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P. ЯАЛАПД, T. ПЕХК, T. КАНГEP, M. ЛОПП, Ю. ЛИЛЛЕ. ХИРАЛЬНЫЕ СУЛЬФОКСИДЫ ИЗ
ДИТИОКЕТАЛЕЙ [3.2.O]ГЕПТ-2-ЕН-6-ОНА И ЕГО ЭПОКСИДА

In the course of studies of optical resolution of the known prostaglan-
din intermediate, bicyclo[3.2.o] hept-2-en-6-one, thioketales (1) and (2)
were oxidized in the modified Sharpless oxidation conditions [*]

(/-BuO 2H:Ti/0 f-Pr/4 :(—)-DET:substrate 2;1;4:5) and the following three
diastereomers (За —c and 4a—c, respectively) were obtained after separa-
tion on silica gel (CCL 4:acetone 10:1—6:1).

The structures of these diastereomers were determined by ‘H and 13 C
NMR spectra by various 2D methods.

Judging by the molecular modelling the formation of the fourth diaste-
reomer was hindered for steric reasons.

NMR data and optical activity of the diastereomers obtained

! h5 'Hjexo Hyendo ,3C 5 13C 7
[a]°D {t, °C; C, %;

CHC1 3 , 11)

(1) 3.33 3.08 3.32 52.5 47.3
(2) 3.36 2.89 2.80 55.9 41.0 —

(За) 3.83 2.89 2.05 37.8 38.4 +3.7 (26;6)
(3b) 2.93 3.32 2.03 43.0 34.4 +17(27 ;5)
(Зс) 3.25 2.64 2.93 48.5 34.9 + 33(27,5)
(4а) 3.78 2.63 2.37 41.4 32.8 0
(4Ь) 3.11 3.29 2.48 46.1 27.8 + 53(14;4)
(4с) 3.21 2.55 3.23, 53.8 28.6 + 3.3(26;1.5)
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The results obtained show that the oxidation in the system under study
proceeds with moderate regioselectivity and high stereoselectivity in
respect to one diastereomer formed. This requires further studies to
explain the steric background of stereoselectivity.
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