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F r o m  the methanolic fract ion obtained in the chromatography on alumina of a mixture of alkaloids 
f rom the herb Stephania hernandffolia we have isolated a base (I) with mp 148-149°C (methanol -e ther ) .  In 
contras t  to the hernandifoline [1], hernandine [2], and methylhernandine [3] isolated previously,  this sub- 
stance shows the intensive color  react ion with fe r r ic  chloride charac te r i s t i c  of oxybiphenols. 

In the IR spec t rum of (I) (Fig. 1), in the region of the stretching vibrations of OH and NH bonds there 
is a ser ies  of broadened bands at 3560, 3440, and 3200-2700 em-1. The same spec t rum shows the presence 
in (I) of a carbonyl group (1695 cm-1), a conjugated double bond (1640 cm-1), and an aromat ic  ring (1612, 
1588, 1512, 1489 em-1). 

In the NMR spect rum of (I) (CD3OD) there are  one-proton doublets at 5.35 and 7.00 ppm, J=15.6  Hz, 
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showing, in associat ion with the 1695-cm-1 band in the IR spectrum,  the presence of a Ar--C=H--C--O-- 
grouping in the alkaloid. In addition to this, compound (I) contains three methoxy groups,  one of which is 
attached to an aromat ic  ring (3.89, 3.41, and 3.40 ppm), two aromat ic  ortho protons (5 =6.50 and 6.60 ppm, 
doublets, J = 8.0 Hz), and two fragments  charac te r i s t i c  for hasubanan alkaloids with a semiketal bridge at 
C 8-  Ci0 and present  in the alkaloids of this type that we have isolated previously [1-3]: 
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The chemical shifts and the sp in -  spin coupling constants of the protons of these fragments  (Table 
1) were determined by the double-resonance method. 

The NMR spect rum of one also shows a three-pro ton  singlet at 6.89 ppm analogous to the signal ob- 
served in the spec t rum of hernandifoline (CD3OD) and ascr ibed to the protons of hesperet inic acid [1]. 

TABLE 1. Features  of the NMR S)eet rum of the Base (I)* 

C s -  H a C s -  H e C6-  H H - - C g -  H 

2,02 ppm. 
(q; 15,0 HZ; 

2,3 Hz) 

3,17ppm 
(q; 15,0Hz; 
4,1Hz ) 

~5,40 ppm 
iTI 

C~.--H Cxo-H 

3,74 ppm 4,88 ppm 
(d;4,0Hz) (d;5,8Hz) 

1 ,85  ppm 
(d; 10,5Hz ) 
2.62 ppm 
(q; 10,5 Hz; 
5,8 Hz) 

* d -  doublet; q -  quartet;  m -  multiple; CHC13; O -  TMS, HA-100D. 
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Fig. 1. IR s p e c t r u m  of 3-O-demethylhernandifo l ine  
(mull in paraf f in  oil). 

The saponif icat ion of (I) with alcoholic a lkal i  yielded an acid, identified by its mel t ing point, NMR 
spec t rum,  and Rf  value as hespere t in ic  acid,  and a base  with mp 128-129°C giving an intense colorat ion 
with f e r r i c  chlor ide.  On success ive  methylat ion with diazomethane and methyl  iodide the base  fo rmed  a 
0 ,0 ,N- t r imethyl  der iva t ive  having an Rf value identical with that of the 0 ,N-dimethylamino alcohol hernand-  
ifoline [1]. 

The acyloxy group in posit ion 6 occupies  the quasiaxial  posit ion. In actual  fact ,  the m a x i m u m  value 
of the coupling constant  of C 6 - H  with the protons  at C 5 is 4.1 Hz, which shows its quasiequator ia l  config- 
urat ion.  This  configurat ion of the C 7- OCH 3 group has been adopted on the bas is  of the prac t ica l ly  equal 
va lues  of the chemical  shifts  of the protons  at C T and the constants  of the i r  in terac t ion  with C 6 - H  for  (I), 
hernandifoline (s tephisoferul ine) ,  hernandine,  and methylhernandine [1-4]. 

The r e su l t s  p resen ted  p e r m i t  the s t ruc tu re  of 3-O-demethylhernandofol ine ,  C28H3109N, to be put fo r -  
ward  for  (I). 
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