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For eolanooapaine the ekuoture 38-amino-22.26-eplmlno-l6a.23_epoxy- 

5a.22aH.252H-oholeetan-238-01 (XII) hao been proven by degradation (I), 

eynthetio investigation (2), HblR mpeotroeoopy (2), and X-ray orvtal ana- 

lyals (3). In the following we delrarlbe the syntheri@ of thi8 alkaloid, 

etart%ng with solailoridlne ((252)-22.26-eplmlno-5eoho1est-22(B)-en-3&16a- 

dial, I (1)) obtained by formal total eynthetim (1). 

Aoetylation of I with aoetio anhydride-sine ohloride-aoetio aoid 

furnished the diaoetate II In 03 3 field (m.p. 1!32-183’, [a],, -53.3’ in 

CHC13). Subsequent oxidation ulth mangeneae dioxide In CHC13 at room 

temperature (4) yielded the anomethineketone III, whloh without puriflaation 

use reduoed with eodium borohydride to the piperidinol IV (m.p. 779-180°, 

MJJ -53.7’t. yield, from II, 57 $4). Reaotion of IV with beneylohloro- 

formate afforded the N-benayloryoarbonyl derivative V In 60 $ yield (m.p. 

177-178', [aJu -25.5'), whioh wall oxidised by ohromlum trioride-ewlphurio 

aoid In aoetone to the amorphoue ketone VI ([aID -11.8'. @eld 90 $). 

Partial hydrolysis with methanollo WE and Bpontaneou8 hemiketal formation 

gave VII in 75 $ yield (m.p. 2l8-220°, [a], +7&O'), whloh ua6 shown to be 

l Solarium Alkaloide. Part XCL- Part XC of th%r emriea of+. ref. 3. Part of 

the !Chesie F.-J. Syoh, Univ. Hallo 1971. Resrrding the programme of this 

eyntheaia cf. K. Schreiber, Pure and ADDlied Chemlstr~ a, 131 (1970). 

l *Dedicated to Profeseor Dr. Dr. b, 0. mult. K. Mothe8 on the oooaelon of 
his 70th birthday. 
tspeoifio rotations in pyrldine unlee8 otherrlee etated. 
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1dentioa.l with VII obtained from H-nitroeo-3-deamino-313~hydroxy-eolano- 

apelno (VIII; I) by hydrogenolytio oleavage of the nitroeo group by meana 

of alkallne Raney nickel and eubeepuent reaction with bensylohloroformate 

(35 $ *eld). VII was oxidised with chromium trioxide In pyridlne to the 

k&ox&o IX in 68 $ yield (mip. 2ll-213', [alo +45.4'). Cleawe of the 

~bobensory reeidue by hydrogen bromide-aoetio acid afforded the basio 

ketone X'(m.p. 208-210°, [aID +26.6', yield 72 k). Reaotion of X with 

hydroxylamin~ furnished the oxlme M (m.p. 225-228' (de&), [aID +24.8', 

yield 78 $), the oatalytio hydrogenation of which in the presence of 

platinum in aoetio acid eolution yielded eolanooapslne (XII, mop* 202-211' 

(deo.), [aID +27.8', yield 20 $) ae well ae the 3-epimerio amine XIII (m.p. 

180-?85°/206-2140 (de&), [aID +27.2', field 18 $)- 

I : Rd, R’x Hz 
II : RsAc, R’. Ii2 
lll:R4c, R’.O 

IV :R:Ac V : R.AqR’sn, RiOn 
VI : RsAc, R’+ R%O 

/ 

VII :R = ~-OH, a-Ii, R’&bo 
VIII :R * &OH, a-H, RiNO 
IX :R s 0, R’sCbo 
X :R=O,R;n 
XI :R.NOM, RsH 

XII : R = lbN$, a-H, R’S H 
XIII: R s a-NH2 , &H, R’S H 
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