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For the purpose of the synthesis of steroidal alkaloid possesing
unusual C-nor-D-homo ring system, we have synthesized, as an intermediate
for the synthesis, a large number of C-nor-D-homostercids from l2-oxy-
genated onea.l Recently, Johmnson and Pranc:k2 have degraded the hetero-
cyclic ring E of veratramine to give I as a relay substance for com-
parison with totally synthetic material. 1In 1961, Mitsuhashi and
Sh:l.mizu3 have shown that the B/C configuration of jervine is trans, but
in respect to C-9 configuration of veratramine, there was a possibility
that it has B/C (98) configuration, since ll-ketoveratramine derived
from jervimu would render C-9 readily epimerizable and the cis-benz-
indanone is considerably more stable than the trans—epimer.“‘s Johnson
and his co-worker have determined that the B/C configuration of vera-
tramine is trans on the basis of NMR spectrometric comparison with a

derivative of ll-ketoveratramine and II.5
é . COCH;
H H
(1).
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In this paper, we wish to report the final determination for C-9
configuration of veratramine by means of the synthesis of VII from heco-
genin. Substance VII was recently synthesized from 5,6-dihydrovera-
tramine by Masamune and Takasugi7 in the same manner as Johnson's

fragmentation reaction.

HO HO

MaBl'h ?5(0/'<)¢

AeO AcO
v

20 E-Hydroxyhecogenin (IV) was prepared by péeudomerization of

hecogenin and subsequent peracid c;n::!.dat'.:ton.8 Acetylation and sodium
borohydride reduction of IV yielded 38,12§,20€,-trihydroxy-spirostane-
3-monoacetate (V), m.p. 226-228°, v:.‘ffl 3400 (OH), 1740, 1240 cm™*
(acetate), no carbonyl absorption, (Found: C, 71.04; H,9.55), which was
oxidized to 33.122,-dih,ydroxypregn ~-16-en-20-one-3-monoacetate (VI),

EtOH

m.p. 220-22h. 5% AL 243 ms (e=8,900), wudel 500 (oH), 1740, 1245

max

(acetate), 1640 (conjugated C=0), 1585 cn'l(ccnjugated C=C), (Found:

c, 73.59; H, 8.9), by lead tetraacetate in 90% AcOE.9 The tosylate of
VI, which was obtained on treatment of VI with tosylchloride in pyridine,

was refluxed in pyridine for &4 hrs.l The product purified by column

EtOH
max

chromatograrhy has m.p. 170-175.5° X Nugol

259 mp (€=13,600), v
1670 (aromatic ketone C=0), 1600 (aromatic) cm™ , (Found: C, 80.78;

H, 9.09).
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Initially, it was expected that the dienone B might be obtained by
a rearrangement of A, however the reaction proceeded to C with aro-

matization.

9H 3
H Oj o
—_—
A B c

This compound was completly identical with the degradation pro-
duct (VII)7 prepared from veratramine by mixed melting point and com-
parison of IR spectra. It was conclusively confirmed that veratramine,
therefore, has the B/C trans configuration.
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