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We h a v e  p rev ious ly  repor ted  the isolat ion f rom Haplophyllum pedicel latum Juss .  of scopolet in,  a new 
coumar in  (D, and a subs tance  of noncoumar in  na ture  with mp  243-245.5°C [i ]. La ter ,  on chromatography ,  
a coumar in  der iva t ive  II) with mp 84-84.5°C was  obtained. 

Substance (I), C20H26Os, mp 119.5-120°C, [a ]~  + ]7.6 ° (c 5.7; ethanol) p o s s e s s e s  the p rope r t i e s  of the 
coumar ins .  I ts  IR spec t rum has absorpt ion  bands at 3420 cm-1 (OH group) and 1710 cm-1 (5-1actone C =O). 
The UV spec t rum has absorpt ion  m a x i m a  at 230, 252 (shoulder),  297, and 345 nm, which is cha r ac t e r i s t i c  
for  6 ,7-disubst i tu ted coumar ins  [3]. 

Compound (I) contains two hydroxy groups,  f o rms  a monoaee ta te  with mp 106-106.5°C, and is ve ry  
readi ly  hydrolyzed.  Scopoletin has been isola ted f rom the products  of acid hydro lys i s  and identified. The 
format ion  by the usual  method [21 of an acetonide with mp 103-103.5°C proved the p r e s e n c e  of two adjacent  
hydroxy groups in the side chain of subs tance  (I). 

F rom the products  of its chemica l  t r an s fo rma t ion  and its UV, IR, and NMR s p e c t r a  we have proposed 
for  the new coumar in  the s t ruc tu re  of 7 - (6 ,7 -d ihydroxy-3 ,7 -d ime thy loc t -2 -eny loxy) -6 -me thoxycoumar in  (I). 
This  compound m a y  be cal led 6 - m e t h o x y m a r m i n ,  s ince it is different  from m a r m i n  only by the p re sence  of 
a methoxy group in posit ion 6 of the coumar in  ring. 

The p roposed  s t ruc tu re  of the side chain of compound (I) is conf i rmed by the isolation of levulinic 
acid f rom the products  of its oxidation with ch romic  acid. The IR spec t rum of the levulinic acid isolated 
coincided with that of an authentic sample .  The m a s s  spec t rum of (I) shows f ragmenta t ion  of the s a m e  
nature  as that  of the s t ruc tu ra l ly  c lose  7 -ge r any loxy -6 -me thoxycoumar in  [4]. The peak of the mo lecu l a r  
ion is absent ,  which is explained by the ease  with which the a l ly l  al iphatic chain of e thers  of 7 -hydroxy-  
coumar in  a r e  spli t  off. 

Thus,  the new c o u m a r i n  is cha r ac t e r i z ed  by s t ruc tu re  (I): 
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Substance (II) p o s s e s s e s  the typical  p r o p e r t i e s  of coumar ins ,  exhibits a blue f luorescence ,  and is 
opt ica l ly  inact ive.  On the bas i s  of a chemica l  ana lys is  and UV, IR, and NMR spec t r a ,  substance  (II) was 
identified as 7 - g e r a n y l o x y - 6 - m e t h o x y c o u m a r i n  [4]. 
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