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Pedepar:

1. Incepranifina po60Ta IPUCBIY€HA BCTAHOBJIEHHIO 3aKOHOMIPHOCTE! BILIMBY OPTraHi30BaHUX PO3YMHIB HA OCHOBI
KosioinHux ITAP Ha KOHCTaHTy MIBUJIKOCTI peakuiil TpudeHiIMeTaHOBUX 6aPBHUKIB 3 HYKJ1€O(iIbHUMU peareHTamu,
a TaKOX BIIJIMBY iHEPTHUX €JIEKTPOJIITIB HA KIHETUYHUN MilleJISIPHUI €(PEKT. Y paMKax POOOTH JOCiIKEHO
HiTpodeHO10BMI1 (PiONETOBNUI, 3aIPOIIOHOBAHO OO BUKOPUCTAHHS MTPU JOCIIPKEHHI KIHETUYHUX MilleJIIpHUX
edexkriB. Ha OCHOBI BIZIMBY BOJIHO-OPraHiYHMX CUCTEM Ha 3HAa4€HHS KOHCTaHTH IIBUJIKOCTi BCTAHOBJIEHO, 1110 BILJINB
IIOJISIPHOCTI Ha IIBUIKICTD peakliii TpuQeHiIMeTaHOBUX O6apBHUKIB 3 ioHOM HO- nifnopsaKoByeThCs IpaBujam
X'103a-IHrospaa. JlocnimKeHHs: ceMU peakiiiii 3a y4acTIo KaTiOHHUX Ta aHiOHHUX 6apBHUKIB, Ta JBOX
HykseodinbHuX pearenTis (HO- ta H20) 103B0JINII0 pO3MMUPUTH Ta OO PYHTYBATH YSBJIEHHS IIPO 3aKOHOMIPHOCTI
BILJIMBY Miles pisHoro Tumy [TAP Ha mBUIKiCTh peakiiil HykieodinbHoro npuenHanHs. KinbkicHa oLiHKa
KiHETUYHUX MillessspHUX eeKTiB IpoBeaeHa 3a Mmogenamu [limkesuda, bepesina Ta nceBgodaszHoo i0HOOOMiIHHOIO
banToHa ta Pomcrepna. Briepie BUsIBJIEHO 3MEHIIEHHS JIOKAJIbHOI KOHLIEHTPALil peakLilHO-31aTHUX 3B's1I3aHUX iOHIB

HO- xaTioHHUMU MillesiaMy; SIK MO>KJIMBE [TOSICHEHHSI 3aIIPOIIOHOBAHO YSIBJIEHHS [IPO «BifBOJIiKaw4uil epexT» 3a



PaxyHOK iX eJIEKTPOCTAaTUYHOI acolialiii 3 KaTIOHHMMU FOJIOBHUMM rpynamu. JJocmimKkeHo iOHHMNA 0OMiH Mi>K ioHOM
HO- ta F-, Ac-, Cl-, Br—, Bnz—, NO3-, N3-, Sal- y mapi lllTepHa mineJ; ogep>kaHo 3Ha4€HHS KOHCTAHT iOHHOTO

06MiHy. [TokazaHo, mo aHionu Br-, Bnz—, N3- ta Sal- 3MeHIIYIOTh CTyIIiHb 3B'13yBaHHS aHIOHHUX OapBHUKIB

2. The thesis is devoted to the determination of peculiarities of the effect of organized solutions based on colloidal
surfactants of various charge type on the reaction rate constant of triphenylmethane dyes with nucleophiles. The
influence of inert electrolytes on kinetic micellar effects, and the influence of mixed solvents on the rate constant
were also studied. Anionic triphenylmethane dye nitrophenol violet has been studied and proposed to use it for
study of kinetic, and micellar effects in solutions. The polarity effect on the reaction rate of triphenylmethane dyes
with hydroxide ion was established on the basis of the influence of water-organic systems on the value of the rate
constant over a wide range of the organic component. It was established that the polarity effect obeys the
Hughes-Ingold rule. The effect of water-organic solvents on the reaction rate is mainly determined by the
contribution of specific solvation. Investigation of seven reactions involving cationic and anionic dyes and two
nucleophiles (HO- and H20) made it possible to establish the main regularities of the effect of cationic, anionic,
zwitterionic and nonionic micelles on the rate of nucleophilic addition reactions. Nonionic, zwitterionic, and
cationic micelles increase the observed rate constant of the reaction of cationic dyes with HO- ion and H20, and
decrease the reaction of anionic dyes with H20 and HO- ion, compared with surfactant-free system. The micelles
of Brij-35 have no effect on the reaction of nitrophenol violet dianion. Cationic micelles strongly accelerate the
reaction between cationic dyes and HO- ion. Anionic micelles reduce the addition of HO- ion to cationic and
anionic dyes, and H20 to anionic dyes; and accelerate the addition of H20O to cationic dyes, and have not affected
the reactions of dianions of nitrophenol violet and nitrophenol crimson. Quantitative estimation of kinetic micellar
effects was carried out on the basis of the Piszkiewicz, Berezin, pseudophase ion-exchange (PIE) Bunton and
Romsted models. The value of the obtained parameters is discussed. The obtained results are explained taking into
account the following factors: 1) a distribution of the dyes between the water phase and the micellar pseudophase;
2) a lower polarity of the medium at the location of the dyes in the micelle; 3) a change in the concentration of HO-
ions in the surface layer of micelles; 4) the primary salt effect, which affects the indicator ions in the water phase.
For the first time, a decrease was established in the local concentration of reactive HO- ions bound by cationic
micelles; «revulsive effect» due to their electrostatic association with the cationic head groups is proposed as a
possible explanation. The ion-exchange between the HO- ion and the F-, Ac-, Cl-, Br-, Bnz-, NO3-, N3-, Sal- in
the Stern layer of cationic and zwitterionic micelles was studied. The salts are arranged in order by reducing the
catalytic effect of CTAOH on the reaction of methyl violet cation with HO-: NaF < NaAc < NaCl < NaBr < NaNO3 <
NaN3 < NaBnz < NaSal. The obtained values of the ionexchange constants according to the PIE model equal to
Kf=1,0, 2,1, 4,1, 15, 16, 18, 23, 48 for cationic micelles. The effect of ion-exchange on the kinetic micellar effect is due
to the change in the local concentration of the ion in the micellar pseudophase. It is shown that Br-, Bnz-, N3-,
and Sal- anions change the concentration of the micellar-bound anionic dyes under the condition of a large excess
of the inert electrolyte.
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