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V. BimomocTi npo guceprauiio
Mosga guceprarii:

Koau TemaTHYHHUX PYOpPHK: 31.15
Tema gucepranii:

1. ®i3uxo-ximiuHi xapakTepucTUKU N-alnJIOKCUIIpUIMHIEBUX COJIel Ta iX KaTayliTUYHI BIaCTUBOCTI B iHBEPCiiHOMY

TpaHc(azHOMy KaTalisi

2. Physicochemical characteristics of N-acyloxypyridinium salts and their catalitic properties in the inverse phase-
transfer catalysis

Pedepar:

1. DocnimkeHo 77 peakuiil yrBopeHHs1 N-6eH30i710Kcu- i N-aleTnIoKCUNipyuIvHIEBUX COJIE Ta peakliil IepeHoCy
PAAy aUJIbHUX IPYI MK N-OKCUAAaMU MipUIKHIB. BU3HaYeHi TepMOIUHAMIYHI XapaKTE€PUCTUKY PEaKIil i
[IepeXifHOro CTaHy, OTPMMAaHi KiJIbKiCHi 3aKOHOMIPHOCTI, 1110 IIOB'S3yI0Th KIHETUYHI Ta PiBHOBa)KHI [TapaMETPHU.
Peaxkuii npoxogsATh OMHOCTANINHO 110 SN2 MEXaHi3My 3 MaJIMM CTYIIEHEM PO3PUBY 3B'S3KiB y II€PEXiTHOMY CTaHI.
OTprMaHO KOHCTAaHTU PiBHOBAru 28 peakiiiyl NepeHoCy M'ITU aluIbHUX IPyN 3 N-allMJIOKCUTIPUAVHIEBUX COJIEN HA
nipuanH-N-OKCUIM B alleTOHITpUIli. KOHCTaHTU piBHOBAry He 3aJI€KaTh Bifl IPUPOAY IIEPEHOCHUMO] IPYIIN.
BusHaueHO KOHCTAaHTHU WBUIKOCTI 19 peakuill nepeHocy 6eH30inbHOI rpyny 3 N-6€H30110KCUNipUIMHIEBUX COJIEN
Ha nipugyH-N- OKCUIU 1 4-TMMETUIIAMIHOMIpUAVH B alleTOHITPpuUIIi. Peakuii NpoTiKawTh 10 BUMYLIEHOMY

KOHLlepTHOMY SN2 MexaHi3My, uepe3 paHHi} acoLiaTUBHUII NepexinHuii ctad. JlocigkeHo 6eH301M0BaHHS 4~



HITpO6GEH30aT I0HY 6€H30IIXJIOPUIOM NIpHU KaTalisi nipuauH-N-okcugamu y gsodasHiil cuctemi Boga-
IVXJIopMeTaH. BcraHoBiieHO, o eeKTUBHICTb KaTasisy rajae AJisl CoJieil, o MICTATh IIOTaHi BinXifgHi rpynu
(Bucoko ocHOBHi N-okcuay). Po3po6seHo KiHeTMYHY CXeMY Ta 3alIPOIIOHOBAHO MEXaHi3M peakliii KaTaJliTUYHOTo

0€H301MI0BaHHSI KAPOOKCWJIATIB B yMOBAX iHBEPCIITHOTO TpaHC(a3HOTro KaTaiay.

2. The reactions of N-acetyloxypyridinium and N-benzoyloxypyridinium salts formation and acyl groups transfer
reactions between pyridine N-oxides 77 in number have been studied. Thermodinamic characteristics for reactions
and their activation parameters have been obtained and quantitative relationships between kinetic and equilibrium
parameters have been found out. The reactions proceed in a single step via SN2 mechanism with a low degree of
bond rupture in the transition state. Equilibrium constants of different acyl group transfer reactions 28 in number
between N-acyloxypyridinium salts and pyridine N-oxides in acetonitrile solutions have been obtained. The
equilibrium constants are independent of transferring acyl group nature. Rate constants for benzoyl group transfer
reactions 19 in number between N-oxides, N-oxides and 4-dimethylaminopyridine have been measured. Reactions
proceed via enforced concerted mechanism through early associative transition state. Benzoylation reaction of 4-
nitrobenzoate ion by benzoyl chloride in two-phase system (water-dichloromethane) in the presence of pyridine
N-oxides has been investigated. It has been found that catalytic efficiency decrease for the salts which include bad
leaving groups (high basisity N-oxides). The kinetic scheme and mechanism of catalytic carboxylate benzoylation
has been proposed.
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