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A method is proposed for describing the non-equilibrium states of solid solutions which is 
based on the furnishing of a system of correlation functions for the dissolved atoms. A method 
of determining the free energy of solid solutions in states of total or partial equilibrium is also 
proposed. In the general case, the free energy is expressed in terms of a double, triple, etc., 
"interaction" of impurity atoms, which are assumed known. For isotopic mixtures, the "vibra
tional interaction" energy is determined in closed form and the entire problem can be carried 
through to its conclusion. The correlation functions obtained for the dissolved atoms are de
termined with the aid of the expressions thus constructed. The effect of correlation on the scat
tering of neutrons by isotope solutions is ascertained 

INTRODUCTION 

THE thermodynamic properties of solid solutions can be investigated by means of methods which are to 
a certain degree similar to the methods developed in the theory of non-ideal gases. In such a case, use 
is made of the concept of the "interaction" of impurity atoms. By the "interaction" of n atoms of an im
purity we mean the difference between the free energy of a system with n impurity atoms, located at 
some distance from one another, and the same quantity for impurity atoms that are infinitely far apart. It 
is obvious that these interactions are rapidly decreasing functions of the distances between the atoms. 

The determination of such a type of interaction is separate problem. In the case of solutions of atoms 
which differ markedly from one another, the principal part of the energy of interaction is its static part. 
(In this case, usually, only the interaction of nearest neighbors is taken into account.) If the potential 
energy of the interaction does not depend on the type of atoms (isotope solutions), the vibrational part of 
the interaction plays the chief role. Its determination can be brought about by means of the method 
developed earlier. 1 

Considering the interaction as given, we have succeeded in obtaining a general expression for the 
equilibrium free energy of the solution. 

Prescription of the non-equilibrium states is obtained through the use of a system of correlation func
tions which determine the probabilities relative to the location of the dissolved atoms. To date, so far as 
we know, there exists no such method for the description of the non-equilibrium states. The method de
veloped here permits us to compute the free energy of the solution in a state of partial equilibrium. 

As an example, we have obtained an explicit expression for the non-equilibrium free energy for the 
case in which the lack of equilibrium arises as the result of the quenching of the solution from the tern
perature e' to the temperature e. 

The correlation functions of the impurity atoms are obtained with the help of expressions computed for 
the free energy. For isotope solutions, the energy for the vibrational interaction of which is computed in 
closed form, the determination of the correlation can be carried through to its conclusion. 

We begin with the calculation of the equilibrium values of the free energy of the solution. 

1. EQUILIBRIUM FREE ENERGY 

The equilibrium free energy is given, as is well known, by the expression 

(1) 

379 
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Here e = kT, k =Boltzmann's constant, T =temperature !lJ! =configuration of the impurity atoms, 
Ea ( !lJ!) is the energy level of the system for a given configuration, F ( !lJ! ) is the free energy of the solution 
for the given configuration. For n impurity atoms, the function F ( !111 ) can be expressed in the form 

F (lli) = F0 + nh + Un (lli), U n (lli) = 'fn (lli)- n'fl· (2) 

F 0 is the free energy of the pure solvent tJ; 1 is the change in the free energy upon the substitution of a 
single atom of impurity for an atom of solvent, tJ!n( !lJl ) is the change in the free energy upon replacing n 
atoms, Un( !lJ! ) = Un(r1, ••• , rn) is the free energy of interaction of n impurity atoms located at the sites 
r 1 , ••• , rn. In the case of a simple lattice, where the interaction of the particles depends only on the mu
tual distance between them, Un is completely determined by the position of n- 1 particles relative to 
a single individual [ U2 = U2 (r2 - r 1), U3 = U3( r 2 - r 1, r 3 - r 1) etc.]. It is evident that only the last term 
depends on the configuration in (2). According to (1) and (2), we have for the free energy of the solution in 
the case of dissolved atoms: 

F = F 0 + n'fl + N8 [c Inc+ (1- c) In (1-c)]-N8<Dn, <Dn = <D (c)= ~ Ine-un 18, (3) 

e-Un/ 8 = 1 +L\n, Lln= ~~ ~(exp {-~n~9Jl)}-1). (4) 9Jl 
Here N is the total number of particles in the system, c = n/N, ~ = N !/ (N - n)! n! is the total number of 
configurations: <I> n• as a function of the concentration c, does not have any singularities and can be rep
resented in the form of a series in powers of c. In this case, we make use of the asymptotic relation 
(valid for N - co) 

(5) 

where Q is the difference operator, analogous to the operator of differentiation with respect to the concen
tration. If T is the operator which changes the number of impurity atoms by unity, then 

Q = N (T- 1). (6) 

(The change in the concentration upon the addition of one particle is equal to 1/N.) Equation (5) represents 
the discrete analogue of the formula for a function of continuous parameters 

f (x + c} = eca 1 ax f (x) 

and is obtained from it by replacing the operator a/ax by the operator Q. With accuracy up to terms 
proportional to c3, the expression takes the form 

[ 
c2 A c3 A A ] 

<Dn = N 2 2 T2 + N 3 3T (P- 3P) <Dk / k-o· (7) 

(Application of the unity operator and the operator T to <I> k lk = 0 yields zero, since <I> 0 = <I> 1 

we get* 
= 0.) Thus, 

c2 cs 
<Dn = N2 2 1n ( 1 + L\2) + N 3 3T [In ( 1 + L\3)- 3 In ( 1 + L\2)], (8) 

(9) 

Here and below, the terms with r = 0, r' = 0, r = r', etc. are excluded from the summation over r and r'. 
Inasmuch as D.. 2 and D.. 3 are quantities of the order of 1/N, we can carry out a logarithmic expansion in 
(8). We note that in each successive term of (8) the expansion ought to be carried out with greater ac
curacy. For example, in the component"' c2 in the logarithmic expansion, it suffices to limit ourselves to 
the term of first order of smallness; in the component "' c3, the expansion ought to be carried out up to 
terms of order 1/N2• This circumstance is determined by the fact that in the expression 

In ( 1 + L\3) - 3 In ( 1 + L\2 ) 

*For simplicity here and in what follows (with the exception of Sec. 3) it is assumed that the lattice 
is simple. Generalization to the case of a complieated lattice presents no special difficulties. 
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the terms of first order of smallness vanish. Carrying through the expansion, we get 

(10) 

where 

fa=~ (exp {- Ua(~, r') }-3exp{- U~(r)} + 2). 
r, r' 

(11) 

The equilibrium free energy of the solution is equal to 

[ c2 c" ] F=F0+Nc~1+N8[clnc+(l-c)ln(l-c)]-N8 2 t2 +3T(f3-3m . (12) 

with the same accuracy. Thus the free energy of a solution is a functional of the interaction of two, three, 
etc., impurity atoms. Here the terms proportional to ck are determined only by interactions of no more 
than k particles. 

We can also represent the free energy in the form of a functional of pair interactions cp2 and "polari
zation corrections" of third, fourth, etc., orders cpk. It suffices here to make use of the relation 

Un(rl, ... ,r) ={~ rp2(ri-rn)+ ;, ~ rp3(ri-rt,rk-rz)+---+'f'n(r2-rl,····rn-ri)-
i-Fk l+k+l 

(13) 

Each of the r in the sums here run over all values of the radi,us vectors of the impurity atoms ( r 1 , ••• , 

rn) which are present for the given configuration. In particular, we have the relation 

U2 (r) = rp2 (r), U3 (r, r') = 'f'2 (r) + '?2 (r') + '?2 (r- r') + <p3 (r, r'), 

and conversely, 
'f2 (r) = U2 (r), rp3 (r, r') = U3 (r, r')- U2 (r)- U2 (r')- U2 (r- r'). 

From the expression we have obtained for the free energy of solution, it is easy to determine the chem
ical potentials ll of the solvent and ll" of the dissolved material: 

fl'=flo+h+8lnc-8[cfz + ~ Ua-3f~-fz)- ~3-(fa-3f~)J. 

Here llo is the chemical potential of the pure solvent. 

2. NON-EQUILIBRIUM STATES OF SOLID SOLUTIONS. CALCULATION OF 
THE FREE ENERGY, ENTROPY, AND CORRELATION FUNCTIONS 

(14) 

Keeping in mind the determination of the correlation functions, we compute the free energy of the solu
tion in a state of particle equilibrium. The computation of such a quantity is of independent interest, inas
much as the configuration of solid solutions is usually not an equilibrium one (because of the slowness of 
processes of rearrangement of the atoms). 

First, it is necessary to establish the method of description of the macroscopic non-equilibrium states 
of solid solutions. As is shown, the most complete description of such a state can be obtained by giving 
the collection of correlation functions Wk connected with the probabilities P ( r 1 , ••• , ~) of locating 
k foreign atoms at the sites r 1 , ••• , ~ by the relations 

(15) 

In practice, it suffices to give the first few Wk (i.e., k = 2, 3,4). This follows from the fact that the 
functions cpk( r 1 , ••• , rk-1) in (18) rapidly fall off with the distances r 1 , ••• , ~-1 as well as with the 
number k. 

The free energy of a non-equilibrium solution is determined in this case by the expression 
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F{W} =-8 ~ exp{-F(:}}, 
9n {w} 

(16) 

where the summation runs only over the configurations which correspond to the given values of W. If 
Mk ( r 1 , ••• , ~-1 ) denotes the number of groups of k impurity atoms with distances r 1 , ••• , ~- 1 
between them, then, by Eq. (15), we have 

Mk (r1, ... , fn--1} = Nc"Wk (r1 •... , fn-1)· (17) 

On the other hand, for an arbitrary configuration, the free energy is equal to 

F (lli) = F0 + Nc•h + ~~ ~ Mn (r1, ... , f~<-1) cpk (r1,. · ·, f~t-1) 
k • rl, ... , rk-1 

= F0 + Nch + N ~ ~~ ~ W~t(r1 , ... , r~t-1) '-P~t (ri, ... , rk-1)· 
k r 1 , ••• , rk-l 

(18) 

Here <Pk ( r 1 , ••• , ~-t) is the pair interaction ( k = 2) and the polarization correction ( k = 2) deter
mined above. This signifies that the F ( !Di ) are the same for all configurations corresponding to the 
$arne values of W. Therefore, we have 

(19) 

Here a { W} = -ln rt { W} is the configurational part of the entropy as a functional of the correlation 
functions, and rt {W} is the number of admissible configurations. 

For equilibrium values of the correlation functions Wk , the free energy acquires the value 

F = F0 + Nc~1 + N ] ~! ~~ W" (r1, ... , r~<-1) '-P~t (ri> ... , f~<-1)- Elcr {W}, (20) 
k rh·· ., rk-1 

which, on the other hand, is determined by Eqs. (11) and (12). Inasmuch as the free energy is a minimum 
for the equilibrium values of W, the relation 

c" ~ ~ 
N k! cpk- Elocr{W} joW" = o, (21) 

holds, where the functional derivative appears in the second term. Taking (21) into account, it is easy to 
see that Wk and a {W} are determined from the equilibrium energy by means of the relations 

ck r---; " <:'<, 

N k! W k = oF/ ocpk le• 
cr{W}= -aFjaEJiF,,<V,<Pn' 

(22) 

(23) 

Equations (22) and (23) determine the equilibrium correlations and the configurational part of the entropy 
of solution in terms of the function <Pk. 

If we use Eq. (12) for F, then we get 

W2 (r) = e-<P, (r) I e + c] (e-U, (r, r') I e _ 2e-[<P• (r)+'P:! (r')ll e + e-<Pz (r) I e). 
r' 

W3 (r, r') = e-u, (r, r') 1 e (U3 (r, r') = cp2 (r) + cp2 (r') + 'f'2 (r- r') + 'f'a (r, r')), 

a=- N {cine+ (I -c) In (I- c)+ ~ )',[I- e-cp,(rJie(I + 'P•~r))J 
r 

(22a) 

+ {~ r~ [I_ e-u, (r, r') 1 e (I + Ua (~ r')) _ 3 e-cpz(r) I e (I + 'P2~r) )+ 3 e-[cp2 (r)+<P,(r')l 1 e (I + 2op~_,(r))] +· ·} (23a) 

We can consider Eqs. (22a) and (23a) as parametric expressions for the entropy. The expression for 
the entropy in terms of the correlation functions is obtained by solving (22a) for <P2 and <Pa• and substi
tuting the resultant values in (23a): 

rp2 (r) =- 8 {In W2 (r)-~ ]rWa (r, r')- 2'W2 (r) W2 (r') + 'W2 (r)J, U3 (r, r') =- 8In W3 (r, r'), 
w.(r) r' 

a {W} =- N {cine+ (I -c) In (I --c)+~~ [W2(r) In W2(r)-W2(r)+IJ+ 
r 
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+ ;; ~ [W 3 (r, r') In W3 (r, r')- W 3 (r, r') + I- 3 (W3 (r, r') In w·2 (r)- W2 (r) W2 (r') + Wdr'))l +· ·l (23b) 
r, r' 

[The sign of the equilibrium of the correlation functions is omitted in (23b), inasmuch as the resultant ex
pression for the entropy is valid (as is easy to show) for arbitrary values of Wk.] 

In the case in which all the polarization corrections are equal to zero (the interaction of the particles 
is composed of their pair interactions) it suffices, for the determination of the non-equilibrium state, to 
give only the binary correlation functions W2• The remaining functions are determined from the condition 
of a minimum for the free energy (21) and is given in terms of W2 • 

In particular, for W3 , Eq. (21) yields in this case 

W3 (r, r')=W2(r)W2(r')W2(r-r'). 

[In using (21), it should be recalled that the expression under the sign of the double sum in (23b) should 
be symmetrized relative to a permutation of the particles.] The expression for the entropy in this case 
is materially simplified and has the form 

cr = -N {c Inc+ (1- c) In (1-c) + ~ ~ [(1+V2(r))In(1+V2(r))-V2(r)]- ~~ ~ V2 (r) V2 (r') V2 (r- r')+ · · ·}. (24) 

Here 
V2 (r) = W2 (r)-1. 

We note that in this case the entropy is specified parametrically by means of only two relations. Actu
ally, Eq. (23) determines the entropy as a functional only of the pair interaction cp2 ( r), which can be de
termined from the expression for the binary correlation function W2 ( r). 

The free energy of a solid solution corresponding to a non-equilibrium configuration is determined 
from Eq. (19) by substitution in it of the expression for the entropy, found with the necessary accuracy. 

Let us consider the special case in which the non-equilibrium comes about as the result of a quenching 
of the solution from the temperature 8' to the temperature e. Obviously the configuration of the solu
tion is not changed in the quenching, and the values of the correlation coefficients in the non-equilibrium 
state thus obtained are equal to their equilibrium values at the temperature e'. The free energy in this 
case is equal to 

k 

F(8,8',c)=F0 (8)+Nc'h(8) +N~~! ~ Wk(ri, ... ,rf<-1•8')rp"(ri,····rk-ro8)-8:r{WI<}(8')}. (25) 
k rl,. .. , rk-1 

If we substitute the explicit expressions for the correlation functions and the entropy, we then obtain (with 
accuracy up to terms "' c2 ) 

F (8, 8', c)= F (8, c)+ N ~2 ~ {e-'l'z (r, 8') I 8' [ rp 2 (r,FJ) - ~~ rp 2 (r, 8')1- 8 [e-cp,(r, 6') I 8'- e-cpz(r, 8) 18]}. 
r 

Here F ( e, c) is the equilibrium free energy of the solution. 

3. SOLUTIONS OF ISOTOPES 

The method just developed for the determination of the free energy is applicable for solutions of gen
eral form. In this case the interactions of the impurity atoms Uk or, what amounts to the same thing, the 
CfJk• ought to be given, and are the parameters of the system. Here we have a case in which all the calcu
lations can be carried through to completion. The latter applies to a solution of isotopes, for which the 
functions Un (and the C{Jn) are the energy of vibrational interaction of the impurity isotope and can be 
expressed in terms of the spectrum of frequencies of an ideal crystal (i.e., the lattices of the pure 
isotope).* 

The change in the vibrational part of the free energy in the case in which there are n atoms of the 
principal isotope with mass m, located at the lattice sites r1 , ••• , rn, are replaced by impurity atoms 
with mass m', is given by the expression1 

*Part of the results contained in Ref. 1 was later obtained independently by Montroll and Potts2 who 
determined the energy of the vibrational interaction of the defects of the lattice. 
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(26) 

" 1 D (' ' " \' Jxx' ( ) dfL ) ( 1 2 0 ' 2 ,3 l;n = ·-;r arg OpqOxx' + oZ J rp-rq f1 [.L-Z-iO p, q = , , o o o, n, X, X = 1, , ), (27) 

I:x' (fl) = ~ \' _!!_l_ e~"ikr uj (k) uj'* (k'), s = m- m' , x (z) =Gin (I- e-'li Vzie) + ~ h Vz. 
J )Vw2 j m ~ 

j <U 2 (k)=fl j 
I 

(28) 

Here k is the wave vector, wj (k) is the j-th member of the frequencies of the pure fundamental isotope, 
uj ( uJ, u~, u~) is the normalized polarization vector dQ j is the element of area of the surface w~ ( k) = f.L 
over which the integration is carried out.* The interaction of n impurity atoms, as is easily seen, is 
equal to 

(29) 

We find the expression for 'Pk by means of Eq. (13). In particular, we have 

cp2 (r) = ·~ 2 (r)- 2'fr, rp3 (r, r') ='fa (r, r')- ~2 (r)- 'f2 (r')- t{l2 (r- r') + 3•jJ1 • 

For small values of E, these relations become materially simplified. With an accuracy up to terms 
~ E 2 we have, for z lying in the region of the continuous spectrum of the pure solvent, 

" ) _ [ ~ Jxx (~) e2 2 R ~ Jxx' ( ) \'' Jx'x ( ) ~] '" (z, r 1 , o 0 o , Tn - n sz L..i 0 <. -- z e L.J o z J o f1 fL _ 2 
x x. x' 

-s2z2 Re )', ~ gx'_r (z) \'' I;'x__r (I')~ (p, q = 1, 2, o •• , n; X, x' = 1, 2, 3), ...... L..i p q J q p [.L- z 
p~£qx, x' 

(30) 

Here f' is the principal value of the integral. For the given values of z, 

\' I:x' (It) dfL 0 = \' I:x' (fl) ~ + id:x' (z). 
) [.L-Z-1 ) [.L-Z 

Outside the region of the continuous spectrum, ~n = 0 in the case of sufficiently small E. It is easy to 
be convinced that (30) can be written in the form 

~n(Z, r1 , ... , rn) = n~1 (z) + + ~ (~2 (z, fp- rq)-2~1 (z) (p, q= 1,2, •oo' n)o (31) 
p¥=q 

Then, taking Eq. (29) into account, we obtain 

U"(r1 ,ooo,rn) =+ ~ U2(rp-rq)o (32) 
p+q 

Thus the interaction of an arbitrary number of atoms of the impurity isotope, with accuracy up to terms 
~ E 2, is composed of their pair interactions. t The interaction of two impurity atoms is equal (with the 
same accuracy) to 

U 2 (r) = - 2s2 Re ~ dz [ z2x_' (z) ~ 1;"0 (z) \" r:} (fl) ~ z 0 

x,x' J ~ 
(33) 

If we substitute the expression x = h ..f'Z/2 (which is valid for low temperatures) in Eq. (33) and change 
over to integration over the wave vector k, we get 

U. (r) = _.t_ s21i R )' \ dk dk' w; (k) + wi (k) wi' (k') + w], (k) 2ni (k-k') r I . (k) Ulo' (k')) '120 
2 4 e .::...Jj w.(k) '-·w. (k') e ul ' 

j, j' } I J' 

(34) 

*In Ref. 1 the corresponding formulas were written for the idealized case of a simple lattice with a 
single direction of polarization, when only one frequency mode exists and the vector u is a unit vector 
in the direction of polarization. Formulas (42) and (43) correspond to the case of three directions of polar
ization in Ref. 1 for small E. 

t Similarly, it can be shown that with accuracy up to terms ~ Ek, the interaction of an arbitrary num
ber of impurity atoms consists of their pair interactions and polarization corrections of order no higher 
than k. 
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To facilitate the estimate of the energy of interaction, we write its value in the idealized case of a simple 
lattice with a single direction of polarization: 

U ( ) = _ 02 _!_ R (' dk dk' , W (k) W (k') 2rti (k-k') r 
2 r - 4 e J "'(k) + "'(k') e . 

Substitution of the expressions obtained here for the interactions into the general formulas yields the 
thermodynamic functions and the equilibrium value of the correlation for solutions of isotopes. 

In the general case of a complicated lattice, the expressions for the interactions of the impurity iso
topes are somewhat more involved. Let the position of the p-th atom of the impurity be given by the radius 
vector rp+ r(sp), where rp isdeterminedbythefundamentalcellofthelattice,while r(sp) isthe 
position of the impurity atom inside this cell. Then a change in the vibrational free energy upon the inser
tion of n atoms of impurity is determined by the expressions 

'\>n (rl, ... , fn, S1, ..• , Sn) = ~ ~n (z, f1, ... , fn, S1, ••• , Sn) X' (z) dz; (35) 

~n = _1_ arg D (apqOxx' + sz (' /sP~ sqx' (p.) d[J. ·o)' I:x, s'x' (p.) = ~ (' I d!J.i21 e2"ikrvr (k) vj'x' (k), 
7t ~ rp rq [J.-Z-1 ~ J V·wi 

I "'' (k)=!J. , 
(36) 

vjx = ur (k) e2rtikr (s)' 

where E and x ( z) are determined by Eqs. (27) and (28). In the case under consideration, tJ;1 depends 
on which atom of the basic cell is replaced by the impurity. Therefore, the interaction of n impurity 
atoms is determined by the relation 

s 

where ns is the number of impurity particles which replace atoms of type s of the basic lattice. It is 
easy to show that, with accuracy up to terms ~ E 2 the following relations hold 

(37) 

(38) 

Transformation to integration over the wave vector puts Eq. (36) in the following form for the low temper
ature case: 

U (r s s') = s2 _1L_ Re ~ ~ dk dk' "'' (k) + "'i (k) "'i' (k') + "''' (k') £rti (k-k) r I (vs (k) s; (k')) 12 (39) 
2 ' ' 4 L..J . (k) + . (k') e I ' VI • 

j' j' (J) 1 (J} J' 

As must follow from the relations obtained, the interactions of the isotopes are very small. For the 
minimum separation of the atoms, in accordance with (33), the interaction has the value ~ € 2 en (en= 
kTn, Tn is the Debye temperature). Obviously, an appreciable correlation in the positions of the atoms 
will take place only at temperatures of the order or smaller than E 2Tn. However, in a solid because of 
the slowness of the diffusion of the atoms at arbitrarily low temperatures, configurations actually exist 
which are in equilibrium at the temperature of solidification. Therefore, it is essential for the appearance 
of correlation in solutions of isotopes that the solidification itself take place at a temperature T ~ E2Tn. 
Hydrogen, for which Tn ~ 100°, T so ~ 20°, E ~ % satisfies this condition. For other substances, suffi
ciently low temperatures of solidification can exist in the case of their solidification from the gaseous 
phase (in the sublimation region). 

It should be pointed out that the lattice of hydrogen is molecular and the important role at energies 
cp2 , ••• is played not by vibrational but by rotational interactions, in which different statistics are essen
tial. It should further be noted that in the general case still another circumstance can make a contribution 
to the energy of interaction of the isotopes. Because of the presence of anharmonics, the mean volume 
occupied by the atom (under consideration of the zero vibrations) depends on the amplitude, i.e., on the 
mass of the isotope. Therefore, upon substitution of an impurity atom at any lattice point, there arises an 
additional elastic energy. A semi -empirical estimate of this energy carried out for hydrogen by Prigogine 
et al.,3 gives the value U2 ~ 10-15 erg, which corresponds to a temperature of T ~ 10°. 

The presence of correlation measures the non-ideality of the solutions of isotopes. In particular, for 
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sufficiently large values of the interaction, a separation of the solution takes place into phases; this was 
recently observed for impurities of hydrogen isotopes.*4 

In the case in which the interaction is insufficient for a separation of the solution, the presence of cor
relation can be found with the aid of a study of slow neutron scattering. As is known, the probability that in 
passage through the crystal the neutron possesses the momentum p' if its initial momentum was p is 
proportional to the quantity 

Here r denotes the equilibrium position of the atoms of the crystal,. Ar characterizes the interaction 
between neutrons and the nucleus at site r (in the case under analysis, A depends only on the mass). 
Averaging is carried out over 11 possible configurations. The second component in (40) determines the 
coherent scattering of the neutron. It gives sharp maximum of intensity of scattered neutrons, determined 
by the relation p' - p = tiT, here T is the vector of the reciprocal lattice. The first term in ( 40) in the 
case of absence of correlation, when all terms with r f. r' reduce to zero, is equal to 

N(Jfz-}J:2) 

and determines the background noise which does not depend on the scattering angle. If correlation exists, 
the noise is equal to 

N (42 - /P) + Nc2 (A 1 - A2) 2 ~(W2 (r)- l)exp {2;i (p' -p)r}. (41) 

Here the indices 1 and 2 refer to isotopes of the solvent and impurity, respectively. According to (41) the 
noise is inhomogeneous in the presence of correlation, and we can determine the value of the correlation 
functions from the structure of the noise. 

It should be observed that Eqs. (40), (41) are approximate, inasmuch as they were obtained without 
account of the thermal vibrations of the crystal. Account of the latter obviously does not reduce to the 
addition of a thermal factor. since the amplitudes of the vibration depend on the kind of isotope and on 
the correlation of the atoms of the lattice. 

1!. M. Lifshitz, Usp. Mat. Nauk 7, 170 (1952); I. M. Lifshitz and G. I. Stepanov, J. Exptl. Theoret. Phys. 
(U.S.S.R.) 30, 938 (1956); Soviet Phys. JETP 3, 656 (1956). 

2 E. W. Montroll and R. B. Potts, Phys. Rev. 102, 72 (1956). 
3 Prigogine, Bingen, and Bellemans, Physics 20, 633 (1954). 
4 Kogan, Lazarev and Bulatova, J. ~xptl. Theoret. Phys. (U.S.S.R.) 31, 541 (1956); Soviet Phys. JETP 4, 
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*This conclusion (which did not appear in the published paper of Ref. 4, and which was kindly commun
icated to us by the authors) can be made on the basis of an analysis of x-rays of the mixture H2 - D2 with 
high concentration of both isotopes, in this case, two systems of lines are quite clearly seen. 


