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2. Kinetics and mechanism of oxidative addition of dimethyl sulfate and ethylene oxide to acidocomplexes of
platinum (II)

Pedepar:

1. 3HaliAEeHO peakliilo yTBOPEHHS MJIaTUHAOKCETaHy. [JoBeIeHO, 10 B HEUTPATIbHUX BOJHUX CEPELOBUILAX
YTBOPEHHSI IVIATUHAOKCEeTaHy Ilepebirae MIIsIXoM TPULLEHTPOBOI'O LUC-TIPUEHAHHS €TUJIIEHOKCUTY 10
METaJIOKOMILJIEKCHOTO aHioHy PtCl42-. BctanoBseHo, o B3aeMmogist Mel 3 anionom PtCI3(H20)- nepebirae no
aQHAJIOTIYHOMY MEXaHi3My. 3HaNIEHO YMOBU peastisalil y3roiKeHoro TpULLEHTPOBOTO MEXaHI3My OKCHUIATUBHOTO
IIPUENHAHHS aJIKiJTyI0YMX areHTiB 10 KoMIeKciB natuHu (I1). BussieHo, o B XX peakisiX MeTaI0KOMIIJIEKCHUN
HyKJ1eodisl BUSIBJIsIE OJIHOYACHO i e71eKTPOQiibHi BJIaCTUBOCTI, TOOTO € 6iPyHKLIMHUM peareHToM. BuBueHo
KiHETUYHi 3aKOHOMIPHOCTi HOBUX Pe€aKLiil OKCUJATUBHOIO IPUENHAHHS €TUIEHOKCUAY B KUCJIUX BOJHUX PO3YMHAX
i numertuncynabdaty 10 kommnnekciB matuHu (II). TlokaszaHo, 1o Ipu BiICYTHOCTI CIIOPiZHEHOCTI aTOMA IJIATUHU 10

BiAXinHOI rpynu cyOoCcTpaTy MeTajOKOMILJIEKC BUSIBJISIE BUHSITKOBO HYKJ1eoQibHi BlacTUBOCTI. [JloBefieHo, 110 B



LIbOMY BUIIAIKy YTBOPEHHS aJIKiIbHUX NoXinHUX RPtIV (R=Me, CH2CH2OH) Bifn0yBaeTbcs B pe3ysbTaTi aTaku
METaJIOKOMILJIEKCY Ha aTOM ByTIJIelio cydcTpaTy o SN2 mexaHizamy. OTpuMaHoO psiay HyK1eodisbHOI peakiiiiHoi

31aTHOCTI KOMILIeKCiB ninaTuHu (II).

2. The reaction of formation of platinaoxetane has been discovered and studied in detail. In neutral aqueous media
the formation of platinaoxetane has been proved to proceed by a three-center cis-addition of ethylene oxide to
PtCl42- metal complex. It has been shown that the reaction of Mel with PtCI3(H20)- anion proceeds by a similar
mechanism. The conditions for concerted three-centered mechanism of oxidative addition of alkylating agents to
the complexes of platinum (II) have been established. In the cyclic three-center transition state of these reactions
PtCl42- and PtCI3(H20)- complexes exhibit nucleophilic and electrophilic properties simultaneously, i.e. are
bifunctional in their nature. The kinetic regularities for the novel reactions of oxidative addition of protonated
species of ethylene oxide or dimethyl sulfate to the complexes of platinum (II) have been ascertained. It has been
shown that in the absence of affinity of platinum atom for the leaving group in the substrate the metal complex
exh ibits the nucleophilic properties only. The formation of alkyl derivatives of RPtIV (R= Me, CH2CH20H) has been
proved as being due to an attack of metal complex on carbon atom in the substrate by an SN2 mechanism. The
sequences of nucleophilic reactivities of platinum (II) complexes have been established.
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