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Among the basic thermodynamic functions, which characterized the solution, the heat of mixting is directly associated with the energies of intermolecular interactions. Three versions of the nonstoichiometric model have been suggested for analysis of experimental data on enthalpy of mixing of CCl4 - the variable polar components [1], which have been differed by type of space-dispersion contribution. 
The nonstoichiometric model of competing van der Waals interactions is written as (1 variant) [2]:
(Н = A(fP(exp(B(fP)+C(fP(fN+D(fN(exp(E(fN)



(1)

where (Н (kJ/mol) is enthalpy of mixing, fP and fN  are molar proportions of(polar and non-(CCl4) components, respectively, A(fP(exp(B(fP) is structuring contribution with electrostatic or specific nature (with extremum at the fP = -1/B), C(fP(fN  is  volume variance contribution associated with the bulk properties of interacting molecules in solution, D(fN(exp(E(fN) is contribution associated with the action itself of non-binary solvent (CCl4) on electrostatically or specifically structured component 2. Position of the extremum of its contribution is located at the fP = 1+(1/E) or fN =-1/E.
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Специфические

 

The second and the third versions of nonstoichiometric model for space-dispersive contribution ratio have used Gildebranda-Sketchard’ correlation, where the asymmetry of this contribution is allowed: 
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The figure shows the dependence between the coefficient A and the square of the dipole moment. Similar dependencies, based on another models, have been obtained. The interrelation of the model coefficients with the characteristics of polarity, polarizability and molar volume of variable component has been established.
Fig. Dependence of coefficient A nonstoichiometric model (1) of the square of the dipole moment
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