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In a study of the chemica l  composi t ion  of the roots  and f rui t  of Libanotis  sese lo ides  (Fisch et  Mey) 
Turcz ,  col lec ted  in the Amur  region (Malyi Khlngan range,  surroundings  of the vi l lage of Birofe l 'd)  we i s o -  
la ted a coumar i n  with the composi t ion  C21H2207, mp 156-159°C (petroleum ether) ,  158-160°C (aqueous e than-  
ol), 165-166°C (sublimate),  [~]~ +57.5 ° (c 1.0; ch loroform) ,  identified by i ts  IR [1] and NMR [2] spec t r a  as 
l ibanotin (I) [3]. Prokopenko [3] did not show the mutual  pos i t ions  of the acid res idues  in the molecule  of 
l ibanotin.  
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In o r d e r  to de te rmine  the posi t ions of the angelic and acet ic  acid res idues  we p e r f o r m e d  mi ld  alkaline 
methanolys i s  of the compound that we had isola ted (0.4% NaOH in methanol ,  20°C, 15 rain). This  gave a m i x -  
ture  of subs tances  f rom which, by TLC on acid alumina [with ethyl a c e t a t e - p e t r o l e u m  e ther  (1 : 2) as the 
mobi le  phase]  we i so la ted  a subs tance  (II) differing in its Rf  value (0.7) f rom the initial  compound (Rf 0.9) 
but re ta ining the violet  f luorescence  in UV light cha r ac t e r i s t i c  for  d ihydrofurocoumar ins .  A study of the 
NMR s p e c t r u m  (Fig. 1) of the product  i so la ted  showed that in the alkaline methanolys is  of (I) the angelic 
acid res idue  p resen t  in posi t ion 4' was spli t  off and rep laced  by a methoxy group.  The coumar in  par t  of 
the molecule  r e m a i ned  unchanged in methanolys i s  (H 3 and Ha: 6.14 and 7.58 ppm, doublets,  J = 9.8 Hz; H5 
and H 6 : 7 . 2 8  and 6.71 ppm, doublets,  J = 8.4 Hz). In the t rans i t ion  (I) ~ ( I I ) ,  the signal f r o m  H a, (7.08 ppm, 
double¢, J = 6.5 Hz) [2] shif ts  upfield,  as a resu l t  of which, in the 4.70-5.15 ppm region,  the re  a r e  two 
doublets ,  one of which is  due to H a, and the other  to Hs,. The posi t ions  of the s ignals  of the protons of the 
gern-d imethyl  grouping in the s pec t rum  of (II) s c a r c e l y  change (1.60 and 1.46 ppm, s ingle ts ,  3H each), 
which shows the a t tachment  of the acetoxy group (1.93 ppm) in (II) and consequently indicates  an isopropyl  
res idue  in (I). The r e su l t s  obtained agree  comple te ly  with l i t e r a tu re  data on the g r e a t e r  labi l i ty  of an acy l -  
oxy group in the ~ posit ion to an a romat i c  nucleus [4]. 
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Fig.  1. NMR s p e c t r u m  of the product  of the alkaline saponif icat ion 
of edultin in CC14 (NA-100D, 100 MHz, 0 - TMS). 
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Thus,  the product  of the alkaline methanolysis  of libanotin cor responds  to s t ruc ture  (II7 and libanotin 

to (I7, where R I = - - C - C = c  ; R2=--C--CH3. This s t ruc ture  has been proposed for the d ihydrofurocoumar-  
l i t  ]] 
0 CH3 0 

in edultin [5, 6]. A compar i son  of the published IR spec t ra  of edultin [5], libanotin [1], and the spec t rum of 
the substance that we have isolated showed the i r  identity. Consequently,  cnidimin, e a r l i e r  identified with 
libanotin [7, 8] must  also be identifiedwith edultin. The difference in the melt ing point of edultin (136-142°C) 
[5], libanotin (160-161°C7 [3], and cnidimin (151-153°C) [8] is apparently due to the capaci ty of the substance 
for retaining solvents of c rys ta l l iza t ion  [8]. 
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