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Near the melting temperature, equilibrium bismuth melt is characterized by structural features that are absent 
in equilibrium monatomic simple liquids. In the present work, the structure of bismuth melt is studied by X-ray 
diffraction experiments and quantum chemical calculations. The presence of quasi-stable structures in the melt 
has been found, the lifetime of which exceeds the structural relaxation time of this melt. It is shown that these 
structures are characterized by a low degree of ordering and spatial localisation. It was found that up to 50% 
of the atoms in the melt can be involved in the formation of these structures. The elementary structural units 
of these structures are triplets of regular geometry with the characteristic lengths 3.25 Å and 4.7 Å as well as 
with the characteristic angles 45◦ and 90◦. The characteristic lengths of these triplets are fully consistent with 
correlation lengths associated with the short-range order in bismuth melt.
Bismuth is the post-transition metal with application in electronics 
(printed circuit boards, high and low temperature brazing, etc.), nuclear 
and solar energy (coolants, targets, concentrators, etc.) [1–6]. Liquid 
bismuth as well as its compounds with other metals are used in all 
these areas. Therefore, the physical and chemical properties of liquid 
bismuth are crucial factors in the selection of appropriate technologies. 
The phase diagram of bismuth is quite complex and rich in different 
crystalline phases: at least five stable crystalline phases are known. At 
normal pressure, the phase of equilibrium liquid bismuth extends over 
the temperature range Δ𝑇 ≈ 1200 K [7]. The transition from crystalline 
phase to liquid state at normal pressure is accompanied by increasing 
density [8].

Near the melting temperature, liquid bismuth has a structure, which 
differs from the structure typical for the so-called “simple liquids”. 
Namely, it demonstrates structural features that manifest itself as a 
shoulder in the right wing of the main maximum of the static struc-
ture factor 𝑆(𝑘) as well as an additional peak between the first and 
second maxima of the radial distribution function 𝑔(𝑟). These structural 
features have been revealed by means of neutron and X-ray diffraction 
experiments [9,10]. It is noteworthy that the similar features are also 
observed in liquid tin and liquid gallium and are explained by the pres-
ence of the so-called extended short-range order [11,12]. In Ref. [13], 
it was shown that Bi𝑛 clusters (where 𝑛 = 2, 3, ..., 14 is the number of 
bonded bismuth atoms) can be formed in liquid bismuth. The results 
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of these studies showed that the structural properties (coordination 
numbers, bond angles, etc.) and energetic properties (including energy 
barrier and cohesive energy) of these clusters are more similar to those 
of liquid bismuth than to the stable rhombohedral form of crystalline 
bismuth. However, there is no convincing evidence that these clusters 
are long-lived and that these clusters are the cause of the experimen-
tally observed structural features of dense bismuth melt.

The present work will provide evidence that quasi-stable structures 
are formed in liquid bismuth and that these structures can explain the 
experimentally observed structural features of liquid bismuth near the 
melting temperature. For this, detailed study of the structure of liq-
uid bismuth will be carried out using the data from X-ray diffraction 
experiments and the results of ab-initio molecular dynamics simula-
tions.

It is known that the phase diagram of bismuth contains five differ-
ent crystalline phases in the temperature range 𝑇 ∈ [200; 800] K and at 
pressures up to 7.0 GPa [see Fig. 1(a)]. A feature of the bismuth phase 
diagram is that with increasing pressure up to 𝑝 ≈ 2.5 GPa the melting 
point decreases from 𝑇𝑚 ≃ 545 K to 𝑇𝑚 ≃ 432 K. The negative slope of 
the melting line 𝑇𝑚(𝑝) in the (𝑇 , 𝑝)-phase diagram reflects the fact that 
at pressures up to 𝑝 ≈ 2.5 GPa the phase transition from crystalline to 
liquid phase is accompanied by an increase in melt density [13]. The 
melting line has a positive slope at pressures 𝑝 > 2.5 GPa, where the 
melting temperature increases with increasing pressure.
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Fig. 1. (a) Phase diagram of bismuth created from the data given in Ref. [14]. The liquid state considered in this study at the temperature 𝑇 = 573 K and at the 
pressure 𝑝 = 1 atm is marked by the red filled circle. (b) Crystal lattices of different modifications of solid bismuth. (For interpretation of the colors in the figure(s), 

the reader is referred to the web version of this article.)

Two rhombohedral crystalline phases with modifications Bi-I and 
Bi-II are realized at pressures up to 𝑝 ≃ 2.6 GPa and at temperatures 
𝑇 < 500 K [see Fig. 1(b)]. Bi-I phase is stable under normal conditions 
and this phase is characterized by the following unit cell parameters: 
𝑎 = 𝑏 = 4.55 Å, 𝑐 = 11.86 Å, 𝛼 = 𝛽 = 90◦, 𝛾 = 120◦ [13]. The unit cell 
of Bi-II phase has the parameters 𝑎 = 6.65 Å, 𝑏 = 6.09 Å, 𝑐 = 3.29 Å, 
𝛼 = 𝛾 = 90◦ and 𝛽 = 110.37◦ [14]. Here, 𝑎, 𝑏, 𝑐 are the edge lengths, 𝛼, 𝛽, 
𝛾 are the angles between the edges. These two crystalline phases have 
layered structure, where the bond lengths between atoms in neighbor-
ing layers are ≈ 3.53 Å (for Bi-I) and ≈ 3.45 Å (for Bi-II). Within each 
layer, some interatomic bond lengths are ≈ 3.07 Å (for Bi-I) and ≈ 3.94 Å 
(for Bi-II) that is greater than the doubled covalent radius 2𝑟𝑐𝑜𝑣, where 
𝑟𝑐𝑜𝑣 ≃ 1.48 Å [15]. Such dissimilarity in the bond lengths between the 
atoms of crystalline solid bismuth prevents the formation of dense crys-
tal packing. Therefore, Bi-I and Bi-II phases have a lower density than 
that of the liquid at the common isobar. In addition, crystalline bismuth 
is characterized by covalent and metallic bonds between the atoms. The 
results of recent studies show that the covalent bonds are decoupled 
when crystalline bismuth is melted. Thus, metallic bonds become more 
pronounced in liquid bismuth [16].

There are high density crystalline phases of solid bismuth with 
tetragonal, rhombic and cubic lattice at pressures above 𝑝 ≃ 2.6 GPa. 
In the pressure range from 𝑝 ≃ 2.6 to 7.0 GPa and at temperatures 
𝑇 < 430 K, tetragonal Bi-III phase with the unit cell parameters 𝑎 =
𝑏 = 8.66 Å, 𝑐 = 4.24 Å, 𝛼 = 𝛾 = 90◦ and 𝛽 = 110.37◦ is formed. High-
temperature rhombic Bi-IV phase is realized at pressures in the range 
𝑝 ∈ [2.5; 5.0] GPa and at temperatures 𝑇 ∈ [430; 550] K, whose unit cell 
is characterized by the following parameters: 𝑎 = 11.19 Å, 𝑏 = 6.62 Å, 
𝑐 = 6.61 Å, 𝛼 = 𝛾 = 90◦, 𝛽 = 110.37◦. Further, the system forms cubic Bi-
V phase with the parameters 𝑎 = 𝑏 = 𝑐 = 3.80 Å and 𝛼 = 𝛽 = 𝛾 = 90◦ at 
pressures above 𝑝 ≃ 4 GPa and at temperatures above 350 K. The unit 
cell images for these five modifications of bismuth crystal lattice are 
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shown in Fig. 1(b).
In the present work, equilibrium bismuth melt is studied just above 
the melting temperature at the isobar 𝑝 = 1 atm (∼ 1.0 × 10−4 GPa). At 
this isobar, the liquid phase of bismuth covers the temperature range 
𝑇 ∈ [544; 1837] K. The melting temperature is 𝑇𝑚 ≃ 544.5 K, while the 
boiling temperature is 𝑇𝑏 ≃ 1837 K [17].

As shown in Figs. 2(a) and 2(b), the X-ray diffraction results ob-
tained in the present work [see Appendix: “Experimental procedure”] 
reveal features in the static structure factor 𝑆(𝑘) and the radial distribu-
tion function 𝑔(𝑟) of liquid bismuth near the melting temperature, which 
are in agreement with known X-ray (XSE) and neutron (NSE) diffraction 
data [9,10,18]. Our results of ab-initio molecular dynamics simulations 
are also in agreement with the results of earlier quantum chemical cal-
culations [13]. Fig. 2(a) shows that the structural features appear as a 
shoulder on the right wing of the main peak of 𝑆(𝑘). This shoulder is 
located at the wavenumber interval 𝑘 = [2.6; 3.2] Å−1. The radial distri-
bution function 𝑔(𝑟) shows an additional peak located between the first 
and second maxima at values 𝑟 = [3.8; 5.2] Å [see Fig. 2(b)].

Fig. 3(a) shows the distributions 𝑃 (𝑞4) and 𝑃 (𝑞6) of the local ori-
entation order parameters 𝑞4 and 𝑞6 estimated for liquid bismuth at 
the temperature 𝑇 = 573 K [see section “Structure and cluster analysis” 
in Appendix]. As seen from this figure, the shapes of the distributions 
𝑃 (𝑞4) and 𝑃 (𝑞6) are more asymmetric for liquid bismuth compared to 
Lennard-Jones liquid [19]. In the case of liquid bismuth, the position of 
the maximum in the distribution 𝑃 (𝑞6) is shifted to the region of small 
values 𝑞6: the maximum is located at 𝑞6 ≃ 0.23, while in the case of 
Lennard-Jones liquid the maximum is reached at the value 𝑞6 ≃ 0.37. 
Such asymmetric shape of the distributions 𝑃 (𝑞4) and 𝑃 (𝑞6) as well as 
the positions of their maxima do not correspond to existing types of 
the crystal lattice symmetry that can be considered as evidence of the 
absence of crystal-like clusters in liquid bismuth. The shape of the ob-
tained distributions is completely different from 𝑃 (𝑞4) and 𝑃 (𝑞6) typical 
for crystals with bcc, fcc and hcp lattices [19,20]. Namely, in the case of 

crystalline phases, these distributions have a pronounced maximum or 
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Fig. 2. (a) Static structure factor 𝑆(𝑘) and (b) radial distribution function 𝑔(𝑟) of liquid bismuth at the temperature 𝑇 = 573 K obtained from X-ray diffraction 
experiment and ab-initio molecular dynamics simulation [see sections “Experimental procedure” and “Simulation procedure” in Appendix]. Previously known data 
of X-ray and neutron diffraction experiments as well as known results of quantum chemical calculations are taken from Refs. [9,10,13,18].

Fig. 3. (a) Distributions of the local orientation order parameters 𝑞4 and 𝑞6 obtained for liquid bismuth as well as previously known results for Lennard-Jones liquid 
and crystal phases bcc, fcc, hcp [19]. (b) Distributions of the neighborhood time 𝜏 for pairs of bismuth atoms whose distance is less than the reduced threshold 
distance 𝑅𝑐∕𝑅𝑚𝑖𝑛, where 𝑅𝑚𝑖𝑛 = 5.6 Å. For comparison, the figure shows the results obtained for liquid argon at the same values of 𝑇 ∕𝑇𝑚 and 𝑅𝑐∕𝑅𝑚𝑖𝑛 (here, 
𝑅𝑚𝑖𝑛 = 5.1 Å for liquid argon at the reduced temperature 𝑇 ∕𝑇𝑚 = 1.05). The solid lines are the result of the function 𝑃 (𝜏) = 𝑃0 exp(−𝜏∕𝜏0), where 𝑃0 is the distribution 
at the time 𝜏 = 0; 𝜏 is the time corresponding to the distribution 𝑃 = 𝑃 ∕𝑒 ≃ 0.368𝑃0 .
0 0

several peaks, the position of which depends on the type of the crystal 
lattice symmetry [21]. In the case of liquid bismuth, both distributions 
𝑃 (𝑞4) and 𝑃 (𝑞6) have a unimodal form, typical for “simple liquids”.

The distribution 𝑃 (𝜏, 𝑅𝑐) of the neighborhood time 𝜏 for pairs of 
atoms has been calculated according to the method proposed earlier 
in Ref. [11]. Namely, an imaginary sphere is placed around an arbi-
trary atom, and the center of the sphere coincides with the center of 
this atom. The radius of this sphere is defined by the threshold distance 
𝑅𝑐 , which is comparable to the average radius of the atom. This imag-
inary sphere moves together with the atom according to its dynamics. 
In addition, the residence times of all atoms that fall into this sphere 
are determined for the entire observation period. Then, by performing 
this procedure for all atoms and averaging the results, we obtain the 
distribution over the neighborhood times of atoms for a given thresh-
old distance 𝑅𝑐 . As follows from the function 𝑔(𝑟) of liquid bismuth 
[see Fig. 2(b)], the structural features appear on the spatial scales [3.8; 
5.2] Å. With this in mind, the calculation of the neighborhood times 
of atoms was performed at five different threshold values 𝑅𝑐 = 3.4, 3.8, 
3

4.2, 4.6, and 5.0 Å. Here, the threshold distance 𝑅𝑐 = 3.4 Å is considered 
to compare the obtained results with the case, where the structural fea-
tures are not observed. In Fig. 3(b), the obtained distributions are repre-
sented as ln𝑃 (𝜏, 𝑅𝑐∕𝑅𝑚𝑖𝑛) versus 𝜏 plot, where the quantity 𝑅𝑚𝑖𝑛 ≃ 5.6 Å 
is the position of the first minimum in the function 𝑔(𝑟) [see Fig. 2(b)]. 
These distributions have a similar shape and are characterized by two 
regions: the nonlinear region at small neighborhood times and the linear 
region associated with the decaying distribution 𝑃 (𝜏, 𝑅𝑐) at large neigh-
borhood times according to the exponential law 𝑃 (𝜏) = 𝑃0 exp(−𝜏∕𝜏0). 
Here, the parameters 𝑃0 and 𝜏0 depend on the threshold value 𝑅𝑐 [see 
caption of Fig. 3(b)]. At the threshold distances 𝑅𝑐 ≥ 3.8 Å the transition 
time between these two regions coincides with the structural relaxation 
time 𝜏𝑠 of liquid bismuth at the temperature 𝑇 = 573 K. The approximate 
value of the structural relaxation time 𝜏𝑠 is determined using the well-
known Williams-Landel-Ferry relationship, 𝜏𝑠 = 𝜏∞(𝜂∕𝜂∞) [22]. Here, 
the value of the dynamic viscosity at the temperature 𝑇 = 573 K is taken 
as 𝜂 ≃ 2.18 ×10−3 Pa⋅s [10,23]. The quantities 𝜂∞ and 𝜏∞ take the values 
𝜂∞ ≃ 1 ×10−5 Pa⋅s and 𝜏∞ ≈ 0.01 ps in the case of liquid bismuth at tem-
peratures 𝑇 →∞ [24,25]. Then, according to the Williams-Landel-Ferry 

relationship, the structural relaxation time of liquid bismuth is 𝜏𝑠 ≃ 2 ps 
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Fig. 4. (a) Distribution of the characteristic bond lengths for atoms whose distance does not exceed 𝑅𝑐 = 5.0 Å. Calculations were performed for bonds that live 
longer than 2 ps. Inset shows the radial distribution function 𝑔(𝑟) with the marked characteristic lengths 𝑟1 and 𝑟2 . (b) Distribution of the bond angles between the 
triplet atoms with the revealed characteristic angles 𝜃 and 𝜃 . Inset shows a schematic view of the triplet with the characteristic lengths 𝑟 , 𝑟 and angles 𝜃 , 𝜃 .
1 2

at the considered thermodynamic conditions. If pairs of atoms form a 
stable bond, then the lifetime of this bond is expected to be much longer 
than the found structural relaxation time of the system. The presence 
pairs of atoms whose neighborhood time is much longer than 𝜏𝑠 ≃ 2 ps 
is confirmed by the presence of the linear region in the ln𝑃 (𝜏, 𝑅𝑐∕𝑅𝑚𝑖𝑛)
versus 𝜏 plot. Thus, the quasi-stable structures in liquid bismuth are 
such structural formations, where interatomic bonds are realized at dis-
tances not greater than 5.0 Å and exist longer than 2 ps.

For comparison, the distribution of the neighborhood times of atoms 
was calculated for liquid argon, which belongs to the class of simple 
monatomic liquids [26,27]. The conditions and parameters were cho-
sen so that the temperature ratio 𝑇 ∕𝑇𝑚 and threshold distance 𝑅𝑐∕𝑅𝑚𝑖𝑛

for liquid argon coincide with the values of 𝑇 ∕𝑇𝑚 and 𝑅𝑐∕𝑅𝑚𝑖𝑛 for liq-
uid bismuth. Here, 𝑅𝑚𝑖𝑛 is the position of the first minimum of the 
function 𝑔(𝑟): 𝑅𝑚𝑖𝑛 = 5.6 Å for liquid bismuth and 𝑅𝑚𝑖𝑛 = 5.1 Å for liq-
uid argon. Thus, in the case of a simple liquid, quasi-stable structures 
are not found. This is confirmed by the small neighborhood times of 
atoms not exceeding 1.0 ps: in Fig. 3(b), the obtained distribution for 
the simple liquid is located in a narrow region immediately near zero 
time value. In addition, the distribution for the simple liquid does not 
have an inflection with transition to the linear regime as it is observed 
for liquid bismuth at threshold radii 𝑅𝑐∕𝑅𝑚𝑖𝑛 ≥ 0.68 [see Fig. 3(b)].

A quantitative characterization of the quasi-stable structures is per-
formed by calculation of the distributions of the bond lengths 𝑃 (𝑟)
for pairs of atoms and the bond angles 𝑃 (𝜃) for triples of neighboring 
atoms belonging to the detected structures. It can be seen from Fig. 4(a) 
that the most probable bonds have the lengths 𝑟1 ≃ (3.25 ± 0.15) Å and 
𝑟2 ≃ (4.7 ± 0.25) Å. In the radial distribution function 𝑔(𝑟), these lengths 
coincide with the position of the main maximum (in the case of 𝑟1) 
and the position of the additional peak (in the case of 𝑟2) [see inset 
in Fig. 4(a)]. The length 𝑟1 is greater than the doubled covalent ra-
dius, 𝑟1 > 2𝑟𝑐𝑜𝑣, and this length is comparable to the doubled atomic 
radius, 𝑟1 ≈ 2𝑟𝑟𝑎𝑑 , where 𝑟𝑟𝑎𝑑 = 1.6 Å [15]. This indicates that the atoms 
in the quasi-stable structures are bound predominantly by metallic-type 
bonds. This finding is also in agreement with the results of the re-
cent quasi-elastic neutron scattering measurements, which revealed the 
absence of covalently bound structures in liquid bismuth [16]. These 
studies are based on the analysis of the characteristic interatomic bond 
lengths by using the intermediate scattering functions and the van Hove 
correlation functions.

From the obtained distribution of the bond angles 𝑃 (𝜃) for the 
triplet atoms [see Fig. 4(b)] it follows that the most probable angles are 
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𝜃1 ≃ 45◦ ± 4◦ and 𝜃2 ≃ 90◦ ± 10◦. The presence of the angle 𝜃2 ≃ 90◦ can 
1 2 1 2

be due to electron properties in the outer 6𝑝 orbital of bismuth atoms, 
where the valence angle is also ∼ 90◦. This valence angle is typical 
for chemical elements belonging to the pnictogens [28,29]. Moreover, 
the characteristic angles 𝜃1 and 𝜃2 are typical for all modifications of 
crystal bismuth including Bi-I phase, which is closest to the considered 
region of the phase diagram on the isobar 𝑝 = 1 atm [14]. It follows that 
quasi-stable structures are formed from triplets acting as elementary 
structural units. Each triplet is an isosceles triangle with the character-
istic angles 45◦ and 90◦ as well as with the edge lengths 𝑟1 and 𝑟2; atoms 
are placed in the vertices of the triangle [see inset in Fig. 4(b)]. The key 
condition is that the neighborhood time of the atoms in the triplet must 
exceed 2 ps. The presence of the triplets is directly manifested in the 
characteristic shoulder of the function 𝑆(𝑘) and in the additional peak 
of the function 𝑔(𝑟) observed from diffraction experiments.

For a more detailed interpretation of the shape of the static struc-
ture factor and the radial distribution function, the functions 𝑆(𝑘) and 
𝑔(𝑟) are calculated separately for the atoms in the liquid phase without 
triplets and separately for the atoms forming triplets. As can be seen 
from Fig. 5(a), the shoulder in 𝑆(𝑘) is almost absent in the case, where 
the atoms forming triplets are excluded from consideration. The shoul-
der is clearly visible in the case of the system consisting only of the 
triplet atoms; here, the obtained static structure factor approximates 
the experimental values. Similarly, Fig. 5(b) shows that the additional 
peak in the radial distribution function 𝑔(𝑟) is almost absent in the case 
of the system without triplets. Thus, we conclude that the characteristic 
shoulder in 𝑆(𝑘) and the additional peak in 𝑔(𝑟) of liquid bismuth are 
due to the presence of the quasi-stable structures formed by triplets. The 
results of the cluster analysis reveal that these triplets are able to form 
branched structures in the form of chains [see Figs. 5(c) and 5(d)]. The 
configuration of these chains can be changed due to thermal motion of 
the atoms and rearrangement of the triplets. At the same time, the char-
acteristic lengths and angles between the bound atoms are saved, which 
creates the effect of the presence of quasi-stable structures. At the con-
sidered thermodynamic conditions, the fraction of atoms forming these 
chains can be up to half of the atoms in the system.

As it is known, the medium-range order means the presence of struc-
tures in a liquid whose liner sizes exceed a size of the first coordination 
shell, but these structures do not form the long-range order typical 
for crystalline solids [30]. This order can be manifested through two 
possible scenarios. First of all, it can be due to stable quasi-molecular 
formations, for example, as in the case of supercooled polymer melts. 
On the other hand, anisotropy in the interparticle interaction can lead 

to such particle dynamics that creates illusion of structural regularity 
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Fig. 5. (a) Structure factor 𝑆(𝑘) and (b) radial distribution function 𝑔(𝑟) calculated separately for the liquid atoms and for the triplet atoms. The circular red markers 
indicate the total function 𝑔(𝑟). (c) Snapshot of the system, where triplet atoms form the branched structure. The elementary unit of this structure is a triplet. (d) 

Examples of chain fragments formed by bismuth atoms.

extending beyond the first coordination. In the case of liquid bismuth 
near the melting temperature, the detected triplets, as small structural 
elements, do not form any long-lived structures and, therefore, do not 
produce the medium-range order in accordance with the first scenario. 
On the other hand, the medium-range order is also does not manifest 
itself in such the statistically averaged characteristic as the radial dis-
tribution function 𝑔(𝑟) of particles. Namely there are no pronounced 
features in either the second or third peaks of 𝑔(𝑟), the specific shape of 
which could signal the medium-range order [see Fig. 5(b)].

The analysis of the local structure of liquid bismuth and the neigh-
borhood time scales of atoms near the melting temperature is performed 
on the basis of X-ray diffraction experiments and ab-initio molecular dy-
namics simulations. The obtained results reveal the existence of quasi-
stable structures formed by triplets. It has been established that the 
appearance of a shoulder in the static structure factor and an additional 
peak in the radial distribution function is a consequence of the for-
mation of these triplets. We have shown that these triplets can form 
branched chains of different lengths. The lifetime of these triplets and 
chains is longer than the structural relaxation time of liquid bismuth at 
the considered temperature.
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Appendix A. Experimental procedure

The X-ray diffraction patterns of liquid bismuth at the temperature 
𝑇 = 573 K were obtained using the 𝜃–𝜃 diffractometer Bruker D8 Ad-
vance with thermal chamber HTK1200N. The measurements were per-
formed in the corundum crucible at the dynamic vacuum 10−4 mmHg 
and in the pulse set regime with the discrete step 2𝜃: namely, 0.1 in 
the interval from 9◦ to 81◦ and 0.2 in the interval from 81◦ to 123◦. 
The obtained experimental intensity curves have been smoothed by 
the Savitzky-Golay method followed by the calculation of the structure 
factor 𝑆(𝑘) and the radial distribution function 𝑔(𝑟) [31,32]. The ex-
perimental measurements are limited by the wavenumber 𝑘 = 7.6 Å−1, 
which can lead to additional false oscillations on 𝑔(𝑟) due to the small 
finite limit 𝑆(𝑘) in the Fourier transform. Therefore, according to the 
Kaplow method [33], the wavenumber range for the structure factor 
was increased to 15 Å−1. At the wavenumber 𝑘 ≈ 3 Å−1, there is a shoul-
der in the right wing of the main maximum of the structure factor 𝑆(𝑘), 
which is in agreement with the known literature data [9,10,18,34,35]. 
In the case of the function 𝑔(𝑟), an additional maximum is observed at 
𝑟 ≈ 4.5 Å. The values of the maxima of the functions 𝑆(𝑘) and 𝑔(𝑟) for 

liquid bismuth at the temperature 573 K are given in Tables B.1 and B.2.

https://rscf.ru/project/19-12-00022/
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Table B.1

Values of the structure factor maxima for liquid bis-
muth at the temperature 573 K.

Maximum 𝑘𝑚𝑎𝑥, Å−1 𝑆(𝑘𝑚𝑎𝑥)

first 2.11 ± 0.01 2.41 ± 0.01
second 4.11 ± 0.01 1.22 ± 0.01

Table B.2

Values of the maxima of the radial distribution function for liquid bismuth at 
the temperature 573 K: 𝑟𝑚𝑎𝑥 and 𝑔(𝑟𝑚𝑎𝑥) are the positions of the maxima for the 
distribution function obtained from the experimental diffraction curve; 𝑟∗

𝑚𝑎𝑥
and 

𝑔∗(𝑟𝑚𝑎𝑥) are the positions of the maxima for the 𝑔(𝑟) obtained from the structure 
factor extended by the Kaplow method [33].

Maximum 𝑟𝑚𝑎𝑥, Å 𝑟∗
𝑚𝑎𝑥

, Å 𝑔(𝑟𝑚𝑎𝑥) 𝑔∗(𝑟𝑚𝑎𝑥)

first 3.32 ± 0.01 3.30 ± 0.01 2.22 ± 0.01 2.21 ± 0.01
second 6.55 ± 0.01 6.56 ± 0.01 1.27 ± 0.01 1.26 ± 0.01
third 9.60 ± 0.01 9.62 ± 0.01 1.06 ± 0.01 1.06 ± 0.01

Appendix B. Simulation procedure

The ab-initio molecular dynamics simulation of liquid bismuth was 
performed using the interatomic interaction calculated by the Born-
Oppenheimer method with the ultrasoft pseudopotential [36–39]. The 
Vienna Ab-initio Simulation Package (VASP) was used to compute the 
trajectories of bismuth atoms. The cutoff energy for VASP calculation is 
400 eV. We considered the thermodynamic state with the temperature 
𝑇 = 573 K at the pressure 𝑝 = 1 atm. The temperature was controlled by 
the Nose-Hoover thermostat with the relaxation time 120 fs. The NVT 
ensemble was considered, where the system has the constant density 
𝜌𝑛 = 0.0289 Å−3 corresponding to the experimental value at the temper-
ature 𝑇 = 573 K [18]. The 432 atoms were located inside the rectangular 
simulation cell with the side lengths 𝐿𝑥 = 19.05 Å, 𝐿𝑦 = 20.79 Å and 
𝐿𝑧 = 37.75 Å. The simulation time step is Δ𝑡 = 0.003 ps.

Appendix C. Structure and cluster analysis

The radial distribution function 𝑔(𝑟) was calculated using the config-
uration data obtained by the molecular dynamics simulation [40]:

𝑔(𝑟) = 1
4𝜋𝑟2𝜌𝑛

⟨
𝑁∑
𝑖=1

Δ𝑛𝑖(𝑟)
Δ𝑟

⟩
. (C.1)

Here, Δ𝑛(𝑟) is the number of atoms in a spherical layer of the thick-
ness Δ𝑟, 𝑟 is the distance between two atoms. The structure factor was 
determined on the basis of the calculated function 𝑔(𝑟) by the Fourier 
transform [41,42]:

𝑆(𝑘) = 1 + 4𝜋𝜌𝑛

∞

∫
0

𝑟2 [𝑔(𝑟) − 1] sin(𝑘𝑟)
𝑘𝑟

𝑑𝑟, (C.2)

where, 𝑘 is the wavenumber that takes values in the range [0.1; 8.0] Å−1.
Identification of ordered structures was done by calculating local 

orientational order parameters [43]:

𝑞𝑙(𝑖) =

(
4𝜋

2𝑙 + 1

𝑙∑
𝑚=−𝑙

∣ 𝑞𝑙𝑚(𝑖) ∣2
)1∕2

, 𝑙 = {4, 6}, (C.3)

where

𝑞𝑙𝑚(𝑖) =
1

𝑁𝑏(𝑖)

𝑁𝑏(𝑖)∑
𝑗=1

𝑌𝑙𝑚(𝜃𝑖𝑗 , 𝜙𝑖𝑗 ). (C.4)

Here, 𝑌𝑙𝑚(𝜃𝑖𝑗 , 𝜙𝑖𝑗 ) are the spherical harmonics, 𝜃𝑖𝑗 and 𝜙𝑖𝑗 are the polar 
and azimuthal angles, 𝑁𝑏(𝑖) is the number of nearest neighbors of the 𝑖-
6

th particle. In the case of a three-dimensional single-component system, 
Scripta Materialia 235 (2023) 115618

the local structural order has the 4-fold and/or 6-fold orientation sym-
metry [11,21]. Therefore, as applied to bismuth, it is quite sufficient to 
calculate the local order parameters 𝑞4 and 𝑞6, which allows one to re-
veal all possible types of crystal lattice symmetry. The cutoff radius at 
calculation of the local order parameters 𝑞4 and 𝑞6 is 5.6 Å.
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