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Recently, we have found that methoxy radicals which were formed by the 

electrolytic oxidation of methanol were able to abstract hy’dr~@~ atoar f?o~ 

elJ@aromaticel end hydroaromatioe* under modified oonbiticol. 

Thie oommonioation deale with the enodio oxidation of methanol in the 

preeenoe of stilbenee in ordrr to l w on the addition of metho radioala 

to olefinic double bonds end aleo to diecuee it l tereoohemioel4. 

The electrolyeee were oarried out by wing two platinum foil eleotrodee 

in cylindrical glue cell u deecribed pnriourly. Aourrentwee controlled 

at 0.3 amp., tempentuxw being kept at 35'C. Eleotrolyeie of methenol in the 

presence of trane-•tilbene for 45 hr. gave nnro_hydrobeneoindiwthyl ether, 

I (20 qb), g-hydrobensoindinetbyl ethev, II (44 $) end bibeneyl (traoe) 

respectively, -acted Wane-atilbene (2 9) being recovered. 

m the contrary, I (26.3 $), II (17.5 $) end bibenaJ1 (6.5 %) were 

obtained from oie-atilbene for 72 hr. end 3.8 $ of unreffited G-etilbene wae - 

recovered. 

The separation of these compound6 wae performed by columPr-chromstoWP~C 

technique. I; m.p. 139-139.5°c (Found: C,79.51# H,7.60; Celod. for C16H1802: 

C,79.31; H,7.4%) and II; m.p. 90.5 - 91°C (Found: C.79.22) H,7.281 Calcd. for 

C16H18C2: C,79.31; H,7.49$) were identified by mixed melting point datednation 
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dth authentic l pedmuu. Fho Infrared epeatra of these oompounde ehored 

C-C-C l beorption bend at 1104 odl (I), 1092 0I -l (II) reepeotively end 1ere 

aleo identioal with thooo of authentic l emploe. 

Coneidering from the ewrinental reeulte reported here end before, it 

may be a+id that there reactiona mey proceed by the homolytio eddition to double 

bond a electrode prooeee ae indicated below: 

CHjCN8 (7 ca5@ + Iv@ 

-e 
CH5I,8 enode ' “3” 

2 CE30' + C6E5C&CHC6ii5 .-p 
c6H5kl; Ez<H5 

2 CB30. + C&i5CHIcliC6E5 ____, 
c6E5cH; 

cyo. - ai20 + H' 

+e 

cathode a lh 

Ha + CH3CE ____P CH3CUa + H' (or H2) 

2 Ho (or H2) + C6H5CM-IC6H5 > C6H5CH2-CH2C6H5 

If n l uppoee that theme reaotione proceed accolding to an ionic mechanism 

u propoeed in the oe+e of olefin oxidation rith lead tetrae.oetate3, cerbonium- 

ion III aaet be formed ae au intermediate. But it is quite unreasonable to 

ooneider the formation of III in thin eyetem. 
H CO-!6:5 

In tbie oeee I end II ere produoedinfnir 
3 ,k 

yieldwithout gim +nethoxybibeneyl. 'gH5 ' 

Cf ~tioular intereet ie the feet that eddition 
III 

of metboq radioale to l tilbenee proceed etereoepecifioallj 

under thepe oonditione. l!ho etereochemioal pioturea of thoee 

eddition keeotione ere shorn he-err 
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meao- 

meso- 

dl- 

Chart 1 StereochemIstry of addition reeotim of methoxy radioal to etilbenee 

& indloated &we, it l eeme to be ewe that o&-addition to mtilbene8 

taken pleoe inpreforenoe to~-mddition. 

Further etudiee on the behavior of free-redicela generated by eleotrede 

prwoe~ee are now being uudortaken end dot&led doecription of there remlta 

dll be publiehed eleewhere. 

$ohwwled&ememtq- Wo ehouldliketo thankDr.T.Od&.rm,Dr.li.Sonoda end 

Dr. Y. Ryeng for their ueeful wetione end enaowegemente. 
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