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Pedepar:

1.V nucepranii npencrasiieHi pe3ysbTaTy CUCTEMATUYHUX OCiIKEHb aKTUBOBAHOTO PO3Nay TipONEePOKCULIB Y
IIPUCYTHOCTI 6POMIJIiB TeTpaasKiziamoHito. [TokazaHO BIVIUB CTPYKTYPU TipONIEPOKCUIY i TeTpaasKilaMOHieBOro
KaTioOHa Ha KaTaliTUYHY aKTUBHICTb OPOMIJIiB TETPAaJIKiJIaMOHIIO y peakuii po3nany rigponepokcupis. BcTaHoBieHO
crMOaTHICTh 3MiHUM eHeprii akTuBaLil B peakLii TepMiYHOTO Ta KaTaJiTUYHOTO Y IIPUCYTHOCTI 6pominy
TEeTPAEeTUIAMOHII0 po3nazny rizponepokcuiis. 1H-SMP-CieKTpOCKOIiYHO Ta Ha OCHOBI KIHETUYHUX JAHUX
[I0Ka3aHO, O XiMiYHO aKTUBOBAaHMN PO3Ma], TigpONepoKCULiB y NpucyTHOCTI Et4NBr BKito4ae CTafiilo yTBOpEHHS
KOMIIJIEKCY T pONepoKCUy 3 6pOMiToM TeTpaasiKilaMoHio. Po3nazn 3B'13aHUX y KOMILJIEKC TifpOnepoKCUIiB
BifOyBaeThCs 3 MEHIINM aKTUBAL[ITHMM 6ap'epoM IOPIBHSHO 3 peakiielo ix TepmiyHoro posnaay. Cucrema
rigponepokcuy, 1-rizpoxkcunukiorekcuiny - Et4NBr moske 6yt peKoMeHIoBaHa K e(peKTUBHUI
HusbKoTeMnepartypHuii (308 - 340 K) ininiatop pagyKanbHO-JIaHLIOTOBUX IIPOoLECiB. [IpONOHYeThCS CTPYKTYpPHA
MOJI€JIb KOMILJIEKCY, SIKa BKJII0YA€E MOJIEKYILY TiApPONEePOKCUAY, KaTioOH i aHiOH COJli, @ TAKOXK MOJIEKYJIY PO3UYMHHMKA.

CTpyKTypHa peopraHisalis rijpornepokcugHoro pparmeHTy B pe3ysbTaTi KOMIIJIEKCOYTBOPEHHS € KJII0YOBUM



(paxTOpOM XiMi4HOI aKTUBaLii rigponepokcuzis y npucyTHocTi Et4NBr i nigBuieHHi ix peakuiiHoi 30aTHOCTI y
peaxlii paAuKasbHOro po3nany 3a NEPOKCUIHUM 3B'SI3KOM.

2. The present thesis deals with catalytic decomposition of the hydroperoxides in the presence of the
tetraalkylammonium bromides. The hydroperoxide and tetraalkylammonium cation structure effect upon the
kinetic parameters of the reaction. Activation energies of the hydroperoxides thermolysis and catalytic
decomposition have shown to be change simbatically. Chemically activated hydroperoxides decomposition in the
presence of Alk4NBr has been shown on the base of kinetic and NMR-spectroscopy data to be proceed through the
complexation stage. Decomposition of the complex-bonded hydroperoxides proceeds with lower activation
barrier as compared with reaction of their thermal decomposition. 1-hydroxycyclohexyl hydroperoxide in the
presence of tetraethylammonium bromide has shown to be the effective low-temperature (308 - 340 K) initiator
for the radical chain processes. The structural model has been proposed for the complex of hydroperoxides with
Alk4NBr. It includes the hydroperoxide molecule, salt cation and anion, as well as solvent molecule. Structural
reorganization of the hydroperoxide fragment is the key factor of the chemical hydroperoxide activation in the
presence of Alk4NBr.
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