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Summary: Sedinine is assigned the revised structure 2 -which also represents 

the absolute configuration- on the basis of single-crystal X-ray crystallo- 

graphy. 

The piperidine alkaloid (-)-sedinine was first isolated from Sedum acre' -- 

and has been assigned structure J_ (trans-B-methyl-IO-phenyl-4,5-dehydrolobe- 

lidiol) on the basis of spectroscopic data and chemical degradation 3,4 . More 

recently, this alkaloid was also shown to occur in a number of Sedum species5 

In our laboratory, some closely related alkaloids were isolated from Sedum 

acre and correlated with sedinine 
6 . In order to establish the stereochemistry 

of this group of bases, an X-ray crystallographic analysis was performed on 

a pure sample of sedinine (ms, ir 
2 4 , nmr , gc, m.p. 120-121° from petroleum 

ether, bl;O -9B"(methanol, c = 1.9) and on its hydrochloride (m.p. 170-171° 

from 2-butanone, -145O (methanol, c = 0.4). 
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The crystal data are as follows: C 
17 25 2' "r 

H NO = 275.39, orthorhomblc, 

space group P212q2, with a = 24.446(23), b = 11.265(12), c = 5.829(4)i, V = 

1605(3)ii3, four molecules per unit cell (Z = 4) give Dx = 1.29 klg mw3 for 

sedlnine; C17H25N02.HC1, Plr = 311.85, monoclinic, space group P2, lulth a = 

6.458(2), b = 16.986(S), c = 8.045(3)!, p= 101.37(3)“, V = 865(0.5)i3, two 

molecules per unit cell (Z = 2) give Dx = 1.20 Mg m -3 for scrllnine hydrochlo- 

ride. 

The lntbnslty data of th? two compountis urrc rrcordcd on a Synto? I,'?,, 

dlffractometi:r using graphitr- mcrlochrometlzcd CloKcr radiation ( A = ci.7107 "u). 

for sedlnlnc, IL!41 rsflectlons c)crc measured of which 757, with I >2.50(1), 

wcrc used in tho structure dctcrminatlon (by MULT?N 78') and reflncment 

(SHELX 76'). Hydrogen atom positions k[-re calculated except lH(19) uihlch was 

located from a dlffcrence fourler Synthesis. The flnal R valuo 1s 0.046'. for 

sedinine hydrochloride, 12@9 rcflectlons ultlre collected and 1195 considered 

as observed. The structure CJDL- solved using the YZRHC 78" computer programme 

and the refinement carried out by the SHELX 76 programme. The flnal convcntl- 

9 
onal R index is 0.079 . 

The Figure gives a perspective drawing (PLUTO 78 'I) of both molecules. 

ScdLnlne 

Sedinine hytro;hlorlon 

Unexpecttdly, it appears from the prcsnnt study that structure 1 has to bt- 

modified to 2 i.e. the double bond is bctweon C-3 and C-4 (bond lengths 1.32(l) 

and 1.33(2)0A for sodinine and sedinlnc hydrochlorldo respectively) and not 

between C-4 and C-5 (1.51(l) and 1.50(2):) as funs previously lnferrca from the 
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results of a chemical degradation 
4 
. 

The molecular dimensions and conformation (half-chair ulth C2 axis passing 

through the middle pornts of the C-3, C-4 and N-l, C-6 lines) are very similar 

In both heterocycles, protonated or not. The only signlflcant diff&rence lies 

in the three N-C bonds whose lengths are greater in the cation by an amount of 

0.06 fi (1.53 vs 1.47 i). Intramolecular hydrogen bonds betureen N-l and O-19 

exist In both crystals: N---H-O = 2.71(l); In sedinlne; N-H---O = 2.64(2): In 

the hydrochloride. 

Hydrogenolysis (Pd/C) of the bcnzyllc hydroxyl group of 2 ylelded IO-deoxy- 

dlhydroseoinlne 2 in 859: yield (hydrochlorldc: m.p. 132-13; from 2-butanone, 

-29O (methanol, c = 1.38). 

H,-Pd/C 

EtOH - HCI 

Appllcatlon of Horcau's method to 2 led to the isolation of dextrorotatory 

2-phenylbutanolc acid (optlcal yield: 49:) lmplylng the (R) conflguratlon 

at C-813Y 14. 

(-)-Sedinine 1s therefore (2R, 65, 8R, 10S)-8-methyl-10-phenyl-3,4-dehydro- 

lobelidiol. 
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