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2. The kinetics of tertiary hydroperoxides decomposition in the presence of tetraethylammonium halogenides

Pedepar:

1. BcTaHOBJIEHO, IO raJIOTeHiIN YeTBEPTUHHOTO aMOHiI0 Ta (pocdoHiI0 MPUCKOPIOIOTH PO3Naf, TiAPONEPOKCUIIB B
MIOPiBHSIHHI 3 iX TEPMOJIi30M i IPOSIBJISIIOTh KaTaliTU4HI BJIACTUBOCTI B OCiI)KEHUX peakuisX. Kinetuysi
IOCIIiIKEHHS PO3Maly rilporepoKCUIiB B IPUCYTHOCTI YETBEPTMHHUX COJIEN ITOKA3aJIy, 110 PeaKLisgx MpoTikae 3
YTBOPEHHSIM KOMIUIEKCY MK peakTaHTamMu. PO3riisgHyTa KiHeTU4YHA CXeMa KaTaliTUYHOIO PO3Iany riIpornepoKCUIiB
IpuaTHa [iJis OsICHEeHHS Ilepebiry peakiii cybcTpaTy 3 KaTali3aTOPOM B IOCTII)KEHOMY iHTepBaJli KOHLIeHTpalliil
OCTaHHbLOTr'0. PO3paxoBaHO OCHOBHI KiIHETUYHI Ta aKTUBALilHi TapaMEeTPY KaTAJIiTUYHOTO PO3Nany
rifponepoKCUHOro cybcrpary. BussieHo, o Ha nepeoir peakuii rifponepoKCcuiisB 3 4€TBEPTUHHUMU COJISIMU
BIUIMBAE MTPUPOJA SIK KATiOHY, TaK i aHIOHY KaTasi3aTopa, a TaKOX 0yZj0Ba BYTJIEBOJHEBUX 3aMiCHUKIB B MOJIEKYJIi
cy6cTpary. Posnaz riiponepokcuiiB B alleTOHITPUILI BiflOyBaeThCsl 32 paiuKaabHUM IIJISIXOM, i OCHOBHUM
IIPOYKTOM peaklii € KeToH. KBaHTOBOXiMIYHMII aHasi3 B3aeMO/Iii MiXK CyOCTPaTOM Ta KaTajizaTopoM MigTBEPIUB
MOJKJIMBICTb YTBOPEH Hs KOMILJIEKCY MOJIEKYJI TiZPONIEPOKCUY 3 iOHAMU YETBEPTMHHUX COJIEN. B KOMIIEKCI

MOJIEKYJIa TiIpOIIePOKCUAY 3a3HA€ Psifi CYTTEBUX 3MiH B IIPOCTOPOBIi OyI0Bi Ta PO3MOAisi eJeKTPOHHOI T'yCTUHU Ha



aTomax, o i IpU3BO-OUTH A0 aKTUBaLii ii po3nany.

2. It is shown that quaternary onium salts activate the decomposition of hydroperoxides at temperatures below
thermolysis one. In the investigated reaction quaternary salts possess of catalytic properties. Results of
decomposition of hydroperoxides investigations have showed that the intermediate complex was formed be-
tween reactants. For description of catalytic decomposi-tion of hydroperoxides kinetic scheme, including thermal
substrate decomposition is proposed. For reaction of hy-droperoxides with quaternary salts values of equilibrium
constants of complex formation and constants of its de-composition at different temperatures and activation pa-
rameters were obtained. The hydroperoxide catalytic de-composition depend on from a nature both anion and ca-
tion salt and structure of hydrocarbon substitute in mole-cule substrate. The investigations of reaction of
hydroper-oxide with quaternary salts have shown that the process of decomposition of peroxide bond proceeded
with formation of radicals. A main pr oduct of tertiary hydroperoxides and decomposition is ketone. The quantum-
chemical analysis of interaction of hydroperoxide with onium salt has con-firmed the formation of the complex
between reactants. In the complex the hydroperoxide molecule undergoes a series of essential changes of
stereochemical structure and allocation of electron density on atoms. These changes activate hydroperoxide
decomposition.
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