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Abstract. The liquid Mg-Bi system exhibits strong compound formation at the ‘octet’
composition (MgBiz). We present results of first-principles molecular dynamics simulations
of this alloy system at different compositions: the pure Mg and Bi liquid components, the
stoichiometric liquid, and a Mg-rich composition (Bi»g). For the pure liquids, our results are

in excellent agreement with experimental diffraction data. FogBdg, a significant modification

of the characteristics of the local ordering is found w.r.t. the crystadtipdase: the ordering in

the liquid is much more ionic. This structural modification is consistent with the structure of the
superionicg-phase, that was reported recently by Bareeal 1994J. Phys.: Condens. Matteés

L467. Our simulations cannot reproduce the ‘reverse’ metal-nonmetal transition observed upon
melting, the computed conductivity being much larger than found in experiments. Instead, for
the Mg-rich Mg;,Bi2g alloy, the calculated conductivity approaches closely to the experimental
value.

1. Introduction

For various reasons the alloys of magnesium with antimony and bismuth are intriguing from
a physical-chemical point of view. Seitz [1] characterizes the octet compoun8lygs
a transition case with properties in between those of ionic crystals and metallic alloys. A
glance at the phase diagram reveals [2, 3] that the octet composition is the only composition
of the Mg—-Sb system for which compounds @nand ag-phase) are formed. They have
the narrow existence ranges characteristic of ionic phases. The liquidus [2, 3] exhibits a
sharp, cusp-like maximum at around the stoichiometric composition.

The phase diagram of the Mg-Bi system [4, 5] is very similar to that of Mg—Sb. The
maximum temperature of the liquidus is 821 and is found at the octet composition. There
is ana-phase up to 703C and aB-phase between 708 and 82T C. Only few crystal
structures are compatible with the composition ratio 2:3. &kghase crystallizes in the
hexagonal LgO3 structure [6]. The coordination of the Bi atoms is somewhat irregular: the
first two Mg coordination shells together contain an odd number of atoms. According to
Barneset al [7] 8-MgsBi, crystallizes with the Bi atoms on a bcc lattice and is a superionic
conductor with Mg* as the mobile ion.
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In spite of the apparent similarities between 8% and MgSh, the electrical
resistivities differ widely. Stepanow [8] found that solid Mgj, behaves as a good metal.
This was confirmed in a very detailed study by Grudieal [4] and is in agreement with
band-structure calculations by Xat al [9]. In contrast, solid MgSh;, is a semiconductor
[10].

Liquid MgsBi, is a classical example of a liquid semiconductor [11-13] with a
conductivity as low as 4%2~1 cm™. This is remarkable as so drastic a metal-nonmetal
transition in this direction (the solid is a metal and the liquid a semiconductor) had not
been observed before (indeed negative changes in the conductivity upon melting occur for
most NFE metals and alloys and, e.g., for Te—chalcogenide alloys, but the magnitude of
the jump is much smaller in these cases). Also liquidsBlg is a semiconductor [14, 15].
Plotted as a function of composition the resistivities of liquid Mg—Bi and Mg—Sb exhibit
extremely sharp peaks at the octet composition. Measurements of the Darken stability
function of Mg—-Bi [16, 17] confirm the formation of a very stable and well-defined liquid
octet compound.

Xu et al [9] extended the measurements of the resistivity of3;Blg beyond the
temperature range covered by Grubieal to just above the melting point. They found
a sudden, small, decrease of the conductivity at the transition fromx-the the g-phase
and a much larger jump at the melting point. The conductivity values in between-he
transition temperature and the melting point correspond to metallic conductivity, but their
temperature dependence reminds one of a semiconductor with a very narrow gap. It should
be noted that due to experimental problems the actual value of the resistivity measured by
Xu et al in the liquid is considerably higher than that of [11], but this does not put in
guestion the general nature of the transition at the melting point.

As MgsSh, is a semiconductor in both the liquid and the solid state, one expects the
Bi atoms, prone to relativistic effects, to be responsible for the peculiar behaviour of solid
Mgs3Bi». Indeed, a comparative study of the band structures ofBibjgand MgSh, shows
that relativistic effects tend to increase metallicity, but cannot account for the whole effect
[9]. It has also been conjectured that the liquid state is more favourable for the development
of an ionic gap than the solid state, as the irregular coordination in the latter may result in
a small Madelung energy. Interestingly, although the electronegativity difference between
Mg and Bi is not large, diffraction data [18, 19] indicate a strong, Coulomb-type, ordering
in the liquid, particularly at the octet composition.

In the present paper an effort is made to achieve a better understanding of the liquid
phase of the Mg-Bi alloy system by means of simulations where the underlying electronic
structure of the system is taken into account. To this end we employ the first-principles
molecular dynamics (FPMD) approach introduced by Car and Parrinello [20] which has
already been successfully applied to the study of numerous liquid and amorphous systems
(for a recent review, see [21]). A distinctive feature of the FPMD is that forces between
the atoms are calculated directly from the instantaneous electronic ground state. This
ground state is calculated via density functional theory in the local density approximation
(LDA).

This paper is organized as follows. After presenting the details of the simulation
(section 2), in section 3 we deal with the pure Mg and Bi liquids. The atomic and electronic
structures of the stoichiometric MBi, alloy are examined in section 4, while the Mg-
rich alloy Mgs,Biyg is discussed briefly in section 5. Concluding remarks are given in
section 6.
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2. Calculations

Calculations were carried out using a periodically repeated simple cubic box containing
90 atoms (e.g. 36 Bi and 54 Mg atoms, in the case ogBig [22], except for the case

of pure liquid Bi, for which a box with 60 atoms was used. All our simulations were
performed at constant volume, which was chosen so as to match the experimental density
at the simulation temperature. The electronic states were sampled &t ploént only,

and expanded in plane waves with a kinetic energy cut-off of 12 Ryd. The cut-off for
the pseudocharge density was 24 Ryd. Norm-conserving pseudopotentials (NCPP) were
used to describe electron—ion interactions. All the final results presented in the following
sections were obtained using NCPP constructed by Filippetti and Bachelet (FP) [23], so as
to satisfy, besides norm conservation, also the criterion of ‘chemical hardness’ (see [24]).
These pseudopotentials have a [Ne] and a [Xéptf° core for Mg and Bi respectively,

and incorporate ‘non-linear core corrections’ [25]. The core densities were smoothed by
us within a radiusrsmeoth (1.60 au for Mg and 1.98 au for Bi). In the calculations the
pseudopotentials were used in the separable form of Kleinman and Bylander (see [26, 27]).

The equations of motion were integrated using the scheme of preconditioning of the
wave-function masses according to [28], with a time step between 13 and 15 au, depending
on the particular system. During the runs the Kohn—Sham wave functions were kept close
to the ground state usually by means of a &ldeermostat [29-31]. This thermostat
compensates for the heat flow, coming from the ionic degrees of freedom, into the fictitious
electronic degrees of freedom. To compensate for the drain of energy from the ionic degrees
of freedom two No& thermostats were employed acting on Mg and Bi ions separately.

In the simulation of the Mg—Bi alloys, the large ratio of the masses of Bi (208.9804 amu)
and Mg (24.305 amu) causes the Bi atoms to move rather slowly w.r.t. to the Mg atoms.
Consequently very long simulation (CPU) times are needed to obtain reliable statistics.
To get around this problem we have chosen to set the Bi mass equal to 30 amu. As a
consequence time-dependent properties cannot be calculated reliably any longer, but time-
independent properties are not affected.

The constant of motion, i.e. the sum of all energies, which should remain constant
during the runs, exhibited quite large fluctuations (about 1/20th of the fluctuations of the
potential energy) when the FP potential for Bi was used. This turned out to be related to an
insufficient smoothing of the core pseudocharge density of Bi. However, since two parallel
runs for pure liquid Bi, one with Bachelet-Hamann—$t¢éi (BHS) [53] and the other with
FP pseudopotentials, were found to yield substantially identical results (see below), we
believe that these fluctuations are not harmful.

Some tests of the pseudopotentials were carried out. These are briefly discussed in the
next few paragraphs. A more detailed description can be found in [32]. First we considered
the Mg dimer. With 12 Ryd cut-off a ground-state equilibrium distance of 6.50 au and
ground-state frequency of 102 ciare obtained. The experimental values are 7.35 au and
51 cnt?! [33]. The significant underestimation of the distance is known to be related to an
inadequate description of the van der Waals interaction between the closed Mg 3s shells by
the LDA (see, e.g., [34], for a detailed discussion). However, for larger, i.e. more metallic,
systems the van der Waals interaction is less important and a better performance of the
LDA is to be expected. Indeed, for bulk hcp Mg Chou and Cohen [35], employing an LDA
method, find the lattice constant to agree with experiment within 2%.

To test the Mg pseudopotential in an ionic environment the linear Mg@lecule
was considered. For Cl a standard BHS pseudopotential was used. For Mg, apart from
the FP pseudopotential, tests with the BHS potentials were also carried out. With a p
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reference the BHS pseudopotential performs remarkably well, the calculated Mg—Cl distance
beingd = 4.11 au, against an experimental value of 4.12 au [54]. However, with a d
reference, which is supposed to provide a more accurate description, the Mg—ClI distance is
underestimated by about 8%. With the FP pseudopotential the agreement with experiment
is reasonable also wita d referenced = 3.99 au. For this reason this potential was chosen

for our final runs.

Also we performed tests on the Bi pseudopotential, and considered in particular the Bi
dimer. The experimental ground-state equilibrium distance and frequency are 5.03 au and
173 cnt?! respectively. The corresponding computed quantities with a 12 Ryd cut-off are
4.98 au and 165 cnt respectively [33]. Unfortunately there is not sufficient experimental
data available on binary Bi clusters with singlet ground states to allow for a meaningful test
of the Bi potential in an ionic environment.

2.1. Details of the simulations

2.1.1. Liquid MgBi,. The liquid Mg;Bi, sample consists of 54 Mg and 36 Bi atoms in

a periodically repeated simple cubic box. Experimentally the density gBidgat 1105 K

is 5.465 g cm? [36]. This yields a length of the cubic box of 26.26 au. Assuming a linear
expansion of the volume with temperature, at 1123 K—the temperature of the neutron
scattering experiment by Webet al [18]—a length of 26.41 au is obtained. This is the
box dimension that we used in our simulations at 1150 K. To justify the procedure described,
notice that in [37] the temperature dependence of the volume is found to be almost linear for
the related liquid Mg—Sh. Unfortunately the W8, composition could not be measured

by the authors of [37].

The simulation was started from a slightly deformed lattice with the structure- of
MgsBi.. We use the conventions from [9] (see, e.g., figure 8 thereof). The a2@le
between the lines connecting the Mg(1) in the plane was slightly changed until a larger
orthorhombic unit cell containing 3 3 formula units fitted on the lattice. We took two
layers (in the direction of the axis) of these orthorhombic units and expanded them, by
different factors forx, y andz direction, to arrive at a cubic cell with the proper density.

Initially we used BHS potentials wita p and a d reference for Mg and Bi respectively.
Starting from a temperature close to 2000 K, we slowly cooled the system to a temperature
of 1150 K in about 20 000 steps (time step: 13.5 au). At 1150 K theeasticles masses
were 1104000 and 736 000 au for Mg and Bi respectively. The electronié Mass was
48 au. Next we continued for 2680 steps with the FP potential for Mg, but still with the
BHS potential for Bi. From this poina d reference was used for both Bi and Mg. The
agreement with experiment got worse and we decided to use the FP potentials for both Bi
and Mg. We continued for another 17 300 steps. Of these the last 10000 steps were used
to obtain the definitive results.

2.1.2. Liquid Mg, Bi, and MgBi>g. Shorter simulations of pure liquid Mg, liquid Bi and
the liquid alloy Mg;,Bi,g were carried out also.

For liquid Mg, the initial configuration was obtained from a configuration taken from
the MgBi, simulation. All of the Bi were replaced by Mg and the positions were
homogeneously rescaled to fit into a box of (1343, corresponding to the liquid density
at 1000 K that we obtained by interpolating between the densities given by Waseda [38].
The 90-atom sample was heated to about 1400 K and then cooled down to a temperature of
1000 K. The equilibration period lasted for 2.9 ps (8100 steps) . The production run lasted
for 1.8 ps (5000 steps).
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For liquid Bi we took the positions from the same jBj, configuration as for liquid Mg.
Since a simulation with 90 atoms, each having five valence electrons, is computationally
quite demanding, we reduced the number of atoms by a cut through the simulation box. We
put the remaining 60 atoms in a cubic box of (12A&f, corresponding to the density at
573 K according to Waseda [38]. We kept an ionic mass of 30 amu. Whenever below we
refer to times for the monatomic liquid Bi system, we correct for this artificial atomic mass,
i.e. the time is multiplied by a factoy/209/30 such as to refer to atoms with 209 amu
mass. We started equilibration of the liquid at 1000 K. Originally we intended to carry out
the simulation near the experimental melting point of 544 K [3] and therefore chose our
simulation box to match the experimental density at 573 K. However, we found that carrying
out the simulation at a temperature lower than 1000 K would slow down the diffusion of the
atoms so much that the computational effort would become very large. Thus we have finally
chosen a simulation temperature of 1000 K. The error this introduces in the length of our
box is only 2%. We started 2750 steps (2.28 ps) using the standard BHS potential. Then we
switched to the FP potential, i.e. the potential that we also used to obtain our results for liquid
Mgs3Bi». Equilibration was continued for another 1500 steps with the FP potential. The final
averages were obtained from the last 5000 steps (4.15 ps). As a test we also continued the
run with the BHS potential for a while and obtained the structure factor and pair distribution
function as an average over only 3000 steps. The results obtained with the FP and standard
BHS potentials were found to be substantially identical within the limited statics.

For the short simulation of the liquid MgBi»s alloy we took a configuration from
the simulation of MgBi, subsequently replaced some Bi by Mg atoms and rescaled the
positions such as to fit into a box of (13.793. This corresponds to the experimental
density at 1100 K [36].

After a short equilibration, averages were calculated over a run of 8000 steps (time step:
13.5 au), where the ionic thermostats operated at a temperature of 1100 K.

3. The pure Mg and Bi liquids

In this section we discuss briefly some properties of the pure Mg and Bi liquids. A more
detailed description can be found in [32], while a discussion focusing in particular on
electron—ion correlation functions will be presented elsewhere.

3.1. Mg

Figure 1(a) depicts the Mg structure factor and compares it to experiment at 953 K [38]. In
figure 1(b) the comparison in real space is made. Agreement between theory and experiment
is good. Integratingg(r) to 4.3 A a coordination number of 12.2 is extracted , a value
typical for a hard-sphere-like system. Also the bond-angle distribution (not shown) looks
rather hard-sphere-like. This picture is further confirmed by the velocity autocorrelation
function (not shown) which shows a clear ‘caging’ effect. We omit a discussion of the
electronic properties since the small size of the periodically repeated cell in conjunction
with a sampling at thé& point only does not allow for a realistic description of, e.g., the
density of states of a nearly-free-electron (NFE) metal like Mg.

3.2. Bi

Arsenic, antimony and bismuth all crystallize in a rhombohedral structure [39], i.e. a Peierls
distortion of a simple cubic lattice with two atoms per unit cell. The Peierls distortion
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Figure 1. The static structure factor (a) and pair distribution function (b) of liquid Mg obtained
by simulation at 1000 K (solid line) compared to experiment at 953 K (dashed line) [38].

causes a splitting of the first coordination shell into two shells containing three atoms each.
An atom, together with its three nearest neighbours, forms a flattened tetrahedron. This
Peierls distortion is weaker for the heavier elements: for As the two nearest coordination
shells are located at 2.9 and %whereas for Bi they are at 3.1 and 35

The issue of the existence of a structure equivalent to a Peierls distortion in the liquid
state was addressed by Hafner and Jank [40] for liquid As, Sb and Bi and by Li [41] for
liquid As. Li found by means of an FPMD simulation that liquid As still exhibits structural
features in common with the solid. These suggest that a distortion very similar to a Peierls
distortion should occur in the liquid: for instance, Li found that liquid As is essentially a
threefold-coordinated liquid with bond angles similar to those of the rhombohedral crystal.
Our results indicate that for liquid Bi there still are similarities with the rhombohedral lattice,
but that these are much less pronounced than for liquid As.

In figure 2(a) we compare the structure factor as obtained from the simulation at 1000 K
to the experimental structure factors by Knetlal [42] and Waseda [38] at 923 and 1073 K
respectively. In the region of the main peak our data are rather noisy. A small shift of
this peak w.r.t. experiment is observed. The overall agreement between experiment and
simulation is good.

In figure 2(b) the pair distribution functiog(r) is compared to the experimental results
[42,38]. The position of the nearest-neighbour peakgin) is well reproduced. The
height of this peak, however, is larger than the height of the experimental peak. A similar
situation arose for liquid As, where Li [41] showed that the discrepancy could be removed
by accounting for the finitej-range accessible to experiment. This was accomplished by
broadening the simulation result with the experimental resolution according to a prescription
by Etheringtoret al [43]. We used the same procedure for Bi. From figure 2(c) it is apparent
that for Bi the discrepancy in the height of the main peak has almost completely vanished.
By integration ofg(r) the following coordination numbers are extracted: 2.6, 4.8, 6.2 and
7.9 for cut-offs of 3.25, 3.5, 3.75 and A respectively. From these values and figure 2 it
clearly transpires that the number of atoms within the first coordination shell is larger than
three. In figure 2(b) thg(r) as obtained from our short test with the BHS potential is also
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Figure 2. The structure factor (a) and radial distribution function ((b), (c)) of liquid Bi. Solid
line: simulation (1000 K); short-dash line: experiment by Waseda [38] (1073 K); circles:
experiment by Knollet al [42] at (923 K); long-dash line: short test calculation with the BHS
pseudopotentialg(r) only). Note that (b) shows the ‘raw’ simulation data, while (c) shows the
simulation data broadened with the resolution of Knoll's experimenti(ré) according to a
prescription by Etheringtoet al [43]. The broadening was carried out in real space by means
of a convolution.

plotted. It is essentially the same as the) obtained with the FP pseudopotential.

Figure 3 depicts the bond-angle distribution. For decreasing interatomic distances it
changes significantly and becomes quite similar to the bond-angle distribution of the crystal.

The electronic density of states (DOS), obtained by averaging over three configurations
sampled at 2000 step intervals, has a clear metallic character (see figure 4). The angular
momentum decomposition is obtained by projecting on spherical harmonics in a sphere
with radius 3 au. The s—p splitting is evident. The liquid-state DOS was also calculated
by Hafner and Jank [40]. Their DOS and ours are similar, the s part being a little broader
in our case. The DC conductivity extrapolated frerw) is about 3 i~ cm™. o (w) is
calculated from the Kubo—-Greenwood formula [44] with the electrons distributed according
to a Fermi-distribution at 0 K:

occ unocc

27 €2 _
C@ AR = 2 3 Y Y Wl ) POE, — By —F0) ()

wherem ande are electron mass and charge respectiv@lis the MD cell volume p, is the
a-component of the momentum operator aed andunoccdenote occupied and unoccupied
eigenstates respectively. The experimental DC conductivity at 1173 K is 5 ' rom™
[11]. In calculations employing density functional theory usually the width of the gap is
underestimated and as a result the conductivity is overestimated. In this case, instead, the
conductivity is underestimated. This may probably be explained by the neglect of spin—orbit
interactions. For rhombohedral Bi, Goneeal [45] (see in particular figure 9 thereof) find
a less metallic DOS in the case where the spin—orbit interaction is switched off.

Hafner and Jank [40] have simulated liquid As, Sb and Bi with pair potentials based on
second-order perturbation theory. They proposed that the liquid structure is determined by
the diameter of the atomic core and the wavelength and amplitude of the Friedel oscillation
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Figure 3. The calculated bond-angle distribution for liquid Bi. Various cut-off length3 (
to define a bond have been employed. The vertical bars are proportional to the bond-angle
distribution of rhombohedral Bi [39] within the first two coordination shells at 3.1 andA3.5
Both shells contain three atoms. The third coordination shell is aid4.5he first shell is

responsible for the large peak just beyond.90

in the pair potential. They argued that the combined effect of these may stabilize an open
structure, thus giving a real-space description of an effect that in the crystal is caused
by the Peierls distortion. In their view the relativistic effects cause the amplitude of the
Friedel oscillations to decrease, which explains the trend towards a more close-packed liquid
structure going from As to Bi. The same trend in the liquid structure is seen from the first-
principles simulations when we compare the results on liquid As obtained by Li [41] to
those on liquid Bi presented here. A simulation closer to the experimental Bi melting point
of 544 K might show, however, more similarities with the rhombohedral crystal.

4. Liquid Mg 3Bi;

4.1. Structural properties
Figure 5(a) shows the static structure factor, according to the Faber—Ziman definition,

of liquid MgsBi,, obtained from experiment [18] and from our simulation. The overall
agreement is quite good. There are some small differences—e.g., the shoulder in front of

the main peak is lower in the simulation.
The comparison between experiment and simulation in real space is presented in

figure 5(b). HereD(r) = 4rrpo(g(r) — 1), wherepg is the number density angl(r) the
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Figure 5. The static structure factor according to the Faber—Ziman definition (a)any (b)
of liquid MgsBi. Continuous line: simulation at 1150 K; dotted line: experiment at 1123 K
from [18].

conventional pair distribution function, is plotted. The height and left-hand side of the main
peak follow the experiment very well. The main peak, however, is too broad and the small
hump just beyond the main peak in the experiment is not reproduced. This discrepancy
cannot be traced back to a specific feature of the partial pair distribution funciggns (
figure 6). It might originate from eitheggigi, gmgmg OF @ complicated mix of all three
partial g;;.

The partial structure factorsy;, Ashcroft-Langreth definition) are displayed in figure 7.
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Figure 7. Partial structure factors of liquid M@i» according to the Ashcroft—-Langreth
definition. Sgigj — 1: continuous line;Sugg;: dotted line;Smgmg: dashed line.

There are clear features of an ionic ordering. The wiggleSgjg and Sugmg decay much
more rapidly than those iiugsi. In direct space this is mirrored by the sharpness of the
main peak ofgmgsi. This peak is located at 8. Since the position of the main peaks of
g(r) andS(q) (rp andgp) are approximately related by = 7.7/gp [46], the main peak of
Swmgei IS expected to occur at approximately’/3 = 2.57. Indeed the main peak $igg;

is found close to 2.5. However, a negative prepeak occurs ah 1'5which we consider

to be the strongest indication for an ionic ordering. The low degree of structuSggimy
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and, even more so, ifgg;i is clearly mirrored by the absence of sharp peakgnigmg

and ggigi. Also Sgigi and Sugmg have peaks ats 1.5 A-1. In the case o{S‘MgMg this peak

can also be interpreted as a prepeak: the first maxmugrmdn at 3.3A, corresponds to

the maln peak inSugmg Which is located at approximately ZM‘l. For Sgigj the peak at

1.5 A~ also indicates a superstructure. However, it corresponds with the main, and first,
top of ggigi: 7.7/1.5=5.1 A. The peaks at 1. B~ interfere in such a way that their only
remnant in the total neutrofi(g) is the shoulder on the left-hand side of the main peak of
the totalS(q), clearly visible in the experimental results and marginally in MD results.

Whereas theggisi and gugmg have their main peaks at rather different interatomic
separations, the shortest Mg—Mg and Bi-Bi distances are approximately the same (figure 6).
Moreoverggigi has a shoulder whergugmg has its main maximum. So the conclusion that
Bi and Mg are of similar size is justified, supporting the interpretation of the main peak
of ggigi as a superstructure feature. The first coordination shell around a Bi atom should
contain mainly Mg atoms.

The differences between Mg—Mg and Bi—Bi correlations are of course largely determined
by the concentration difference and, consequently, the charge difference. Most clearly
the consequences, and the differences w.r.t. the crystallippase, are recognized by
considering the partial running coordination numbeysr), i.e. the number of atoms of
species that on average are within a shell of radiuaround an atom of typg (figure 8).

From thea;; (r) it transpires that the ‘shell’ of atoms around a Bi atom consists predominantly
of Mg atoms. Certainly below A the ratio of the number of Mg atoms around a Bi atom

to the number of Bi atoms around a Bi atom is much larger than 3/2, the number to be
expected for a homogeneous mixture of neutral, equally sized, particles.

Next we compare our liquid with the crystal structure of thehase [6]. The height of
the ‘spikes’ in figure 6 is proportional to the crystallipg(r). In particular when comparing
these to the liquid statgsis; and gmggi it emerges that the crystalline structure does not fit
very well to the liquid-state structure. In thephase the Bi atoms approach closely. When
going to the liquid phase, the Bi atoms move apart (clearly illustrategklpy), consistently
with the ionic nature of the liquid.

Some of the bond-angle distributionis) @re presented in figure 9. The shape of ¢he
(figure 6), and even more so the shape ofdhgfigure 8) clearly show that a definition of a
cut-off on the bond length, especially for Bi-Bi bonds, is problematic. We rather arbitrarily
took a value of 4A. Together with the liquid-state bond-angle distributions, those for the
a-phase are also shown. In comparing the distributions of the two phases one should keep
in mind the cos{) background that, on purely statistical grounds, is present in the liquid.
The occurrence of a peak at6h bugugmg Shows that in the liquid state the Mg atoms
are much more closely packedgigigi indicates a slight preference for the°9@ngle also
found in the crystal. We checked that decreasing the cut-off toA3ddes not bring out
this feature more clearly. For the/ cut-off it is washed out already.

4.2. Electronic properties

Figure 10 shows the electronic density of states (DOS) obtained from our simulation. The
DOS was obtained as an average over five configurations at 2000 step intervals. The self-
consistent potential (Hartree and exchange—correlation terms) from the liquid simulation
was used to construct a proportion of the unoccupied eigenstates. In turn, these were used
to calculate the DOS and the frequency-dependent conductivity. The DOS does not have a
gap at the Fermi level; it even looks rather metallic. We come back to this point below.

The Bi s levels are clearly split off from the Bi p levels. This is a situation similar to
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Figure 8. Partiala;; (r): the number of atoms of speciéshat on average are within a shell of
radiusr around an atom of typg. The dotted ‘step-like’ functions are thg; of the a-phase.
The crystalline data are taken from [6, 9].

that encountered in, e.g., liquid Pb where scalar relativistic effects push down the s levels
[49]. The same was observed in the band-structure calculations of crystalMgsBi, by

Xu et al [9] where the mass—velocity and Darwin terms push down the s levels from above
—10 eV to below—10 eV. Comparing to the scalar relativistic band structure in [9] we
see that the main effect of going from the crystal to the liquid phase is to ‘broaden’ these
low-lying bands such that they come closer to the Mg and Bi p levels.

The projections to obtain an angular momentum decomposition of the DOS were carried
out in spheres of 3 au radius centred on the nuclei. If we renormalize the DOS in these
spheres we find that on average almost one electron has been transferred to a Bi atom. Of
course this number is very approximate, but since Mg and Bi are of similar size it clearly
demonstrates the direction and order of magnitude of the charge transfer, lending support
to the ionic picture.
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Figure 9. Bi-Bi—-Bi and Mg—Mg—Mg bond-angle distributions for liquid MBi,. For the solid
lines the cut-offs are 4. The dotted line pertains to a cut-off of& on Bi-Bi distances. The
heights of the vertical lines are proportional to the bond-angle distribution ok-{please, the
cut-offs being also A

o(w) was calculated from the Kubo-Greenwood formula [44], with the electrons
distributed according to a Fermi distribution at a temperatdr® K (equation (1)). The
extrapolation to zero frequency(2 mQ~ cm™t) should be considered with care because
of the poor statistical quality (only a few transitions) and the extremely narrow energy range
where temperature effects become importagt 7 = 0.1 eV at 1150 K). However, it is
apparent that we significantly overestimate the DC conductivity—that from the best of the
available experiments is found to be a mere#5 cm2.

Looking for possible reasons for this discrepancy between simulation and experiment,
we consider first the experimental side. The resistivity maximum is reached in an extremely
narrow composition range (see, e.g., figure 7 of [9]). Problems because of an insufficient
chemical definitions of the sample may arise.

Next we consider some possibilities from the theoretical side. (i) It is not plausible that
the quality of the pseudopotentials is insufficient. From the comparison with diffraction
experiments it has become clear that they describe a system that rather closely approaches
the structure of the true liquid. (ii) We used scalar relativistic pseudopotentiald; th
term was ignored. For crystallineMgsBi, [9] shows that inclusion of spin—orbit coupling
enhances the metallic behaviour. So inclusion of Ihe S term will probably enhance
the conductivity, rather than decreasing it. (iii) This leaves us with the most obvious
source of trouble: density functional theory, which generally tends to underestimate the
energy separation between occupied and unoccupied states, even when the local density
approximation is relaxed [51].

5. The MgGZBiZS aIon

In figure 12 the neutron structure factor amdr), as obtained from the simulation of
Mge2Bi2sg (i.. Mgy ss9Bio311), are compared to the experimental results by Webet [18]
for the Mg;oBi3p alloy at 980 K. The overall agreement for tS¢g) is satisfactory; only
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Figure 10. The electronic density of states of liquid NBj,, obtained as an average over five
configurations at 2000 step intervals. The upper panel displays the total DOS. The lower panels
display a decomposition into chemical species and angular momentum where the decomposition
was obtained by projecting on spherical waves of the appropriate symmetry in a sphere with a
radius of 3 au.

at larger wavenumbers is some shift apparent. The main pedk(of is slightly shifted
w.r.t. experiment. The hump i (r) at ~ 4.7 A is not reproduced in the simulation. In
the simulation the next hump develops into a broad maximumAat 6

Comparing the simulation results at the two alloy compositions, we notice that they are
much more similar than the experimental results. Within the noise, the only discernible
difference in the calculatefi(¢g) is the height of the main peak, which is slightly larger for
the Mg-richest alloy. On comparison of the theoretibal-) curves the only clear difference
is that for the Mg-rich alloy the maximum is slightly more pronounced (but does not shift).
In the experimental data the same trend is observed, but also other peaks vanish or come
into existence.

From the partial pair distribution functions (not shown), we find that some Mg atoms
have moved into the first coordination shell of Mg at the expense of some Bi atoms. The
number of atoms around a Bi atom decreased by about 0.5 (for a wide range of cut-offs)
whereas the maximum increase of the number of atoms around a Mg atom is about 0.7.
This change in coordination number is not so pronounced as that inferred by Btedler
from their experimental data. The prepeakSiwymg (N0t shown) is reduced to a very weak
shoulder on the side of the main peak (which becomes a little higher). The absolute height
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and was obtained as an average over four configurations.

q (&-1)

Figure 12. Neutron and x-ray structure factors (a) ab¢-) (b) of liquid Mgs2Bi2g. Solid lines:
simulation (MgBi2g); dotted lines: experiment (M®is), [18].

of the prepeak ofiugg; is a little reduced. The bond-angle distributions are very similar to

those of the MgBi, alloy.
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The trend in the structure when going from jBj, to Mge,Bizg is not surprising: the
number of Bi atoms is reduced w.r.t. the number of Mg atoms, so Mg moves into the first
coordination shell of Mg at the expense of Bi. This causes a reduction of the size of the
Smgmg and Sugei prepeaks, without really affecting the typical length scale of the liquid
superstructure. However, the subtle changes in the experim&@taland D(r) are not
found in the simulation.

Weberet al also carried out x-ray diffraction measurements on theBilgalloy. In
figure 12(a) we compare their x-ray structure factor and the structure factor obtained by
taking the appropriate mixture of the partial structure factors from our simulation and the
atomic form factors (taken from [50]). Note that the height of the first peak is somewhat
underestimated. This peak consists of a positive Bi—Bi and a negative Mg—Bi contribution.
(The contributions from the Mg—Mg patrtial are negligibly small). The wiggles beyond the
first peak originate almost entirely from the Mg—Bi partial, whereas the noise comes from
the unstructured Bi-Bi partial.

The electronic density of states of M®i.g (not shown) is very similar in character to
the DOS of the MgBi;, liquid, i.e. there is no gap &rem;. The conductivity as a function
of w is shown in figure 11. It was obtained by averaging over four configurations only, and
thus the quality of the statistics is not very good, especially for the lower frequencies. The
extrapolated DC value is similar to that obtained for the;Big alloy. Its value is in between
the experimental conductivities at the YigBig 26 and the Mg 62Bio.3g compositions, which
are respectively 3.0 and 15 mQ~! cm! [11-13]. Therefore comparison with experiment
is satisfactory at this composition.

6. Concluding remarks

Our results show that liquid Mgi, essentially conforms to the simple ionic behaviour to

be expected for an octet compound. Mg—Mg close contacts occur quite frequently, simply
because Mg is the most abundant species. However, even Bi atoms sometimes penetrate the
first coordination shell of a Bi atom. Therefore, in line with the moderate electronegativity
difference (0.7 on the Miedema scale [52]), the ionicity is not very large. Essentially it
amounts to a screening of the species with highest absolute charge (Bi) by the Mg ions.
A physical transfer of charge equal to the formal transfer of charg%*(BliQ*) seems, in

view of all the structural data presented, not very realistic. This is in accordance with our
rough estimate of about one electron on average being transferred to a Bi atom.

In [9] it was speculated that the unusual sevenfold Mg-Bi coordination, to which the
crystalline system is forced by composition and lattice periodicity, could change in the
liquid state into a more regular coordination that allows an ionic gap to be formed. From
the shape of the partigl; in figure 5(b) it follows that coordination numbers are difficult to
determine. Therefore we used the running coordination numbers (figure 8) to demonstrate
that the M@Bi, liquid-state structure is not just a trivial modification of the solid-state
structure but that distances change, in particular those between Bi atoms, to allow for a
more ionic ordering. The structural modifications that we find going fromotipdase to
the liquid are consistent with the structure of the superigtvghase [7] where also an
increase in Bi-Bi distance (4 A) is observed.

We could not give a good description of the electronic behaviour near the Fermi level
for the MBI, liquid. However, the resistivity of the MgBiog alloy is in good agreement
with experiment. Thus in our calculation the opening of a narrow gap, in a very narrow
composition range around the stoichiometric composition, is not realized. Like in numerous
other cases the most obvious possible reason for this is the use of density functional theory.
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However, this does not rule out the possibility of the occurrence of another mechanism
which is beyond the approximations of our calculations.

Acknowledgments

We thank Dr A Filippetti and DG B Bachelet for supplying the pseudopotentials.

This work was sponsored by the Srichting Nationale Computerfaciliteiten (National
Computing Facilities Foundation, NCF) for the use of supercomputer facilities, with financial
support from the Nederlandse Organisatie voor Wetenschappelijk Onderzoek (Netherlands
Organization for Scientific Research, NWO).

References

[1] Seitz F 1940The Modern Theory of SoliddNew York: McGraw-Hill)
[2] Grube G and Bornhak R 1932. Elektrochem40 140
[3] Massalski T B, Murray J L, Bennet L H, Baker H and Kaprzak L 1986 (Metal Park, OH: The American
Society for Metals)
[4] Grube G, Mohr L and Bornhak R 1934. Elektrochem40 143
[5] Zintl E and Husemann E 1933. Phys. Chem20 272
[6] Gottfried C and Schossberger F 198#uct. Rep. (Strukturber. 1933-1935%8
[7] Barnes A C, Guo C and HowsllW S 1994J. Phys.: Condens. Mattes L467
[8] Stepanav N J 1912Z. Anorg. Allg. Chem78 1
[9] Xu R, de Gro@ R A and van der Lugt W 1993. Phys.: Condens. Mattes 7551
[10] Busch G, Hulliger F and Winkler U 195delv. Phys. Act&27 249
[11] Enderly J E and Colling E W 1970J. Non-Cryst. Solidg 161
[12] llsche B R and Wagner C 1958cta Metall.6 712
[13] Glazor V M and Situlina O V 1969Akad. Nauk. SSSR Chefr67 587
[14] Verbruge D M and van Zytvel J B 1993J. Non-Cryst. Solid456-158736
[15] Verbruge D M and van Zytvel J B 1993J. Phys. D: Appl. Phys26 1722
[16] Egan J J 1959%Acta Metall. 7 560
[17] Darken L S 1967Trans. Metall. Soc. AIME239 80
[18] Weber M, Steeb S and Lamparter P 1% 9Naturf.a 34 1398
[19] Boos A and Steeb S 1977hys. Lett.63A 333
[20] Car R and Parrinello M 198Phys. Rev. Letc5 2471
[21] Galli G and Pasquarello A 199Birst-principles Molecular Dynamics in Computer Simulation in Chemical
Physicsed M P Allen anl D J Tildesley (Dordrecht: Kluwer) p 261
[22] Therefore we refer to MgsgoBio 311 as Mgs2Bizs.
[23] Filippetti A and BacheleG B 1994 Private communication
[24] Teter M 1993Phys. RevB 48 5031
[25] Louie S G, Froyen S and CoheéM L 1982 Phys. RevB 26 1738
[26] Kleinman L and BylandeD M 1982 Phys. Rev. Let#48 1425
[27] The projections were carried out on the atomic eigenfunctions of the BHS pseudopotentials.
[28] Tassone F, Mauri F and Car R 1984ys. RevB 50 10561
[29] Nost S 1984J. Chem. Phys81 511
[30] Hoove W G 1985Phys. RevA 31 1695
[31] Blochl P E and Parrinello M 199Rhys. RevB 45 9413
[32] de Wijs G A 1995PhD ThesisRijksuniversiteit Groningen
For a copy write to the last author.
[33] Hube K P and Herzberg G 197%pectra of Diatomic Molecules (Molecular Spectra and Molecular
Structure 4)(New York: Van Nostrand Reinhold)
[34] Ortiz G and Ballone P 199Phys. RevB 43 6376
[35] Chau M Y and Coha M L 1986 Solid State Commura7 785
[36] Faxah R C 1966PhD ThesisSyracuse University
[37] Hansen A R, KamingkM A and Ecket C A 1990J. Chem. Eng. Dat&5 153
[38] Waseda Y 1980he Structure of Non-crystalline Materia{slew York: McGraw-Hill)
[39] Ashcrot N W and Mermn N D 1988Solid State Physic€New York: Saunders)



1896 G A de Wijs et al

[40] Hafner J and Jank W 199Rhys. RevB 45 2739

[41] Li X-P 1990 Phys. RevB 41 8392

[42] Knoll W, Lamparter P and Steeb S 1983Naturf.a 38 395

[43] Etherington G, Wright A C, Wenzel J T, Dore J C, Clark H and SinclaiR N 1982J. Non-Cryst. Solids
48 265

[44] Mott N F and Davs E A 1979Electronic Processes in Non-crystalline Materig@xford: Clarendon)

[45] Gonze X, Michenaud J-P and Vigneron J-P 199¢/s. RevB 41 11827

[46] The real-space periodicity corresponding to the prepeals jg2 wheregp is the prepeak position. Due to
the spherical averaging in the Fourier transform from reciprocal to direct space, the first maximum in
the contribution of the prepeak to the pair distribution function will be at approximat@iyd. For an
extensive review see, e.g., [47].

[47] Salma P S 1994Proc. R. SocA 445351

[48] Bhatia A B and Thornta D E 1970Phys. RevB 2 3004

[49] Jank W and Hafner J 199Phys. RevB 41 1497

[50] 1974 Revised and supplementary tallgernational Tables for X-Ray Crystalograpkgl IV (Birmingham:
Kynoch)

[51] Perdew J and Levy M 198Bhys. Rev. Lett51 1884;

Sham L and Scfiter M 1983Phys. Rev. Letc1 1888

[52] Miedema A R, Boom R and de Bo& R 1975J. Less-Common Me#1 283

[53] Bachelet G B, HamanD R and Schiter M 1982Phys. RevB 26 4199

[54] Akishin P A and Spiridone V P 1958Kristallografiya 2 465



