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The thermodynamic study of the complexation of unsubstitued,
benzo, 4'-R-benzo and dibenzo crown ethers contalning 12-24 ring
atoms with alkall and alkallne earth salts was carried out in
acetonltrile,ethanol and water at 298 K by using a calorimetric,
IR spectrophotometric and NMR technique.

The original universal computer package of programs by using
general nonlinear least squares curve fltting procedures 1s app-
lied for estimations the stolchiometry each complexes and number
of comlexes 1n solution, the stability constants, the reaction
enthalples and entropies from any combination experimental data
(11. In the system M-L-X-S, where M, L, A and S are the metal
cation,the ligand, the anion and the solvent, several equilibri-

ums were taken into account : mM+10L-= Mle .
mM+1L+aAA-= MleAa ’
mM+a3aA-= MmAa .

1L+aAdA-= LlAa .

The 1influence of the substltuents and the macrocyclic size
on the stoichiometry and number of complexes in solutlon and al-
so the essential effect of anion of the salt on the thermodyna-
mic values are discussed.

The general approach to estimate selectivity of the comple-
xation In cases,when there are the complexes of various stolchl-
cmetry and various metals and ligands in solution, is suggested:
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where Sel(MK) - the selectivity to metal MK’ when in solution
there are one ligand and m metals;\C1 - the concentration of the
metal complex 1; Vigs Vi~ stoichiometric cocef.; ﬁi - complex
stabillty constant ; CJ - the concentration of reagent J.
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