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TRB reoent oomaunioation of Freudenberg and Weinges (1) mala?s it desirable 

for UII to publish more widely some inve&igations on the polywrisation of 

flavana whioh we carried out in 1959 (2). 

Freudonberg and Weinge.s did not find it possible to isolate a dimer 

(II, R = H) of 7,4~-dihydroxyflavan (I), sinae its rate of reaotion to give 

high polymers wan too great in aqueous aaid. However, we found that treatment 

Ro 

of 7,49-d nithdryhydrogea chloride(8$) inethanol at room 

temperature for ldsygave a solutionwhich no langeroantainedthe m- 

flavan, but cm Whatman NO. 1 paper in 2$ acetic aoid at 25' two phenolic 

spots (diacotiaed sulphanilia aoid spray) were detected, (A) Rf = 0.0, (B) 

Rf = 0.16. In g-butanol - aoetic aoid - water (4:1:5 v/v) the Rf values 

were (A) 0.85, (B) 0.775. 

(I) K. FkmZdenberg and K. Weingss, Tetrahedron Letters, 1075 (1962). 

(2) G. A. Somrfield, -1. Thesis, University of Oxford (1959). 
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906 7,L+'-Dihydroxyflavan No.14 

~42~ extraoti011 of the ailuted rwoticm mixture gave a solid IX_ 

(BtOH) 22Sayc (log E 5.68) and 286~ (log E 4.29)1 which in 2% aoetic eoia 

was sep8r8tea on 8 c0i~nm of cellulose (what_ NO. I, standara graae) to 

field a soli (SO$) of Rf 0.16, regarded as the dimsr (II, R = H), and 

r&.orial of high molecular weight (Rf 0.0). Aoetylation of (II, R = H), 

chromatography on almdna, and crystallisation from mothanolaffor&3d 8 

oolourlcss aootate (II, R = CH#O), m.p. 159-215' which on repeated cryst- 

sllisation from methanol gsve aolourle8s prisms (!5%), m.p. 200-205° (Found: 
C, 68.05, 67.95; H, 5.85, 5.55; M.W. (Rast), 644. C4,,HJ80fi. CH4O roquirea 

C, 67.6; H, 5.8$; C40HJs011 requires M.W. 694),3_ (Nujol) 5590 and 5510 om-' 

(l&c peaka, oo&irming the prosenae of msthano1 of aryat8llis8tion) 8na 

l761 om-1 (very strong; 8date). Methylation of (II, R = H), chromatography 

on alumins, and orystallisation from sthsaol yielded 8 oelourless me- 
compound (II, R = CH& m.p. IS-145" (Found: C, 75.9; H, 7.5; OMo, 28.0. 

C55HS06 requires C, 75.8; H, 6.9; O&s, 28.O$). The infrared spedrum 

showedthstmthylatlonwa6 oompleta. 

It seems likely (5) that the produot of the condensation is the dimsr 

(II, R - 1:) sinas it6 Rf value (0.16) in 2$ acetic taoid is 8pproximately 

half that of the monomer, 7,4~-dihydro@+lavan (FE 0.55), and the above 

Blrlysos of its eoetorg and methoxy derivatives correspond to those oxpeotod 

for adimsrof struoture (l&R I H) inwhich anowphenolic hydroxylgroup 

has bean IjSlwratod on oonaensatiou. Theaiffioultynuexpsrienoedin 

isolatiug OrJrstslline compounds probably erase from the faot that the &Liner 

edit8 ~rlretivs8havu two -trio oarbonatowsndwuwerehandllng 

amixture ofraoeaatos. 

(5) D. J. Roux, Nature, 181. 1795 (1958). 


