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According to polylinearity principle [1] some measurable physico-chemical value X, depending from set of parameters xi, can be presented in form of linear combination of functions Xi. Each function depends only from one corresponding to parameter xi:
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where X0 and  - a constant values, f - selected function, ij - a Kroeneker symbol. As independent parameter xi is offered to consider the atoms of molecule of the organic substance. The functions Xi depending on atoms represent itself values, which for are taken equal for the same chemical elements. Given approach takes place for organic compounds, bearing element of the constant structure (ECS), which influence on value X is taken in represented by value X0. For calculation other physico-chemical value Y exists the same dependency of the type (1) with constant factors Y0, Yi and . In the case when  and are considerably small compared to unityIn the first approximations, it is possible to consider the sum of constant and polylinear terms in expansion of X and Y as linear depended with constant factors for the certain set of organic compounds, with similar chemical structure.
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In application to estimation of reactivity of organic substances (Y -  rate or equilibrium constant) the equation (3) takes place when the reaction centre is the part of ECS for group of substances. ECS includes reaction centre The offered technique under work name «elements linear empirical method» was successfully applying for solution of the qualitative problem of protonation mechanism of multifunctional substances [2]. Calculation of ionization constants of 15 carboxylic acids in 15 solvents results in maximal inaccuracy of 1.5%. Comparison of this result with the one obtained by quantum-chemical DFT method (up to 57%) [3] allows to expect new possibilities of empirical methods in physical organic chemistry.
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