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For the purpoao of the qnthesisof eteroidalalkaloid ~oeeeaing 

unaeual C-nor-D-home ring ayater, we have ayatheeized, as an intermediate 

for the synthesis, a large number of C-nor-D-homosteroida from l24ay- 

genated 0-8.~ Recently, Johnnoon and Ranck2 bare degraded the hetero- 

cyclic ring E of reratrandne to Sire I ae a relay substance for com- 

parison dth totally eynthetic material. In1961, Mitaubaehi and 

Shimieu3 have ehoen that the B/C configuration of jerrine i6 tram, but 

in respect to C-9 configuration of reratramine, there eaa a poseibilitr 

that it haa B/C (98) configuration, since 11-ketoveratramine derived 

from jeW4 wouldrender C-9 readily epimerizable and the cie-benz- 

indanone ie considerably more stable than the trane-epimer. 4.5 Johnson 

and hie co-corker have determined that the B/C configuration of vera- 

tre&ne ietrana on the baeie of NMR qmctrometric comparison eitha 

derivative of I&ketoreratramine and II.5 
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Iz this paper, ze dab to report the final deter&nation for G9 

configuration of veratrazine by zeanz of the synthesis of VII from heco- 

l3eh. Substance VII zae recently ayntheaized from .!?,6-dihydrovera- 

tramine by Nasamne and Takasugi'in the eem manner aeJohneon's 

fragmentation reaction. 

by pieudomerization of 

Acetylation and eodiuz 

q (V) n (or) 

20$-Hydraxyhecogeniz (IV) was prepared 

hecogeziz and subsequent peracid oxidation.8 

b~r~hydride reduction of IV yielded 58,12$,2&,-trihydrozy-spimstane- 

j-oonoacetate (V), r.p. 226~228', ~'2' 3ti (OH), 1740, 1240 cd1 

(acetate), no carbony absorption, (Found: C, 71.04; H,9.55), which was 

0fidized to 30,12t,-dib~dro*gpregn -16-en-2Gone-5-wzoacetate (VI), 

z.p. 22+224.5°, ,,, 245 IEP (s=8,900), yf1.501 3400 (OH), 17% 1245 

(acetate), 1640 (conjugated '331, 1585 cdl(conjugated C=C),* (Found: 

C, 73.59; H, 8.91, by lead tetraaoetate in 90% AcCH.' The t0eylat.e of 

VI, zhich zas obtained on treatment of VI with toeylchloride in pyridine, 

was refluzed in pyridize for 4 hre. 1 The product purified by column 

Nu jol 
chromatography has m.p. 170-175.5'. AEzxH 259 mlr (C=l3,600), v_ 

1670 (aromatic ketone CIO), 1600 (aromatic) cm-', (Found: C, 80.78; 

H, 9.og). 
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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. 

This compound ma.s completly identical with the degradation pro- 

duct (VII)' 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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