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Ietramolecalar oridatiro pbonol coupling &nod itr lmpartaecol threegh involv- 

ameat in bleeyntbaaia of rariore natural product8 and its l yethotic 8ppli88tioe 

ha8 also boon ~011 docemontod2. Using this as the koy atop, l yatho8i8 of 8 

l piro totono intormediato (I) 18 doecribod which roproeoete l e l dteeeed rolW 

for l laboratloe to the aorly diecorerod stemodin and ephidloalie4 l kolate. 

The praeeaco of light haa boea found to accolarate the coeplleg raaatio8 roeel- 

tieg le a distinct lmproremeet of yield end reaction time as aoetr8atod to the 

prorioualy known yield’ from this roactloa. Q 

Ye0 @co2Ne yoo &jfN 
Carboxjmethylatlon of &ymothoxybeerflcyaelde with dimothylcerbonate 1~ preaaeae 

of Natl afforded the nitrllo (II)‘8 b.p. 

1600 om" 

135-400/0.3 mm; xax(CHC13) 2265, 1740, 

rd(CCl,) 7.42-6.6 (IN, q ), 3.78 (31, l ), 3.72 (31, 8). The nitrilo 

wae condeneed with z-methox~pheay1ethyl bromide in proaenca of NaR to f8reiah 

(III) in 89% yield; b.p. 160-85°/0.05 mm; xax(CHC13) 2270, 1740, 1600 cm-'#$ 

(Ccl,) 7.42-6.6 (SH, q ), 3.72 (6A, a), 3.74 (3H, a). This warn decarboeyrethy- 

1atad6 by refluring in a q lxtnra of DYSO and NaCN to yield the eitrilo (IV) ie 

91% yield; b.p. 160-65*/0.05 mm;~max(CBC13~ 2270, 1600 em"y d(CCl,) 7.3-6.64 

((IH, q ), 3.6 (Ill, t, J I 5 NC). Dorethylatioo' of (IV) with pyridieo bydroch- 

loride at 210-20. fsrniabed l lmoet quantitatively tbo phenol (V); l .p. 90-92.; 

l/rax(CNC13) 3600, 2270, 1600 cm-'$b(CDC13) 5.2 (28, raaiahaa oo dautaratlo~). 

Iatramolocular oxidatire phenol coupling’ of (V) with a 2.5 x 10w3(Y) l oletioe 
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of IOC13 ia other at -78. for 5 hr led to the formation of a highly riacous 

011;~ma,(CEC13) 5600, 2270, 1665, 1620(r), 1600 cm-‘t ~max(BtOH) 246 am (61 

6143). fbie crude conpling product use l ridently preeent ae a mixture (t.l.c, 

1.r and u.v)- Although abaorptlon maximum at 246 nm auggeated formation of a 

l piro cyclohes8ll6lene, the poor(valee rarraoted a q eagre reaction yield. Uae 

of PeCl, -DY? complex2 1~ either l olvent, ether or CI12C12 produced no coupling. 

The reaction melog VOC13 under lllrmlnatlon of a tuneten lamp and under above 

condition afforded after 3 hr a mixture of productr (t.1.c) for rhfch e value 

in P.V. abaorption raa recorded to be 11,738. Thla algnif icant riae in 1 l f ter 

carryleg oat the reaction under illumination could reault from a photoenergiaad 

T03+ l peciea coming down more rapidly to VO 
2+ 

with a l tabler configuration 

dmring pboteactiratioa in oxidation proceaa. Fractlonal aubliration for Purl- 

ficatloa of the phenollc dienone from nnreacted (V) maa not l atiafactory. The 

compling product uaa directly hydrogenated over PI/C (10%) in ethanol, the 

roarltlng tetrahydroderlratl~e was 0-methylated with CH31 in presence of dry 

It2C03 and chroratographlc separation of the product mixture over A1203 by elm- 

tlmg with pet. ether I beaaene (4:2) afforded (I) In 49$ ororall yield from (V); 

1.6. lli-13*;&(CDCl,) 3.72 (38, I), 3.62 (LH, t, J - 5 Hz); gax(CHC13) 2278, 

l705, 1600 or-‘8 m/e 269 (U+). __ 
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