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SYNTHETIC STUDIES IN STEROIDAL ALKALOIDS AND SAPOGENINS.VII
SINTHESIS OF SQVANIDINE
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(Received in UM 4 December 1967)

Using the general aprroach to steroildal alkaloids and sapogenins
developed in these laboratoriesl, a direct2 formal total synthesis of
solanidine has been achieved. °
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The nitro ester I1I (C7H]3N04, b.p. 87-90 /1 mm.,[c‘] b + 16 ,n 1.444)
was obtained from S-g2-allylpropionic aci1d® in four steps. Its Michael reaction
with unsaturated ketone I afforded a mixture which was separated into adducts
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III (u28H43N06,m0p- 163-164 ,[o(] D - 1253 and IV(\'EBHQ.';NCG’m'p' 1&—161 y

[o(]zgo-la?o) by thick layer chromatogiaphy. The nitro ketcne III was

reduced with zinc and acetic acid and the product was separated into neutral
and basic fractions. The neutral portion on chromatography furnished amide V
(CQ7H41N02, m.p. 22?-2240, £9<]1;° - 26°) and its 38 -acetate (029H43N03,

m.p. 230-232°). The basic fraction VI ( Umax. 1550, 1610, 1725 em~1) also

lead to amide V through sodium borohydride reduction and cyclisation.Treatment
of V with lithium aluminium hydride gave base VII(C27H43NC, m.p.212-214°,

EQQ]D - 250) which was found to be identical with n-tural solanidine? by mixed
melting point, IR and TLC. Its acetate VIIa, m.p. 200-201°, was also identical

with that of the natural compound.
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The nitro ketone IV by a series of similar steps afforded an
isomeric base IX (m.p, 180-183°) stercochemistry of which is under

investigation.
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