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Upper bound of fragility from spatial fluctuations of shear modulus and boson peak in glasses
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It is shown that the normalized rms fluctuation of the shear modulus on the medium-range order scale in
glasses correlates with fragility: the higher fragility, the smaller the fluctuation amplitude. The latter is calculated
within the heterogeneous elasticity theory using the data on the boson peak in glasses. On a smaller scale
corresponding to cooperative structural relaxation, the normalized rms fluctuation of the infinite-frequency shear
modulus was estimated using the data on the decoupling of viscosity and diffusion in supercooled liquids. These
fluctuations are much smaller in amplitude, and, in contrast, they increase with increasing fragility. Extrapolation
predicts intersection of both rms fluctuations and disappearing of the boson peak at the upper limit to fragility

~180.

DOLI: 10.1103/PhysRevE.106.024611

I. INTRODUCTION

Due to disordered structure, glasses have much more com-
plex vibrational and relaxational dynamics than crystals [1].
The most noticeable feature that distinguishes the spectrum
of acoustic vibrations in glasses from that in crystals is the
boson peak [2—4]. It corresponds to excess acoustic vibrations
with a wavelength a few times larger than the molecular size,
which corresponds to the typical length of the medium-range
order (MRO). It was shown that the heterogeneity of the shear
modulus on the nanometer scale can explain the appearance
of these excess vibrations [3,5-9]. Other models have also
been proposed to describe the boson peak [10-25]. The struc-
tural disorder also leads to a complex pattern of structural
relaxation in supercooled liquids [1,26]. The main feature
here is the structural « relaxation. The slowing down of «
relaxation with decreasing temperature leads to glass transi-
tion at a certain temperature T,, below which the structure
freezes on a laboratory time scale. One of the most important
parameters characterizing glass transition is fragility m, which
shows how much «-relaxation time t,, or viscosity n changes
with a change in temperature near the glass transition temper-
ature T,. The formal definition is m = dlogt, /d(Ty/T )|7=7,
[1,27]. Fragility changes from 18-22 for strong glass form-
ers like silica (covalent bonding) to 160—-180 for the most
fragile molecular liquids and polymers [28,29]. It was found
that some properties of « relaxation in supercooled liquids
correlate with the elastic properties of corresponding glasses,
e.g., the boson peak correlates with fragility—its amplitude
is larger in strong glass formers and smaller in fragile ones
[30,31] and fragility correlates with the nonergodicity param-
eter [32] and Poisson’s ratio [31]. Note that the last correlation
does not hold in complex glasses like silicates, borates, etc.
[33-35], in highly fragile polymers [33], and looks different
in bulk metallic glasses [34-36].

The frequency of the boson peak v, and the transverse
sound velocity c¢; of plane-wave phonons define a length

Lb =Ct/Ub (1)
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which corresponds to an acoustic wavelength of one to several
nanometers. The transverse sound velocity is used in Eq. (1)
because the vibrations responsible for the boson peak are
of the transverse type. This is known both from the high
depolarization ratio of the low-frequency Raman scattering in
glasses [37-39] and computer simulation of the boson peak
[40,41]. L, is the wavelength that transverse vibrations of
frequency v, would have in a continuous elastic medium with
constant transverse sound velocity c,. In this paper, L, is called
dynamical length because it is associated with a dynamical
property.

In Refs [3,5,7,42,43], it was argued that L, with a coef-
ficient of the order of unity is equal to the typical length of
an elastic inhomogeneity or the correlation length of spatial
fluctuations of elastic constants on the scale of the MRO.
The latter can be characterized by a correlation length L. It
can be found from the static structure factor S(g) based on
the width AQ of the first diffraction peak that describes the
medium-range ordering of the main structural units [44—47]:

L. =2n/AQ. 2)

Here AQ is the half width at half maximum of the diffrac-
tion peak. The respective structural units might be of various
natures, in particular, basic structural units determined by the
short-range order [47], rings [48], or nanovoids [49].

The two lengths, dynamical and static structure correlation
lengths, are of the same order; they both are determined by the
MRO scale. However, their ratio is not universal in different
glasses but systematically changes with fragility. Figure 1
shows the ratio of the dynamical to static correlation length
Ly /L, for glass-forming materials with different fragility. The
experimental data on ¢, vp, and S(g) are available in Tables
S1 and S2 of the Supplemental Material [50].

As shown in the inset of Fig. 1, in log-log coordinates,
this correlation is a linear function. The ratio changes from
about 1.8 for strong silica to about 0.5 for fragile toluene and
propylene carbonate. In this paper, it is shown that this corre-
lation can be explained by the dependence of the mean-square
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FIG. 1. Correlation of the ratio L,/L. with fragility. Inset:
The same plot in log-log coordinates. The red solid line is a
linear fit of the log-log plot which corresponds to L,/L.=
(13.4 £ 2.4)/m®67095 Tn ascending order of fragility, SiO,, GeO,,
B,0;,  (Li20)g08(B203)0.92,  Zrae7sTig25Cu7 sNijoBears  (Vitd),
(Li20).14(B203)g g6, (K20)922(B203)g75.  propylene  glycol,
glycerol, (Nay0)g2,(B203)g78, (Liz0)g22(B203)g78, Se, salol,
trisnapthylbenzene, orthoterphenyl, propylene carbonate, sorbitol,
and toluene.

amplitude of the shear modulus fluctuations ybz = ((AG/G)?)
on the nanometer scale on fragility. I found y? for various
glasses based on the heterogeneous elasticity theory using the
data on the position of the boson peak and the width of the
First Sharp Diffraction Peak (FSDP). As expected, yb2 is larger
in glasses with a strong boson peak and, respectively, with
smaller fragility.

The shear modulus and its spatial fluctuations are used also
in description of the o relaxation. According to one of the ver-
sions of the elastic theory of relaxation in supercooled liquids,
the activation energy of the «-relaxation time 7, is determined
by the instantaneous shear modulus G (7) [51,52]. The spa-
tial fluctuations of G, lead to decoupling in the temperature
dependence of the diffusion and viscosity [53—57]. This is an
alternative way to estimate shear modulus fluctuations. It pre-
dicts much smaller values of the elastic fluctuations than that
from the boson peak. Moreover, the respective mean-square
fluctuation increases with increasing fragility. Extrapolation
of both correlations to higher values of fragility shows that
they intersect at m ~ 180, which is close to the upper bound
of fragility in supercooled liquids [28,58-61]. A spatial land-
scape of the shear modulus in glasses corresponding to these
results is proposed.

II. THEORY AND RESULTS

To find the relationship between the dynamical length L,
and the static length characterizing structure heterogeneity
L., perturbation theory for fluctuations of elastic constants
of glass in combination with the Ioffe-Regel (IR) criterion
of localization [62—-66] is used here. It is known that the IR
criterion is fulfilled for transverse vibrations in glasses at

the frequency of the boson peak [63]. The IR criterion for
transverse vibrations is

INw)= o/, 3)

where I';(w) is the full width at half maximum of the vi-
brational line with the frequency w [63-66]. In terms of
the vibration lifetime, this criterion is 7, (w) = w/27. Equa-
tion (3) connects the boson peak frequency, and hence the
dynamic length L, with the parameters of the elastic het-
erogeneity that determine the value of I',. This approach has
already been used in Refs. [67,68], but in the approximation
used the medium had only one modulus of elasticity and,
respectively, one sound velocity.

The vibrational properties are described by the Green func-
tion:
Wk

Golk, w) = “)

w? — &}, — Ve Zak, )’
where o corresponds to the transverse, ¢, or longitudinal, /,
vibrational mode, and ¥, (k, w) is the respective self-energy
function. Phonon lifetime is determined by the imaginary
part of the self-energy function. If X, (k, w) = X4(k, w) +
i ¥ (k, w) then

77 (@) = Tag(@/cq, ®), (5)

where ¢, and ¢; are transverse and longitudinal sound veloc-
ities, respectively. To estimate the self-energy function, the
Hamiltonian of elastic waves for an isotropic solid in contin-
uum approximation is used:

2 1 K
H = /d3r|:g—p + G(sl-zj — gsi) + Esizi:|, (6)

where m and p are the momentum and mass density,

sij=—=—+ —
P 2\ar 0 on
is the strain tensor, u(r, t) is the displacement from equilib-
rium,

h AkaCha,j e
ury=,|— ——=", 8)
! QV ; A/ Wiy

where Ay, = (are + afka )/ \/5, ay, and a,ja are phonon anni-
hilation and creation operators, ey, is the polarization vector
of the phonon with momentum k, and the index « de-
scribes three acoustical modes. G(r) and K (r) are the spatially
fluctuating shear and bulk moduli, respectively, and G(r) =
(G(r)) + 6G(r), G(r) = (K(r)) + 6K(r). In support of the
continuum approximation of elasticity in the model used, it
can be noted that the ratio of the frequency of the boson
peak to the Debye frequency is, for example, about 10 in
silica and 8 in glycerol. This is far enough from the end
of the acoustic spectrum that the continuum approximation
should be expected to work quite well. It is also known that
the spectral shape of the boson peak is practically universal
and does not depend on the microscopic features of the glass
structure.
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The perturbation term in the Hamiltonian is

SH = / d3r{5G(r) <sfj(r) — %sﬁ.(r)) + %SK(r)sfi(r)}.
9

The perturbation term expressed in terms of phonons has
the form

1
SH = > Z Voo (k, k1)AkeAk, o » (10)
k.ki,o,a
where
Vota’(ka kl)
= kk €k, o’ + k ‘o k o
Vp(wkawkla,)l/z{[( D (€xalra) + (kex,o) (krexa)
2
Stk hren,) |
X (8G)sx, + (kee) (k1ex,o) SK i, }- (11)
Here
066x = [ dres6r) 1)

and, respectively, for (6K);. The spatial correlation function
of the fluctuations is defined as follows:

F(r) = (§GR)SG(r + R))/(G)* = ye ™. (13)
The Fourier transform of F(r) is

8w %ybz

G2+ k2 (9

F(k) = / d*re® F(r) =
where 57! is the correlation radius and ybz is the mean-square
fluctuation of the shear modulus on the scale relevant to the
boson peak [Eq. (13)], normalized by the mean value of G:

) _ (66
= ) 15
yb ( G>2 ( )
In the second-order approximation, the self-energy func-
tion is equal to

E(X (ka C())
d'h > Vo (k. k1) Gow (k1 0)Vara(—k1, b))
= —— ac’ \—K, o’ , W) Vya—K1,
) a, 1)Goa (K1 1
2Ry f k3d ky sin 6d6
w (32 + k2 + k2 — 2k ky cos )
Goy (k1, )02 (k, k1)
x oo , (16)
; Wk Dkyor’
where
Oua (k. k1) = (kky)(€xaliie) + (Kekyor) (k1€ka)
— 2 (keyo) (Kyex,o) (17)

is symmetrical with respect to k, k;, as well as «, «’; 6 is the
angle between vectors k and k.

Note that Eq. (15) is a complete expression for X, only, and
in the case of X; there are also terms with (§K(r)SK(r + R))
and (8G(r)6K(r + R)) on the right-hand side (see Sec. II
of the Supplemental Material [50]). They are absent in X,
because of polarization symmetry. In addition, density fluc-
tuations at this nanometer scale were neglected, since their
contribution is much less than the contribution of the shear
modulus, i.e., in silica ((§p/p)?) & 0.01 [43] in comparison
with ybz ~ (0.36 of this paper (see below). Since G and p
enter the problem in the combination G/p = c?, considering
((8¢;/c)?) as a small parameter instead of ((6G/G)?) allows
one to take into account density fluctuations more accurately.
Neglecting the latter gives ((§G/G)*) = 4((8¢;/c;)?).

The overbar in Q2 ,(k, k) in Eq. (16) means averaging
over phonon polarization directions, which is done using rela-
tions

kik;

e (18)

ekl ikl,j =
for longitudinal phonons and
1 kik
Ck1.iCk,j = E(Sij - ?> (19)

for transverse phonons. Taking into account these relations,
the functions Qia,(k, k) are equal to

—_— 2 1
Ok, ki) = 4k*k? <x4 — gxz + 6)’ (20)
T 3 1
Ou(k, ky)* = kzk%<x4 - sz + Z)’ 1)

Ok, k1) = Quk, ki) = 2K2kix* (1 — x%), (22)

where x = kk/kk; = cos6 . As aresult,

dy2secik [k Zy(k, ki) — Zy(k, k
(k. ) = Vp #¢ / k‘l‘dk1|: 2( . 1) : 24( : 1)
b4 0 w* — viky +1i0
_I_Z4(k, ki) — 3Zy(k, k) + 3 Zo(k, ky) 23)
w? — v}k +i0
where functions Z,(k, k;) are defined as
! x"dx
Zyk k) = / @
-1 (5% + k7 + k2 — 2kk)x)

These integrals are estimated in analytical form in Sec. II
of the Supplemental Material [50]. The imaginary part of
%, (k, w) is equal to
2yt ska’ [ &
o — | L (Zk, /v) = Zy(k, /1))

c; c

Yok, w) =

1
+Zy(k, w/vr) — ;LZZ(k’ @/ve) + 7 Zo(k, w/vz)}-

(25)
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Finally, using the IR criterion (3) and Eq. (5) for rt’l(a)),
one can obtain the expression for the mean-square shear mod-
ulus fluctuation responsible for the boson peak:

2_%3R2
Yo = 4np

(26)

where R, = L,/2m and f is a dimensionless function of
1/#Ry and ¢, /c;:

cf%“ 1 1¢ 1 1¢
f=—\2\5 5 )2\ 55—
Cl Rb Rb C| Rb Rb C

(DY B, Y (1]
R, R, 4\R, R, 4\R,R,)

27

The parameter ybz can be estimated using experimental data
on the boson peak frequency, sound velocities, and assuming
the MRO radius R, = 1/« is determined by the structure and
thus can be taken from the diffraction data, 2R. = L., as it
was suggested earlier in Ref. [43]. The estimated values of
yZ are in the interval 0.36-0.05 for various glasses (see Table
S2 of the Supplemental Material [50]). Interestingly, there is
a correlation between fluctuations and fragility: ybz decreases
with increasing fragility (Fig. 2). In log-log coordinates the
dependence is a linear function (Fig. 2, inset) with a slope of
about —1. The fit of the y?(m) dependence by a power law
gives )/bZ(m) ~ (6.1 £ 1.3)/m"97+99 Fixing the exponent in
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FIG. 2. Correlation of the normalized mean-square fluctu-
ation of the shear modulus with fragility: 3?2, found from
the boson peak; y2, found from the decoupling of viscos-
ity and diffusion in supercooled liquids. Inset: The same data
in log-log scale. Blue squares: SiO,, GeO,, B,0s;, propylene
glycol, glycerol, Se, salol, trisnapthylbenzene (TNB), orthoter-
phenyl (OTP), sorbitol, propylene carbonate, and toluene. Red
stars: Borate glasses (Liz0)g05(B203).92, (Li20)g.14(B203)g 56
(K20)9.22(B203)75 (Na20)g 22 (B203 ) 78, and (Liz0)g.22(B203)o.7s-
Magenta circle: Metallic glass Zrye75Tig25Cus5NijgBeyss (Vitd).
Black triangles: Silica, polyoxybutylene, polyisoprene, TNB,
polypropylene glycol, OTP, atactic polypropylene, polystyrene, and
polycarbonate. Within each subgroup, materials are listed in ascend-
ing order of fragility. Solid lines are fits as described in the text.

the denominator at 1 gives in a good approximation

6.7+£0.2

yim) = (28)

Another way to estimate the mean-square fluctuation of the
shear modulus is given by the elastic theory of relaxation in
supercooled liquids in combination with data on the decou-
pling between viscosity and diffusion. According to one of
the versions of the theory, the structural relaxation time t,, is
expressed via the instantaneous shear modulus G, as

Goo(T)V0
T

where Vj is a temperature independent parameter of the order
of molecular volume [51,52] and Boltzmann constant kp is set
equal to 1. Alternatively, t,(T") = toexp(A/ (u?)), where A is a
constant, and (u?) is particle mean-square displacement [52].
The quantity 7/(u*) can be interpreted as a local measure of
material “stiffness” when (u?) is considered on the plateau
of the initial, picosecond stages of its time dependence. It
is assumed here that the expression can be applied locally,
in independently relaxing domains like the cooperatively re-
arranged regions of Adam and Gibbs [69], at least in terms
of some effective local shear modulus that describes local
rigidity when escaping the cage. In more detail the local
rigidity and its relation to the macroscopic shear modulus
are discussed in Refs. [70-74]. The respective local diffusion
coefficient D(T') « 7, I(T). Tt is well known that there is a
decoupling between relaxation time (or viscosity) and diffu-
sion in supercooled liquids, which increases with decreasing
temperature [53-57]. The experimental data show that the
temperature dependence of decoupling is well described by
a fractional Stokes-Einstein law [55,56]:

7,(T) = toexp , 29)

D(T)7(T) o [Ta(T)I (30)

with the exponent ¢ < 1. In Eq. (30), D and %, are ex-
perimental values of the diffusion and relaxation time that
correspond to volume-averaged local values. The dependence
of the exponent ¢ on fragility for a number of glass-forming
materials was found in Ref. [57]. It was shown that ¢ increases
with fragility, from about zero for silica, to ~0.3 for fragile
molecular liquids, and up to 0.5-0.6 for very fragile polymers
[57].

Let us suppose that the distribution of the activation energy
E = Gy V) is flat between E = Ej and (1 — ¢)E,. Outside
this interval, the distribution function is zero. The average
value (E) = (G)Vy = Eo(1 — ¢/2). Then

7(T) = m(i)(l — e )e®, G31)
8E0
D(T) =DO<—T )(1 —e ) T (32)
SE()

Note that, at the glass transition temperature, Eo/T, ~
ln%?) ~ 39. Assuming that exp(—¢eEy/T) < 1 holds close
to T,, with accuracy up to logarithmic terms in 7T in the ex-
ponent we have D7, o exp(¢Ey/T) o ¢ in accordance with
the fractional Stokes-Einstein law (30). With this distribution
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of activation energies, (E?) = Eg(l —e+¢8%/3),s0

2 2
o = VWAER)  VIAG?) & o0y

(E) (Geo) 2V/3

As expected, a higher decoupling corresponds to a higher
mean-square fluctuation of the instantaneous shear modulus.
The correlation of the decoupling parameter ¢ with fragility
is quantified in Ref. [57] where both & and fragility are given
for a number of materials (see Table S3 in the Supplemental
Material [50]). These data are used to plot 2 as a function of
fragility in Fig. 2. The yrzel values are much less than those de-
termined by the boson peak, ¥ (e.g., 0.0016 from decoupling
compared to 0.12 from the boson peak for trisnapthylbenzene
and 0.0044 vs 0.10 for orthoterphenyl). Moreover, the decou-
pling data predict an increase in y2 with fragility, while an
estimate based on the boson peak predicts a decrease in y;?
with increasing fragility. The fit of the y2,(m) dependence by
a power law gives yril(m) = (1.04 £ 0.91)1078 /m>*02 The
exponent in this dependence on m practically does not differ
from 3. If one fixes it at 3, then

5 (0.63£0.16)107*
Vear(m) = 3 : (34)

In log-log scale, both y2(m) and y2 (m) correlations ap-
pear to be linear functions (Fig. 2, inset). Extrapolating both
linear functions to higher fragility one can see that they even-
tually intersect at m ~ 185 + 15, where y2, &~ y? ~ 0.04.

Te.

II1. DISCUSSION

The following picture may describe two different types of
y(m) behavior. ybz corresponds to fluctuations of the shear
modulus on the MRO scale, and Vr2e1 corresponds to fluc-
tuations of smaller scale, related to escape from the cage.
The results show that the low-fragility glass formers have
lower amplitude of the normalized shear modulus fluctuations
on short scales. Smaller short-range fluctuations presumably
correspond to a higher short-range order. This is what one
would expect from covalently bonded materials like silica,
which have a strong bond directionality that determines the
short-range order. However, in such glasses, on a larger MRO
scale, a sharper and more abrupt fluctuation of the shear
modulus occurs. In fragile glass formers with van der Waals
molecular interactions, short-range fluctuations are larger, and
the gradual accumulation of disorder leads to a smother loss of
correlations and a lower amplitude of shear modulus fluctua-
tions on the MRO scale. As seen in Fig. 1, the ratio L,/L,
reaches A2 for the strongest glass formers, such as silica.
This means that in such materials the transverse vibration with
the frequency v, has a wavelength A = L, ~ 2L, i.e., half
the wavelength is equal to the diameter of the MRO region.
This corresponds to the lowest-frequency vibration localized
in a region of this size, if it is separated as an independent
cluster. This situation is similar to the early ideas about the
boson peak as vibrations localized on clusters with a medium-
range order size [5,6]. In materials with higher fragilities, the
vibrations with frequency v, have a wavelength comparable
to (intermediate fragility materials) or shorter (high fragility

materials) than L., for example, for glycerol A = L, ~ L. and
for propylene carbonate and toluene A = 0.5L..

In materials with sufficiently high fragility, the difference
between the amplitude of the shear modulus fluctuations on
the scales of the medium- and short-range orders disappears
(Fig. 2). As seen from Fig. 2, this occurs when fragility
reaches values in the range of 185 £ 15. This value is close
to the upper limit to fragility mmax &~ 170-190 predicted in
Refs. [58-60]. In Ref. [58] fragility was expressed in terms of
the thermodynamic parameters of the system, which are im-
portant for the glass transition. In particular, it was concluded
that fragility of the glass formers has an upper limit of m,,x ~
170-190. In Ref. [59], the enthalpy relaxation measurements
during cooling and heating across the glass transition were
used to determine m,,x. The extrapolation of the relaxation
enthalpy to zero predicted the upper limit of fragility in the
interval ~170-180. The value my, ~ 175-180 follows also
from the ratio of the relaxation widths of structural « and
B relaxations [59,60], and from the ratio of the configura-
tional heat capacity and the total heat capacity jump at glass
transition [59,61]. In terms of the present paper, the limiting
fragility corresponds to the situation when the relative ampli-
tude of the medium-range fluctuations of the shear modulus,
¥Z, becomes equal to the amplitude of the normalized short-
range fluctuations of «-relaxation activation energy, or instan-
taneous shear modulus, ¥, in the supercooled liquid state
near Tg. In different words, in materials with m = mpax, the
normalized amplitude of elasticity fluctuations between un-
correlated domains on the MRO scale is of the same order as
that of the activation energy of « relaxation (determined by the
instantaneous shear modulus) inside these domains. The latter
is much smaller than the former in materials with fragilities
m < Mmax, by a factor %(m/mmax)“. Respectively, according
to Egs. (28) and (34), the product of y; by yb?’ is a universal
constant for various glasses, Vrel yb3 =(1.5+0.1) x 1073,

One of the consequences of this picture is that the boson
peak should disappear when fragility reaches its upper limit
value. The boson peak can be characterized by its normalized
amplitude Agp, defined as

Agp = 2 35)

gp(w) ma;

where g(w) is the density of vibrational states, gp(w) =
3w?/w;, is the Debye density of vibrational states, wp =

cD(67T2n)l/ ®is the Debye frequency, and Debye velocity cp
is defined by the equation 3/c}, = 2/c + 1/c;. The absence
of the boson peak corresponds to Agp = 1. In Fig. 3 the cor-
relation of Agp with fragility for various glasses is shown. To
find Agp, the inelastic neutron scattering data from literature
are used. Agp is maximum for silica glass (Agp ~ 6) and it
is only 1.6-1.8 for glass formers with fragility of about 100.
In log-log coordinates, the correlation Agp with fragility is
well represented by the linear function (Fig. 3). The solid line
in Fig. 3 corresponds to the power law Agp o< m 8, which
is a recent prediction of the heterogeneous elasticity theory
[75]. It is in reasonable agreement with the experimental data.
Only one point, corresponding to B,O3; (second point from
the left), noticeably deviates from the linear dependence of
the correlation in log-log coordinates. This point is at small
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FIG. 3. Amplitude of the boson peak Agp from neutron scat-
tering data [Eq. (35)] vs fragility in log-log coordinates. In order
of increasing fragility, SiO,, GeO,, B,0s, polyisobutylene (PIB),
propylene glycol, glycerol, Se, orthoterphenyl, Cag4Kos(NO3);4
(CKN), sorbitol, and propylene carbonate. The solid line corresponds
to Agp o« m™8, Literature data and respective references for Agp and
fragility are in Table S4 of Supplemental Material [50].

values of fragility. The rest of the points quite clearly show
a linear correlation. Extrapolation of Agp (m) dependence to
higher values of fragility shows that the boson peak should
disappear from the vibrational spectrum at m ~ 170 - 200,
when Agp — 1. This experimental observation supports the
above prediction about the disappearance of the boson peak
when fragility reaches its upper limit.

Let us summarize the main assumptions and limitations
that are essential for the results obtained. Continuum ap-
proximation and perturbation theory with respect to ybz were
already discussed in Secs. I and II. The parameter ybz was
obtained in the range <{1/10 for fragile glass formers to ~1/3
for most strong glass formers, which supports the applica-
bility of perturbation theory. Another assumption concerns
the description of decoupling of viscosity and diffusion upon
cooling supercooled liquids. It was assumed, in agreement
with Refs. [55,56], that this effect, close to T, is caused by
the spatial heterogeneity of dynamics, which is regulated by
the local activation barriers. For the latter, the elastic theory
of the relaxation in supercooled liquids was applied, limited
by the region close to 7,. Another important assumption,
used for finding the upper limit of fragility, is that the linear
dependence of log y? on log m observed in the range of
fragilities ~20-105 can be extrapolated to higher values of
fragility. The same assumption was used for log 3,2, vs log m
linear dependence. Note that the same assumption was applied
to find the upper bound of fragility in Refs. [S8—61]. This
is the same as assuming that the mechanisms leading to the
linear behavior of correlation stay the same in materials which
have fragilities in the range between the last experimental
point in Fig. 2 and mpy,x. The accuracy of the predicted value
of mmax is limited by the number of materials for which all
the necessary data are available in literature. One needs to
know the position of the boson peak, its amplitude relative
to the Debye density of states, transverse and longitudinal
sound velocity, static structure factor, and fragility. For struc-

tural relaxation data, one needs to know the exponent of the
fractional Stokes-Einstein law and fragility. The lack of data
limits the number and variety of materials on the correlation
plots (Figs. 1-3). The list of studied materials includes some
covalently bonded, hydrogen bonded, molecular, polymeric
glasses; one bulk metallic glass; as well as some complex
borate glasses. However, the limited number and variety of
studied materials do not yet allow us to conclude how uni-
versal the correlations found are. Further investigations are
needed to clarify this question.

IV. CONCLUSIONS

In conclusion, the nanometer-scale dynamical length L;
defined by the boson peak frequency and transverse sound ve-
locity was compared with the static medium-range correlation
length of the structure L.. Their ratio L,/L, correlates with
fragility of glass formers, being higher in strong glass formers
and lower for fragile ones. The estimation of the dynamical
length using perturbation theory based on the fluctuations of
the shear modulus and the IR criterion for transverse vibra-
tions showed that the L;/L. ratio in glasses is determined
by two factors—the normalized strength of shear modulus
fluctuations y; and the ratio of the transverse and longitudinal
sound velocities ¢;/c; (or shear and bulk moduli). This rela-
tionship allows one to express ybz on the length scale of the
MRO in terms of L,/L. and c;/c;. The parameter ybz varies
in the range 0.06-0.35 for 18 different glasses with fragilities
in the range ~20-110, and has a power-law correlation with
fragility, approximately, yb2 o« m~!. This is consistent with the
well-known observation that stronger glasses have a higher
boson peak amplitude [30,33], since the latter should increase
with the parameter y;2.

The mean-square shear modulus fluctuations can be es-
timated also based on the structure relaxation properties of
glass formers. To this end, the elastic theory of relaxation
in supercooled liquids [51,52] is used here to describe the
decoupling between viscosity and diffusion in terms of shear
modulus spatial fluctuations. It is assumed that the decoupling
is caused by the spatial heterogeneity of dynamics [55,56]. It
is found that the respective normalized mean-square fluctua-
tion yril is much smaller than ybz and increases with increasing
fragility approximately as y2, & m®. Extrapolation of the de-
pendencies y7(m) and y2,(m) to high fragilities shows that
they intersect at about m =~ 185 £ 15, i.e., close to the upper
bound of fragility mpy,x found by other methods [28,58-61].
These results are explained in a model in which the spatial
heterogeneity of the shear modulus on the scale of MRO,
characterized by ybz, determines the amplitude and, to some
extent, the position of the boson peak. At a shorter length,
within the correlated medium-range domains, fluctuations of
the barriers for structural relaxation, characterized by 2, and
determined by the local instantaneous shear modulus, are
significantly smaller than between domains. They determine
the decoupling of viscosity and diffusion in this model and
increase with fragility. In materials with m ~ my,.x, dispersion
of the shear modulus between the different medium-range
correlated regions becomes close to that for the shorter-range
fluctuations within the regions. In this sense, the medium-
range heterogeneity is not well defined in such glasses and
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there should be no boson peak in the vibrational spectrum.
This scenario is confirmed by the analysis of the experimental
data on the boson peak. However, the limited number and
variety of materials studied require further research in order
to understand how universal the correlations found are.
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