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Abstract

The reactions of cis-16-azidomethyl,17-hydroxyestrone derivatives with a range of aldehydes under the conditions of the Schmidt reaction were examined. The 16β-azidomethyl,17β-hydroxy isomer resulted in 5,6-dihydro-4H-1,3-oxazine fused to the estrane skeleton. This method allowed preparation of the 5,6-dihydro-4H-1,3-oxazine condensed to positions 16α,17α of the estrone, the isomeric (2R)5,6-dihydro-2H-1,3-oxazine also being formed stereoselectively.
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13C NMR (125 MHz, CDCl3): δ = 16.4 (C-18), [26.0, 28.0, 28.9, 29.8, 30.7]:[C-6, C-7, C-11, C-12, C-15], [38.1, 38.8, 43.4, 47.1]:[C-8, C-9, C-14, C-16], 46.6 (C-13), 55.2 (3-OCH3), [82.5, 85.2]:[CH(N,O), C-17], 111.6 (C-2), 113.8 (C-4), 123.4 (2C, C-3′, C-5′), 126.3 (C-1), 127.6 (2C, C-2′, C-6′), 132.4 (C-10), 137.8 (C-5), 147.5 (C-4′), 147.9 (C-1′), 157.5 (C-3), 165.1 (C-16a). MS: m/z = 446 [M+]. C27H30N2O4.
The compounds gave correct elemental analyses.
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