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During an attempt to prepare methylenebls(trlphenylphosphon- 

ium bromide) by the reaction of triphenylphosphine with 

bromomethyltrlphenylphosphonlum bromide in refluxing ethanol, 

an unexpected debromination occurred in high yield1j2: 

@,P + $&?-CHeBr 

Bra 

EtOH 

In the absence of trlphenylphosphlne, 

P/&H3 
3, 4 

+ m+o 

Bra 

83% 87% 

no reaction occurred. 

During the course of this investigation, a general statement con- 
cerning this type of reaction was reported; H. Hoffmann and 
H. J. Diehr, Tetrahedron Letters No. 13, P. 583 (lg62), 
"Enthalogenierung durch glelchzeitige Elnwirkung.von t- 
Phosphinen und Protonen finden statt bel: o- und p-Halogenaryl- 
aminen und -phenolen, 
phosphlnoxyden." 

a-Halogenphosphonlumsalzen rnd a-Halogen- 

The debromlnation of secondary and tertiary a-bromoketones with 
triphenylphosphlne in refluxing methanol-benzene has been re- 
ported; I. J. Borowitz and L. I. Grossman, Tetrahedron Letter&, 
No. 11, p. 471 (1962). 

Yield represents recrystallized material from hot lsopropanol- 
ethyl acetate. Identified by m.p. and m.m.p. and by comparison 
of the infrared spectrum with that of an authentic sample. 

Yield represents material isolated directly from the reaction 
mixture. Identified by m.p. and Infrared spectrum, 
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That the a-bromine was incorporated into the alkylbromide 

derived from the alcohol was demonstrated by trapping the alkyl- 

bromide with excess triphenylphosphlne, i.e., 

@ 
CH30H _ 0 

2 (asp + &P-CHaBr r 2 &,P-CHs + &P-CO 

Bra BrO 

8% 71% 

The foregoing observations can be accommodated by either of 

the follcwlng reaction paths. 

(1) 

&CHs + 

Br 0 

(2) B@ 

!&?-CH2Br + J&P - ,&P=CHz 

Br@ 

-1 
ROH 

(a~?-CHs 

RO@ 

1 
HBr 

!&!LHs 

Br@ 

+ !&PBrz 

I ROH 
,bR 

!&P 
'Br 

+ HBr 

f r + &P--r0 

$&T-R 

Br@ 
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An “ylide” mechanism similar to (2) has been postulated for the 

reaction of triphenylphosphine with dlbromomethyltriphenylphos- 

phonium bromide in moist methylenechloride5. Further work is 

Implicated to determine the mechanism of the debromination re- 

action. 
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