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Synthesis of cupressuflavone hexamethylether (IV R = iITs) and cupressuflavone 

tetramethylether (IV R = H) have been reported I-3 via 6-iodo, 5,7,4’-trimethoxy- 

flavonee We now report the synthesis of these compounds by a neul route. 

Our key intermediate in this synthesis is 2,2’-dihydroxy 4,4’, 696’ 

te trame thoxy -3~3’ diacetyl-biphenyl (II R = H)* It was synthesised as follows:- 

2,4,6_trimethoxy iodobenzene under Ullman conditions gave the symmetrical 

biphenyl (I) mop. 158-590, the NMR of which shotued the presence of six Oltle 

groups (7’ 6*13,6*05) and four aromatic protons ( 713.63 )a 

one me 

I II 
Friedal -Craft reaction on (I) urith acetyl chloride and AlC13 in 

nitrobenzene under carefully controlled conditions gave (II R - Ttle), m*po 

161 -63’. Thin structure is supported by its NlTlR and IR spectra. IR showed 

main peaks at 1695 cm -’ (arylketones) and 1600 cm” (aromatic). The signals 

associo ted with Ome protons occured at 7’ 6015 (6~) s, am9 at 414’ B 

7’ 6.213 (6~) s, Ome at 6,6* and 7’ 6.6 (“RI_ IBle at 2~2’ . The up- 

field shift of OMe at 2~2’ is characteristic of such biphenylse 4r5 Similar 
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shielding phenomenon have been described for methyl 9 methoxyl and carbomcthoxyl 

groups in "hindered" positions of various biphenyls?-" It is used as a 

diagnostic tool for the positi.oning of methoxyl groups in various natural 

products? The acetyl and aromatic protons of this compound resonated at 

7 7.50 (6H)s and T3.73 (2H)s respectively. This structure is further sup- 

ported by comparison of the compound obtained by Ullman coupling of 5-iodo, 

2,4,6- trimethoxy acetophenone. Both compounds were identical in all respects 

(TLC, IR, NMR). 

Treatment of (II R = ee) with BC13 at 0' gave a colourless crystalline 

product which showed three spots on TLC (silica). Repeated chromatography 

of the mixture on silica followed by fractional crystallization gave (II A = H), 

map. 262 in 25% yield. It gave +ve ferric test in alcohol. NMR spectrum of 

this compound showed signals at 7' 6.07 (6H)s and 7'6.20 (6H)s which clearly 

indicated the presence of OMe groups at 484' and 616'. Two phenolic protons 

were detected by the peak at 'f-4.0 (2H) s, which readily exchanged with D20. 

This confirmed that demethylation had occured at 282'. 

OR 0 

OMe 0 
0 

III IV 
Reaction of (II R = H) with 2 Moles of anisaldshyde in presence of alkali 

gave yellow needles of the bichalcone (III) map* 2~32-85~. Its NMR in D!!lSO in- 

dicated 4 vinylic protons at 7 2.35. AR doublet for the four -p-mathoxyphenyl 

protons eere centered at 1' 2.72 (3 = 6 cps)* Oxidative cyclization of the 

bichalcone (III) with Se02 followed by column chromatography on silica gave 

(IV R = Me) m-p. 294-5 '1 identical (TLC, IR, NMR) with 5,5",7,7",4',4"'- 

hexa-O-methylcupressuflavone prepared by Pullman coupling of 6-iodo, 51714'- 

trimethoxyflavone? 
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Demethylation of (IV R = We) with BCl3 at 0 gave (IV R = H) indistinquish- 

able (TLC, IR, NMR) from 7r7"r4',4"' -tetra-O-methylcupressuflavone synthesised 

by the know method? 

All compounds gave satisfactory analyses. 
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