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fil the naturally ooourring solanidanee 80 far irolated POeOeWl the 1)(1e 

16031, 2ac.g 8tereoahaistry with tram B/F ring fusion'. &rein we raPor* the 

isolatitm of a new base, 8OhnO&%IIt~e~ frm the leave8 Of g&-t- J-P-~, 

with the unumal22g~oonfigurati~. Inoidentally, this 18 al80 the first 

'j-amino SOlaaldane encountered in nature. 

Solanogutntine (I), C2$,~,0 @f+, es/n 4141, obtained am a B1-8, 18 be& 

oharaoterised a8 it8 &g-dlmethyl derivative (II), I*??. 111-112', LaJB +413' 

(OHC13), Qm,(nujol) 3300, 3120(a) a-', or the &g+acetyl derivative (III), 

m.p. 219-221.6, raJn +27.2. (CHC13), v,,_ (nujol) 3200, 1640, 15500QU.o), 1725, 

1255 (Olo) an-'. The ma88 8pcotra of canpounde 1 aud 11 showed freepentd for 

3-crplino-5,6-di~dro steroid8 (ds 56, 82 fram I and @/& 84, 110 from II) and 

for solanidanc eleletan with au OH group at ring B Or F (e/n 1% 204). ‘fhe 

lVMR epeotra (Fig.1) of Compound8 II and III showed that (a) the OH group is 

eecondarg, equatorial and located at C-23 and (b) one Of the bridgehead prOtOn 

(16fI or 22-H) is CiS to the lone pair of electron8 on nitrogetn. It thue 

became apparent that the 8tereOOhemi8tXTy of 6Ola?XWUItine at the D/B/F ring 

jUnCtioXI8 BMat be different from that Of 8018TIidsne. 

The 8tIWOtIUW I far 8Olanogantine was then proved by it8 paZ%iti 

8mthe8i8 as follow8 frap 8OlaZlOOap8ine (IV), the 8trUOtWB and l tereochemletry 

of which are well e8tabli8hed4. Sodiu borohydrlde reduotlam (EtCXi, r.t.) of 

eolaploeapsine afforded the dial V, mop. 287-28pd (~~‘,~~t-tetraaoetate: 

etherate, m.p. 151-153°)r the 23-OH group of whioh was a88igned the equatorial 

orientation fram meOhani8tiO OOmideIXtiOn8. oxidation 

(r.t.) led to the hyd roxy-ketone VI which WUI not rully 

of Vwith Cr03/W3H 

oharacterieed but frua 
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ito IB (no aarbonyl absorption) and maas speatrwn (no iragaents arieing by 

aleavage of C,-C2,) aould be oonaluded to exist in the oarbinolerine fra VII. 

Sodim borohydride rrduofion or aatalytia hydrogenation of VII yielded 

solmmgantim (I), the identity of whiah ~88 established through the diaaetato 

III. Sinaa reduation of VII ie expected to oaour frm the Iem hindered Q 

sidr, this synthesis establiehed the stereoahemistry of I in all aentres 

ewept that of Hb. 

Since solanogantine (I) and the diaoetate (III),unliko 22-isorolanidmeo 

E/? ring junationQ, underwent faaile merauria aaetate oxidatim 

I R=NH&?‘=H P R=NMo,,R’= H m R=NHAc, R’=Ac 

NaBHe 
I- 

N\/I 
OH 4 

v 

I Cr03 /AC01 
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(SO$ AooH, &emu-bath trrp.), the B/P ring junction must bo tranq. Suoh a 

etrreoohemistry IS alno ocmpatiblr with the IJMR speotra of II ti III. Of the 

four -i?+E- protonr on C-16, (3-22 and C-26, the signals for two protons In oaee 

of II and for three protons ‘in owe of III are In the aooeasiblc region6 of the 

Bpeotra. A broad doublet (J 
-E 

= 10 Hs) at 6 2.78 in both the speotra oould be 

armigned to the equatorial proton at C-26. The rrlgnal for 22* ie maaked by the 

B-Me signal In the speotnr of II but ir obtained aa (t olear double doublet 

%2,23 - lo -9 Go,22 I 6 Hs) at 6 2.61 in the epeotrum of III. Thie 

cueigmmnt wao oonfinued by spin deooupling of 23% The ohemioal shift of this 

proton indioaterr that it could not be ois fo the nitrogen lone pair. The third 

rigarl at b 3.64 in III (6 3.69 in II) must then be aeaigned to 16-H whioh fram 

ita abnonnrlly down field ohemloal shift must be e to the nitrogen lone pa&. 
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