see the
“Methods” section). After post-processing, these fully solidified
nano-alloy particles feature truncated spherical shapes. The size
distributions show these particles range from several tens of

nanometres to about 100 nm (Fig. 3e–h). Some larger particles
typically exceeding 200 nm are also occasionally found (Supple-
mentary Fig. 4). A comparison of the particle size distribution
between different samples shows a decreasing trend of the overall
particle size with respect to the Bi ratio x. Such particle size
distribution is attributed to the decrease of surface tension as
the Bi ratio increases37. The characteristic droplet size d produced
by the shear flow during ultrasonication correlates with

BiSn(l), SnO(s)

    Bi(l),

  SnO(s),

SnO2(s)

    Bi(l),

  Bi2O3(s),

SnO2(s)

SnO2(s), 

Bi2O3(s), O2(g)

(i)
(ii)

(iii)

(iv)

O Sn

Bi

Sn (mol%)

Bi (m
ol%

)O
 (m

ol
%

)

20 40 60 80

20

40

60

8020

40

60

80

x = 1.00

x = 0.80

x = 0.57

x = 0.40

x = 0.20

x = 0.00

100 200 300 400

Raman shift (cm–1)

In
te

ns
ity

 (
a.

u.
)

SnO2

SnO Si substrate

Bi2O3 Bi2O3

Touch print

Liquid Bi–Sn bulk

Si substrate

2D oxide layer

i ii iii iv

100%

0% 0% 0%

16%

47%

37%

0%

i ii iii iv

0%

59%

41%

0%

i ii iii iv

0%

24%

0%

76%

i ii iii iv

x = 0.20 x = 0.40 x = 0.57 x = 0.80

Bi (   ) Sn (   )

In
te

ns
ity

 (
a.

u.
)

2�
20 30 40 50 60 70

x = 0.00

SnO

Bi2O3

x = 0.20

x = 0.40

x = 0.57

x = 0.80

x = 1.00

E
xo

E
nd

o
H

ea
t f

lu
x

Temperature (°C)

x = 0.00

x = 0.20

x = 0.40

x = 0.57

x = 0.80

x = 1.00

50 100 150 200 250 300

(i)

SEM

Bi

Sn Sn Sn Sn

Bi Bi Bi

SEM SEM SEM

(ii) (iii) (iv)a

b

c

d

e

f g h

Fig. 2 Characterisation of BixSn1-x bulk alloys. a SEM images and EDX element mappings showing the distribution of the Bi and Sn phases in four types of
solidification structures observed in the Bi–Sn bulk alloys. Scale bars: (i) 2 µm; (ii) 5 µm; (iii) 2 µm; (iv) 5 µm. b Magnified views of different solidification
structures. Scale bars: 500 nm. c Distribution of different solidification structures in different Bi–Sn bulk alloys. d DSC curves showing the melting (solid
lines) and solidification (dash lines) trends of the bulk samples. e XRD patterns of the bulk samples. f Schematics of touch-printed surface oxide layer from
liquid Bi–Sn bulk samples. g Raman spectra of the touch-printed surface oxide layers from bulk liquid Bi–Sn samples. h Phase diagram of the Bi–Sn–O
system calculated at 300 °C, 1 atm

ARTICLE NATURE COMMUNICATIONS | https://doi.org/10.1038/s41467-019-12615-6

4 NATURE COMMUNICATIONS |         (2019) 10:4645 | https://doi.org/10.1038/s41467-019-12615-6 | www.nature.com/naturecommunications

www.nature.com/naturecommunications


0 50 nm 0 50 nm
nm
30

20

10

0

0 100 200 300 400 nm

30

20

10

0

0 100 200 300 400 nm

nm

x = 0.00 x = 1.00

x = 0.20

x = 0.40

x = 0.57

x = 0.80

Particle size (nm)

C
ou

nt
s

0 50 100 150 200

>
20

0

Mean: 65.8 nm 
Median: 60.5 nm 

Particle size (nm)

C
ou

nt
s

0 50 100 150 200

>
20

0

Mean: 84.0 nm 
Median: 73.0 nm 

Particle size (nm)

C
ou

nt
s

0 50 100 150 200

>
20

0

Mean: 94.9 nm 
Median: 89.6 nm 

0 50 100 150 200
Particle size (nm)

C
ou

nt
s

>
20

0

Mean: 96.6 nm 
Median: 90.6 nm x = 0.20

x = 0.40

x = 0.57

x = 0.80

In
te

ns
ity

 (
a.

u.
)

2�
20 30 40 50 60 70

SnO2SnOSn

Bi Bi2O3

x 
=

 0
.0

0
x 

=
 0

.2
0

x 
=

 0
.4

0
x 

=
 0

.5
7

x 
=

 0
.8

0
x 

=
 1

.0
0

50 100 150 200 250 300

E
xo

E
nd

o
H

ea
t f

lu
x

Temperature (°C)

x 
=

 0
.0

0
x 

=
 0

.2
0

x 
=

 0
.4

0
x 

=
 0

.5
7

x 
=

 0
.8

0
x 

=
 1

.0
0

l

k

h

g

f

e

d

ji

c

b

a

Fig. 3 Characterisation of the BixSn1-x nano-alloys. a–d TEM images of the nano-alloys prepared by liquid phase ultrasonication of Bi–Sn bulk alloys with
different compositions. Scale bars: 100 nm. e–h Size distribution of the particles with their median and mean values indicated. i, j Control samples prepared
with Sn metal (i) and Bi metal (j). The inset figures show the AFM topography and the thickness profiles along the dash line of the Sn and Bi particles. Scale
bars: 200 nm. k DSC curves showing the melting (solid lines) and solidification (dash lines) trends of the samples. l XRD patterns of the samples

NATURE COMMUNICATIONS | https://doi.org/10.1038/s41467-019-12615-6 ARTICLE

NATURE COMMUNICATIONS |         (2019) 10:4645 | https://doi.org/10.1038/s41467-019-12615-6 | www.nature.com/naturecommunications 5

www.nature.com/naturecommunications
www.nature.com/naturecommunications


Taylor’s prediction:

d / σ xð Þ= ηc _γ
� � ð1Þ

where σ(x) is taken as the Bi–Sn alloy surface tension, ηc is the
viscosity of the continuous phase (solvent), and _γ is the shear rate
of the flow produced by ultrasonication21,38. In our experiments,
since the ultrasonication power, the solvent, and the heating
conditions (temperature) are kept the same for the Bi–Sn alloys,
the same solvent viscosity ηc and shear rate _γ can be assumed.
Therefore, d is expected to be only a function of the single variant
σ(x), the specimen–solvent interfacial tension. As such, the
decrease of σ(x), as the Bi ratio x increases, leads to the drop in
the overall particle size37.

Interestingly, when two other control samples are prepared
using either Sn or Bi metal alone, the ultrasonication process
mostly produces nanoplates rather than spherical nanoparticles
(spherical Sn nanoparticles are also seen occasionally, Fig. 3i). As
can be seen from the atomic force microscopy (AFM) images,
these nanoplates typically have a few tens of nanometre thickness,
while they are a few hundred nanometres in the lateral dimensions
(insets of Fig. 3i, j). This is presumably due to the formation of
two-dimensional oxide of these liquid metals during the
sonication process, which can be naturally delaminated from
their surface. The results show one of the stark differences between
processing liquid alloys and pure metals. It seems that the layering
of the surface, which is seen for pure liquid metals, promotes the
formation of the flakes13,23 and the coexistence of Bi and Sn in the
liquid alloys is not favourable for the metals to separate themselves
from the bulk as flakes during ultrasonication.

While the DSC curves of the control samples (x= 0.00 and x
= 1.00) shows similar phase transition behaviour as their bulks
(but more significant supercooling), the DSC melting curves of
the Bi–Sn nano-alloys split into two major peaks (Fig. 3k). This
unusual observation suggests that likely two sub-particle types
with different compositions co-exist in the samples. Such a
conclusion is confirmed by observations in Fig. 3a–d, Supple-
mentary Fig. 4. Peculiar phase separation occurs during
sonication has also been shown by Tang et al.39. These results
imply that when the liquid bulk alloys are fragmented into
nanodroplets during ultrasonication, the localised composition
may be changed. The high-melting-temperature phase (in
correspondence to the DSC peak on the right) is associated with
the large particles with Bi-rich cores, which have different Bi–Sn
ratio after the separation from the bulk (Supplementary Fig. 5).
The other low-melting-temperature phase (in correspondence to
the DSC peak on the left) is assigned to particles that are smaller
in size (Supplementary Fig. 6). It is also confirmed by EDX
(Supplementary Fig. 7) that the phase with the melting onset at
~265 °C, 6 °C lower than that of bulk Bi, is a Bi-rich phase rather
than elemental Bi. These results mean that despite the composi-
tional changes, all particles either small or large, constitute both
Bi and Sn. Since the small particles, which account for the
majority of the surface of the samples, play the leading role in
chemical or electrochemical reactions, we proceed with a focus on
the analysis of the small particles.

It can be seen from the melting peaks of the small particles (the
DSC peak on the left in Fig. 3k) that, in comparison with the DSC
curves of the bulk samples (Fig. 2d), the shoulders of the non-
eutectic samples are shaved after the liquid phase ultrasonication,
indicating the accompanying compositional changes. By contrast,
as shown in the insets of Fig. 3k (see also Supplementary Fig. 8 for
comparison of the temperature derivative of heat flow), the single
melting peak of the eutectic sample implies that the eutectic
Bi–Sn ratio in the small particles is still maintained after
ultrasonication. The result in fact shows how differently the
eutectic sample behaves in comparison to the non-eutectics as it

seems that finer nucleation occurs during eutectic solidification,
dominating the behaviour of the phase separation. During the
cooling half cycle, the nucleation process is sensitive to multiple
factors such as the size, existence of surface oxides, and cooling
conditions for small particles40, and as such the Bi–Sn nano-alloy
samples show complex solidification behaviour.

The XRD technique, which has deep penetration, allows a
glimpse of the inner particle compositions of the particle samples.
More importantly, the outcome will tell whether the knowledge
from the XRD results of the bulk alloy can be applied to the core
of nano-alloys. Encouragingly, as shown in Fig. 3l, the XRD
patterns reveal that the Bi and Sn metallic phases in the particles
share the same crystallographic phases with their bulk precursors
and the samples are partially oxidised after ultrasonication. SnO
and Bi2O3 are recognised as the oxide phases for the control Sn
and Bi samples, respectively. For the Bi–Sn nano-alloys, two types
of Sn oxides, namely SnO and SnO2, emerge, but the oxide of Bi is
absent. The absence of Bi oxide deep inside the nano-alloys can
be rationalised by considering the competing oxidising process of
the metallic phases based on the Bi–Sn–O phase diagram
(Fig. 2h). The oxidation mechanisms of pure Sn and Bi is likely
due to the constant exfoliation of the flakes during the sonication,
which is also similarly seen in the sonication of Ga23. The
difference in morphologies between the pure and alloyed samples
shows the significant impact of alloying, which increases the
surface entropy and disturbs its order, reducing the possibility of
removing surface layers by the shear force during the ultra-
sonication process.

The surface of nanoparticles may constitute different composi-
tions in comparison to their core. Understanding the surface
composition is especially important for nano-alloys as different
oxides can emerge on or within nanoparticles, while they are not
seen in the bulk. The coexistence of Bi and Sn oxides on the surface
of the Bi–Sn nano-alloy samples is confirmed further by EDX-
coupled scanning TEM (STEM) and X-ray photoelectron spectro-
scopy (XPS), both of which are surface sensitive techniques.
STEM–EDX mapping shows the distribution of Bi and Sn, together
with O due to partial oxidation (Fig. 4a, Supplementary Figs. 5–7).
The XPS twin peaks at the Bi 4f region (159.4 and 164.6 eV) and the
Sn 3d region (486.7 and 495.2 eV) are characteristic features of
Bi2O3, and SnO/SnO2, respectively (Fig. 4b)41,42. From the variation
of the intensity of the Bi 4f and Sn 3d peaks, it can be inferred that
the alloys’ compositional influences are peculiarly expressed on the
surface of the nano-alloys. The significant difference of the relative
intensity of O1s peaks between the nano-alloy samples and the
control Bi and Sn samples may come from the different oxygen
dissolvability of the solvents that used to prepare the samples (see
the “Methods” section).

Given the overlapping of the Sn 3d XPS peaks of SnO and
SnO2, Raman spectroscopy was further engaged to access the
composition of the Bi–Sn nano-alloys (Fig. 4c). The two major
Raman peaks at 113 and 211 cm−1, which are the characteristic
Eg and A1g modes of SnO, respectively, indicate that the surface of
the nano-alloys is dominated by SnO17,43. Interestingly, with
increasing Bi ratio (and simultaneously decreasing Sn ratio),
small peaks around 160 and 190 cm−1 begin to emerge for the
eutectic sample, which can be assigned to SnO2

44 and Bi2O3
45,

respectively. The emergence of SnO2 and Bi2O3 peaks can be
expected given that the decrease of the Sn content in the Bi–Sn
nano-alloys enhances the propensity of further oxidisation of SnO
to SnO2 and increase of Bi augments the possibility of Bi2O3

emergence. It thus can be inferred that the SnO2 content, as
revealed by XRD (Fig. 3l), mainly belongs to the region under the
nano-alloy surface.

Altogether, the nano-alloys prepared by liquid phase ultra-
sonication feature a Bi2O3-doped SnO surface with their doping
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ratio proportional to the Bi concentration (according to XPS).
The influence of the Bi–Sn ratio on the surface composition again
reveals that the eutectic ratio is likely the critical turning point in
which the emergence of both SnO2 and Bi2O3 becomes more
effective (according to Raman spectroscopy). The formation of
such peculiar structures on the surface of the nano-alloys can be
described by the selective surface migration, phase separation and
oxidation of the nano-alloy constitutes during liquid phase
ultrasonication15. One important observation from these experi-
ments is the difference between the surface oxidation of the bulk
and oxides on nano-alloy surface. This deviation is presumably
caused by the sonication process, which promotes phase
separation at the same time as the surface oxidation takes place.
We have already discussed about the surface domination of the
bulk sample by SnO when no sonication is applied. However, our
characterisations revealed that under ultrasonication SnO2 also
appears near the surface when Sn concentration reaches the
eutectic value or lower. For these concentrations the emergence of
SnO2 is favoured, especially when oxygen can be continuously
dissolved in the solvent, which is the case for the sonication
process.

The mixing of different atom species in alloys can offer more
intrinsic influences at the atomic scale. The dark-field TEM (DF-
TEM) images in Fig. 5a–d show that the BixSn1−x nano-alloys
produced by our method are polycrystalline. Polycrystallinity
implies the presence of grains and grain boundaries46. Qualitative
comparisons between the grain dimensions within the samples

reveal that the phase distribution in the eutectic nanoparticles are
more homogeneous than the non-eutectics at the equivalent scale
and as such constitutes smaller grains (more DF-TEM results can
be found in Supplementary Fig. 9). These results mean that, after
solidification, phase separation imposes itself more delicately on
the eutectic nano-alloys. As shown in Fig. 5e–h, we further
outline the grain boundaries of the bright-field high-resolution
TEM (BF-HR-TEM) images taken from different nano-alloy
samples according to different orientations of crystal lattices of
different grains. Then the size of the grains within individual
nanoparticles can be statistically evaluated. The surveys of the
grain size distribution of different samples reveal that the overall
grain size of the eutectic sample is the smallest among all the
samples (insets of Fig. 5e–h), while its particle size is not
(Fig. 3e–h). Crystal grains imply two-dimensional defects.
Logically, the eutectic sample with the smallest grains should
have the largest amount of boundaries and interfaces. We note
that the higher polycrystallinity (smaller grain size) in the eutectic
nano-alloys is typically found in the HR-TEM sample images
(Supplementary Fig. 10).

In addition, the formation of low-dimensional defects is
frequently observed in the eutectic nano-alloys, which is either
absent or rarely seen in the non-eutectic particles. For instance,
classic one-dimensional edge dislocations are observed (Fig. 5i, j)
at much higher frequencies of occurrence in the eutectic nano-
nanoalloys. It can also be seen from Fig. 5i that due to the small
scale of grains and the coexistence of local edge dislocations, their
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glide planes terminate shortly. Figure 5j shows a more complex
scenario in which long-range lattice misalignments occur on both
sides of the indicated edge dislocation. Presumably, this is formed
as screw dislocations set in and couple with the edge dislocations
(mixed dislocations)47, or by faulted stacking of different atom
species. Based on all the characterisations of the nano-alloys, an
illustration of the characteristic structure of the nano-alloys is
presented in Fig. 5k, l. The nano-alloys have a surface containing
SnO and Bi2O3, a deeper region mostly composed of SnO and
SnO2, and a Bi–Sn metallic core. All these regions feature intense
defects.

Defect formation is known to be facilitated in multi-metal
systems due to differences in radius and electron structure of the
atoms48. The Bi–Sn nano-alloys prepared by liquid phase
sonication are expected to have enhanced defect formation since,
besides the incorporation of different atom species, their crystal
structures are established through a phase transition process35.
The distinct crystallisation behaviours between the eutectic and
non-eutectic samples are thought to be responsible for their
structural differences after solidification. The solidification of the
Bi–Sn alloys is governed by the formation of nuclei and their
subsequent growth, with the later process being much faster than
the former32. Therefore, the solidification of the hypoeutectic
(x= 0.20 and 0.40) and the hypereutectic (x= 0.80) Bi–Sn alloys
start with the nucleation and growth of Sn and Bi, respectively.
Since the growth of crystals takes place preferentially on
crystalline faces and the Bi–Sn system forms no intermetallic
phase, it results in a gradual growth of Sn or Bi during the
solidification, which leads to the formation of larger grains hence
lower grain density for the non-eutectic alloys. For the eutectic
(x= 0.57) alloy, the two types of nuclei form simultaneously
during solidification, and the successive growth of these nuclei
progresses rapidly. As a result, the separation of the Bi and Sn
phases takes place more locally, leading to smaller grain sizes and
higher intensity of grain boundaries than the non-eutectics.

The above-mentioned thermodynamics of alloy solidification
applies to both the Bi–Sn nano-alloys and bulk alloys, so some
observations during the solidification of Bi–Sn bulk alloys can be
associated to that of the nano-alloys. As can be seen from the
zoom-in features of the bulk samples after solidification in Fig. 2b,
significant stress build-up in the bulk eutectic sample is established
from the highly distorted fibrous structures. This is in agreement
with more enhanced defect formation in the eutectic nano-alloys,
resulting in smaller grains in general (Fig. 5e–h). For the non-
eutectic samples, the gradual growth during solidification allows
the establishment of large rods or lamellae structures in bulk
samples, that are relatively stress free at their grain boundaries.

Similarly, for nano-alloys, this is associated with the formation of
relatively larger grains of Bi and Sn.

Different phases in the bulk solid samples features micrometre
separated regions (Fig. 2a, b), while those of the nano-alloys are
typically around ten nanometres (Fig. 5e–h). However, consider-
ing the differences between the nano-alloy and bulk alloy
solidification, it is likely that the heterogeneity of the nano-
alloys further results from: (1) the extra energy applied during the
sonication, and (2) possibility of liquid and solid phase
coexistence in small dimensions that has been reported
previously49. A such, the nano-alloys constitute much more
finely mixed grains.

Electrochemical activity of the Bi–Sn nano-alloys. Since crys-
tallographic defects can act as active sites during chemical reac-
tions and improve the performance of catalysts50–52, higher
polycrystallinity and smaller grains should also lead to better
catalytic performance. The atomic-scale defect containing eutectic
Bi–Sn nano-alloy, with the smallest grains and the highest fre-
quency of line defects, is therefore expected to be more catalyti-
cally active in comparison to its non-eutectic counterparts.

To validate this assumption, we first investigate the CO2

reduction reaction (CO2RR) to test the activity and selectivity of
the eutectic nano-alloys towards formate (HCOO−)
formation41,42,53. The results of the potentiostatic experiments
carried out with different Bi–Sn nano-alloy samples are presented
in Fig. 6. The polarisation curves obtained with the eutectic nano-
alloy (Fig. 6a) reveals an enhanced current density (j) under CO2,
in comparison with Ar saturated 0.1 M KHCO3, attaining a value
of −33 mA cm−2 at an applied potential of −1.4 V vs. reversible
hydrogen electrode (RHE). The inset of Fig. 6a shows a
representative chronoamperometric j–t curve obtained at
−1.2 V which indicates steady j during the bulk electrolysis
sessions. Two gas phases H2 and CO are detected using gas
chromatography. Nuclear magnetic resonance (NMR) test reveals
that the only liquid product generated during CO2RR is the target
formate. From Fig. 6b, it is evident that the eutectic nano-alloy
demonstrates a strong potential dependence for the Faradaic
efficiency for formate (FEHCOO� ) and that formate can be
detected at an applied potential of −0.9 V with a Faradic
efficiency of 38%. Further increasing the applied potential leads to
an increase in FEHCOO� , attaining a maximum of 78% at −1.1 V
before declining to ~60% at −1.2 V. When compared with the
control Sn and Bi samples (Supplementary Fig. 11), the eutectic
nanoalloy is found to be more selective towards HCOO−

generation and its overall activity is comparable to the benchmark
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Sn and Bi catalysts in the literature (Supplementary Table S1).
Moreover, the eutectic nano-alloy is capable of suppressing the
competing hydrogen evolution reaction (HER) that typically
accompanies CO2RR54, as indicated by the low Faradaic
efficiency for H2 (FEH2) across the potentials tested herein (inset
of Fig. 6b). The maximum FEH2 attained with eutectic nano-alloy
was 23% at −0.9 V which decreases steadily to <10% as the
applied potential is lowered to −1.1 V. Furthermore, the Faradaic
efficiency for CO (FECO) remains at <7% throughout all the
potentials tested. The summations of Faradaic efficiencies of the
products (gas products alongside liquid products) do not add up
to 100%, especially for applied potentials beyond the optimum
value (−1.1 V) and this loss of Faradaic efficiency is ascribed to
the charge loss due to the formation of slight carbonaceous
species55, as identified by post-reaction SEM and Raman
measurements (Supplementary Fig. 12). These tests show the
strong viability of the eutectic nano-alloy sample for CO2RR.

We then carry out a systematic investigation to compare all the
Bi–Sn nano-alloy samples for CO2RR. These collective electro-
catalytic results indicate that the Bi–Sn nano-alloy catalysts
generally demonstrate higher selectivity towards CO2RR than
HER (Fig. 6c, Supplementary Fig. 13). Remarkably, the eutectic
sample always gives higher partial current densities towards the
target product of HCOO− (jHCOO� ) at all applied potentials. Since
the size distributions (which is the smallest for x= 0.80 and not
the eutectic) rule out the possibility of size contribution to the
superior performance, the structural differences thus should be
primarily responsible for the eutectic to enable higher activity
towards CO2RR. The pronounced defects formation observed in
the eutectic nano-alloy sample is the most conceivable underlying
mechanism that can be envisaged.

The ability of an electrocatalyst to produce a specific product
during CO2RR can be explained by the stabilisation of different
reaction intermediates on a catalyst surface. In the case of Bi and
Sn catalysts, HCOO− is preferentially formed during CO2RR56.
CO2RR on Bi and Sn catalysts proceed via the first electron
transfer to the CO2 reactant to form CO2 anion radical
intermediate (*CO2˙−), which is generally accepted to be the
rate-determining step for CO2RR56. Subsequent proton and
electron transfers lead to the formation of HCOO− through
either bidentate intermediate (*OCHO) or adsorbed carboxyl
(*COOH) species57,58. For the Bi–Sn nano-alloys, both the
synergistic effect between Bi and Sn on the surface electric state
and the crystallographic defects of the catalysts can affect CO2RR.
On one hand, the presence of a metal (e.g. Bi) that is more
electronegative than the parent metal itself (e.g. Sn) improves the
selectivity of the catalyst towards formate, since the p and d
orbitals of Sn electron states can be upshifted away from the
Fermi level, leading to faster electron transport to the CO2

reactant41,59,60. On the other hand, defects such as grain
boundaries can act as active sites for CO2RR as a result of their
favourable electrical and chemical properties52. These grain
boundaries are reported to tune the binding energy of the
CO2RR reaction intermediates, thereby increasing the formate
current density jHCOO�61. Therefore, the observed enhanced
jHCOO− of the eutectic nano-alloy sample (Fig. 6c) suggests that
defects play a major role here, which matches the increased grain
boundary intensity within the eutectic sample.

Photocatalytic activity of the Bi–Sn nano-alloys. Given that
both Bi oxide and Sn oxide are photocatalytically active62,63, we
conduct one further annealing step to convert the Bi–Sn nano-
alloys to their oxide phases for dye degradation, so as to
demonstrate the multifunctionality of the materials produced by
liquid phase ultrasonication. The as-prepared dark grey Bi–Sn

nano-alloys became yellowish after annealing and XRD mea-
surement shows that the annealing process fully converts the
sample to Bi2O3 and SnO2 (Fig. 7a). Additionally, a binary oxide
phase Bi2Sn2O7, which is generally recognised as a visible-light-
driven photocatalyst64, is also generated, indicating that our
method can access more complex catalytic structures. As shown
in Supplementary Fig. 14, more Bi2Sn2O7 is detected in the
annealed eutectic sample. Most likely, the scenario that describes
this increase is that after annealing, a large amount of the binary
oxide phase of Bi2Sn2O7 is established at the intense grain
boundaries of the Bi and Sn phases in the eutectic sample, where
the two initially metallic phases are in contact with each other.

As shown in Fig. 7b, when compared to the Raman spectra of
the control Sn and Bi samples, the predominance of Bi2O3

45,65

and SnO2
44,66 in the annealed nano-alloy samples is further

confirmed. We highlight that the Raman results reveal that the
annealed eutectic sample has the highest relative intensity of SnO2

defects characterised by ID/IA, where ID (577 cm−1) and IA (633
cm−1) is the SnO2 defect and active Raman mode, respectively67.
The results provide another evidence to support our crystal-
lographic defect characterisations that the eutectic nano-alloy
sample has more enhanced defects formation than the non-
eutectics.

As shown in Fig. 7c, d, the plots of ln (c0/ct) vs. t indicate that
the annealed nano-alloys demonstrate a pseudo-first-order
degradation kinetics towards the Congo red model dye, following
the relation:

� dc
dt

¼ kc ð2Þ

where c is the concentration of dye and k the observed rate
constant (slope of the ln (c0/ct)− t curves). As shown in Fig. 7c,
tests on different annealing temperatures reveal that the eutectic
sample offers the highest degradation when annealed at 500 °C,
and this annealing temperature is chosen for other samples.
Comparison between different sample ratios again shows that the
annealed eutectic sample has the highest rate constant k,
indicating its highest dye degradation rate (Fig. 7d). In addition,
the nano-alloy samples demonstrate higher activity than the
control Sn (x= 0.00) and Bi (x= 1.00) samples (Supplementary
Fig. 15). The good correlation between the defect intensity ratio
(ID/IA) and the rate constant k (Fig. 7e) variation as a function of
x, and that both values reach maxima for the eutectic sample,
indicate that the Sn-related defects may also play a role in
enhancing the number of active sites for the photocatalysis. This
enhanced number of active sites, together with the maximum
intensity of the binary compound Bi2Sn2O7 (Supplementary
Fig. 14), can be attributed to the augmented photocatalytic effect
for the annealed eutectic sample.

The characterisation and the photocatalytic experiment of the
annealed samples show that our strategy of processing alloys in
their liquid state can produce nano-alloy (partially oxidised)
electrochemical catalysts, and be further utilised to create oxide
photocatalytic catalysts. Also, the Raman results provide a
spectroscopic proof to support our TEM microscopic defect
characterisations that processing the eutectic composition leads to
more intense defect formation. Therefore, our results suggest that
it may be a general trend for the eutectic ratio to be the optimum
for developing catalysts using liquid phase ultrasonication. The
phase transition behaviour of the eutectic alloy, which has shown
to be responsible for its unique solidification structures across
different length scales and the formation of different types of
defects, even after annealing, leading to its superior performance.
Since the eutectic sample also has the lowest possible melting
temperature, the findings provide an appealing evidence that
favours eutectic systems.
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Discussion
Using the Bi–Sn alloy system as a model, we have demonstrated
some of the fundamental principles governing nanotechnology-
enabled alloys in a facile synthesis process. These alloys offer
lower melting temperatures than their constituent metals and as
such can be processed in their liquid form using relatively low
energy. Here we applied ultrasonication at elevated temperature
to break up the bulk of these mixtures into nano-entities for
developing polycrystalline nano-alloy catalysts. This top-down
nano-alloy synthesis approach shows how this binary alloy sys-
tem, with no intermetallic phases, could be solidified into nano-
particles with separated phases.

We studied both bulk and nano-alloys of Bi–Sn mixtures at
different ratios focusing on phase separation, surface oxidation
and defect formation. Different Bi–Sn ratios were found to
have distinct structural influences. We showed that ultrasonica-
tion changes the type of oxides emerge on the nano-alloy surface
in comparison to that of the bulk. Specifically, in the eutectic case,
SnO, SnO2, and Bi2O3 can all appear on or near the surface of the
nano-alloys in contrast to the bulk cases where only SnO is seen.
The eutectic composition also resulted in the smallest grains, as
well as other types of defects within the synthesised nano-alloys.
We provided evidence indicating that the eutectic ratio is the
optimum mixing ratio for catalysis applications of nano-alloys, in
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two examples, one for the electrochemical CO2RR and the other
for the photocatalytic degradation of a model dye.

Although low-melting-point metals, including zinc group and
post transition metals, seem to be the first beneficiary of the
demonstrated procedure, the concept can also be extended to
many other systems. This includes selected high-melting-point
metals that can be incorporated in low-melting-point ones to
produce alloys with significantly lower melting temperatures (see
Supplementary Table 2 for a list of binary systems and Supple-
mentary Table 3 for proposed solvents). Additionally, when
incorporated, different metals will compete to attain the dom-
inance on the surface of the alloys. This means that if chosen
correctly, fractional amount of a metal in alloys can still play a
significant role in chemical or catalytic reactions which mostly
rely on surface properties.

The finding that eutectic nano-alloys, made from specific
metals, are better catalysts in comparison to other mixing ratios
of the same metals is appealing. This is due to the fact that pro-
cessing liquid eutectic alloys, which possess the lowest possible
melting point, is favoured for liquid metal ultrasonica-
tion and many other liquid-metal-based methods. Our investi-
gations could help in devising strategies for large scale production
of nano-alloys for various applications. In addition, the work may
provide useful insights for selecting the optimum mixing ratios to
enhance catalytic performance in other nanotechnology-enabled
metallurgy approaches. The incorporation of a liquid phase in
their processing history brings intrinsic differences in comparison
to other procedures for obtaining nanoparticles. The diversity of
metal species and also their combinations (binary, ternary, qua-
ternary, etc.) forecast promising future possibilities.

Methods
Bi–Sn bulk alloy preparation. The Bi–Sn weight ratios used for preparing the
BixSn1−x bulk alloy samples were x= 0.00, 0.20, 0.40, 0.57, 0.80, and 1.00, where x
denotes the Bi weight ratio. During preparation, metallic bismuth (purity > 99.99%,
Rotometals, USA) and tin (purity > 99.99%, Rotometals, USA) were put in glass
containers and melted in a tube furnace (TF55030C-1, Thermo Scientific). The
samples were heated from room temperature to 300 °C, exceeding the melting
point of both Bi (271.4 °C) and Sn (232.0 °C), and were kept at 300 °C for 3 h.
During the first 1 h, the melts were shaken several times to facilitate mixing. The
samples were then taken out of the furnace and cooled down in ambient air (room
temperature). Under such condition the solidification of the samples was com-
pleted within a few seconds.

Bi–Sn nano-alloy preparation. In order to melt the bulk Bi–Sn samples while
applying ultrasonic irradiation, the samples (typically 1.0 g), together with 70 mL of
DMSO (Sigma-Aldrich, purity: 99.99%, boiling point: 189 °C), were heated inside a
glass vial on a hotplate set to 400 °C. To prepare the Bi and Sn samples for control
experiments, silicone oil (silicone 200 fluid, boiling point > 300 °C, Chem-Supply,
Australia) was used. The temperature of the solvent at the sample vial bottom was
measured to be 187.6 ± 0.6 °C for DMSO and 284.4 ± 0.3 °C for silicone oil,
respectively. Such configurations, which caused DMSO to boil slightly (DMSO
vapour is flammable, good ventilation is required, e.g. work under fumehood),
enabled the melting of all the samples for ultrasonication (Supplementary Fig. 3). A
probe sonicator (VC 750, Sonics & Materials) coupled with a 1/2'' diameter tip was
used, and the amplitude was kept constant at 60%. The sonication was paused for
10 s after every 10 s ultrasonic irradiation during every 2-h sonication session to
consistently sediment large particles. Thereafter, the particle-containing solvent
was cooled down to room temperature inside a bath sonicator (FXP10M, Uni-
Sonics) to match the rapid cooling condition of the bulk samples. To wash off
DMSO (silicone oil for control samples) from the particles, solvent replacement
was then performed repeatedly (more than five times) with deionized water
(chloroform and water, successively, for control samples) in a centrifuge (CR4000,
Thermoline Scientific) at 5000 rpm for 10 min. Another low-speed centrifugation
at 500 rpm for 1 min was further performed to filter large particles. The final Bi–Sn
nano-alloy samples were obtained by drying the supernatant at 80 °C.

Sample characterisations. The XRD patterns of both bulk and particle samples
were obtained using an X’pert Multipurpose XRD (MPD) System (λ= 1.5418 Å,
Cu-Kα radiation). A Thermo Scientific Al K-αmonochromated X-ray spectrometer
with photon energy of 1486.7 eV and pass energy of 50 eV was used for the XPS
measurement of the Bi–Sn nano-alloy samples. The DSC measurements were

carried out on a Q20 DSC (TA Instruments). A 25–300 °C temperature range was
used for the all the DSC measurements and the heating and cooling rates were kept
constant (10 °C min−1). Field-emission SEM (Nova Nano SEM 450 and 230), TEM
(Philips CM200 and JEOL JEM-F200), each coupled with an EDS detector system,
were used for the characterisation of morphology and element distributions. The
bulk samples for SEM transverse-sectional views were cooled in liquid nitrogen
before being fractured to prevent re-melting or distorting of the samples, thereby
ensuring that their intrinsic microstructures were revealed. The particle samples for
SEM and TEM characterisations were first suspended in ethanol and then dropped
onto silicon substrates and TEM grids (carbon-coated copper), respectively. During
characterising the grain size distribution, we measured both the long axis and short
axis of irregular-shape grains, and their averages were used to present the char-
acteristic grain sizes. Raman spectra were collected on a RENISHAW inVia Raman
Microscope using a 532 nm laser source. The touch-printed oxide layer samples for
the Raman tests were prepared by first heating the BixSn1−x bulk alloys on a
hotplate at 400 °C in atmospheric air. When melted, a heated glass slide was used to
squeeze the liquid metal drop to expose fresh liquid metal surface. A heated silicone
substrate was then placed in touch with the freshly oxidised surface and lifted, after
which the surface oxide layer was transferred onto the substrate. AFM measure-
ment was performed on a Bruker Dimension Icon AFM system.

Electrochemical CO2 reduction. All electrochemical measurements in this study
were carried out with a CHI 760E (CH Instruments, Texas) electrochemical
workstation using a customised two-compartment gas-tight H-cell, where the
compartments were separated by a glass frit to prevent the reduction products
formed at the cathode from re-oxidising on the anode. The cathodic compartment
of the cell contains a Bi–Sn nano-alloy electrode as the working electrode and a
saturated calomel electrode (SCE) as the reference. The anode compartment
contains a Pt wire as the counter electrode. The working electrodes were prepared
by dispersing 5 mg of Bi–Sn nano-alloy catalysts in a 0.5 mL deionized water and
ethanol solution (1:1, v/v) followed by the addition of 25 μL of Nafion solution
(Sigma-Aldrich, 99.99%). The mixture was sonicated thoroughly to form a
homogeneous ink. The working electrodes were then prepared by drop-casting
the catalyst inks onto Teflon-lined carbon fibre paper to achieve a loading of 1 mg
cm−2. The electrolyte utilised in this study for CO2 reduction was 0.1 M KHCO3.
Preceding each experiment, the cathodic compartment of the H-cell was purged
with CO2 for 30 min, and the saturated 0.1 M KHCO3 solution gave a pH mea-
surement of 6.8. All potentials measured in this study were converted to the
reversible hydrogen electrode (RHE) reference for the purpose of comparison,
using the following equation: ERHE (V)= ESCE (V)+ 0.245+ 0.059 × pH. Poten-
tiostatic studies were carried out at various potentials for a duration of 1 h. Gas
chromatograph (Shimadzu, Model 2010 plus), equipped with both a thermal
conductivity detector (TCD) and a flame ionisation detector (FID), were used to
quantify the gas phase products after 1-h bulk electrolysis. 0.5 mL of liquid sample
was collected at the end of each experiment and was mixed with 0.1 mL of D2O and
7.143 ppm of DMSO as an internal standard and were analysed using a 600MHz
1H 1D liquid NMR spectrometer (Bruker Advance) at 25 °C. The 1D 1H spectrum
was measured under water suppression with a pre-saturation method. The quan-
tities of products were calculated by comparing the integral areas of the observed
liquid product with that of the DMSO.

Photocatalytic dye degradation. The annealed Bi–Sn nano-alloys for the pho-
tocatalysis experiments were prepared by annealing the samples in atmospheric air
at 500 °C for 1 h. The eutectic sample was also annealed at different temperatures
to investigate the temperature dependence of its photocatalytic activity. The
degradation of the annealed samples against Congo red dye was used to evaluate
the photocatalytic activity. The concentration of dye and photocatalyst was 1.44 ×
10−5 mol L−1 and 0.09 mgmL−1, respectively. During the experiment, 1 simulated
solar illumination with an irradiating distance of 0.15 m was used and the solution
was stirred constantly at 400 rpm. The degradation rate of the dye was determined
by measuring the absorbance of the samples using a UV–Vis–NIR Spectro-
photometer (Cary 5000, Agilent Technologies) every 20 min for a 120 min period.
The characteristic absorbance peak of Congo red at 500 nm was used for the
degradation calculation, with base line corrected.

Data availability
All relevant data are available from the authors upon reasonable request.

Received: 11 April 2019; Accepted: 20 September 2019;

References
1. Scott, D. A. Metallography and Microstructure in Ancient and Historic Metals

(Getty Publications, 1992).
2. Inoue, A. Stabilization of metallic supercooled liquid and bulk amorphous

alloys. Acta Mater. 48, 279–306 (2000).

ARTICLE NATURE COMMUNICATIONS | https://doi.org/10.1038/s41467-019-12615-6

12 NATURE COMMUNICATIONS |         (2019) 10:4645 | https://doi.org/10.1038/s41467-019-12615-6 | www.nature.com/naturecommunications

www.nature.com/naturecommunications


3. Saito, T. et al. Multifunctional alloys obtained via a dislocation-free plastic
deformation mechanism. Science 300, 464–467 (2003).

4. Yeh, J. W. et al. Nanostructured high‐entropy alloys with multiple principal
elements: novel alloy design concepts and outcomes. Adv. Eng. Mater. 6,
299–303 (2004).

5. Otsuka, K. & Ren, X. Recent developments in the research of shape memory
alloys. Intermetallics 7, 511–528 (1999).

6. Gutfleisch, O. et al. Magnetic materials and devices for the 21st century:
stronger, lighter, and more energy efficient. Adv. Mater. 23, 821–842 (2011).

7. Polmear, I., StJohn, D., Nie, J.-F. & Qian, M. Light alloys: Metallurgy of the
Light Metals (Butterworth-Heinemann, 2017).

8. Baker, H. & Okamoto, H. ASM Handbook, Vol. 3. Alloy Phase Diagrams
(ASM International, 1992).

9. Birchenall, C. E. & Riechman, A. F. Heat storage in eutectic alloys. Metall.
Trans. A 11, 1415–1420 (1980).

10. Lu, Y. et al. A promising new class of high-temperature alloys: eutectic high-
entropy alloys. Sci. Rep. 4, 6200 (2014).

11. Wissman, J., Dickey, M. D. & Majidi, C. Field-controlled electrical switch with
liquid metal. Adv. Sci. 4, 1700169 (2017).

12. Hawkes, P. W. & Spence, J. C. Science of Microscopy (Springer Science &
Business Media, 2008).

13. Regan, M. et al. X-ray reflectivity studies of liquid metal and alloy surfaces.
Phys. Rev. B 55, 15874 (1997).

14. Shpyrko, O. G. et al. Surface crystallization in a liquid AuSi alloy. Science 313,
77–80 (2006).

15. Zavabeti, A. et al. A liquid metal reaction environment for the room-
temperature synthesis of atomically thin metal oxides. Science 358, 332–335
(2017).

16. Carey, B. J. et al. Wafer-scale two-dimensional semiconductors from printed
oxide skin of liquid metals. Nat. Commun. 8, 14482 (2017).

17. Daeneke, T. et al. Wafer-scale synthesis of semiconducting SnO monolayers
from interfacial oxide layers of metallic liquid tin. ACS Nano 11, 10974–10983
(2017).

18. Upham, D. C. et al. Catalytic molten metals for the direct conversion of
methane to hydrogen and separable carbon. Science 358, 917–921 (2017).

19. Chen, L.-Y. et al. Processing and properties of magnesium containing a dense
uniform dispersion of nanoparticles. Nature 528, 539 (2015).

20. Ma, C., Chen, L., Cao, C. & Li, X. Nanoparticle-induced unusual melting and
solidification behaviours of metals. Nat. Commun. 8, 14178 (2017).

21. Taylor, G. I. The formation of emulsions in definable fields of flow. Proc. R.
Soc. Lond. Ser. A 146, 501–523 (1934).

22. Hoshyargar, F., Khan, H., Kalantar-zadeh, K. & O'Mullane, A. P. Generation
of catalytically active materials from a liquid metal precursor. Chem.
Commun. 51, 14026–14029 (2015).

23. Syed, N. et al. Sonication‐assisted synthesis of gallium oxide suspensions
featuring trap state absorption: test of photochemistry. Adv. Funct. Mater. 27,
1702295 (2017).

24. Sun, X. et al. Shape tunable gallium nanorods mediated tumor enhanced
ablation through near-infrared photothermal therapy. Nanoscale 11,
2655–2667 (2019).

25. Ferrando, R., Jellinek, J. & Johnston, R. L. Nanoalloys: from theory to
applications of alloy clusters and nanoparticles. Chem. Rev. 108, 845–910 (2008).

26. Chen, C. et al. Highly crystalline multimetallic nanoframes with three-
dimensional electrocatalytic surfaces. Science 343, 1339–1343 (2014).

27. Sun, S., Murray, C. B., Weller, D., Folks, L. & Moser, A. Monodisperse FePt
nanoparticles and ferromagnetic FePt nanocrystal superlattices. Science 287,
1989–1992 (2000).

28. Rosi, N. L. & Mirkin, C. A. Nanostructures in biodiagnostics. Chem. Rev. 105,
1547–1562 (2005).

29. Xia, X., Wang, Y., Ruditskiy, A. & Xia, Y. Galvanic replacement: a simple and
versatile route to hollow nanostructures with tunable and well‐controlled
properties. Adv. Mater. 25, 6313–6333 (2013).

30. DeSantis, C. J., Sue, A. C., Bower, M. M. & Skrabalak, S. E. Seed-mediated co-
reduction: a versatile route to architecturally controlled bimetallic
nanostructures. ACS Nano 6, 2617–2628 (2012).

31. Mei, Z. & Morris, J. Characterization of eutectic Sn–Bi solder joints. J.
Electron. Mater. 21, 599–607 (1992).

32. Cooksey, D., Munson, D., Wilkinson, M. & Hellawell, A. The freezing of some
continuous binary eutectic mixtures. Philos. Mag. A 10, 745–769 (1964).

33. Chadwick, G. A. Eutectic alloy solidification. Prog. Mater. Sci. 12, 99–182
(1963).

34. Frank, F. C. Supercooling of liquids. Proc. R. Soc. London, Ser. A 215, 43–46
(1952).

35. Thompson, C. & Spaepen, F. Homogeneous crystal nucleation in binary
metallic melts. Acta Metall. 31, 2021–2027 (1983).

36. Bale, C. W. et al. FactSage thermochemical software and databases,
2010–2016. CALPHAD: Comput. Coupling Phase Diagr. Thermochem. 54,
35–53 (2016).

37. Moser, Z., Gasior, W. & Pstrus, J. Surface tension measurements of the Bi–Sn
and Sn–Bi–Ag liquid alloys. J. Electron. Mater. 30, 1104–1111 (2001).

38. Leong, T. S. H., Wooster, T. J., Kentish, S. E. & Ashokkumar, M. Minimising
oil droplet size using ultrasonic emulsification. Ultrason. Sonochem. 16,
721–727 (2009).

39. Tang, S.-Y. et al. Phase separation in liquid metal nanoparticles. Matter 1,
192–204 (2019).

40. Pound, G. M. & Mer, V. K. L. Kinetics of crystalline nucleus formation in
supercooled liquid Tin. J. Am. Chem. Soc. 74, 2323–2332 (1952).

41. Wen, G. et al. Orbital interactions in Bi–Sn bimetallic electrocatalysts for
highly selective electrochemical CO2 reduction toward formate production.
Adv. Energy Mater. 8, 1802427 (2018).

42. Zhang, S., Kang, P. & Meyer, T. J. Nanostructured tin catalysts for selective
electrochemical reduction of carbon dioxide to formate. J. Am. Chem. Soc.
136, 1734–1737 (2014).

43. Liu, Q. et al. Tunable crystallographic grain orientation and Raman fingerprints
of polycrystalline SnO thin films. J. Mater. Chem. C 3, 1077–1081 (2015).

44. Vijayarangamuthu, K. & Rath, S. Nanoparticle size, oxidation state, and
sensing response of tin oxide nanopowders using Raman spectroscopy. J.
Alloy. Compd. 610, 706–712 (2014).

45. Kumari, L., Lin, J.-H. & Ma, Y.-R. Laser oxidation and wide-band
photoluminescence of thermal evaporated bismuth thin films. J. Phys. D 41,
025405 (2008).

46. Bollmann, W. Crystal Defects and Crystalline Interfaces (Springer Science &
Business Media, 2012).

47. Balk, T. & Hemker, K. High resolution transmission electron microscopy of
dislocation core dissociations in gold and iridium. Philos. Mag. A 81,
1507–1531 (2001).

48. Ding, Y., Sun, X., Lin Wang, Z. & Sun, S. Misfit dislocations in multimetallic
core-shelled nanoparticles. Appl. Phys. Lett. 100, 111603 (2012).

49. Losurdo, M., Suvorova, A., Rubanov, S., Hingerl, K. & Brown, A. S. Thermally
stable coexistence of liquid and solid phases in gallium nanoparticles. Nat.
Mater. 15, 995 (2016).

50. Cheng, F. et al. Enhancing electrocatalytic oxygen reduction on MnO2 with
vacancies. Angew. Chem. Int. Ed. 125, 2534–2537 (2013).

51. Hargreaves, J. S., Hutchings, G. J., Joyner, R. W. & Kiely, C. J. The relationship
between catalyst morphology and performance in the oxidative coupling of
methane. J. Catal. 135, 576–595 (1992).

52. Feng, X., Jiang, K., Fan, S. & Kanan, M. W. Grain-boundary-dependent CO2

electroreduction activity. J. Am. Chem. Soc. 137, 4606–4609 (2015).
53. Han, N. et al. Ultrathin bismuth nanosheets from in situ topotactic

transformation for selective electrocatalytic CO2 reduction to formate. Nat.
Commun. 9, 1320 (2018).

54. Zhang, Y.-J., Sethuraman, V., Michalsky, R. & Peterson, A. A. Competition
between CO2 reduction and H2 evolution on transition-metal electrocatalysts.
ACS Catal. 4, 3742–3748 (2014).

55. Daiyan, R., Lu, X., Ng, Y. H. & Amal, R. Surface engineered tin foil for
electrocatalytic reduction of carbon dioxide to formate. Catal. Sci. Technol. 7,
2542–2550 (2017).

56. Zhu, D. D., Liu, J. L. & Qiao, S. Z. Recent advances in inorganic heterogeneous
electrocatalysts for reduction of carbon dioxide. Adv. Mater. 28, 3423–3452
(2016).

57. Back, S., Kim, J.-H., Kim, Y.-T. & Jung, Y. On the mechanism of high product
selectivity for HCOOH using Pb in CO2 electroreduction. Phys. Chem. Chem.
Phys. 18, 9652–9657 (2016).

58. Daiyan, R., Lu, X., Ng, Y. H. & Amal, R. Liquid hydrocarbon production from
CO2: recent development in metal-based electrocatalysis. ChemSusChem 10,
4342–4358 (2017).

59. Bai, X. et al. Exclusive formation of formic acid from CO2 electroreduction by
a tunable Pd–Sn alloy. Angew. Chem. Int. Ed. 56, 12219–12223 (2017).

60. Luc, W. et al. Ag–Sn bimetallic catalyst with a core–shell structure for CO2

reduction. J. Am. Chem. Soc. 139, 1885–1893 (2017).
61. Kumar, B. et al. Reduced SnO2 porous nanowires with a high density of grain

boundaries as catalysts for efficient electrochemical CO2-into-HCOOH
conversion. Angew. Chem. Int. Ed. 56, 3645–3649 (2017).

62. Sirota, B. et al. Bismuth oxide photocatalytic nanostructures produced by
magnetron sputtering deposition. Thin Solid Films 520, 6118–6123 (2012).

63. Wang, G. et al. V‐shaped tin oxide nanostructures featuring a broad
photocurrent signal: an effective visible‐light‐driven photocatalyst. Small 2,
1436–1439 (2006).

64. Wu, J. et al. Improved visible-light photocatalysis of nano-Bi2Sn2O7 with
dispersed s-bands. J. Mater. Chem. C. 21, 3872–3876 (2011).

65. Zepeda, M. A., Picquart, M. & Haro-Poniatowski, E. Laser induced
oxidation effects in bismuth thin films. MRS Proc. 1477, imrc12-1477-s1a-
p016 (2012).

66. Diéguez, A., Romano-Rodrıguez, A., Vila, A. & Morante, J. The complete
Raman spectrum of nanometric SnO2 particles. J. Appl. Phys. 90, 1550–1557
(2001).

NATURE COMMUNICATIONS | https://doi.org/10.1038/s41467-019-12615-6 ARTICLE

NATURE COMMUNICATIONS |         (2019) 10:4645 | https://doi.org/10.1038/s41467-019-12615-6 | www.nature.com/naturecommunications 13

www.nature.com/naturecommunications
www.nature.com/naturecommunications


67. Kar, A., Kundu, S. & Patra, A. Surface defect-related luminescence properties
of SnO2 nanorods and nanoparticles. J. Phys. Chem. C 115, 118–124 (2010).

Acknowledgements
The authors would like to acknowledge the Australian Research Council (ARC) Laureate
Fellowship grant (FL180100053) and ARC Center of Excellence FLEET (CE170100039)
for the financial coverage of this work.

Author contributions
J.T. and K.K.-Z. initiated the concept and designed the experiments. J.T. conducted the
experiments and carried out the characterisations with the help of R.D., M.B.G., S.A.I.-S.,
A.Z., T.D., J.Y., P.K., S.C. and R.D.T. The following individuals contributed to the data
analyses, scientific discussions and authorship of the paper: J.T., R.D., R.B.K., R.A. and
K.K.-Z. All authors revised the manuscript and provided helpful comments.

Competing interests
The authors declare no competing interests.

Additional information
Supplementary information is available for this paper at https://doi.org/10.1038/s41467-
019-12615-6.

Correspondence and requests for materials should be addressed to K.K.-Z.

Peer review information Nature Communication thanks anonymous reviewers for their
contributions to the peer review of this work. Peer review reports are available.

Reprints and permission information is available at http://www.nature.com/reprints

Publisher’s note Springer Nature remains neutral with regard to jurisdictional claims in
published maps and institutional affiliations.

Open Access This article is licensed under a Creative Commons
Attribution 4.0 International License, which permits use, sharing,

adaptation, distribution and reproduction in any medium or format, as long as you give
appropriate credit to the original author(s) and the source, provide a link to the Creative
Commons license, and indicate if changes were made. The images or other third party
material in this article are included in the article’s Creative Commons license, unless
indicated otherwise in a credit line to the material. If material is not included in the
article’s Creative Commons license and your intended use is not permitted by statutory
regulation or exceeds the permitted use, you will need to obtain permission directly from
the copyright holder. To view a copy of this license, visit http://creativecommons.org/
licenses/by/4.0/.

© The Author(s) 2019

ARTICLE NATURE COMMUNICATIONS | https://doi.org/10.1038/s41467-019-12615-6

14 NATURE COMMUNICATIONS |         (2019) 10:4645 | https://doi.org/10.1038/s41467-019-12615-6 | www.nature.com/naturecommunications

https://doi.org/10.1038/s41467-019-12615-6
https://doi.org/10.1038/s41467-019-12615-6
http://www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/
http://creativecommons.org/licenses/by/4.0/
www.nature.com/naturecommunications

	Advantages of eutectic alloys for creating catalysts in the realm of nanotechnology-enabled metallurgy
	Results
	Bi–nobreakSn bulk alloys
	Bi–nobreakSn nano-alloys
	Electrochemical activity of the Bi–nobreakSn nano-alloys
	Photocatalytic activity of the Bi–nobreakSn nano-alloys

	Discussion
	Methods
	Bi–nobreakSn bulk alloy preparation
	Bi–nobreakSn nano-alloy preparation
	Sample characterisations
	Electrochemical CO2 reduction
	Photocatalytic dye degradation

	Data availability
	References
	Acknowledgements
	Author contributions
	Competing interests
	Additional information




