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ABSOLUTE CONFIGURATION OF (-)-STREMPELIOPINEL
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Summary: The (-)-strempeliopine was assigned the absolute configuration
depicted in I on the basis of its stereospecific synthesis from
(+)-18-methylenevincadifformine (II).

Soon after the isolation® of (-)-strempeliopine (I), the parent base of
the schizozygane group of aspidospermane alkaloids, we have succeeded’ in
the total synthesis of racemic form of I. Now, we report on the determina-
tion of absolute configuration of natural (-)-base I. This assignment fol-
lows from its stereospecific synthesis from (+)-18-methylenevincadifformine
(IT), the absolute configuration of which was settled by circular dichroism
technique.

Thus, the (1)-18-methy1enevincadifformine4 (II) was smoothly resolved by
using (+)-(2R,3R)-tartaric acid (1:1) as resolving agent. One recrystalliza-
tion from ethanol gave a selt [ mp 137-141,5 °C; 78,6 %; A‘/578 +343°% (¢ 0.7;
DMF - EtOH 2:5) J, from which (+)-II was liberated [ glass; ﬁﬂ/578 +560,5°
(¢ 1.15; EtOH) ]. The absolute configuration of this base follows from CD

comparative measurements of (+)-II, (+)-IIIs, (-)-vincadifformine® 7(IV) and

Table 1: Circular dichroism spectra (in methanol, 23-25 °C)
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(+)-11

324,5 (+31,3)

285,0 (-4,3)

236,0 (-17,5)

(+)-I1I 325,0 (+32,3) 285,0 (-2,4) 237,0 (-16,6)
(~)-1v6 324,0 (=35,7) 286,0 (+3,2) 237,0 (+17,2)
(=)-v® 324,5 (-24,7) 288,0 (+6,1) 238,5 (+18,2)
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(-)-tabersonine6 (V), table 1. It is evident from the data obtained that
(+)-I1 and (+)-III belong to the enantiomeric series with respect to (-)-IV
and (-)-V, as manifested by the significant long-wavelength dichroic band at
325 nm, as well as by the entire shape of the spectra.

Subsequently, the (+)-(7S,20S,21R)-18-methylenevincadifformine (II) fur-
nished4, upon alkaline hydrolysis followed by decarboxylation in boiling be-
nzene, the (+)-18-methylene-1,2-dehydroaspidospermidine (VI) [ oil; 92,4 %;
A*/578 +319° (¢ 1.28; PhH) ], which was reductively rearranged and formyla-

3

ted as described previously- giving (-)-l-demethyl-l-formyl-18-methyleneval~

lesamidine (VII) [ mp 94-96 °C; 41,9 %; /4/50g ~27,1° (¢ 1.62; MeOH) J. Fi-

3 of the allyl side chain in (-)-VII gave rise to the desi-

nally, elaboration
red (-)-strempeliopine8 (I) [ mp 150,5-153 °C; 34,8 %; A‘/578 -25,4° (c 1.8;
MeOH) ].

The assignment of relative stereochemistry to all of the previously 1so-

lated schizozygane alkaloids (IX) rests on good physico~-chemical groundsg.

Taking into account their biogeneeislo

in plant, there remains essentially no
doubt that the minor bases IXb possess the same configuration as IXa at all

but C(7)-~center of asymmetryll. Having determined the absolute configuration
of (-)-I we speculated about the At/ values of bases IXa. Here, we tentative-
ly propose that schizozygane alkaloids belong to the enantiomeric series with

respect to (~)-I, as expressed in formulae IXa and IXb.

Now, we are going to start the work aimed at the determination of absolu-

te configuration of the other schizozygane alkaloids.

Haematology and Blood Transfusion, Prague) for kindly enabling one of us (JH)
to perform the CD measurements. We are grateful to Prof. B. Zsadon (Eotvos
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Last but not least our thanks are due to Dr, K. Bldha (Institute of Organic
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