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V. BimomocTi npo gucepraniio
MoBga guceprTaiiii: Vkpaincoka
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Tema guceprauii:
1. CrepeoxkoHTposboBaHi peakuii N-(TpeT-6ytuncynb@inin)mnosnidpTopoankinimMiHis 3 fia3omMeTaHOM Ta
reTepo3amilleHUMU JlieHaMU.

2. Stereocontrolled reactions of N-(tert-butylsulfinyl)polyfluoroalkylimines with diazomethane and
heterosubstituted dienes.

Pedepar/anoTamis:

1. N-(TpeT-6yTuncynbdinin)nonipropoankinanpaiMinu ta N-(TpeT-0yTusncynbdinin)iminu Tpudropnipysary 6yso
YCIIMIHO 3aJIy4€HO [0 B3aeMOii 3 fia30METaHOM, 1O JO3BOJIMIIO OTPUMATH BiJ[IOBiJHI NIOXiAHI TpUa30JIiHy.
BcraHOBIIEHO, 1110 OTPYMAaHa Ha OCHOBI aJIbJiMiHIB, liaCTepEOMEPHA CYMilll TPMA30JIiHIB 34aTHA JIETKO
BiJIIETIIIIOBATH a30T, 110 CYIIPOBOKYETHCS MEPETPYIYBAHHSIM Ta MPUBOJUTD 10 YTBOPEHHS BifIIOBIIHUX KETIMiHIB,
TOOTO POpPMasIbHO BiflOYBa€ThCsI METUIIIOBAHHS iIMIHHOTO aTroMa Byrielo. 1o MeTUoBaHHs 6ys10 3ay1yyeHo psg, N-
(Tper-6ytuncynbdinin)nomnipropoankin anpaimidis (RF = CF2H, CF2Me, CF2Ph), mo 10380110 po3pobutu
IpenapaTUBHUN METOJ], CUHTE3Y NOJi(pTOpoasKijKeTiMiMiB, B TOMYy 4MCIli, paHille HeBifoMux. Po3pobaeHuit MeToy,

I03BOJIsSIE OTpUMYyBaTU N-(TpeT-0yTuicysibdinin)- nonidropoankiskeTiMiHu B MyJIbTUTPAMOBUX KiJIbKOCTSIX, 5IKi He



noTpebyI0Th XpoMaTorpadivyHOi OYMCTKU Ta MOXYTb OYTH BUAiJIEH] 3 TPeNapaTUBHUMU BUXOAAMHU 32 JOIIOMOTOI0
BaKyyMHOI JUCTUJIALII. ByJI0 OTpPMMaHO HEOUiKyBaHUM pPe3ysbTaT PO3KJIAaHHS TPHUA30JIiHiB OTPUMAaHUX Ha OCHOBI
(OTOPOBMICHHUX aJIbZiMiHIB, 110 CYNIPOBOIKYETHCS [IEPErPYIYBaHHSAM. 3aMiCTbh O4iKyBaHMX NIOXiIHUX a3UPUIUHY
OyJI0 OTPMMAHO KeTiMiHU. Lle nocyryBaso 1jsl IoAasbIol po3p0OKU NPenapaTuBHOTO METOy OTPUMAaHHS N-TpeT-
OyTuiicynbdinin nomidyopoankin KeTiMiHiB 3 anbaiMiHIB Ta pO3POOKOIO MOJAJIBIINX CUHTETUYHUX MIJISAXIB JJ1s
OTPUMAaHHS NOXiAHUX TPUA30JIiHy Ta TOIIO. 3HaIEHO, 10 B3aeMois N-TpeT-0yTuiicyabdiHin nosmipayopoankin
anpAimiHiB 3 IieHoM PaBasst 103BoJIsse OTpUMAaTH GTOPOBMICHI €HaMiHOHM - 3pY4Hi CUHTETUYHI IONIEPEAVHUKY IJ1s1

OTPUMAaHHS Pi3HUX FE€TEPOLUKILIYHUX CIIOJYK.

2. N-tert-butylsulfinyl-3,3,3-trifluoromethyl aldimine and N-tert-butylsulfinyl trifluoropyruvate were successfully
reacted with diazomethane, yielding the corresponding triazoline derivatives. It was established that the
diastereomeric mixture of triazolines obtained from the imine of fluoral is capable of readily cleaving nitrogen,
which is accompanied by a rearrangement and leads to the formation of the corresponding ketimine. Such formal
methylation prompted a more thorough investigation of this process. Thus, a series of N-tert-butylsulfinyl
polyfluoroalkyl aldimines (-CF2H, -CF2Me, -CF2Ph) were subjected to reaction with diazomethane. The reaction
resulted in the formation of a mixture of triazoline diastereomers, which over time converted into the
corresponding ketimine. It is also worth noting that some of the ketimines obtained by this method were
previously unknown. The developed method allows for the preparation of N-tert-butylsulfinyl polyfluoroalkyl
ketimines in multi-gram quantities. The resulting compounds do not require chromatographic purification and can
be isolated in preparative yields via vacuum distillation. An unexpected result was obtained regarding the
decomposition of triazolines derived from fluorine-containing aldimines, accompanied by a rearrangement.
Instead of the expected aziridine derivatives, ketimines were obtained. This served as a basis for the further
development of a preparative method for obtaining N-tert-butylsulfinyl polyfluoroalkyl ketimines from aldimines
and the development of further synthetic routes for obtaining triazoline derivatives and others. It was found that
the reaction of N-tert-butylsulfinyl polyfluoroalkyl aldimines with Raval’s diene yields fluorine-containing
enaminones—convenient synthetic precursors for the preparation of various heterocyclic compounds.
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HaykoBa (HayKOBO-TeXHiYHa) MPOAYKILis: MeTozy, Teopii, rinoresn

CouiaJIbHO-eKOHOMi‘IHa CIIpﬂMOBaHiCTI:: 3HaIeHi 0CO6IMBOCTI B3aEMOJIii N-TpeT-
oytuicynbdininnosnidpTopoankisn anbAiMiHIB Ta BifI0BiZHOro iMiHy Tpu@TOpIipyBaTy 3 [ia30MeTaHOM 03BOJIUIU
PO3pPOOUT Ta ONTUMI3yBaTU METOAUKY CUHTE3Yy (PTOPOBMiCHUX KETIMIiHIB i IOXiIHUX TPUa30JIiHy, 110 HaAali Aajlo
3MOTy ofiep>kaTtu PyHKIiOHaJi30BaHi a3MpUINHY Ta XJIOPETUIIAMiHU. 3aITPOTIOHOBAHUI NPENAapaTUBHUMN ITiTXi,
IO3BOJISIE CUHTE3yBaTU N-TPeT-6yTUICYIbDiHINIONIPTOPOATIKIIKETIMIHN Y MYJIbTUTPAMOBHUX KiJIbKOCTSIX.
II0Ka3aHo, 1110 CUHTE30BaHa TpUdTOpMeTUI3aMillieHa a3upUuIuH-2-KapboHOBa KUCJIOTa € IEPCIIEKTUBHUM 06'€KTOM
17151 IENITUIHOTO CUHTE3y. BOHA BUCTYIIAE SIK YHIKaJIbHUI €JIeKTPO(DiNbHUN Oy 1iBeJIbHUN OJIOK OJIs1 CEJIEKTUBHOI
XiMigHOi Mopmdikauii menTuAiB Ha Mi3HIX CTafisx. BUBYEHO MEXIi 3aCTOCYBaHHS Ai€HiB naHimedCbKOro Ta paBans y
peaklisx 3 nosidropoankinanbriMmiHaMy. po3po6sIeHO METO, CUHTEe3y (PTOPOBMiICHUX €HAaMiHOHIB - yHiBepCaJbHUX
IIPEKYPCOPIB reTepOLMKIIYHUX CIIOJIyK. HA IPaKTULLi i€ ITPOIEMOHCTPOBAHO IIJISIXOM peartizalii
BHYTPILIHbOMOJIEKYJIAPHOI UMKIIi3aLii 10 AUrifpo-4-MipuauHOHIB, a TAKOK CMHTE30M 3aMillleHUX Mipa30JIiB pu

B3aeMOJIi 3 rilpa3suHamu.
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rOJIOBYIOYOTO Ha 3aCiflaHHi
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Kyniniu Aunpiin BotoguMuposuy
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Kyparokosa IpuHa BosogumupisHa
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