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Abstract-The wood of the vine Derris rar&m (Leguminosae-Lotoideae) contains 3.5dimethoxy-4-prenylstil- 
bene, (2S)-5,7-dihydroxy-6-prenylflavanone and (2S)-5-hydroxy-7-methoxy-6-prenylflavanone. 

Den-is rarifbra (Mart.) Macbr. (Leguminosae- 
Lotoideae), trivial name “timb6-rana”, can be 
found in vast regions of the Amazon valley, from 
the Guianas, the brazilian States of Para and Ama- 
zonas to Peru [2]. The species is not used for fish 
poisoning and, indeed, TLC examination of 
extracts of subterranean and aerial parts of this 
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vine revealed the absence of rotenone. Fractiona- 
tion of the ethanolic wood extract led to 3 novel 
compounds, the stilbene (1) and the flavanones (2a) 
and (2b). The structure of the stilbene derivative, 
C, ,HZ40Z,, was deduced from its PMR and MS. 
Oxidation led to benzoic acid, confirming the pres- 
ence of the phenyl group. The additional aromatic 
ring must be symmetrically substituted since its 2 
aromatic and 6 methoxyl protons give rise to PMR 
singlets. Double resonance experiments estab- 
lished the lack of coupling between the aromatic 
and the benzylic methylene protons, eliminating 
one of the two symmetrical alternatives in’favour 
of la. 

The structures of the (2S)-flavanones, CzoHZo04 
(2a) and C2 ,HZZ04 (2b), were deduced from ORD, 

(1) 
fJH,,,,,,O 

(20) R’=CH,CH=CMe,. R2=H 

(2b) R’=CH CH=CMe2, R2=Me 
(2~) R’=H.2R2=Me 

fJH#W,WO 

(3) (4) 
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PMR and MS. Their interrelation was demon- ib,i~:“(nm): 73X 312. 330. 333 (c ??300. JX 650. 39Y50. 104OOl. 

strated by methylation of 2a with CH,N, which 
rb,I’: (cm ‘): Ih?X, 1600. I5Y5. 15X7. 767. 702. PMR (CDC‘I,. 5): 
Z.3 2-70 (111. (‘,,H,J. 2.86 (s. 2 C-H). .33 (\. H-7. H-h), 1.70 ([. 

afforded 2b. This methvl ether was used in the ex- J 7.7 t-17). 6.1 I (\_ ? OMe). 6+X). (rl. .I 7.7 HT. C’H,). 8. IS (5. Me). 

periments which led to-the allocation of the prenyl 
substitucnt to C-6 in preference to C-K. Although 
treatment with acid produced etherification of the 
C-5 hydroxyl by the side chain. as shown by the IR 
carbonyl frequency shift (IJ,,,~,~ 1642- 1670 cm- ’ ). 
this test was not considered conclusive proof for 
the orrho-position of OH and prenyl groups. In the 
tlavanone series acid catalyzed rearrangcmcnt 
could invalidate its significance. Pyridine-induced 
solvent shifts have been advocated to determine 
the location of hydrogen or alkyl substituents in 
the vicinity of phenolic hydroxyls [3]. The quanta- 
tive conclusions of this work are, however. not 
applicable to cases in which the hydroxyl can che- 
late with an adjacent carbonyl. Thus the pyridine 
shifts for the flavanones (3) and (4). whose prepara- 
tion [4], separation and identification [S] have 
been achieved. are very close. respectively - 
027 ppm (H-6) and -0.22 ppm (H-X)., Absolute 
resonance values in pyridine. however, arc more 
significant. While in CDCl, the H-6 and H-8 sig- 
nals arc very close (2, z 4.04. 4, 7 4.00) in pyridine 
the H-6 signal appears at lower field (T 3.73) than 
the H-8 signal (T 3.82). Thus in the pyridine spec- 
trum of 7Gmethylpinocembrin (2~). the 3.73 sig- 
nal must bc attributed to H-6 and the 3.78 signal 
to H-X. The pyridine spectrum of the isolate shows 
ofcourse only one of these signals. Since this occurs 
at z 3.77, it can be correlated only with H-8. The 
strong pyridine solvent shift (A -0.21 ppm) of the 
prenylmethylene resonance is also consistent with 
the orrho-relationship of the 5-hydroxyl and alkql 
groups in ring A of 2b. and, consequently. also 2a. 

Isoiurio~~ of I/W cmstituwts of Derris rariliora woori. A wood 
sample of a specimen. identified by the botanist W. Rodrigucs. 
was collected near Manaus. Amazonas State, drlcd. powdered 
(2.4 kg) and extracted with EtOH. Evaporation of the solvent 
gave a residue (Dog) which was extracted exhaustiveI> wllh hot 
petrol. The solution was filtered and the solvent e\npornted. 
The residue was extracted with acetone. The solution was lil- 
tercd and the solvent evaporated. The restduc (.3Og) war chro- 
matographed on silica (500 g), giving the following products 
with the indicated solvents: oil (petrolLC,H,. Y: I I; (1) (80 mg. 
petrol C,H,, 8:-1); (2b) (16 mg, petrol. C,H,. I : I): (2X) 
(1 IO mg. C,H,); sitosterol (8Omg. C,H,,-CHCI,. X:?), 

.I IO.0 f-1). ArC‘H-(‘EI). 67X (Jr/. J 17.0 and I l.OH/. H-i). 7.17 
(r/d. J 17.0 and 5.0 HI. 11-3). 7 h 8.’ (111. 7 (‘H. I. S.37. S~-Io. X-5’) 
(s. .q Me). 4. C;lhbs test: posltivc. PMR I<.D<.I,~. I-I: -2.31 (t. 

OH). 2.5’9 1.5. C‘,,H.). 334 (tl. .I IO.0 H/. Ar C’H-:). -1Gl (5. F-l-t;). 
4.56 (d. .I 10~0 HI. Ar<‘H-C’H), 4.60 (Jr/. .I I I 0 ant1 4.5 H7. 1-1.‘1. 
5.07 (1. .I 7.0 Hz. (‘1-I:). 6.87 (tld. .I 17.0 and I I.0 Hr. I+- I). ?._‘6 
(<It/. .I 17.0 and I-5 HT. Fl-3). 76t8.7 (JII. 7- CH,). 8.3-I. X,1.! and 
X,6() (5. 3 Mc). PMR (C‘,D<N. 5): 3.15 (tl. .I lOGH7. Ar<‘H-1. 
3.X’ (\. H-X). 1_0 (rl. .I IO-O HI. ArC‘H -CH). 1.51 (Jci. .I I I.0 .~nd 
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4.5 Hz, H-2), 6.78 (dd. J 17.0 and I I.0 Hz, H-3), 7.13 (dd, J 17.0 REFERENCES 

and 4.5 Hz. H-3). 7.778.3 fm. 2 CH,). 8.38. 8.47 and 8.62 (s. 3 f Galina, E. and Gottlieb, 0. R. (1974) Phytochemistry 13, 
Me). 2c. Gibbs test: positive, PMR CCDCl,, 5): -2.03 (s, OH), ” 2591. 
2.56 (s, 3.90 (i, C,H,), H-6, H-8). 4.59 (dd, j 1 1 .O and 4.5 Hz, H- 2, 
2). 6.20 (s. OMe), 6.97 (dd. J 17.0 and 11.0 Hz, H-3), 7.20 (dd, J 
l7.Oand4.5 Hz,‘H-3). PMR (C,D,N, r): 3.73 (d, J 2.0 HZ, H-6), 
3.78 (d, J 2.0 Hz, H-8), 4?50 (dd, J 11.0 and 5.0, H-2). 6.32 (s, 
OMe), 6.92 (dd, J 17.0 and 11.0 Hz, H-3). 7.15 (dd, J 17.0 and 
5.0 Hz, H-3). 
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