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STUDIES ON THE ALKATOIDS OF PACHYSANDRA TERMINALIS SIEB,
ET 2UCC. (2). : STRUCTURE OF PACHYSAMINE - & AND -B,

M. Tomita, 8. Uyeo, Jr., and T. Kikuchi
Faculty of Pharmaceutical Sciences, Kyoto University
Yoshida-Konoe-cho, Sakyo-ku, Kyoto, Japan
(Received 4 May 1964)
In the preceeding comunicntion(l), structure elucidation
of pachysandrine -A (Ia) and -B (Ib), new alkaloids isolated
from Pachysamndra terminalis SIEB. et ZUCC., was deacribed.

In this paper, structures of other two alkaloids, named
pachysamine ~ A and ~B, are presented herewith.

Pachysamine - A (II8), Cp,H,,N,‘2), m. p. 167-168°(3), (x]

+20° () howed MMR signals at 7.61 (3H, N-CHz), 7.84 (6N,
N(CHB)Z)’ 9.15 (3H, doublet, J 6 c.p.s.; sec. CH5)’ and 9,20
and 9.35 7 (6H, two tert. CHB)(s).

On treatment with acetic anhydride in pyridine it gave an
N-acetate, m.p. 150-152°, IR YSHo13 1625 cn™!(amide C=0) and
on methylation with fomalin-NaBH4 it afforded N-methyl compound
(IIb), CpeHygNy,s m.p. 165.5-167°, [¢]p +16°, FMR signals at.
7.79 and 7.85 T (12H, two N(CH3)2) . Properties of this compound
are in agreement with those of 30, 20X-bisdimethylamino-5c -
pregnane (IIb)(E’) and the identity was established by direct
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comparison (mixed melting point, and IR and NMR spectra) with the
N,N-dimethyl compound, m.p. 165-167°, C +20°, derived from
3K ~anino-20 K ~dimethylamino~5o -preg’nane(7) .

Ruschig degradation(e) of pachysamine - A yielded a keto-amine
(ITD), m.p. 174-176°, [, +43°, IR PXBT 1915 en™, WMR sisnals
at 7.8% (63, N(CH3)2 Y, 9.14 (3H, doublet, J 6 c.p.s.; sec. CH5),
and 8.99 and 9.33 T (6H, two tert. CH3)' Its ORD curve showed a
positive Cotton effect (i. e. peak : [¢]507 +2880°, trough :
[<P]268 —2590°)(9), which is the characteristic of 3-keto-5«-
steroids. When admixed with the authentic sample of funtumafrine

-C (III)(lo), no melting point depression was observed.
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Accordingly, the structure of pachysamine - A should be
3 -methylamino-20 X —dimethylamino-5 o -pregnane (IIa).

Pachysamine - B (IIc), CpgHgqON,, m.p. 171 -173°, (o), +67°,
showed IR \)52; 1650, 1610 cm-l(conjugated tert. amide). Its
NMR spectrum exhibited signals which can be attributed to
(CHB)ZC-CHCO grouping (one oleffinic proton at 4.22 (diffuse) and
two CH3 groups at 8,15 and 8.18 T(doublet, J's 2 ¢.p.8.)) along
with two tertiary methyl , one secondary methyl, one N-dimethyl,
and one amide N-methyl signals. On catalytic hydrogenation with
platinum oxide it gave a dihydro compound (IIQ), 029H520N2, B.D.
138 -139°, («Jp +54°, IR YSHCl1620 cn~!(amide C=0).

Although attempts to hydrolyze both pachysamine - B and its
dihydro compound under drastic acid condition resulted in failure,
it was considered to be p,g-dimethylacrylyl amide of pachysamine
~A on the basis of the NMR spectrum and by analogy with
pachysandrine - B (Ib).

Finally, we prepared the compound IIc by treating pachysamine
-A (1Ia) with F,f;—dimethylacrylyl chloride in pyridine. The
product, CogHg,ON,, m.p. 173 - 174°, (3, +55°, was found to be
quite identical with pachysamine - B by IR comparison and mixed

melting point determination.
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