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In a preliminary communication [1] we have described a method
suitable for the ring isomerization of both polyhydroxy-iso-
flavones and their O-methyl and O-benzyl derivatives, Later

this method has been extended to the group of flavones [2].
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c: RlztetraacetylﬁB-D—glucosyl, R2=H

d: Rlztetraacetyl—B—Dqglucosyl, R =OCH3
e: RI;B—D—glucosyl, R2=H

f: qué—D-glncosyl, R,=0CH
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We now wish to report that, starting from isoflcvone zlucosi~
des, substituted in positions 5,7 and 8, we succeeded in synthe-
sising isoflavone glucosides substituted in positions 5,6 and

7 by our method of ring isomerization, tnis being the first case
of ring isomerization of flsvonoid glycosides, 5,7-Dihydroxy~
~-8-methoxy-isoflavone /Ia/ [3] and 5,7-dihydroxy~8,4°~dimethoxy-
-isoflavone /igo-tectorigenin-4’-methyl ether, Ib/ [4] have been
coupled with tetraacetyl-X~D~glucosyl bromide in acetonic scolu~-
tion in the presence of concentrated aqueous potassium carbonate
to S5-hydroxy-8-methoxy-T7-/tetraacetyl-3-D-glucosyloxy/-isoflavo-
ny /Ic, mp, 182 c®/ and 5-hydroxy-8,4°*-dimcthoxy-7-/tetraucetyl-
?9~D~§ﬁucosyloxy/—iggflavone /14, mp. 194-5 Co/, reespectively.
Isomerizatior of the latter by refluxing in slcoholic solution
in the pres:nce of potassium carbonute under anhydrous conditi-
ons yielded 5-hydroxy-6-methoxy-7-/8-D-glucosyloxy/-igoflavone
/Ile, mp. 245-6 €°/ and S5-hydroxy-6,4*-dimathoxy-7-/8-D-gluco-
syloxy/-iscllavone /IIf, mp. 229-230 c®, 1it. [5]: 23000/, res-
pectively, 4cid hydrolysis of the glucozides Ic, Id, Ile and

IIf yielded the corresponding aglyconss Ia, Ib, IIa /3/ and

IIb [4,5], respectively.

Synthetic tectoridin-#A*-methyl ether /IIf/ proved to be identi-~
cal in 2ll respects with the product of methylation of natural
tectoridin [5], this being the synthetic proof of the positicn
of the glucosidic linkage of tectoridin which has been proved
already previously by degradation [5,6]. Cur synthesis pxovecs

alsc the BA-conligurntion of the glucosidiz hond,

Experimentel detaila of thig work will shovrily he published in
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