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Abstract—We consider an approach to the derivation of thermodynamic equations of state by aver-
aging the dynamic equations of particles of the crystal lattice. Microscopic analogs of macroscopic
variables such as pressure, volume, and thermal energy are introduced. An analysis of the introduced
variables together with the equations of motion permits obtaining the equation of state. Earlier, this
approach was used to obtain the equation of state in the Mie—Griineisen form for a one-dimensional
lattice. The aim of this paper is to develop and generalize this approach to the three-dimensional
case. As a result, we obtain the dependence of the Griineisen function on the volume, which is
compared with the computations performed according to well-known models with experimental data
taken into account. It is proved that the Griineisen coefficient substantially depends on the form of
the strain state. Moreover, we refine the equation of state; namely, we show that the Griineisen
coefficient depends on the thermal energy, but this dependence in the three-dimensional case is
much weaker than in the one-dimensional case. A refined equation of state containing a nonlinear
dependence on the thermal energy is obtained.
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1. INTRODUCTION

The problem of deriving equations of state for condensed matter with admissible accuracy in a
sufficiently wide range of thermal actions and mechanical loads is still a complicated and hard-to-
solve problem of modern physics. The fundamental laws of nature such as the first and second laws
of thermodynamics and the principle of material objectivity permit obtaining only some restrictions on
the structure of the constitutive equations [1, 2], and the remaining ambiguity in the construction of
equations of state is still rather large. As a result, the empirical equations of state used in practice
in application software packages can often lead to instabilities of various kind and physically wrong
results [3].

In such a situation, it is extremely useful to develop models in which the equations of state can be
obtained analytically with some accuracy. In practice, the Mie—Griineisen equation is often used, in
which the dependence of the pressure p on the thermal energy Et is assumed to be linear [4],

I'(V)Er

V )
where V' is the volume. As a rule, methods of statistical physics are used to obtain I'(V'), which is
called the Griineisen function. Here the key role is played by the assumption that the interatomic
interactions are linear. An expression for the Griineisen function was obtained for a one-dimensional
lattice in [5]. It the three-dimensional case, I'(V') can be expressed via the so-called “cold curve” (i.e., via
the dependence po(V')) [6—8]. For the cold curve, there are many analytic expressions and experimental

data [4, 9, 10]. In [11], the results obtained by using the models [6—8] are written in general form
by introducing a parameter such that all above-listed models are obtained for different values of this

p=p(V,Er) =po(V) +
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parameter. Moreover, as shown in [4], the desired dependence T'(V') is significantly different for different
models. In [12], it was noted that this dependence holds only for isotropic structures or structures with
cubic symmetry. In the general case, it is necessary to take into account the tensor properties of the
Griineisen coefficient. Moreover, the use of these methods in the case of an anharmonic interaction
potential is a very hard problem, which is not solved yet. A qualitative estimate of the influence of the
anharmonic terms can be found in [4].

An alternative approach based on the assumption that a solid is a set of interacting particles moving
according to the laws of classical mechanics has been intensively developed in the last years because of
increasing interest in studying the mechanical behavior of nanostructure systems [13—16]. By averaging
the equations of particle dynamics, one can derive the macroscopic equation of state; this was shown
in [17—19] on the example of a one-dimensional crystal. In [17—19], the microscopic counterparts of
pressure, thermal energy, and other macroscopic variables were introduced for discrete systems. Then
these variables were averaged over time and expanded in series in a small parameter characterizing the
thermal motion. Thus, the Mie—Griineisen equation of state was derived for a one-dimensional lattice
and the dependence of the Griineisen coefficient on the specific volume was computed. It was also shown
that the Mie—Griineisen equation of state cannot be used in the case of strong tensile strains, and a
refined equation of state was obtained for this case.

In the present paper, we generalize and develop the approaches in [17, 18]. We consider a set of
particles forming an ideal crystal lattice in spaces of various dimension, which permits generalizing the
equations earlier constructed in [17, 18] for one-dimensional crystals. We determine the dependence of
the Griineisen coefficient on the volume and show that the form of this dependence is determined by
the strain state of the crystal. The Griineisen function thus obtained is compared with the results of
computations according to known models with experimental data taken into account. Moreover, the
equation of state is also refined.

2. BASIC ASSUMPTIONS AND NOTATION

Consider an ideal infinite monocrystal in a space of dimension 1, 2, or 3. We only deal with crystals of
simple structure (i.e., crystals that do not change under parallel translation by a vector connecting any
two nodes of the crystal lattice). The interatomic interaction is described by a pairwise central potential;
by way an example, we consider the Lennard—Jones, Mie, and Morse potentials.

We introduce the time averaging operator

T
g =, [ 1w,
0

where T is a time interval much greater than the characteristic period of atomic vibrations in the lattice.
In addition to time averaging, it is expedient to introduce averaging over the space (to increase the
approximation accuracy), but here, for simplicity, we do not perform this averaging. Then any variable f
can be represented as the sum of the averaged component (f) slowly varying in time and the oscillatory

component f, f = (f) + f, rapidly varying in time. We assume that the oscillatory component is small
compared with the averaged component.

We also assume that the averaged variables obey the long-wave approximation [20] according to
which the variations in these variables at distances of the order of the distance between neighboring
particles are small. This allows us to assume that this distance is a small parameter in which the averaged
equations can be expanded in a series.

Let us introduce the basic notation [19]. We choose some original particle and number all particles
interacting with it by the index a. By a,, we denote the vector connecting the original particle with parti-
cle awin the reference (undeformed) configuration. The same vector in the actual (deformed) configuration

is represented as the sum of the time-averaged component A, and the oscillatory component A,. We
also introduce the specific volume V' per particle in the actual configuration. In the case of bulk strain of
a densely packed crystal lattice, it can be computed by the formula

_Vh—d

v
2
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DERIVATION OF EQUATIONS OF STATE FOR IDEAL CRYSTALS OF SIMPLE STRUCTURE 389

where A is the lattice spacing (the distance between nearest atoms) and d is the space dimension. The
Cauchy stress tensor is determined by the formula in [19] generalized to the case of nonzero thermal
motion,

=y Y AalFa(Aa+ Ad)) (2.1)

where F, is the force exerted by the particle a on the particle under study. The expressions for the Cauchy
and Piola stress tensors for discrete systems without thermal motion taken into account were obtained
in[19]. Let us present a similar derivation with thermal motion taken into account.

We write out the averaged equation of motion for a particle (which will be called the original particle)
and transform it as follows:

mu = Z<Fa> = Z<F—a> = ; Z<Fa + F—a>7 (2.2)

« e} e}

where u is the averaged displacement of the particle. Consider the particle with index —a in the
numbering related to the original particle. For this particle, we construct a similar numbering, where
the original particle has index «.. Then, by denoting the position vector of the reference particle in the
undeformed configuration by r and by applying Newton’s third law, we can write

Fa(r - aa) = _F—a(r)' (2.3)
By averaging this expression and by applying the long-wave approximation, we obtain
(F_o)(r) & —(Fa)(r) +aq - V(Fa)(v), (2.4)

where V is the nabla operator in the reference configuration. By substituting formula (2.4) into Eq. (2.2)
and by dividing both sides by the volume V4 of the elementary cell in the reference configuration, we
obtain

. m

. 1
pou =V - oV za:aa(Fa>, po = Vo (2.5)

Let us compare this expression with the continuum dynamic equation in the Piola form [24]. One can
readily see that the expression for the Piola stress tensor has the form

1
P= o za:aa(Fa>. (2.6)

Now let us obtain the expression for the Cauchy stress tensor. Consider the vectors a,, and A,. Let R(r)
be the position vector of the reference particle in the actual configuration. Then, in the long-wave
approximation, we have

A, = (R(r+a,) — R(r)) @ a, - (VR). (2.7)
By applying the well-known relation [24]
Vo o T
= -P
T= 4 (VR)

between the Cauchy and Piola tensors and formula (2.7), we obtain formula (2.1) for the Cauchy stress
tensor.
For convenience, in what follows we represent F, in the form
_r'(4)
A )
where II is the potential of interaction between these two particles and A is the modulus of the vector A.
We rewrite expression (2.1) using formula (2.8),

= Y@ AL~ S AalBuA). (2.9)

F(A) = —®(A%)A, &A% = (2.8)
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For the obtained Cauchy stress tensor to be symmetric, it is necessary that both tensors on the right-
hand side in (2.9) be symmetric. It is well known that the symmetry of the Cauchy tensor follows from
the momentum balance equation for an elementary volume of the continuum. In the case under study,
the role of elementary volume is played by an elementary cell of the crystal lattice. Let us write out the
equilibrium condition for the elementary cell. Then we calculate the moments of forces with respect to
the cell center determined by the vector (R):

<ﬁfo‘a> = 0. (2.10)

Using the long-wave approximation, one can readily show that
~ ~ 1
<u><za:Fa>%—2Za:A x Fg) ZA x { = 0. (2.11)

[t follows from the last formula that the tensor > Aa(é[;aAa), as well as the Cauchy tensor determined

by formula (2.1), is symmetric. Note that in the absence of the thermal motion formula (2.1) for the stress
tensor coincides with the result obtained in [21].

Let us introduce the specific thermal energy Et per particle. By the thermal energy we mean the
part of internal energy corresponding to the chaotic motion of particles. The specific thermal energy
can be represented as the sum of two components, the kinetic energy Kt and the potential energy Ur,
determined by the formulas

- 1 ~
Ky = ,m(u?), Ur= > T(|Aa+Adl) —TI(Ad)), (2.12)
where A, is the modulus of the vector A,,.

3. SERIES EXPANSION. THE FIRST APPROXIMATION

Following the above approach to the derivation of the equations of state, we expand the expres-

sions (2.1) and (2.12) in series in the small parameter A, characterizing the thermal motion.
To expand the kinetic component of the thermal energy, we make transformations similar to those
used in the proof of the virial theorem [22],

T
@)= g [#a= G| - Y@ ),
0

where we have used the equation of motion mu= " F,. Assuming that the displacements and velocities

of points are bounded, we neglect the first term on the right-hand side in the obtained formula because
of its smallness for large T". Then we obtain

Kr=lm@)=-! S @ F.). (3.1)

By expanding F, = F(A, + A,) in a series in the small oscillatory component A,, and by preserving
the terms up to the order of A2 inclusively, we obtain

Kr=-, Z[@(Ai)E + 2(1)’(A§)AOCAO[} - (AAL). (32)

When deriving formula (3.2), we have used the identity
<ﬁAa>S = - % <AaAa>- (3.3)
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To prove this identity, consider the tensor (A, A4 ). By u, we denote the oscillatory component of the
displacement of the atom «. Obviously, we have

A, =1, -1 (3.4)
We express (AaAa> via u1, and u and obtain
(ALAL) = 2(tn) — 2(tn,)”. (3.5)

Here we have used the fact that (aa) = (a,10,), because the state of the crystal lattice under study is
homogeneous. Identity (3.3) follows directly from (3.4) and (3.5).

Now consider (A2), i.e., the trace of the tensor (A,A,). Formula (3.5) implies that
(AZ) =2(0%) —2(0 - @,). (3.6)

Let us show that, when deriving the equation of state, we can assume that (A2) is independent of .
The first term in formula (3.6), i.e., the displacement dispersion (@?), is indeed independent of a.
But the second term, i.e., the correlation (@ - 4,), in general depends on «. This dependence can be
insignificant for atoms belonging to the same coordination sphere, but for atoms belonging to different
coordination spheres the correlations differ significantly; namely, their modulus must decrease with
increasing radius of the sphere. But we can still neglect the dependence of (A2) on « because of the
following considerations. First, the correlation modulus is less than the dispersion, (i1 - 1,) < (0?),
and possibly significantly less. Second, the largest contribution to the equation of state comes from the
terms corresponding to the first coordination sphere. The error in determining (A§> for the subsequent
coordination spheres is multiplied by small factors corresponding to the rapid decay of the interatomic
interaction and hence does not contribute significantly to the error in the equation of state.

The expansion of the potential component of the thermal energy defined by formula (2.12) gives the
expression identical to (3.2), so that in our approximation we obtain

1
Kt =Ur = 2ET7

which, on the other hand, is a straightforward consequence of the virial theorem [22].
Let us introduce the thermal stress tensor 7t as follows:

1
T =T=T0, To= T‘Aazo T oy Zq’(Ai)AO‘A“' (3.7)

For the thermal stress tensor, we use an expansion similar to that considered above and obtain the
system of equations

1 -
= S PP ABAL + P AALE + 2ALALAAL - (AlAd),
1 o o (3.8)

To obtain the constitutive equation in explicit form, one should make some assumption about the

structure of the tensor (A,A,). We assume that this is a spherical tensor independent of a. Note
that, strictly speaking, the second of these assumptions is not satisfied if one considers more than one
coordination sphere. But, as was shown above, this does not lead to a significant error in the equations

of state obtained below. Thus, under the cited assumptions, the tensor <AaAa> can be represented as

(AoAd) = W'B, #* = (A2). (39)

This representation allows completely specifying the thermal state in an elementary volume by a single
scalar parameter, which permits relating the obtained results to the classical thermodynamics, where the
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role of this parameter is played by temperature (or thermal energy). Using (3.9), we rewrite Egs. (3.8) as

2
_ K / 1" A2
TT= =y Ea [(d+2)P,, + 3P, AZ]ALA,,

) (3.10)
__ Kk I A2
Br=-_, za:(dis[)a + 20! A2).
4. MIE-GRUNEISEN EQUATION OF STATE
Consider the classical Mie—Griineisen equation of state
E
p=p(V) +pr(V.Er), pr(V.Er) =T(V) . (4.1)

Here pq is the “cold pressure” and I is the dimensionless Griineisen coefficient. According to (4.1), both
variables are functions of the specific volume V" alone. Let us find the relation between the pressure, the
thermal energy, and the specific volume in our case. We define the total, cold, and thermal pressure by
the formulas

p=— tr7, po=— 6 tr79, pr=— ,tr7r.

d d d

Then, by using (3.7) and by eliminating x? from system (3.10), we readily obtain the relation between
the pressure and the thermal energy in the form (4.1), where

S+ 2)®! A2 + 207 A2

_ 1 2 __a
PO= 9va za: Pada, T'= 43 (dDy + 28/, A2) (4.2)
[t follows from (4.2) that in general the cold pressure and the Griineisen coefficient depend on the total
strain (rather than on its bulk component, as is usually assumed). The dependence of the Griineisen
coefficient on the form of the strain state will be considered below.

Now consider the case of bulk strain. Then we have

Vv 1/d
A, =0a,, 0= )
: (%)

where 1} is the reference value of the specific volume. In what follows, it is convenient to pass from
summation over atoms to summation over the coordination spheres. As a result, formulas (4.2) become

Lo > Nil(d +2) @) A7 + 207 Aj]
PO= oy 0 S O Ne®Af, == , (4.3)
000 i3 dkz_;l Ny (d®y, + 20}, A2)

where n is the number of coordination spheres, N is the number of atoms on the kth coordination
sphere, Ay = pp RO is the radius of the kth coordination sphere, the numbers p, = Ax/A; are dimen-
sionless lattice constants, R is the radius of the first coordination sphere in the reference configuration,
and @,&") = (IJ(”)(Ai). [f only the nearest neighbor interaction in the crystal lattice is taken into account,
then, using definition (2.8) of the functions ®(A?), we can rewrite formulas (4.3) in the form
" 2 _ " T
M M(A)A, T =— 1 I"(A)A* + (d — 1)[IT"(A)A —TI'(A)] ’
2V, do? 2d IM"(A)A+ (d — DIT'(A)

where M is the coordination number!) and A = R@. If the reference state of the lattice is unstressed,
then for formula (4.4) we obtain R = a, where a is the bond distance (the equilibrium distance in a two-

atom system). Note that, according to (4.4), the Griineisen coefficient does not in any way depend on the
structure of the crystal lattice (provided that the interaction is restricted to the first coordination sphere).

Po = (4.4)

DThe number of nearest neighbors of an atom in the lattice.
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5. IMPORTANT SPECIAL CASES

In what follows, we present the formulas for three classical interaction potentials and the expressions
for the cold pressure computed for them by the first formula in (4.4):
The Lennard—Jones potential

H(r):D[<i>l2—2<Z>6} - pozgj‘\/iz(@_m—@_ﬁ).

The Mie potential

N O O I S

The Morse potential

aaM D
dVon_l

Here D is the binding energy, a is the bond distance, « is a parameter characterizing the potential well
width, and m and n are parameters of the Mie potential. In what follows, we present formulas for the
Griineisen coefficient computed for the above potentials by the second formula in (4.4).

For the Lennard—Jones potential,

I(r) = D[e2a(a—r) - 2ea(a—r)] = py= [ 20a(1—0) 260[@(1_9)]'

1 4(8 — d)8% —7(14 — d)

= s—aps—(a—a

For the Mie potential,
1 n+2)(n—d+2)0"" —(m+2)(m—d+2)

= 5.1
2d (n—d+2)0m " — (m—d+2) (1)
For the Morse potential,
1 e*1-0) (4020202 — 2dy0ab — dy) — (0?a?6? — dyoab — dy)
T = :
2d ea(1-0) (2caf) — dy) — (ab — dy)
. (5.2)
v\
=i, o= (¥)

The Griineisen coefficient I'g computed for V=14 (§ =1) is of great practical importance, because the
dependence on the volume is often neglected in engineering computations. (For small volume variations,
this simplification is often quite reasonable.)

For the Lennard—Jones potential,

11 1 19
I'y= d — 9 d=3 = Typ= 6 ~ 3.17. (5.3)
For the Mie potential,
m+n+4 1 n+m-+1
I'y = 9d -, d=3 = TIy= 6 . (54)
For the Morse potential,
3aa +1 1 3aa — 2

Note that the values of I'g for the Lennard—Jones and Morse potentials coincide for aa = 7 (regardless
of the space dimension). According to the above formulas, the value of the Griineisen coefficient
rapidly decays with increasing space dimension. For example, for the Lennard—Jones potential we have
d=1=Ty=105,d=2=Ty=5andd=3 =Ty~ 3.17.

Since the values of I'y were experimentally obtained for many materials [9], formulas (5.2)—(5.4) for
d = 3 can be used to choose the parameters of the potential from known experimental data.
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Fig. 1.

6. COMPARISON WITH CLASSICAL MODELS

There are many substantially different approaches to determining the Griineisen coefficient. The
models proposed in [6—8] are used most frequently. The comparison performed in [11] showed that all
models proposed above can be reduced to the generalized form

_4-3n _ V &(poV")/dV?
6 2 d(poV")/dV

where pg is the “cold” pressure, V' is the elementary cell volume, and n is the model parameter equal
to 0,2/3, and 4/3 for [6—8], respectively. Thus, the Griineisen coefficient in these models is determined
on the basis of the so-called “cold curve,” i.e., the dependence po(V'). This curve in a small range of
volumes can relatively easily be obtained from experiments. However, as was shown in[4], the Griineisen
functions constructed on the basis of the above models differ significantly, and there is still no final answer
to the question as to which of the models is preferable.

By substituting the expression (4.4) for the pressure into (6.1), we obtain I'(V/V}). In Fig. 1,
we present the dependencies I'(V/V}) for aa = 6 for various values of the parameter n. The curves
corresponding to the models [6—8] and to the proposed model are denoted on the graph by A1—A4,
respectively. The graphs corresponding to the proposed model and the model [8] are practically indis-
tinguishable. In [8], the free volume theory was used to consider the vibrations of atoms in a spherically
symmetric field of their neighbors. Such a model approximately corresponds to vibrations of an atom in
an elementary cell of a crystal with fixed neighbors. By using the first formula in (4.4 ) for po(V'), one can
show that formula (6.1) with n = 4/3 gives precisely the same dependence I'(V') as the second formula
in (4.4). Thus, if only the nearest neighbor interaction is taken into account, then our model gives the
same result as the model [8]. If the subsequent coordination spheres are taken into account, then the
results will be different.

Let us compare our results with those obtained in [23] on the basis of classical models with exper-
imental data taken into account. In Figs. 2 and 3, we present the graphs of the dependence T'(V/Vj),
which are computed by formula (5.1) and illustrate the data given in [22] for several metals with a face-
centered cubic lattice. Curves Al (solid line) and A2 (dashed line) in Fig. 2 correspond to the dependence
of the Griineisen coefficient on the volume of aluminum and lead proposed in the present paper, while
curves Bl (squares) and B2 (triangles) correspond to similar dependencies given in [23]. The same
curves for nickel (C1 (dash-dotted line) and D1 (triangles)) and for copper (C2 (dashed line) and D2
(squares)) are shown in Fig. 3.

The values of the parameter cwa were chosen so that the values of I'y coincide with the values
presented in [23].

(V) = (6.1)

MECHANICS OF SOLIDS  Vol.46 No.3 2011



DERIVATION OF EQUATIONS OF STATE FOR IDEAL CRYSTALS OF SIMPLE STRUCTURE 395

r A
— Al //
—_—— . A2 A//
= BI Il
a B2 ,‘/
20|
1.5F
1.0 L 1 L L L '
0.5 0.6 0.7 0.8 0.9 WV,
Fig. 2.
or
---Cl
225 ——-C2
s DI
= D2 /I
2.00 - 1 o
| § ///a
A ‘. -7
[] [
175 | . Pt
A : - //;’/
A : . //f:’/
[ ] 7 ,/
1.50 | Lz
1.25 = ' ' : ' :

0.5 0.6 0.7 0.8 0.9 V/Vy

Fig. 3.

For aluminum and lead, the coincidence is rather good; the error does not exceed 4%. For nickel and
copper, there are rather significant distinctions; the error does not exceed 18%.

7. SERIES EXPANSION. THE SECOND APPROXIMATION

An analysis of formula (4.4) shows that its denominator is zero for some value of the volume, and
this means that the Griineisen function has a singularity. This result was obtained in [17] for a one-
dimensional model in which the singular point corresponds to the case of critical extension of the lattice.
In[17], it was shown that by preserving the fourth-order terms in the expansions of the thermal pressure
and the thermal energy one can obtain a new equation of state without any singularities. By using
formula (4.4), one can show that in the two- and three-dimensional cases the strain at which the
Griineisen coefficient becomes infinite is somewhat greater than the critical strain; i.e., such a strain
cannot be realized in practice. However, for large tensile strains and especially for near-critical strains,
the Griineisen equation can give a large error, and hence it is necessary to study the influence of the
fourth-order terms in the expansions of the thermal pressure and the thermal energy.

Consider the tensors (AaAa>, <AaAaAa>, and (AaAaAaAa>. By definition, they have the property
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of absolute symmetry, i.e., are invariant under any permutation of the vectors occurring in them. We

assume that these tensors are isotropic, because the thermal motion is chaotic. Then (A, ALAL) = 0,
just as for any isotropic absolutely symmetric tensor of odd rank [19]. By expanding the expressions for
the tensors of thermal stress (2.1) and thermal energy (2.12), (3.1) into series and by preserving the
fourth-order terms, we obtain

Tr=T1+ T2, Er=F+ Ey, (7.1)
1
n== > (3P4 ALALEE + 1207 A EAE + 1207 AcA AL ALE
(6%

18P AEA A, + 49" Ay AuAgAlALAL) ....(AQAQAQAQ>7 (7.2)
= — 3 / " 4 ~ - -
By=— %:(qiaEE A AAE + | PUAAAAL) - (AdAAdAy),  (73)

d) = oM (A2).

Here 7, and F4 are determined by the first approximation formulas (3.7). Every isotropic absolutely
symmetric tensor of rank four can be represented in the form [19]

S Akt

where the e are the unit vectors of some Cartesian basis, the summation is performed over the repeated

indices k and n from 1 to d, x? is determined by formula (3.9), and \ is a dimensionless coefficient. By
using (7.4), we reduce Egs. (7.2) and (7.3) to the form

(EE + e;Eej, + ere,ere,), At = (A§>, (7.4)

At
= § [(d+2)(d +4) D% + 4(d + 4) P A% + 40! AL AL A, 7.5
T2 4d(d+2)V . [( + )( + ) a+ ( + ) a a+ « a] ) ( )
3)"14 / 4 I A2 4 "M 44
By =" Ea:[q)“+dq)“Aa+d(d+2)q)“Aa . (7.6)

As a result, relations (7.1) with the use of formulas (3.10) for 71 and E; and formulas (7.5) and (7.6)
for 7o and F, lead to the system of equations

pr = fic> + foA6?,  Er = f35® + fids?, (7.7)
where the functions f; can be obtained from relations (3.10), (7.5), and (7.6):
— 1 ! A2 11 24
fi=py za:[(d +2)3, A2 + 207 A%),
1
— 2 4 @//A2 4 4 @///Aﬁl 4@////146
f2 4d2(d+2)v Za:[(d"i' )(d+ ) e a+ (d+ ) e a+ e a]7

1
=—_ ) (d®, + 3P A2
f3 2d . (d +3 «a a)’

3 / 4 " oA2 4 "nop4

fi="y Za:[fl%ﬁ 2Pt gy 9 /5]
Following the argument in the one-dimensional case [18, 19], we assume that the parameter A can be
approximately treated as a constant. This is confirmed by computations by the method of molecular
dynamics, where it was shown that A is practically independent of the thermal energy and volume. For
the Lennard—Jones potential and d = 3, numerical computations give A ~ 1.7. Now, by eliminating the
variable x from system (7.7), we obtain the following equation of state:

1

= oAf2 (fofs — f1f4)(f3 - \/f§ - 4>\f4ET) + f2 Er. (7.8)
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MECHANICS OF SOLIDS  Vol.46 No.3 2011

bt



DERIVATION OF EQUATIONS OF STATE FOR IDEAL CRYSTALS OF SIMPLE STRUCTURE 397

pra’/D "
- ] (o]
4 Al, A2 7 o
o B2 A °
o
. B] (] °
3F o
o]
(o]
o
[o]
2r o
[o]
(o)
1 -
1 1 1 1
0.25 0.50 0.75 E;/D
Fig. 4.

This equation is qualitatively different from the Mie—Griineisen equation, where the linear dependence
on the thermal energy is assumed.

By setting A = 1.7, we construct the dependence pr(Er) for the Lennard—Jones potential for various
values of the bulk strain. Curves Al and A2 (solid line) in Fig. 4 correspond to the Mie—Gr(ineisen
equation of state for V/Vy = 0.9 and V/Vj = 1.1; curves Bl (squares) and B2 (circles) correspond
to the specified equation of state (7.8) for V/V = 0.9 and V/V{j = 1.1. By Eq. (4.1), the Griineisen
function characterizes the slope of the dependence pr(Er). Figure 4 shows that the function pp(Er)
is practically linear, and hence the Griineisen coefficient in the proposed mode weakly depends on the
thermal energy. The maximal error of the Mie—Griineisen equation in the thermal energy range under
study is approximately 10%.

8. DEPENDENCE OF THE GRUNEISEN COEFFICIENT ON THE STRAIN STATE
Earlier, it was noted that the Griineisen coefficient must generally depend on the total strain tensor
rather than on its spherical part (the volume variation). Let us estimate the influence of the shear strain
on the Griineisen coefficient.
Consider the case of small strains. We expand Eq. (4.2) in a series in the small parameter
(2/a%)aqa, - €, where ¢ is the small strain tensor. In this case, we have the representation [19]

A2 = a2 +2a,a, €.

By expanding Eq. (4.2) in a series and by preserving the terms up to the second order of magnitude,
we obtain

1
I'(e) =T(0) <1 +m Za: Aada €+ 10 Za:aaaaaaaa ----ss), (8.1)

where the coefficients 71 and 7y are determined by the parameters of the interaction potential. For the
most widely used simple lattices, the tensor a,a,, is spherical, and hence in the first approximation the
Griineisen coefficient determined by formula (8.1) depends only on the bulk strain. However, the second
approximation already depends on the shape change strain. For simplicity, we illustrate this fact by a
two-dimensional triangular lattice in the case of nearest neighbor interaction. In this case, the tensors
contained in (8.1) are isotropic and have the form [19]

3
Z Aqdq = 3a2E7 Z AqAqqdq = 4 a4(EE + e Eer + ekeneken)7 (82)
el a
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where a = |a, | and ey, are the unit vectors of some Cartesian basis and the summation is performed over
repeated Latin indices from 1 to 2. By substituting (8.1) into (8.2), we obtain

I(e) =T(0)(1 + 3matre + 3matr’e + 31mpa* deve - deve).

Here tre and dev e are the strain tensor trace and deviator, respectively. In the first approximation, the
trace describes the volume variation tre ~ V/V;; — 1, and the deviator characterizes the shape change
under constant volume (shear strains). Therefore, the deviation from the bulk strain affects the value of
the Griineisen coefficient. We use an example to show that, in the case of large strains, these deviations
can significantly change the Griineisen coefficient.

Consider a two-dimensional crystal with a triangular lattice under a uniaxial strain along one of its
crystallographic axes. Such a strain state is implemented, for example, in slabbing fracture problems.
Denoting the relative strain by §, we readily obtain the following expression for A,:

A1:A_1:a(5, AQZA_2:A3:A_3:CL\/3+%(1—5)2.

The graphs of I'(V') for two different strain modes, the bulk and uniaxial strains, is presented in Fig. 5
(curves Al (solid line) and A2 (dashed line), respectively. These graphs show that for large strains the
Griineisen coefficient significantly depends on the strain mode. This fact must be taken into account in
experiments.

9. CONCLUSION

In this paper, we generalize the approach to determining equations of state suggested in [17, 18].
We show that this approach permits obtaining not only equations in the Mie—Griineisen form, but also
more precise equations that are nonlinear in the thermal energy and take into account shear strains. In
the first approximation, we obtain the Mie—Griineisen equation and determine the dependence of the
Griineisen function on the volume. In the case where only the nearest neighbors are taken into account,
the obtained results agree with the free volume theory [8]. We show that for large strains the Griineisen
function significantly depends on the form of the deformed state. One should take into account this fact
in experiments. The following qualitative distinction from the one-dimensional case was discovered: the
singular point of the Griineisen function is displaced into the region of unrealizable strains. Therefore,
in the two- and three-dimensional cases, the Mie—QGrtineisen equation (4.1) need not be modified. In
the thermal energy range under study, the maximum error in Eq. (4.1) is approximately 10%, which is
quite admissible in a majority of applications. But it should be noted that, for large degrees of matter
compression at which the Mie—Griineisen equation is used as a rule, the thermal energy can vary
in much wider ranges than those considered in the present paper. Therefore, the error in the Mie—
Griineisen equation can be significantly larger. This problem requires more detailed study and is beyond
the framework of this paper.
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