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Aasubanonine was first isolxtee frolr. 3tephani.a jx?onic;! -- 

Miers (Nenispernaceae) by Kondo et al. in 1951 a:xl the a%~uctrr. -- 

(Ia) was given by the same authors. (1) Thereafter, Bentley, 

from the viewpoint of biogenetic considerations of alkaloids, 

suggested the alternative structure (Ib). (2) 

We now propose the structure (Ic) for hasubanonine 511 

the basis of the following evidences. 
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*I. 
Hasubanonine, G21H2702N, 

N-CH~ group (N.M.R**~ 7.48(3H)), 

5.92(3H), 6.09(3H), 6.20(3H) and 
/ 

methylene group +CH-C+O 
L 

m.p. 1160, contains one 

fOUC OCH3 grOUpS (N.M.R.r 

6.36(3H)), one active 

(N.M.R.~ doublet (J=lGcps) 

6.62(1H) and doublet (J=~~cPs) 7.27(1H)), two aromatic 

hydrogens (N.M.R. 23.*8(2H)) and one conjugated carbonyl 

group (IRI/iHA13 1664cm-l). The absence of olefinic hydrogen 

or >C<F hydrogen in the N.M.R. spectrum indicates that 

= 

the ->C- CH2- s-y=?' system is present in the 

0 0CH3 0CH3 

molecule. Therefore, the structure (Ib) proposed by Bentley 

was ruled out. 

Reduction of hasubanonine with sodium borohydride 

yielded two epimeric compounds, dihydrohasubanonine-A (IIa) 

and dihydrohasubanonine-B (IIb). They were separated by care- 

ful chromatography on alumina column. Dihydrohasubanonine-A 

(IIa) showed the following spectroscopic properties: 

IRfFz3 3525(0H), 1670cm-1 ( C=C ), N.M.R.Ztriplet center- 

ed at 5.76(:C<iH ), aromatic hydrogens 3.27(2H), 0CH3 6.IO 

(3H), 6.22(3H), =3(3H) and 6.W(39), N-CH3 7.53(3H). 

PFC Rf 0.68. 

l 1 All compounds given by formulae in this communication 
gave correct elementary analysis. 

*2 All N.M.R. spectra were taken on Varian A-60 machine 
in CDC13 with SiMe4 as internal standard. 
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JEA% 
~18~~s) centered at 6.7O(lH) and HB quartet (JH H=4cps, 

BC 

JHBH* 
=18cps) centered at 7,30(1H). The compound (III) is 

characterized as its hydrobromide, C2OH2504N.HBr, m.p. 232' 

(decomp.), Il$~~~l 2200-2700 (kr), 1680 (conjugated carbonyl 

and 1629cm-1 ( C=C ). 

Reduction of (III) with zinc-amalgam in cont. hybro- 

chloric acid gave both the olefinic (IV) and saturated com- 

pound(Va). The olefinicampound (IV), C19H2502N, m.p. 1030, 

[&]D:-1400(CHC13), showed in its N.M.R. spectrum the presence 

of two methoxyl groups at 6.15(3H), 6.21(3H) and two olefinic 

hydrogens sextet centered at 4.lO(lH), sextet centered at 

4.5O(lH), respectively. The saturated compound (Va) 

revealed no signal of olefinic hydrogen in the N.M.R. spectrum. 

(Va) was also prepared from (IV) by catalytic hydrogenation 

over Pt02. (Va) was characterized as its hydrobromide, 

C19H2702N.HE%r, m.p. 270-27~(decomp.),@);+33~MeOH). 

Direct proof of the structure (Va) was achieved by 

comparison of (Va) with an authentic sample of the cornpound 

which was synthesized from dihydroindolinecodeinone (VI)!') 

Thus, Wolff-Kishner reduction (7) of (VI) afforded desoxo- 

dihydroindolinecodeinone (VII), N.M.R.c aromatic hydrogens, 

doublet (J=~cPs) 3.39(lH), doublet (J-88~~s) 3.4l(lH); 0CH3 

6.20(3H); N-CH3 7.73(3H) and two olefinic hydrogens 
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Cy,,Z--F=~-CH2---, retie t centered at 4.50(X) atid sextet 

C 
Ha 

centered~~t=?.54(1!!): IR$~C&13 350Ocm_l(@H); (VII) oxoiate, 

C18H,~02".(C"2H)2, 2.p. 251'(decom~.). (VII) shoWPC strong; 

blue coloration on 2 ,&-dickloroouinone-4-chloroimide owing to 

C4-OH group. CHtalytic h;;drogenzi;ion yf (I:?:? over "tOLi 
7 -4 _ J 

afforded desoxotetrahydroindolineco&eL~o~e ('JTZI), TX ‘~~~~-? 1 
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ethanamine bridge binded at C 
13 -Cl,+ in the hasubanonine 

molecule. 

On the basis of above experimental results, the 

structure of hasubanonine is unambiguously assigned to the 

formula (Xc) including the absolute stereo-structure. 

Hasubanonine is not morphine or sinomenine type 

alkaloids, but a new skeletal alkaloid, hitherto not known 

in the natural sources. 

TABLE 1 

(Va! (Vb) 

IR(CHCl$ 

Free base N.M.R. identical 

T.L.C.*4 

formulae c1dr2702N*mr 

appearance colorless colorless 
prisms prisms 

m.p. 270-271O 270-271° 

Hydrobromide (decomp.) (decomp.) 

(@&:(MeOH) + 33O -42O 

OHD (MeOH) antipoaal 

IH(Nujo1) identical 

*4 Thin Layer Chromatography: a) Kieselgel G nach Stahl, 

solvent, methanol. b) Aluniniumoxyd Gnach Stahl, 

solvent, chloroform. 
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