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Unification of the low-energy excitation peaks in the heat capacity that appears in clathrates
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We report that anomalous low-energy excitation (ALE) peaks in the heat capacity emerging from single-crystal
cage materials can be successfully rationalized in terms of a single unified exponential line for a variety of type-I
clathrates by employing a parameter associated with the freedom of space and the modified radii of guest atoms
estimated by band calculations. The origin of these low-energy excitations is interpreted in the framework of
quasiharmonic van der Waals type guest-host interactions based on a unified picture with the help of first-principles
calculations. It is shown that the influence of guest-host ionic and covalent bonding interactions on the phonon
anharmonicity, which have so far been considered to play an important role, are not significant as long as high
symmetry of the cage structure is preserved. The dominant van der Waals interactions explain the soft vibrational
modes of the rattling, which suppress phonon transport and lead to the concept of “phonon-glass electron-crystal”
(PGEC) for thermoelectric applications. A few exceptions existing in type-I clathrates, as indicated by deviations
from the unified line, suggest that a quasiharmonic potential can become more asymmetric via lower symmetry
of the cage structure, towards glasslike disordered states at even lower temperatures. Although the origin of the
boson peaks appearing in disordered materials is still under debate due to incomplete information on the real
structure, the understanding provided by the present paper for crystalline cage materials may provide information

partly applicable to other disordered systems.

DOI: 10.1103/PhysRevB.93.094303

I. INTRODUCTION

Anomalous low-energy excitation (ALE) peaks have fre-
quently been observed in glasslike materials such as amor-
phous silica at terahertz (THz) frequencies (at an energy level
of around 50 K) by various experimental methods [1-4].
These peaks, associated with strong phonon anharmonicity, are
generally referred to as boson peaks in the case of a disordered
glass system [1-5]. Another recent front-line research finding
is that similar ALE peaks can also be observed even in
single crystal materials having cage structures containing
guest atoms, such as clathrates, pyrochlores, skutterudites,
brownmillerites, and Al;)V type intermetallides [6—11]. In
contrast to the situation of glasses, these cage-structured
materials can be categorized as single crystals with higher
symmetry, and the ALE peaks can be described by an addi-
tional quasiharmonic (QH) oscillation mode associated with
on-centered guest-atoms inside of a cage, except for a few type-
I clathrates showing larger anharmonicity with off-centered
guest atoms, such as SrgGa;Geszy (SGG), EugGajeGesg
(EGG), and BagGa;sSn3o (BGSn) [12,13] as well as type-III
BaysGejgo [14]. Over the last two decades, these ALE (QH
and AH) peaks in clathrates have been shown to be important
in phonon transport for providing low thermal conductivity
while keeping relatively high electrical conductivity [6,15-17],
the phenomenon is known as the concept of “phonon-glass
electron-crystal” (PGEC) [18]. Similar cage compounds, such
as skutterudites and pyrochlores, can also be classified as the
conceptual materials for PGEC because of their ALE phonon
modes (called rattling phonon modes), and have also been
studied from the viewpoint of applications in thermoelectrics,
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in addition to having other intriguing physical properties such
as superconductivity [14,19].

Although QH and AH phonons characterized by ALE peaks
clearly play a significant role in the PGEC concept in cage
materials, a complete understanding is still under debate, and
a systematic study of a variety of cage materials has not
been fully attempted. Among the many candidates of single-
crystal cage compounds, type-I clathrates are considered to
be most suitable, since a variety of cage structures as well as
many kinds of guest atoms accommodated in the cage from
the periodic table—starting from alkali metals (A), alkaline
earth metals (E), and some rare-earth metals (R)—can be
synthesized, allowing for a wide range of free accommodation
space inside the cage as shown in Fig. 1. Importantly, in
type-I clathrates, which are different from many other cage
compounds, the phonon modes vary from harmonic (H) to QH
and to anharmonic (AH) when approaching a strong disordered
mode, and therefore a systematic study may provide useful
information for understanding the boson peaks observed in a
disordered system.

In the present paper, we show that many scattered ex-
perimental data concerning ALE peaks in type-I clathrates
can be successfully unified in terms of a well-correlated
single universal line with an exponential function, by plotting
their force constants as a function of a free space parameter
introduced for the atoms accommodated inside the cage (Ryec)
and the van der Waals radii evaluated by first-principles band
calculations. The influence of ionic Coulombic and covalent
bonding interactions between the elements constituting a cage
and the guest atoms inside the cage on the ALE peaks are
discussed on the basis of a unified relationship, with the help
of a van der Waals potential model using a Morse type potential
and first-principles calculations.

©2016 American Physical Society
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FIG. 1. (a) The crystal structure of type-I clathrates, which
contains two kinds of cages: two dodecahedral (blue) and six
tetrakaidecahedral (orange) cages in a unit cell. The vibration
modes of guest atoms inside the larger tetrakaidecahedral cages are
schematically shown by arrows with different colors: black arrow:
perpendicular modes to a six-membered ring plane; yellow arrows:
parallel modes to a six-membered ring plane. (b) Experimental data
of ALE peaks in C,, appearing at around 10 K in type-I clathrates (see
the experimental method for a description of the compounds). (c)
Evolution of ALE peaks deconvoluted by using harmonic (H) Debye
and Einstein models.

II. EXPERIMENT AND CALCULATION METHODS

Single crystals of type-I clathrates, SGG, BagGa;sGesg
(BGG), BagZngGess (BZG), KgGagSnszg (KGSn), and BGSn,
were synthesized by a Ga, Sn, or Zn flux method as
reported previously [20,21]. The quality of single crys-
tals was confirmed by single crystal x-ray diffraction and
electron probe microanalysis. Polycrystal compounds in-
cluding Ba3Cu5_3Ge40_7 (BCG), BagAg5.3Ge4o.7 (BAG), and
BagNiyGey, (BNG) were prepared by using a radio frequency
(RF) induction furnace. These compounds were confirmed by
x-ray powder diffraction as previously described [22]. Heat
capacity measurements were carried out by using a Quantum
Design physical property measurement system (PPMS) for
the selected compounds described above. The C, data of
BagAug 1Sizo9 (BAS), BagNi3gSispn, (BNS), BagSiss (BS),
BaQSr6Si46 (BSS), BagGa16Si30 (BGS), NagSi46 (NS), and
SrgGa;6Si, Geso—, (SGSG) are taken from Refs. [23-28].

The GAUSSIAN 09 program [29] was used to calculate the
vibrational frequencies of the guest atoms inside the 24-cages
of ASiy, where A is Sr, Ba, Na, K, Rb, or Cs, as well as
inner gas elements He, Ne, Ar, Kr, or Xe. The structures were
optimized using density functional theory with the Becke’s
three-parameter hybrid functionals [30] with the Lee-Yang-
Parr correlation functional [31] (B3LYP). The 6-31G* basis
set was used [32] for atomic numbers not larger than 36 (Kr),
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while for heavier elements the LANL2DZ basis set [33] with
pseudopotential was used.

First-principles calculations were made using the Vienna
Ab-initio Simulation Package (VASP) program [34]. Projector
augmented wave (PAW) type pseudopotentials [35,36] and
the density functional GGA-PBE (Perdew-Burke-Ernzerhof
parametrization of the generalized gradient approximation)
[37] were used for description of the electronic state. The
planewave basis set with cutoff energy of 700 eV and4 x 4 x 4
Monkhorst-Pack k-point meshes were appliedtothe 1 x 1 x 1
unit cell (XgSigg). The lattice constant was set to 1.041 nm,
which shows the minimum total energy for the BagSisg system
within the above calculation condition. Structure optimization
was done under BCC symmetry with the convergence criterion
of AE = 1.0 meV.

III. RESULTS AND DISCUSSION

A. Analyses on the anomalous low-energy excitation (ALE)
peaks in C, data

Normally, the heat capacity Cj, in solids can be described
as a function of temperature (7') in the framework of harmonic
approximation as C, = Cpp + yT = Cp + Cg + yT, where
Cp and Cg are the lattice heat capacities (Cpy) contributed
to by the Debye and the Einstein modes, respectively, and
y T results from the contribution of the itinerant conduction
carriers of the electrons and holes as well as tunneling states
of the AH phonons, as discussed elsewhere [20,21]. Each term
can be given as

Cp = ONpkp( = BfXDd et )
= _— X 5
P o) Jo e 12
x2exE
Cr =3Nghkp—E— | 2
E EXB e 1y 2

where Np and N are the number of vibration modes for
the Debye and the Einstein terms, respectively, kp is the
Boltzmann constant, and 6 is the Debye temperature. The
value of x can be defined as x = hw/kgT, with the following
notation: £ the reduced Plank constant, @ the oscillator
frequency, xp = hwp/kpT at the Debye cutoff frequency wp,
and xg = hwg/kgT at the Einstein oscillator frequency wg.
In a common crystalline material, Cpp, can be described by the
Debye T3 law at low T, as Cg is negligibly small in the low-T
limit. However, an excess amount of additional Cg is observed
as ALEs in clathrates, which violates the 73 law and creates
ALE peaks at around 10-20 K, as can be seen clearly in the
plot of C,/T? as a function of T (Fig. 1).

Reasonably good fitting can be achieved for the experi-
mental Cp, data by applying the model described earlier as
shown in Fig. 2(a). Here, the 6d parallel modes with the lower
excitation energy wg; and the 6d vertical modes with the
higher energy wg, were considered for the Einstein modes for
analyses, while the 2a modes were treated in the conventional
manner [see Fig. 1(a)]. According to the cage structure, there
are in principle twelve modes in the 6d parallel directions
and six modes in the 6d vertical directions of a unit cell.
Generally, the 6d parallel modes dominate the peaks, while
the 6d vertical modes contribute less than 10%, as can be seen
in Fig. 2(a). In the actual fitting, we set Ngy = 6 and left Ng
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FIG. 2. (a) C,, of a typical type-I clathrate of BCG and its deconvoluted components as described in the text. D represents the Debye model
and E1 and E2 represent the Einstein model with two different frequencies wg and wg,, respectively. (b) Peak height and full width at half
maximum (FWHM), obtained from analysis of the experimental data. The solid curves and the dashed lines (red and black in color) serve as
guides for the eyes. (c) Relationship between the normalized number of 6d parallel modes N and the peak temperatures Tpeax-

as a free variable. The fitting results are given in Figs. 2(b) and
2(c), and the fitting parameters are summarized in Table 1. For
most of the compounds, the present models show consistent
peak heights, full widths at half maximum (FWHM), and T},cax
with the experimental data, as shown in Fig. 2(b). The model
employed here describes well the C,, of these materials as a QH
system. It should be noted that the peaks of the experiment data

TABLE 1. The parameters used in fitting, gy, 6g2, 6p and
N’, for the C, data shown in Fig. 1(b). Abbreviations of
clathrates are BS: BagSisq; BGS: BagGa6Sizg; BAS: BagAu, Sisg_,;
BNS: BagNi3_gSi42'2; BAG: BagAg5_3Ge40,7; SGG: Sr8G316G€30;
BGG: BagGa;Geso; BZG: BagZngGesg; BNG: BagNisGey,; BCG:
BagCus3Geyg7; SGSG: SrgGaeSi Gesg—,; KGSn: KgGagSnsg;
BGSn:BagGa;¢Snjp; NS: NagSiys; and KS: KgSiss. The numbers in
parentheses are the x values corresponding to BagAu,Sis—, and
SrgGay6Si, Gesg_y, respectively. A: ADP; R: Raman; I: INS.

Compound 01 (K) 0 (K)  6p(K) N’ Ref. 01 (K)
BS 76 110 372 1.0 71 (R) [40]
BGS 63 107 330 1.1 63 (R) [41]
BAS(6.1) 74 95 326 1.0 73(Cp)[23]
BAS(5.6) 78 84 343 1.0 76 (Cp) [23]
BAS(4.9) 79 94 353 1.1 78(Cp) [23]
BAS4.1) 80 101 358 L0 79(Cp)[23]
BNS 87 109 399 1.0 91 (A) [24]
BAG 56 83 250 1.1 54 (I) [42]

SGG 33 80 196 04  35(Cp) [27]
BGG 50 80 278 1.0 50 (R) [43]
BZG 56 84 280 1.2 56 (I) [44]

BNG 70 85 282 1.5 63 (I) [44]

BCG 62 82 281 1.2 57 (1) [44]

SGSG(30) 60 110 370 L1 59(Cp) [27]
SGSG(25) 58 112 317 L0 56 (Cp)[27]
SGSG(10) 47 106 241 0.8 46 (Cp) [27]
SGSG(5) 40 82 220 0.6 41 (Cp) [27]
KGSn 57 90 191 2.0 65 (A) [45]
BGSn 20 75 118 02 20(Cp) [13]
NS 106 147 560 1.0 94 (Cp)[28]
KS 120 (R) [46]
Rngn44 49 (R) [47]

CsgSnyy 36 (R) [47]

RbgHg,Sn4, 43 (R) [47]

were slightly wider than those calculated from the model, and
the differences are considered to be due to the more complex
situation in the real materials compared to what is described
by the present model.

The number of the normalized 6d parallel modes N’ =
Ng1/12is plotted as a function of Tpeax in Fig. 2(c). The values
of N’ are around 1 for almost all compounds with on-centered
guest atoms, except for a few compounds of KGSn and BNG
showing values of 2 and 1.5, respectively. N' values higher
than 1 indicate that the 6d parallel modes are mixed with other
modes due to their similar energies, and the additional modes
result from the acoustic branches near the Brillouin zone
boundaries as the acoustic dispersion curve is strongly flat-
tened around these areas. On the other hand, N’ much smaller
than 1 was obtained for the compounds showing off-centered
guest atoms as well as glasslike properties [12,38], as in the
case of BGSn with N’ = 0.2 and SGG with N’ = 0.4. The
reduction in the number of modes frequently happens when
the Einstein mode energies are suppressed to very low values
(indicated by Tyea) and the phonons become more anhar-
monic. Although the understanding of the physical origins of
the ALE peaks is not satisfactory, the newly defined parameter
N’ seems to represent the strength of phonon anharmonicity in
type-I clathrates, and it could also indicate an evolution from H
to QH and to AH, i.e., a tendency towards a disordered system.
It should be noted, however, that the present model cannot be
sufficient for yielding a detailed understanding of BGSn and
SGG with off-centered atoms in the cage [38]. Generally, more
complex models such as the soft potential model and the modi-
fied analyses based on the Debye-Einstein harmonic model in-
cluding Anderson’s two level tunneling or Nakayama’s dipole-
dipole interaction are frequently applied [4,20,21,38,39].
However, as far as the present discussion is concerned, the
present analytical fitting is sufficient. It should be noted that,
although there might be some errors in the present analyses
on C,, the fitting results are reliable as they are also consistent
with the experimental data obtained from inelastic neutron
scattering (INS), Raman scattering, and the Debye-Waller
thermal factors obtained from x-ray—neutron diffraction. Our
studies mainly focus on 6, and the 6, obtained from other
studies are also listed in Table I for comparison.

It will be discussed later that the guest-host interactions are
mainly limited inside the cage and the low-energy excitation
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TABLE II. Theoretical calculations of vibration frequencies and
corresponding F,.’s. The cages from SrSiy, to XeSiy, are calculated
by the GAUSSIAN 09 code, while compounds BS(x) as a function of
contraction of cell parameter are calculated by the vasp program.

Name o (cm™) F. (mdyn/A)
SrSiyy 62.7 0.200
BaSis 52.8 0.228
NaSiyy 81.1 0.088
KSiyy 92.5 0.197
RbSi, 68.2 0.234
CsSiyy 60.8 0.258
HeSiy,* 99.1 0.023
NeSiyy 64.4 0.050
ArSiyy 82.0 0.158
KrSiyy 57.3 0.162
XeSiyy 51.5 0.205
BS(100)° 57.3 0.266
BS(99) 61.4 0.306
BS(98) 65.3 0.346
BS(97) 69.2 0.389
BS(96) 72.9 0.431
BS(95) 76.6 0.476
BS(94) 79.4 0.512

“Clathrates containing inert gas elements He, Ne, Ar, Kr, and Xe have
not yet been successfully synthesized. However, in the present work,
for our extended discussion we calculated the low-energy oscillation
frequencies for the cluster models of the larger 24-cages containing
these elements as guest atoms using the GAUSSIAN 09 code.

®For further clarification of the importance of the space, the lattice of
BagSiye (BS) was hypothetically contracted from 100% to 94% and
the low-excitation vibrational frequencies were calculated

peaks mainly arise from oscillations of the atoms accommo-
dated in the larger 24-cages in the parallel direction. The
influence from the other atoms outside of the cage becomes
negligibly small because such additional forces can cancel
each other due to the high symmetry of the crystal. It is also
important that other interactions that can be given to create
potentials inside of a cage, such as ionic, Coulombic, and
covalent interactions, can cancel each other as long as the high
symmetry of a host cage structure is preserved, as will be
discussed later. For an extended discussion including a variety
of elements accommodated in a cage structure, we calculated
the oscillation frequencies of the guest atoms based on a cluster
model by employing the GAUSSIAN 09 code. The results are
summarized in Table II

B. Unified picture of the low excitation energy peaks

The ALE peaks originating from the oscillations of guest
atoms in a cage compound are supposed to depend on the
space for freedom and the mass of the encapsulated atom. In
order to clarify their features, we tentatively plotted the specific
energies of the peaks (6, which only focuses on the 6d parallel
modes), in units of temperature (K), as a function of either cage
radius (R) in Fig. 3(a) or mass (m) of an atom accommodated
inside a cage in Fig. 3(b). Here, the cage radius R is defined
as the distance between the center of the cage and the nearest
atom residing on the larger host 24-cages [see Fig. 1(a)]. As
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can clearly be seen in Fig. 3(a), the peak energies are strongly
reduced as the R parameter increases. It is also apparent that,
at the same time, the energies depend on the mass of guest
atoms, as shown in Fig. 3(b). Intriguingly, the kind of atoms
constituting the host cage structure seems to have nearly no
influence on the peak energies. The experimental fact, deduced
from these two fundamental parameters, suggests that the
origin of the low-excitation energies in clathrates may be less
complex than we had originally considered.

In order to observe clear correlations between the low-
energy peaks and the free space inside of a cage, a parameter
associated with the free space (Ry.) Was introduced in place
of R. We defined the free space as Rgee = R — Ry — Ry,
where g and h stand for an accommodated guest and host-cage
atoms, respectively [13,20] [see Fig. 3(f). Other definitions
can express the freedom of the space inside the cage; one
can see that the definition made here is very convenient
for association with the potential model described later. The
mass m of an atom accommodated in a cage can be used in
place of the reduced mass [u = Mm /(M + m)], because the
cage framework mass (M, as the sum of a number of atoms
residing on a cage) is much larger than m (M > m). To
describe the ALE peak energies, we used the force constant
F,, where the mass [F, = (0)?m] can be renormalized under
a two-body harmonic oscillator model. Since the space inside
the 24-cage, as estimated previously [20], is indeed large, van
der Waals type interactions appear to be dominant between
the guest atoms and the cages. Actually, the evaluated F.’s
are comparable to those of the conventional van der Waals
interactions. For instance, the F. is known to be about
0.03 mdyn/z& for Ar-HF in a pure van der Waals crystal
[48]. These values can be compared to those of the strong
covalent interactions, where the F_.’s are generally of the
order of 10 mdyn //OX [49]. Therefore, to interpret the data, we
tentatively employed van der Waals radii (Ryqw) given in the
literature [50-52] for both R, and Ry. The values used values
are 1.625 A (Sr*1), 1.802 A (Ba>™), 1.352 A (Na™), 1.671 A
(K1), 1.801 A (Rb*), and 1.997 A (Cs™) for ions; and 1.40 A
(He), 1.54 A (Ne), 1.88 A (Ar), 2.02 A (Kr), 2.16 A (Xe),
2.10 A (Si), 2.11 A (Ge), 2.17 A (Sn), 1.87 A (Ga), 1.39 A
(Zn), 1.4 A (Cu), 1.63 A (Ni), 1.72 A (Ag), 1.66 A (Au), and
1.55 A (Hg). We note that the R,gqw values listed in the table
were the ones optimized suitably for a general system, and the
actual R,gw values for clathrates are possibly different.

The relationship between F,. and the parameter Ry is
shown in Fig. 3(d). Interestingly, the experimental data fall
into three groups: inert gas (G), alkali metal (A), and alkaline
earth metal (E), respectively. The three data sets are fitted
well by exponential functions F, = C exp(—3.0Rgee), With
C equal to (7.5340.15) x 1072 mdyn/A for E elements,
(4.97 £0.43) x 1072 mdyn/A for A elements, and (1.98 &
0.19) x 1072 rndyn//ok for G elements.

A great surprise at this stage is that all three groups were
approximately described by the same exponential function of
exp(—3.0Rgee) With only small differences in the prefactors
of C. This is not coincidental and strongly suggests that the
three curves might be unified as a single-curve relationship.
In order to search for such unification of these three lines (for
E, A, and G elements), one could take two different positions.
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FIG. 3. Excitation energies of guest atoms in type-I clathrates as a function of space parameters. (a) The relationship between 0 (the lowest
specific temperature of 6, used in the whole article) and R. The dotted lines are guides for the eyes. (b) The relationship between 65 and the
mass of the guest elements (m). The grey shadow is a guide for the eyes. (c) The relationship between F, and R. The dotted line and the solid
line serve as guides for the eyes. (d) The relationship between F,. and Ry, as defined in the text. The lines are fitting results by employing
exponential functions. (e) The relationship between F, and the corrected Rpe, With a logarithmic scale of the ordinate, by applying the radii
of the guest atoms evaluated from first-principles calculations. (f) The definition of Ry... Legends: hexagon: He; star: Ne and Na; diamond: Ar
and K; up triangle: Kr, Rb, and Sr; square: Xe, Cs, and Ba. The empty symbols and the ones with a cross inside are theoretical calculations
evaluated by GAUSSIAN 09 [29] and VASP [34], respectively. The half-filled symbols are compounds showing guest-atom off-centered behavior.

All data sets are given in the tables.

The first one is that the different prefactors have a physical
meaning, and they may originate from additional interactions,
such as ionic interactions, covalent interactions, and other
special interactions associated with confinement, which are
not taken into account in the present discussion. The second is
that the van der Waals radii employed in literature to evaluate
Riree are not sufficiently suitable parameters for describing the
clathrate systems that contain cage structures. We show in the
following paragraph by employing first-principle calculations
that the second interpretation is correct and that the ionic
interactions, generally considered to be important, exert little
influence.

It is important to know that van der Waals interactions
should seriously be taken into consideration even in ionic
species, as described in many reports and discussions [52].
In the present paper, the guest atom radii (Rg) applicable
to clathrates were theoretically reevaluated by applying first-
principles calculations. We calculated electron density contour
maps for various clathrates, as shown in Fig. 4. One can see
that the radii can be evaluated by the boundary where the wave
function shows a sharp change in the electron density map.
The guest radii were carefully determined by the red contour
zone of the electron density map appearing when the cutoff
level for viewing the density map is changed. The values were
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FIG. 4. The electron density counter maps for various clathrates, AgSiss (A = Ba, Sr; Cs, Rb, K, Na; Xe, Kr, Ar, Ne) and BagGeys, in

addition to KCI for comparison.

deduced to be 1.57 A (Ba in BagSisg), 1.54 A (Ba in BagGeus),
1.40 A (Sr), 1.61 A (Cs), 1.44 A (Rb), 1.32 A (K in KsSis),
1.01 A (Na), 1.66 A (Xe), 1.51 A (Kr), 1.39 A (Ar), 1.11 A
(Ne), and 1.36 A (K in KCI).

It should be noted that the evaluation method of the radii
using the equivalent electron density contour map can also
provide a good conceptual image of the free space inside a
cage. To our surprise, it was found that three exponential lines
can be successfully unified as a single universal line, when Ryee

is reevaluated using the new values of R, as shown in Fig. 3(e).
Note that the relationship is expressed on a logarithmic scale so
that correlations can clearly be seen. The unified exponential
curve, F, = 0.15exp(—3.0Rg..) was successfully deduced
from the data, except for only a few compounds such as BGSn,
SGG, and SGSG [27], with small but obvious deviations,
showing extremely strong anharmonicity of guest vibrations,
as shown by the half filled symbols in Fig. 3(e). Similar to N’
described earlier, the unified picture can be another indicator
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of the anharmonicity in phonons as well as the transition from
a crystalline system to a glasslike disordered system.

This unified exponential relationship gives the following
important conclusions on ALE peaks in clathrates. (1) The
most important interaction contributing to ALE peaks in
clathrates is the weak repulsive van der Waals interaction.
It is shown later that the anharmonic terms resulting from the
potential are considerably smaller than the harmonic terms,
and the system can be classified as a quasiharmonic system.
The van der Waals interactions are the origin of the soft
modes of guest atoms in clathrates with guest on-centered
elements inside a cage, which show anharmonicity categorized
in the QH mode described earlier. (2) Neither Coulombic nor
covalent bonding interactions have a large influence on ALE
peaks. This is slightly contradictory to previous reports [53],
but can be justified by first-principles band calculations (shown
later). (3) Beyond the QH nature of the guest anomalous vibra-
tions in clathrates, the existence of guest off-centered behavior
associated with stronger anharmonic guest-atom oscillations
observed in a few clathrate compounds (such as SGG and
BGSn) is strongly indicative of the fact that, in addition to the
dominant van der Waals interactions, weak guest-host ionic
[13,45] or covalent [54,55] interactions may exert influences
and lead to a lower or broken symmetry and yield larger
anharmonicity of phonons. As long as the high symmetry
of a cage is preserved, Coulombic and covalent interactions
between guest atoms and the constituent elements of a cage
will cancel out and the their influences will be negligibly small,
as can be seen in the first-principle calculations later. Such
lower symmetry as well as disorder can be created by the
rearrangement of the elements residing on the host cage in
the case of clathrates, as suggested earlier for BGG and SGG

PHYSICAL REVIEW B 93, 094303 (2016)

based on high-energy photoelectron spectroscopy [56] and
extended x-ray absorption fine structure (EXAFS) [57] studies,
and therefore some ternary-component clathrates shown by the
half-filled symbols in Fig. 3(e) display a tendency, approaching
stronger anharmonic vibrations, of showing much lower F,,
even though the Ry is not the largest among the clathrates
studied here. Given lower symmetry as well as sufficient
free space of the guest atoms, hidden ionic and/or covalent
attractive interactions eventually emerge and the guest atoms
are off-centered at the same time [13,45,54,55]. Under these
circumstances, ALE peaks categorized in the AH mode emerge
at extremely low temperatures of generally less than 1 K, one
order lower than that in the QH mode, in the case of clathrates.
The lowering of symmetry in structures with large free space is
essentially important for strong anharmonicity in ALE peaks
[38,56,58,59] and this is also the case for glasslike disordered
materials.

C. Interpretations by theoretical calculations

It has been described so far that the ALE peaks, arising
from the atomic vibrations with large freedom inside the cage,
can be interpreted as a consequence of weak van der Waals
repulsive interactions between the guest atoms and the host
cage atoms. Now we provide an important justification by
first-principles calculations and a potential model based on
van der Waals interactions.

In order to judge how we should consider ionic interactions,
we performed calculations using the VASP program [34]. First,
we calculated the electron density distribution and the guest
vibration frequencies for NegSisg, KgSiss, and BagSise. The
electron density difference maps in one unit cell are shown in

p(BagSise) — p(46Si) — p(8Ba)

» (OI;--I.(-(o)
L T A AT B
Do gty A

‘ .
e 2o

T

'.‘.‘ -
AL ‘ L
: Zam WA= A

p(BagSiye — 16€) — p(BagSise)

p(KgSize) — p(46K) — p(8Ba)

p(BagSise — 8e) — p(BagSiye)

p(NegSiss) — p(46Ne) — p(8Ba)

(0
é 0.4}
>
A
E
002} .=F
= @,
(@]
z
0.0LH

Sample Name

FIG. 5. Electron density difference maps and the corresponding F,, calculated using the VASP code. Red and blue spheres represent the
guest atoms at nonequivalent sites. Gray spheres represent Si atoms. (a)—(c) Charge redistribution with the introduction of guest atoms in
BagSise, KgSise and NegSise, where the blue region is electron decreased and the yellow region is electron increased. (d),(e) Difference in
spatial charge density (electron-decreased region) between positively charged (48 and +16) and neutral systems. (f) A comparison with the

calculated F..
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Figs. 5(a)-5(c), and the F, estimated for the 6d parallel modes
are shown in Fig. 5(f). These calculations provide important
information regarding how the ionic states of divalent (Ba>"),
monovalent (K1), and zero-valent (Ne%) guest atoms affect the
interaction strength. At first glance, an electron is transferred
from the guest atoms to the host cage frameworks as can be
visualized in Figs. 5(a)-5(c) by blue (electron-decreased) and
yellow (electron-increased) regions. For instance, one electron
or two electrons are transferred from K or Ba to the Sisg
cage network in the case of BagSisq and KgSiyg, respectively,
while negligible electron transfer was detected for NegSiyg.
Meanwhile, the calculated F.’s, which are quantitatively in
good agreement with the values used in Fig. 3, become smaller
from Ba to K and to Ne, as can be seen in Fig. 5(f). One may
imagine that the guest valences may have some influence on
the guest-host interactions; however, this conclusion is not
correct as we shall see in the following paragraph.

We performed additional calculations supposing a different
situation in order to clarify the charge influence. Eight
or sixteen electrons were hypothetically removed from the
Sige cage network in BagSise in the first step. Structure
optimization with constraints on the same lattice parameter
shows no significant displacement of atoms in both systems.
The electron density difference and the corresponding F, were
calculated for BagSiss (—16¢) and BagSisg (—8e), respectively,
as shown in Figs. 5(d), 5(e), and 5(f). Almost the same maps
were obtained with Y [y umo.+i(r)]> (i = 0 to 3 for —8e and
i =0 to 7 for —16¢; ¥(r) is a kohn-Sham orbital; LUMO
denotes lowest unoccupied molecular orbital) of the neutral
BagSiss. Strikingly, the frequencies of the guest vibrations
have a negligible dependence on these hypothetical charge
variations, as shown in Fig. 5(f). These calculations clearly
demonstrate that the Coulombic ionic interactions do not make
a significant contribution to the excitation peaks. Therefore the
different F,’s shown in Fig. 5(f) should be ascribed to the free
space of the guest atoms associated with van der Waals radii
rather than their charge valences.

For further understanding, we calculated the F, when the
lattice of BagSise is hypothetically contracted up to 0.94a,
where a is the cell parameter. Importantly, the F, evaluated by
first-principles band calculations under a hypothetical high
pressure fall on the unified line fairly well, as shown in
Fig. 3(e). This fact also supports our interpretation that the
potential inside a cage can predominantly be controlled by the
repulsive van der Waals interactions between a guest atom and
the cage framework.

D. A potential model

The energy potential in a system consisting of two atoms,
which interact with each other via van der Waals interactions,
can be described by using a modified Morse potential [60]
given by V(r) = ae ™07 — ane=P~") where r is the
distance of the two atoms and r, is their equilibrium distance;
n, a, and b are free parameters with n > 1 to create a
stable potential. The first and the second terms correspond
to repulsive and attractive interactions, respectively. Given a
situation in which two identical atoms located in a host cage
framework separated by a distance of 2R (the radius of a cage
is R) and a guest atom located on the line connecting these
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FIG. 6. Potentials. (a) A comparison between the critical radii
(Rc) calculated by Eq. (9) and the cage radii (R). (b) The potential
simulated according to Eq. (3). The top right corner shows the
configuration in the potential model, where a guest atom is in the
center and the cage atoms are on the two sides. The cage size (2R)
varies from 6.5 to 8.5 A. r, is set to 3.67 A, corresponding to the
situation of BGSn, and n is set to the minimum value of 2. The
picture at the lower right corner shows an off-centered potential when
the cage radius becomes larger than R..

two cage atoms as shown in Fig. 6(b), the total potential V,(r)
inside a cage can be described as
Vir)= V(R+r)+ V(R —r)
— ae—nb(R-kr—re) —b(R+r—re)

_{_aefnb(Rfrfre) _ angfb(Rfrfre). (3)

—ane

According to Eq. (3), the first and the second derivatives of
Vi(r) are

V/(r) = —anbe " RYTr 4 qppebRIT=re
+anbe "R — gppemtR=rre) 4
Vl,/(r) = an2b2e_nb(R+r—re) _ anb2e"’(R+’—ra)
+an*b?e "R _gnpe PR, ()

In the case where a guest atom is located at the center of a
cage, r is equal to 0 and then we have

V,(R) = 2a(e "PR=70) _ pe=b(R—re)y (6)
V/(R)=0, @)
V) (R) = 2anb*(ne " R=re) _ o=b(R=ra)y ®)
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Equation (7) shows that either a potential minimum or a
maximum point appears in the center of a cage. When
Vt”(R) > 0, the central position becomes a potential minimum
and stable. According to this condition, R should satisfy the
following criterion:

R<R In(n)

< R.=r,+ h—b"
When R is larger than R, [Vt"(R) < 0], the central position
becomes a potential maximum and the guest atom moves
towards the cage side until it reaches a stable off-center
position. Since most of the type-I clathrates have on-centered
guest atoms except for a few compounds like BGSn, SGG,
and SGSG, which show strong anharmonicity in the phonon
modes, the condition of R less than R, can be applied. Based
on the model described above, F,. can be derived from the
second derivative Vt”(R) in the framework of the harmonic
approximation:

F, = 2anb*(ne"<e "R —

(€))

elree bRy, (10)

In principle, r, can be estimated as Ry + R;. According to
Eq. (10), if r, is fixed, which means that R, + R, does not
vary so greatly, F, will exponentially decrease as R increases
under the condition that ne™ee "R > ¢bree=bR This can
actually be exemplified by the dotted lines in Fig. 3(c) for Ba-
and Sr-inclusion clathrates, respectively. On the other hand,
considering the case of the same cage, which means little
variationin R, F, should increase exponentially as r, increases.
This situation can be seen by the solid lines in Fig. 3(c) for the
Si clathrates with different guest atoms. In order to achieve a
unified relationship for ALE peaks appearing in clathrates, we
introduced a parameter associated with the space freedom in a
cage with the definition of Rgee = R — Ry — R, as described
earlier. According to the definition of r,, R should equal to
R —r,, and consequently the general expression of F, using
the new parameter Ry, becomes

F, = 2anb*(ne ""Riee _ g=PRieey = 2 p2e b Rie - (11)

where we suggest ne "R >3 g=PRiee - Actually, we have

shown [Fig. 3(e)] that all F, values can be plotted by a single
exponential function, although clathrates showing off-entered
guest atoms give a slightly lower F,. It should be noted that the
fitting using the two terms in Eq. (11) also gives a negligible
contribution from the second term, and therefore F, can safely
be expressed as F, = 2an’b*e PR When the expression of
F, is compared with the fitting result in Fig. 3(e), which shows
F, = 0.15exp(—3.0Ry.), one can evaluate nb = 3 A1 and
a = 8.33 pdyn A = 52.1 meV.

We tested how the model described in the present paper
is applicable to the observed experimental data shown in
Fig. 6(a). The critical radii (R¢) are compared with the cage
radii (R) and they are plotted as a function of n for BS, BGG,
and BGSn. According to Fig. 6(a), even for the smallest n,
R < Rc. This is indicative of the fact that type-I clathrates can
be classified as guest on-centered compounds as we discussed
earlier.

The above situation can also be displayed as in Fig. 6(b),
where the cage size (2R) varies from 6.5 to 8.5 A. It is
clear from this figure that the potential strongly depends upon
the cage size. When the cage becomes smaller, the potential
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becomes sharper. When the cage becomes larger, the potentials
becomes soft and flat, ending up with a symmetric two-well
potential as shown in the lower right corner of Fig. 6(b).
However, it should be kept in mind that R of actual type-I
clathrates is always smaller than R, under the model described
above, and therefore the space found in clathrates is not large
enough to allow for the appearance of off-center positions.
In order to understand the off-centered situation, the space
factor is not sufficient, and a lower symmetry becomes quite
important as well. Typical good examples of this are BGG
and SGG, as well as KGSn and BGSn. In the former case,
besides the large free space of Sr inside the cage, it has also
been reported that the cage structure of the two compounds is
different due to the interactions between the guest atoms (Ba
or Sr) and the atoms residing on the cage [54,56], and therefore
off-centered Sr can be seen in SGG, while Ba is in the cage
center for BGG. In the latter case, an off-centered situation can
only be observed for BGSn but not for KGSn, although both
clathrates have a similar cage size. Previous report showed
that the difference originates from the arrangement of the
cage atoms [13,45]. It is also important to point out that
asymmetry of the two-well potential is necessary for the
tunneling described by Anderson [58].

IV. CONCLUSIONS

We showed that the excitation energies of many ALE peaks,
which are experimentally observed in type-I clathrates, can be
unified as one single exponential line using a space parameter
(Ryree) associated with the freedom of motion of atoms inside
the larger 24-cages. A model based on the van der Waals
repulsive and attractive terms explained the intrinsic nature for
the single exponential relationship between the low excitation
energies and the structural factors. Discussions were made on
a basis of both experimental data and theoretical calculations,
and it was clarified that, in a slight contradiction of previous
thought, Coulombic ionic and/or covalent interactions are not
very important on the energy scale of the excitation peaks.
Van der Waals type guest-host interactions, deduced from
the unified picture, were suggested to be the origin of the
ALE peaks appearing in clathrates with on-centered cage
structure with preserved high symmetry. The consequences
of these weak interatomic interactions accompanied with
robust cage structure can lead to the PGEC or a recent “part-
liquid part-crystalline” concept for thermoelectric applications
[18,61-63]. The evolution from QH- to AH-ALE peaks can be
a result of a broken or lower symmetry of the cage caused via
rearrangement of the constituent elements triggered by ionic
and/or covalent guest-host interactions during the formation
of cage materials, in addition to a large freedom of space
for the guest atoms. The influence of the lower symmetry
gradually becomes evident at lower temperatures, as indicated
by tunneling states. The situation discussed in the present paper
from the QH to the AH modes may provide useful information
for understanding the origin of ALE peaks observed in other
disordered systems. In a glasslike disordered system, emergent
boson peaks are suggested to be associated with localized
phonons, originating from defectlike structures, which is also
indicative of the importance of symmetry lowering.
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