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Bridge-bond formation in aluminum and its alloys under high pressure
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Despite being a simple metal in which the free-electron model prevails, aluminum is known to exhibit peculiar
bonding characteristics. In this work, we report a hitherto unexplored bonding behavior of Al through extensive
first-principles modeling. Starting from liquid Al, we report that upon increasing pressure, electrons tend to
localize between two nearest Al neighbors, forming a partitionable electronic center resembling a pseudoparticle
that lies between the two Al atoms. This finding is further generalized to binary alloys containing Al under
high pressure, as exemplified by an Al-Li intermetallic compound. The emergence of this bridge bonding under
pressure is found to profoundly affect the physical properties of the materials, evidenced by anomalous property
crossovers systematically explored in the Al-Li alloy. The finding of the anomalous electronic bonding behavior
of Al described in this work will lay groundwork for interpreting and predicting physical behavior under extreme

conditions.
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I. INTRODUCTION

Light elements and their compounds generally present
extraordinary chemical bonding features. Aluminum (Al) is
considered to approach an “ideal” metal or free-electron gas
where electrons move freely without being affected by the
metal ions. However, despite extensive experimental and the-
oretic studies [1-6], the exact bonding nature of Al remains
a mystery and a consensus has not been reached concern-
ing the electronic structure of its chemical bonds. Several
bonding types have been proposed in the literature, including
bridge bonding between nearest neighbors [5,6], octahedrally
centered bonding [1], tetrahedrally centered bonding [2], and
mixtures thereof. Not until recently was Nakashima et al. [7]
able to demonstrate that a tetrahedral bond network exists in
Al that accounts for the directional nature of its mechanical
properties. In this bonding picture [7], electron density in
the tetrahedral interstitial sites of fcc Al is found to be in
excess of the superposition of unbound atoms’ free-electrons.
Electron localization in the interstitial sites of Al is even more
pronounced under high pressure, manifested by the formation
of an electride phase at above terapascal (TPa) pressure [8],
which can be described by a host-guest model consisting of
positive ions and interstitial electrons [9—-11]. In fact, research
on electrides has been a recurring theme in the literature.
Similar to Al, many light metals such as Li [12-20], Na
[21,22], and binary compounds [23-28] were found to form
electrides under high pressure, which often possess unusual
physical properties. The hallmark feature of the electrides is
the formation of off-center lobes of electrons, also known
as non-nuclear attractors (NNAs) [28,29], localized in the
interstitial cavities.
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In view of the bonding specification of Al, it is essential
to explore its high-pressure bonding condition and see how it
fares in its intermetallic compounds. In this paper, we report
an unusual electron localization behavior of Al, where off-
atom electrons are not localized in the interstitial sites, but
instead lie directly between two Al atoms forming a type of
electronic bonding.

Different from previous work, our strategy was to inves-
tigate bonding features in liquid Al under high pressure,
which remains largely unexplored to date. On the one hand,
knowledge of electronic bonding in liquid Al is essential
to understanding its own structure and properties, and also
furnishes crucial information for understanding other liquids
at high pressure. On the other hand, the plural forms of lo-
cal atomic packing environments in the liquid state provide
otherwise unavailable opportunities to quantify the bonding
characteristics. The bonding information about liquid Al we
obtained was further scrutinized in its intermetallic alloys. To
this end, considering that excess interstitial electrons exist in
both elemental Al [8] and Li [7,12-20], and that addition-
ally, the mixing of Al and Li can produce Li-Al compounds
with Al in a high anionic charge state, we chose Li-Al as
an ideal system for exploring the evolution of Al-Al bond-
ing with an increasing amount of charges transferred to Al
under high pressure. On a fundamental level, this work will
provide insights into the structural evolution of Li-Al binary
compounds under high-pressure conditions and uncover how
the anomalous bonding affects the various physical properties,
which remains unknown at this point.

II. COMPUTATIONAL METHODS AND DETAILS

Ab initio calculations were carried out in the density-
functional theory-based Vienna Ab initio Simulation Package
(vAasP) code [30]. Liquid Al was studied with ab initio
molecular dynamics in constant number, volume, and tem-
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perature ensembles. To search for thermodynamically stable
candidates of Li-Al compounds under pressure, we employed
the swarm-intelligence based CALYPSO [31,32] structure pre-
diction method. Superconducting properties were calculated
based on the plane-wave pseudopotential method, as im-
plemented in the QUANTUM ESPRESSO code [33]. Electrical
conductivity was calculated using the BOLTZTRAP code [34]
under constant relaxation time approximation. Detailed de-
scriptions of the computational approaches can be found in
Supplemental Material [35].

III. RESULTS AND DISCUSSIONS

At room temperature, Al with an fcc structure has been
reported to be stable up to 200 GPa [36]. Here, to explore the
bonding pattern of Al under high pressure, we conducted a
series of calculations on the Bader charge [37] and electron
localization function (ELF) [38] analysis of fcc Al under
100 GPa as shown in Fig. S1. The results clearly indicate
that excess electron charges (the “bond”) exist in the tetra-
hedral “holes,” which agrees with the experimental findings
of Nakashima et al. [7] at ambient condition.

Liquid Al, however, behaves drastically different under
high pressure. At ambient pressure, it is generally regarded
as a simple liquid within the hard-sphere paradigm, which
can be described by a polytetrahedral assembly [39,40]. Each
atom in the liquid is tightly coordinated by its 13 or 14 nearest
neighbors, forming a coordination polyhedron consisting of a
group of tetrahedra. Following the electronic-bonding picture
for fcc Al, intuitively, one would expect the electrons to be
localized in the centers of the tetrahedra at elevated pressures.

Our analysis revealed a different bonding pattern in liquid
Al. Figure 1 summarizes our calculated results of liquid Al
under 108 GPa and 4000 K. The electronic charge-density
distributions [Figs. 1(a) and (1b)] reveal that valence electrons
assemble in the centers of two nearest Al atoms, rather than
the centers of the tetrahedra. By means of Bader charge anal-
ysis, we found that the excess electrons could be partitioned
into (based on the zero-flux surface of the charge density)
a volume separating them from the atoms. These off-atom
electron lobes (or NNAs) are located approximately in the
middle of two Al atoms, forming a pseudo-atomlike entity.
To quantitatively demonstrate the location of the off-atom
electron centers, we analyzed its radial distribution function
with respect to Al It can be seen in Fig. 1(c) that the distance
from the NNA center (i.e., electron density maximum) to its
nearest atomic position is roughly half of the nearest-neighbor
Al distance. In this sense, the formation of an off-atom elec-
tron charge center has altered the original metallic bonding
character of Al, seen as bridge bonding associated with Al-
Al pairs. Put in a broader picture, evidently, the formation
of these abundant off-atom electronic centers indicates that
liquid Al belongs to a liquid electride at high pressure.

To further illustrate how this anomalous bonding is suscep-
tible to pressure, we studied the bond formation probability
as a function of Al-Al distance. As a measure of the incom-
pressible core region, an ionic radius of 0.39 A [41] was
used for Al, whereas the size of the valence electron cloud is
represented by the 3p orbital radius of 1.31 A [42]. Our results
revealed that for the given atomic packing environment, only

FIG. 1. Bonding properties of liquid Al at 108 GPa and 4000 K.
(a) Electron charge-density isosurface (0.052¢/A%) outlining the
off-atom charges piled between two Al atoms (indicated by the blue
arrows), forming anomalous bonding between Al-Al. (b) Charge-
density map of a cut plane of liquid Al, showing charge-density
maxima between two nearest Al atoms. The red zones correspond to
the bridge charge. (c) Partial radial distribution functions of Al-Al
and NNA-AI, showing the distance between NNA center and Al
is half of the Al-Al nearest interatomic distance. NNA denotes the
center of the off-atom charge lobes.

if the nearest Al-Al distance is shorter than the sum of the
valence orbitals (2.62 A) does the bridge bonding begin to
appear, which is schematically illustrated in Fig. 2(a). We
shall point out that the bridge-bonding centers appear in hot
liquid Al even at relatively low pressures (see, e.g., Fig. S2 for
liquid-Al at 13 GPa, 3000 K) because of reduced Al-Al pair
distances at increased temperatures. Such a bonding behav-
ior may be perturbed by electron charge-density fluctuations
imposed by the disordered atomic arrangements in the liquid.

Now, we generalize this peculiar bonding feature of Al in
a broad picture by tapping into the bonding characteristics of
various Al-rich intermetallic compounds, i.e., materials con-
taining Al but exhibiting multifarious atomic environments,
using LiAl as an example. We show that a similar bonding
pattern exists in Li-Al compounds under high pressures. To
establish a high-pressure phase diagram of the Li-Al system
and locate thermodynamically stable Li-Al phases, we per-
formed an extensive search for the stable crystal structures of
Li,Al x =1, 1.5, 2, 2.5, 3, 3.5, and 4-8) within a pressure
range of 0-100 GPa with a maximum simulation cell up to
4 formula units for each fixed composition. According to
the formation enthalpy and the convex-hull approach, apart
from the well-known compounds LiAl, LizAl,, and LiyAl,
two stable compounds (LisAl and LigAl) were identified un-
der high pressure [see Supplemental Material Fig. S3(a) and
Table SIJ. The pressure-composition phase diagram of the
Li-Al system is shown in Fig. S3(b). All the atomic structures
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FIG. 2. (a) A schematic diagram showing the emergence of
bonding between Al-Al atoms when the interatomic distance be-
comes shorter than a threshold. (b) Calculated ELF of Pm-3m LiAl
with an isosurface value of 0.75 at 100 GPa, indicating an off-atom
electron lobe bridge bonds two Al atoms (red spheres). (c) Electronic
band structure and PDOS of Pm-3m LiAl at 100 GPa. The bridge
charges have a p-electron character. (d) Bader charges of each entity
in the Pm-3m LiAl crystal as a function of pressure. “BC” denotes
the bridge charge associated with the NNA. Bridge bonding emerges
at round 75 GPa.

of the stable phases under high pressure were proven to be
dynamically stable, as they did not show imaginary frequency
modes (Fig. S4).

We turn our focus to the equiatomic Li-Al compounds. The
stable F'd-3m LiAl compound morphed into a cubic phase
with the Pm-3m symmetry above 22 GPa, which was pre-
dicted to be stable up to 200 GPa in this work. The electronic
structure of the most stable Pm-3m LiAl phase at high pres-
sures was analyzed by Bader charge analysis and ELF. The
calculated ELF [Fig. 2(b)] of Pm-3m LiAl under 100 GPa
characterizes that the localization of excess electrons is in
the center of two nearest Al atoms. The electronic bands
and projected densities of states (DOS) of Pm-3m LiAl in
Fig. 2(c) show that this phase still exhibits a metallic feature
under 100 GPa. Moreover, the conducting states of Pm-3m
LiAl derive mainly from the Al-3p states around the Fermi
level. We also analyzed the DOS of the NNAs involved in
the bridge bonding. The NNA can be seen as a pseudoparticle
in the lattice of the Pm-3m structure under 100 GPa. The
obtained PDOS curves are shown in Fig 2(c). We note that
the contribution of the NNAs to the electron DOS is larger
than that of the Al and Li atoms near the Fermi surface.
To further understand the origin of the bridge bonding, the
charge transfer of Pm-3m structure under different pressures
was analyzed by the Bader analysis depicted in Fig. 2(d). At
low pressures (P < 70 GPa), the Bader charges of Li and Al
are almost constant within the pressure range, about 2.25 e and
3.75 e, respectively. Upon the formation of bridge bonds, the
Bader charge of Al decreases sharply, as opposed to that of Li,
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FIG. 3. The superconductive and conductive properties of
Pm-3m LiAl as a function of pressure. (a) The electron-phonon
coupling coefficient and the logarithmic average phonon frequency
o as a function of pressure. The inset shows the superconducting
critical temperature 7, as a function of pressure. (b) Electrical con-
ductivity o /7 as a function of pressure at 300 K. Upon the formation
of bridge bonding, the electrical conductivity shows a sudden drop.

which essentially remains steady when the pressure is above
70 GPa. Around this inflection pressure point, however, abrupt
changes of both the band structure and the Fermi surface were
not observed (Fig. S5).

Our calculations thus reveal that excess electrons pile into
the center of two nearest Al atoms under pressure, promot-
ing the formation of bridge bonding. These bridge-bonding
charges are provided mainly by Al atoms, evidenced by the
fact that the integrated charges of Li atoms remain basically
unchanged. More specifically, at low pressures, there is a
small amount of charge transferred from Li to Al (~0.75 e per
Li atom). Upon increasing the pressure to above 70 GPa, the
3p electrons of Al atoms start to be trapped between two near-
est Al neighbors, forming an NNA. In other words, Al atoms
gradually reach an ionic state, and nearly two electrons reside
in the centers of the Al-Al pairs to form bridge bonds in the
unit cell. To demonstrate this, a hypothetical [LiAl]** model
system was investigated by explicitly removing two electrons
from the Pm-3m LiAl crystal. The absence of Bader charge in
the center of the Al-Al atoms (Table SII) confirms that those
electrons of Al atoms are responsible for the formation of
bridge bonds. Other Al-based intermetallic compounds (Sup-
plemental Material, Fig. S6) have also been investigated and
were found to exhibit similar bridge-bonding features under
certain pressure conditions. To further validate the generality
of Al-Al bridge bonding, we studied the electronic bonding
feature of liquid AlsyLiso at high pressures as well, and the
results are provided in Fig. S7. Analogous to liquid Al, in
the liquid AlsgLisg, electrons were found to convene between
Al-Al pairs in lieu of the tetrahedral interstitials as depicted in
other high-pressure electrides.

The high-pressure bonding behavior of Al described above
is characteristically different from previously known ionic,
covalent, and metallic bonding types. We heuristically ex-
plored how the physical properties are affected by the
discovered bridge bonding. In what follows, we will examine
the electron transport, mechanical, and thermal properties of
the Li-Al compounds and demonstrate that the properties are
substantially impacted by the formation of bridge bonds.

We first illustrate the superconducting transition tempera-
ture (7;) through electron-phonon coupling (EPC). Here, we
take Pm-3m LiAl as an example. As shown in Fig. 3(a), the
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FIG. 4. The mechanical properties and melting points of Pm-3m LiAl as a function of pressure. (a) Poisson’s ratio and (b) melting points.
Error bars correspond to the calculated melting-point uncertainty of £50K [35] by two-phase coexisting method. Property crossovers are

identified as a result of the formation of bridge bonds.

EPC constant A and the logarithmic average phonon frequency
wiog change sharply between 75-90 GPa. Consequently, 7. de-
creases sharply from 4.58 to 0.23 K at around 90 GPa. A sharp
drop indicates that the state of intrinsic charge concentration
has changed at the corresponding pressure, which is near
the bridge-bond formation pressure at 75 GPa. Concurrently,
similar results were found for the electrical conductivity as
shown in Fig. 3(b), where the electrical conductivity o /7 in-
creases first with external pressure and then sudden decreases
above 75 GPa. Hence, the formation of the bridge bonding
has a paramount importance for the superconducting transi-
tion temperature 7, and conductivity. Likewise, the thermal
conductivity of LiAl was also found to be affected by the
formation of bridge bonds (results not shown).

The mechanical properties of these phases under high pres-
sure were studied by computing the elastic constants and
moduli using linear response theory [43]. The elastic con-
stants of Pm-3m LiAl change dramatically at 75 GPa, leading
to a jump of the shear modulus. This change is more obvious
in the Poisson ratio [Fig. 4(a)] in this pressure range. To assess
the thermal properties, we calculated the melting temperatures
of Pm-3m LiAl by two complementary ab initio approaches
(see Supplemental Material for details) as shown in Fig. 4(b)
and found a reentrant behavior in a similar pressure range in
which the mechanical properties show anomalies. The melt-
ing points calculated with the two different methods show
a consistent trend. Unlike the normal melting curve of el-
ements (e.g., transition metals), the melting points of LiAl
with increasing pressure show a zigzag shape, which increases
monotonically up to 68 GPa, followed by a decrease from 68
to 80 GPa, and then a normal increase again at higher pres-
sures. It is noticeable that the pressure range of the anomalous
change of melting points is between 68 and 80 GPa, which
coincides with the pressures for the formation of bridge bonds.
Therefore, the consistency in the changes of the electronic
properties, mechanical properties, and melting curve proves

that the bridge bonding has unexpected effects on the physical
properties of materials.

IV. CONCLUSION

In summary, we performed a systematic search for the
bonding pattern of liquid Al and its intermetallic alloys under
high pressure, among which Li-Al compounds were illus-
trated as an archetypal example. We found that electrons
assemble into the center of two Al nearest neighbors to form
a bridge-type bonding under high pressure in liquid Al and its
compounds. The formation of bridge bonding was attributed
to the overlap of the 3p orbitals of two nearest-neighbor Al
atoms that causes the p electrons of Al to be localized in the
center of the two atoms. The physical properties were found
to be profoundly affected by the formation of bridge bonds, as
exemplified by their superconducting transition temperature,
mechanical properties, and melting points. Phenomenologi-
cally, the continuous electronic transition associated with the
bridge-bond formation loosely resembles the spin crossover
reported in ferropericlase under high pressure [44,45] that also
occurs in a broad temperature and pressure range and leads to
substantial properties changes. Our current findings will shed
light on the bonding behavior of light elements in general,
and also help understand electronic structure and material
properties under high pressure.
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