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Summary: The (-)-etrempeliopine was assigned the absolute configuration 

depicted in I on the baaie of it8 stereospecific synthesis from 

(+)-18-methylenevincadifformine (II). 

Soon after the isolation2 of (-)-etrempeliopine (I), the parent base of 

the schizoeygane group of aapidospermane alkaloids, we have succeeded3 in 

the total aynthesia of racemic form of I. Now, we report on the determina- 

tion of absolute Configuration of natural (-)-base I. This assignment fol- 

lows from it8 stereospecific Synthe8iS from (+I-18-methylenevincadifformine 

(II), the absolute configuration of which wa8 settled by circular dichroism 

technique. 

Thus, the (+I-18-methylenevincadifformine4 (II) wa8 smoothly resolved by 

uaing (+I-(2R,3R)-tartaric acid (1:l) as resolving agent. One recryatalliza- 

tion from ethanol gave a salt [ mp 137-141,5 'C; 78,6 %; /W578 +343' (c 0.7; 

D?@ - EtOH 2:5) ], from which (+)-II was liberated [ glaaa; /W578 +560,5' 

(c 1.15; EtOH) 1. The absolute configuration of this base follows from CD 

comparative measurement8 of (+)-II, (+)-III', (-)-vincadifformine6a7(IV) and 

Table 1: Circular dichroiam spectra (in methanol, 23-25 'C) 
____________________~~~~~~~~~~~~--~~~~-~~~~~~~~~~~~~~~~~~~~~~~~~~ 

Base A max &lb@ 
=====================================r=========================== 

(+)-II 324,5 (+31,3) 285,O t-4,3) 236,0 t-17,5) 

(+)-III 325,0 (+32,3) 285,0 t-2,4) 237,0 t-16,6) 

W-IV6 324,O t-35,7) 286,0 (+3,2) 237,0 (+17,2) 

W-v6 324,5 t-24,7) 288,0 (+6,1) 238,5 (+18,2) 

____________________~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~~ 
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(-)-tabersonine6 (VI, table 1. It is evident from the data obtained that 

(+)-II and (+)-III belong to the enantiomeric series with respect to (-)-IV 

and t-)-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- 

ni8hed4, upon alkaline hydrolysis followed by decarboxylation in boiling be- 

nzene, the (+)-18-m8thylene-1,2-dehydroa8pido8permidine (VI) [ oil; 92,4 %; 

b/578 +319’ (c 1.28; PhH) ], which was reductively rearranged and formyla- 

ted a8 described previously3 giving (-)-l-demethyl-1-formyl-18-methyleneval- 

lesamidine (VII) 1 mp 94-96 ‘C; 41,9 I; /W578 -27,l’ (c 1.62; MeOH) ]. Fi- 

nallg , elaborat ion3 of the ally1 side chain in (-)-VII gave rise to the desi- 

red (-)-strempeliopine8 (I) [ mp 150,5-153 ‘C; 34,8 %; b/578 -25,4’ (c 1.8; 

MeOH) ]. 

The assignment of relative stereochemistry to all of the previously iso- 

lated schizozygane alkaloids (IX) rests on good physico-chemical grounds’. 

Taking into account their biogenesis 10 in plant, there remains esaentlally no 

doubt that the minor bases IXb possess the same configuration as IXa at all 

but C(7)-center of asymmetry 11 . Having determined the absolute configuration 

of (-1-I we speculated about the B/ 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 schieozygane alkaloids. 

Acknowledgment. We are greatly indebted to Dr. M. KodiEek (Institute of -_---_--_ -_--- 

Haematology and Blood Transfusion, Prague) for kindly enabling one of us (JH) 

to perform the CD measurements. We are grateful to Prof. B. Zsadon (E&zs 

Lorand University, Budapest, Hungary) for a sample of (-)-vincadifformine. 

Last but not least our thanks are due to Dr. K. Blaha (Institute of Organic 

Chemistry and Biochemistry, Prague) for providing us with CD spectrum of 

(-)-tabersonine. 



368 

REFERENCES and NOTES 

1) On Alkaloida. XLIV. Part XLIII: HAjieek J., TrojAnek J.: Collect. Czech. 

Chem. Commun., in press 

2) Laguna A.: PM. thesis, Prague 1980; mp 152-154 'C; /d/D -120' (MeOH) 

3) HAjiEek J., TrojAnek J.: Tetrahedron Lett. 22, 2927 (1981) 

4) HAjiEek J., Trojinek J.: Tetrahedron Lett. 22, 1823 (1981) 

5) Obtained from (+)-II by hydrogenation (Pt02, EtOH, RT) [ oil; 92,7 %; 

I*/578 +562' (c 0.93; EtOH) ] 

6) Absolute configuration is known: Klyne W., Buckingham J.: Atlas of Ste- 

reochemistry, Oxford University Prese, New York 1974, p 152, and refere- 

nces cited therein 

7) Zsadon B., Barta M., Dancsi L., DeesAri E.: Sci. Pharm. 91, 126 (1979) 

8) The reported2 /&/ value for (-1-I ia almost with certainty a missprint 

because the base (+)-II is optically pure (or nearly so> and the reducti- 

ve rearrangement is a C(20)-stereoconeervative process (intermediacy of 

VIII). Unfortunately, a sample of (-)-strempeliopine, kindly supplied by 

Dr. M. BudiAinslyf (Institute of Organic Chemistry and Biochemistry, 

Prague), is too emall to render the /al/ measurement possible. 

9) Renner U., Kernweise P.: Helv. Chim. Acta a, 308 (1965); Renner U.: 

Lloydia 3, 393 (1964) 

10) ICompiA I., Heeee M., Schmid H.: J. Nat. Prod. (Lloydia) 2, 269 (1971); 

HAjfrek J., TrojAnek J.: Paper presented at the Meeting on Bioorganic 

Chemistry, May 2-4, 1979, Liblice, Czechoslovakia; HAjiEek J.: PhD. the- 

sis, Prague 1980 

11) Taylor W. I. in the Alkaloids (Manake R. H. F., Ed.), Vol. XI, Academic 

Preee, New York - London, 1968, p 142 

(Received in UK 30 October 1981) 


