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Sound velocity softening in body-centered cubic niobium under shock compression
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Our understanding of pressure-induced anomalies in the physical and mechanical properties of Nb with a
simple body-centered cubic structure remains limited both experimentally and theoretically. In this work we
experimentally investigate the sound velocity of the compressional, bulk, and shear waves of Nb up to about
69 GPa and 1100 K under shock compression. These measurements reveal a significant softening in both the
compressional and shear wave sound velocities in Nb compressed at 50 to 60 GPa. First-principles computations
indicate that this anomalous behavior is most likely due to a pressure-induced Lifshitz-type electronic topological
transition at 50 to 60 GPa. This study thus indicates that high-order phase transformations associated with the
changes of electronic structures play an important role in the physical modification of transition metals.

DOI: 10.1103/PhysRevB.105.104110

I. INTRODUCTION

Transition metals form various crystal structures because
the structural energy depends on the filling of the d bands in
the periodic table [1]. Under high pressure and temperature
(P-T) conditions, a number of transition metals experience
a series of first- or higher-order phase transformations [2,3].
Understanding the phase transformations and the underlying
mechanisms of transition metals at high P-T is of significant
importance in materials science, condensed-matter physics,
and planetary science [4,5]. The phase stability and physical
properties of group-VB transition metals (V, Nb, and Ta) at
high P-T have been extensively studied both theoretically and
experimentally [6-9]. They have one of the simplest crystal
structures (body-centered cubic, bcc) [10], but have complex
physical properties at extreme conditions [11], such as elec-
tronic topological transitions [12], Fermi-surface nesting [13],
nonadiabatic correction [14,15], and strong electron-phonon
coupling [16,17].

Niobium (Nb) is a typical 4d transition metal of group-
VB, with the highest superconducting transition temperature
(T. = 9.25K) among transition metals under ambient pres-
sure [18-20]. It is also one of the most promising refractory
metals due to its high melting point and good ductility at room
temperature [21-25]. Early static and dynamic high-pressure
studies show that Nb retains its bcc phase at pressures up
to 174 GPa [26,27]. Conversely, theoretical studies predicted
softening anomalies of the elastic constants of Nb under high
pressure [11-14,18]. For example, first-principles total energy
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calculations predict an elastic constant softening of Nb at
about 50 GPa [13], which is explained by the nesting vector
q, going to zero at the Fermi surface. Koci et al. [18] investi-
gated the Fermi surface of Nb via first-principles calculations
and reported that the Fermi surface has a shrinking nesting
vector at about 74 GPa, which may result in an abnormal
softening of the shear elastic constant Cy4. In addition, theo-
retical calculations based on density functional theory (DFT)
found that a striking softening of elastic constants Cy4 and
C’ = (C;—C12)/2 in Nb occurs at about 60 GPa [14], which
may be caused by the underlying rhombohedral distortion.
Although these theoretical studies indicate a pressure-induced
elastic modulus anomaly at 50 to 70 GPa, the mechanisms
behind this anomaly remain controversial, and experimen-
tal evidence is also absent. Therefore, further investigations
by both theoretical calculations and high P-T experiments
[28] are urgently needed to understand the elastic modulus
anomaly of Nb under extreme conditions.

This paper presents an investigation into the sound velocity
of bcc Nb at high P-T under shock compression using a
two-stage light gas gun. The compressional (Vp), bulk (V}),
and shear (Vs ) sound-wave velocities of Nb were measured
up to about 69 GPa and 1100 K. The results reveal softening
anomalies for both Vp and Vg in Nb at 50 to 60 GPa. The
three-dimensional (3D) Fermi surfaces of Nb calculated using
DFT shows that a pressure-induced Lifshitz-type electronic
topological transition (ETT) in Nb provides the main contri-
bution to the elastic modulus softening.

II. METHODS OF EXPERIMENT AND COMPUTATION

High-purity (>99.95%) polycrystalline bcc Nb was used
as the starting material. Its initial density was measured by

©2022 American Physical Society
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FIG. 1. (a) Schematic diagram of experimental configuration for
sound velocity measurements and (b) Lagrangian x-# diagram for
reverse-impact experiments. /; is the sample thickness, Us is the
propagation velocity of the shockwave in the sample, V/} is the
Lagrangian velocity of the release wave in the sample, and #, and
t, are the arrival times of the shockwave and unloading wave at the
sample-LiF window interface, respectively.

using the Archimedean principle to be 8.597 to 8.620 g/cm?.
The sample was machined into 1.5-mm-thick disks with a
diameter of 24 mm. Shock experiments were carried out
using a 25-mm-bore two-stage light gas gun at the Insti-
tute of Atomic and Molecular Physics, Sichuan University,
China. Reverse-impact configurations were used to measure
the sound velocity of Nb at high P-7, as shown in Fig. 1(a).
Single-crystal lithium fluoride (LiF) of [100] orientation
(15-mm diameter and 5-mm thickness) was used as the win-
dow [29]. Aluminum foil (=10 um) was coated onto the
front surface of the LiF window. The velocity of the flyer
was measured by using a magnetic-induced diagnostic system
with an uncertainty of roughly 0.5%. The particle velocity

profile at the impact interface was measured by using an
all-fiber displacement interferometer system for any reflector
[30]. The sound velocities of Nb were then determined by
applying the optical analyzer technique with uniaxial strain
loading (in the direction of shockwave propagation) [28,31].
Figure 1(b) shows the principle for wave interactions between
Nb and LiF during the impact process. Nine reverse-impact
experiments were done in a P-T range of 27 to 69 GPa and
400 to 1100 K. Table I details the impact conditions and
experimental results. The measured particle velocity profiles
at the Nb-LiF interface indicate a plastic single-wave structure
at the investigated shock pressures, as shown in Fig. 2.

The ABINIT code [32] was used for structural optimization
and electronic structure calculations with the Troullier-
Martins norm-conserving pseudopotentials and local density
approximation (LDA) [33]. The kinetic-energy cutoff was
determined to be 35 hartree, and the Monkhorst-Pack scheme
with a 30 x 30 x 30 I'-centered k-point mesh was used.
The total energy was converged to within 1 x 1078 hartree.
The Gaussian smearing method was used to describe the
electronic occupations with a broadening set to 0.015. The
3D Fermi surface was visualized using the FermiSurfer code
[34]. The computation details can be found elsewhere [12].
The Vienna ab initio simulation package, VASP [35,36], was
used to calculate the enthalpy of Nb under high pressure. The
atomic electronic structures were described by the projector
augmented wave approximation with the LDA [36,37]. The
kinetic-energy cutoff was set to 350 eV, and the I'-centered
k-point mesh was set to 30 x 30 x 30. An energy convergence
criterion of 107%eV and a maximum Hellmann-Feynman
force on each atom of less than 1073 eV/A were used to
ensure the accuracy of the interatomic forces.

III. RESULTS AND DISCUSSION

The particle velocity Up and shockwave velocity Uy
in shock-compressed Nb can be calculated by using the
impedance-matching method based on the measured impact

TABLEI. The experimental conditions and results of Nb by reverse-impact experiments. py is the initial density of Nb at ambient conditions
measured using the Archimedean method. W is the impact velocity. Up and Us are the particle velocity and shockwave velocity of the
compressed sample, respectively, where Us = Cy + AUp. P is the Hugoniot pressure. 7y is the shock temperature of Nb [39]. The known
Hugoniot of LiF and Nb are from Ref. [38] (LiF: py = 2.638 g/cm?, Cy = 5.148km/s, A = 1.358; Nb: p, = 8.587 g/cm?, Cy = 4.46km/s,
X = 1.20). V} and V' are the measured Lagrangian sound velocities of the compressional and bulk waves, respectively. Vp, V4, and Vs are the
Eulerian sound velocities of the compressional, bulk, and shear waves, respectively. A detailed analysis of the uncertainties in sound velocities
is given in the Supplemental Material [42].

Shot £o w Up U. S P VPL Vp VbL Vh VS Est.
No. (g/cm?) (km/s) (km/s) (km/s) (GPa) (km/s) (km/s) (km/s) (km/s) (km/s) Ty (K)
1 8.597 £0.009 2.07 £0.01 0.596 £0.012 5426 +£0.074 27.8+0.7 6.793 £0.149 6.047 +0.134 6.037 +0.102 5374 £0.092 2402 £0.298 439 + 50
2 8.604 +0.003 2.53 £0.01 0.787 £0.011 5.103 £0.041 34.6+0.6 7.597£0.153 6.425+0.131 6.480+0.105 5.481 +£0.090 2.902 + 0.251 493 +70
3 8.609 £0.002 3.17 £0.01 0.996 £ 0.012 5.404 £0.030 463 +0.6 8432+0.169 6.878+0.139 7.459 +0.109 6.084 £0.090 2.779 £0.297 651 £55
4 8.607 £0.001 3.30£0.01 1.030+0.013 5.559 £0.031 493 +0.7 8.851+£0.182 7.211+0.149 7.700 +0.112 6.273 £0.093 3.080 £ 0.298 686 + 50
5 8.606 £ 0.001 3.54 £0.01 1.123 £0.015 5.562£0.031 538 +0.8 8537+0.161 6.813+0.130 - - - 762 £75
6 8.602 £0.005 3.72+£0.01 1.170£0.011 5.756 £0.021 579+ 0.6 8.811+£0.163 7.020+0.131 7.959 +0.107 6.341 £ 0.086 2.608 £ 0.307 840 + 60
7 8.596 £0.009 3.75+£0.02 1.186+£0.012 5.713£0.023 582 +0.6 8.747+£0.163 6931 +0.131 7.884 +0.106 6.247 £0.086 2.600 £ 0.304 846 + 60
8 8.604 +0.007 4.05+0.02 1.310+0.010 5.684 +£0.016 64.1 +£0.5 10.076 =0.211 7.754 +0.163 8.423 +0.124 6.482 + 0.097 3.685 +0.287 957 + 70
9 8.609 £0.002 4.26 £0.02 1.370 £0.013 5.864 +£0.019 69.2+0.7 10.787 £0.230 8.037 = 0.178 8.676 = 0.134 6.649 +0.104 3.910 + 0.304 1075 £ 80
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FIG. 2. Particle velocity profiles at the Nb-LiF interface mea-
sured by using the all-fiber displacement interferometer system for
any reflector under shock compression. The impact velocity and
corresponding pressure-temperature conditions are listed in Table I.
t and t, are the arrival times of the shockwave and release wave at
the interface, respectively.

velocity W of the flyer and the particle velocity at the Nb-LiF
interface. The results for Us and Up are listed in Table 1. The
density p in the Hugoniot state of Nb is then determined by

£0
-2 M

Us

10:

where py is the initial density of Nb at ambient conditions. The
pressure-density (P-p) Hugoniot data in this study are entirely
consistent with the previous shock compression experiments
[27], as shown in Fig. 3(a). The Hugoniot temperature of Nb
[Fig. 3(b)] is estimated by using the theoretical calculation
from Ref. [39].

The shockwave was generated by impact at time ¢;. When it
propagated to the rear interface of the sample, a release wave
was emitted forward through the sample at the compressional
sound velocity at high pressure. The arrival of the release wave
at the sample-window interface reduces the particle velocity at
time 7, [Fig. 1(b)]. Thus, the Lagrangian compressional sound
velocity V£ can be determined based on the travel time At =
t, — t; by using [40,41]

h
7 L 2)
At — 3

where A, is the thickness of the Nb sample and Uy is the shock-
wave velocity of the compressed sample. The uncertainty of
the result for Ar is typically less than 1% (see Fig. S1 in
the Supplemental Material [42]). The Eulerian compressional
sound velocity Vp can be converted from V£ based on

Vvp = 2yt 3)
0

The bulk sound velocity V,, of Nb cannot be directly ob-
tained by the particle velocity profiles due to the Bauschinger
effect [43]. Thus, Asay et al. [44] proposed a method to de-
termine V}, at the Hugoniot state by linearly extrapolating the
plastic unloading part to the Hugoniot state in the relationship
of Vp and Up. By using this method, we obtain V}, for Nb along
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FIG. 3. Hugoniot equation of state and pressure-temperature
relation in Nb under shock compression. (a) The P-p Hugoniot
relationship of Nb under shock compression. The black filled circles
represent the measured density in this work. The open circles and
triangles are the literature data of the density under shock [27]
and under static compression by a diamond-anvil cell [26], respec-
tively. (b) Hugoniot temperature 73 calculated by canonical ab initio
molecular dynamics with the parameterization of Perdew, Burke,
and Ernzerhof simulations [39]. The blue dashed line indicates the
bce-Pnma phase boundary of Nb determined by high-P-T x-ray
diffraction experiments and ab initio quantum molecular dynamics
simulations [48]. The red dashed line is the melting curve of Nb
at high pressure fitted to the Simon-Glatzel formula by Errandonea
et al. [48].

the Hugoniot and a typical plastic unloading portion of the
velocity history (e.g., shot No. 4 at about 49.3 GPa in Fig. 4).
Based on the results for Vp and V;, the shear sound velocity Vg

T T T T T
2907 493GPa v
E Elastic sound velocity
X801 - i
= - VE
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= N 1
S 7.0 \ : -
T |
g Plastic sound velocity H
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FIG. 4. Typical results for Lagrangian sound velocity of Nb as a
function of particle velocity at a shock pressure of about 49.3 GPa.
V} is the Lagrangian compressional sound velocity. Uy is the particle
velocity of Nb in the Hugoniot state. V- is the Lagrangian bulk sound
velocity that can be plastically extrapolated from the relationship
between V- and Up in the unloading portion.
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FIG. 5. Eulerian compressional (Vp), bulk (V,), and shear (Vs)
sound velocities of Nb as a function of shock pressure. The open
symbols (black square, red circle, and blue triangle) show Vp
(5.11km/s), V, (4.5km/s), and Vs (2.09km/s) of Nb at ambient
conditions, respectively [46]. The filled symbols (black squares, red
circles, and blue triangles) are the measured Vp, V,, and Vs of Nb,
respectively, under shock compression. The red dash-dotted line is
the theoretically predicted bulk sound velocity at high pressure and
room temperature [47]. The pink semi-squares and purple semi-
triangles are the measured sound velocity of polycrystalline Nb at
room temperature using ultrasonic measurements in conjunction with
synchrotron x-ray diffraction [45]. The open gray hexagons and
inverted triangles [14], and open green pentagons and pentagrams
[18] are the sound velocities at high pressure and 0 K derived from
the elastic constants by first-principles computations and density
functional theory, respectively.

can be determined by using [43]
Vi =30y = V). @)

The experimental results show that the Vp and Vs of Nb
continuously increase from about 6.05 to 7.21 km/s, and from
about 2.40 to 3.08 km/s with increasing shock pressure from
~27.8 to 49.3 GPa (Fig. 5), respectively. An extrapolation of
these results to low pressures is consistent with previous mea-
surements made with a multi-anvil apparatus using ultrasonic
measurements and synchrotron x-ray diffraction at 300 K [45]
and below 10 GPa. However, the sound velocity above 50
GPa indicates a significant softening of both Vp and Vs at the
pressures of 50 to 60 GPa (Fig. 5). Conversely, the measured
V}, monotonically increases with increasing pressure without
abnormality up to about 70 GPa, which is overall consistent
with previous predictions derived from the isothermal bulk
modulus at 298 K (Fig. 5) [47].

Figure 5 compares several theoretical results for the sound
velocity of Nb at high pressures. For example, both Koci
et. al. [18] and Wang et al. [14] used DFT to predict the
softening of the shear wave sound velocity Vg (or shear elastic
constant Cy4) of Nb above about 50 GPa (Fig. 5). The pro-
posed anomaly may result primarily from a nesting vector that
shrinks with pressure [18] or an underlying rhombohedral dis-
tortion [ 14]. However, the softening of compressional velocity
Vp (or elastic constant Cj;) for Nb is not well explained at
similar pressures.

FIG. 6. Calculated enthalpy of Nb as a function of the rhombo-
hedral deformation parameter (§) between bcc and the distorted bee
phase at 57 GPa. A is the charge transfer in Nb. The bcc phase is the
most stable phase, with A = 0. When the Fermi level is reduced by
removing electrons (A < 0), the rhombohedral phase becomes more
stable than the bcc phase.

As seen in Fig. 3(b), Nb remains in the bcc structure
in the P-T range investigated in this study. Thus, the soft-
ening of the sound velocities Vp and Vg in compressed Nb
should not be caused by a solid-solid phase transition. To
understand the elastic modulus anomaly in compressed Nb
near 60 GPa, we first consider the possible rhombohedral
distortion (or the competition between bcc and rhombohedral
structure). Under high pressure, the domain wall or extrinsic
anisotropic strain may lead to charge transfer [49,50], so we
calculated the enthalpy difference between pristine bcc Nb
and distorted bcc Nb as a function of the rhombohedral de-
formation parameter § at 57 GPa (see results in Fig. 6). The
charge transfer A is set to zero for bcc Nb at 57 GPa. The
Fermi level shifts upon removing electrons (i.e., A = —0.25),
so the rhombohedral structure becomes more stable. This
rhombohedral phase may become the most stable structure
in Nb when A = —0.5 at 57 GPa. However, removing more
electrons may destabilize the rhombohedral structure and lead
back to the bcc phase when A < —1. The charge-transfer-
induced bce-rhombohedral phase transition may contribute to
the elastic modulus and thus lead to an abnormal softening
in compressed Nb near 57 GPa [14,51]. The distorted bcc
Nb may occur when it alloys with fewer d-electron elements
(e.g., its left neighbor, zirconium [11]). In addition, both Vp
and Vg undergo an abnormal softening in this experiment.
However, the underlying rhombohedral mechanism explains
only the abnormity of the shear modulus [14]. In the present
experiments, pristine bcc Nb with high purity was used to
retain the bce phase structure in the investigated P-7' range
based on the known P-T phase diagram [48]. Therefore, we
consider other suitable mechanisms to explain both the Vp and
Vs abnormalities for Nb at 50 to 60 GPa.

To better understand the sound-velocity softening in Nb at
50 to 60 GPa, we calculated its 3D Fermi surfaces at high pres-
sure by using the DFT code ABINIT [32]. The total energy
of bcc Nb with different energy cutoffs and k-point meshes
was simulated to obtain the proper parameters based on the
total energy difference below 1 mHa/atom [52] (see Fig. S2
in the Supplemental Material [42]). The theoretical results
show that the geometry of the 3D Fermi surface broadens
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FIG. 7. 3D Fermi surfaces in bcc Nb calculated by using
DFT. Fermi surfaces of Nb at (a) ambient pressure, (b) 57 GPa,
(c) 60 GPa, and (d) 70 GPa. A Lifshitz-type ETT occurs at about
60 GPa in Nb, where the new voids appear at the Fermi surfaces and
grow with increasing pressure (e.g., to about 70 GPa).

upon increasing pressure to 57 GPa at 0 K, but does not
undergo any topological change with respect to the topol-
ogy at ambient pressure [Figs. 7(a) and 7(b)]. Upon further
increasing the pressure, a pressured-induced Lifshitz-type
ETT occurs near 60 GPa [Fig. 7(c)], where new voids form
in the Fermi surfaces. These voids grow upon increasing the
pressure to 70 GPa [Fig. 7(d)]. To confirm the Lifshitz-type
ETT in compressed bcc Nb, we also calculate the 3D Fermi
surfaces with different values of tsmear (e.g., tsmear = 0.15,
0.01, and 0.005), which describes the state occupation by
electrons near the Fermi surface at various finite temperatures.
The calculations indicate that the ETT in bcc Nb occurs un-
der compression, even when changing the value of tsmear.
Given that the 3D Fermi surface describes the structure of
the electron-occupied states near the Fermi level, decreasing
tsmear from 0.15 to 0.01 to 0.005 changes only slightly the 3D
Fermi surface, corresponding to the transition pressures from
roughly 60 GPa down to 52 and 47 GPa, respectively (see
Fig. S3 in the Supplemental Material [42]). As a result, the
calculated Fermi surfaces indicate that the ETT of Nb should
occur at 50 to 60 GPa, which is consistent with the significant
softening in Vp and Vg at 50 to 60 GPa. We therefore suggest
that the ETT most likely causes the observed elastic modulus
softening under shock compression.

When using the simplest model of oscillations of ions
placed in the electron sea, the compressional sound velocity
Vp of metals may be expressed as [53]

Ve? = (n/M)/[1/v()], )

where n is the density of conduction electrons, M is the mass
of the unit cell, and v(u) is the electron density of states
(DOS) per unit volume. Under high pressure, the ETT may
cause a singularity in the DOS [12], which may lead to an

anomaly in the compressional sound velocity Vp. The bulk
sound velocity V, of Nb increases smoothly with increas-
ing pressure; so, according to Eq. (4), Vs could undergo a
softening similar to that of Vp. Therefore, the sound-velocity
softening for Nb observed at 50 to 60 GPa is most likely
caused by the ETT near the Fermi surface.

The pressure-induced ETT occurs in group-VB transition
metals and may significantly affect their physical and me-
chanical properties. For instance, the elastic softening of Cy4
and C’ is predicted to occur at about 200 GPa for vanadium
[13,54] because of the transition in the electronic system.
The anomalies in elastic constants (C;; and C44) and in the
mechanical properties (shear modulus, Young’s modulus, and
bulk modulus) of tantalum also occur at about 100 GPa and
are caused by an ETT [12]. Pressure-induced ETT is also
ubiquitous in many other transition metals [55]. For example,
the ETT can change the Debye sound velocity of hcp iron
at about 40 GPa [56]. Lattice parameters, compressibility,
and elastic constants can be modified in 4d metals such as
cadmium [57,58] due to ETTs under high-pressure conditions.
Lifshitz-type ETTs have also been predicted in the 5d metal
osmium at high pressure [59], which may cause the anomalies
of its lattice parameters c/a ratio. These results indicate that
the pressure-induced ETT, commonly existing as a 2.5-order
phase transition, can significantly modify the physical proper-
ties of condensed matter.

IV. CONCLUSION

We herein study the density and sound velocities of poly-
crystalline bce Nb at high P-T up to about 69 GPa and 1100 K
under shock compression. The pressure-density Hugoniot
data of Nb produce a smooth curve with no solid-phase transi-
tion under the investigated P-T' conditions. A strong softening
in Vp and Vg of Nb occurs at 50 to 60 GPa, and normal
behavior is recovered upon further increasing the pressure.
The 3D Fermi surfaces calculated by using DFT indicate that
the softening is most likely induced by a Lifshitz-type ETT.
Overall, pressure-induced ETT is ubiquitous and plays an
important role in physical modifications in transition metals.
This work is significant for better understanding the phys-
ical and mechanical properties of materials under extreme
conditions.
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