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WE wieh to report the 

vereion of acetale to 

photochemically acetone-initiated con- 

the correepondiag carboxylic eetere.' 

in a mixture of acetone (10 ml.) and 

room temperature for 20-40 houra. 

n 
hv 8 

Acetone 
-XH@H2),-CH3 

n=Oorl 

The procedure involves irradiation2 of the acetal (3 g-1 

k-butanol (90 ml.1 at 

The reeulting carboxylic errtore were Isolated by chromato- 

compriaon with authentic graphy on alumina, and Identified by 

samples through the respective boiling poiate, infrared spectra, 

refractive indicee and gas chromatographic retmtion timea. 

Sxperimental data are summarized in Table I. 

' The peroxide-induced conversion at elevated temperature of 
cyclic acetal6 of benzaldehyde to benroic a&era hae been 
reported recently. [E.S. Huyoer and 2. Garcia, J. Ol‘n. Chem., 
& 2716 (rs62)l. 

2 Hanau (281 hi@ pressure mercury vapor w were used a8 the 
radiation source. 
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Table I 

Irradiation of Acetale at Room Temperature 

Aceta14a 

b.p. 
(34 d 

Product4 , 

z 
yi4ldb 

CEj(CMz)4CHti 
4 

89-go0 1.4224 Ethyl hexanoate 36’ 

cH3ic”,16&) 117-90 1.4292 Ethyl octanoate 55= 

,o 
c4 tcw, ‘8cto I 

151-30 1.4365 Ethyl decanoate 33c 

fll ,,,,A;) I 37-80 1 .5153 Ethyl phenyl- 
acetate 

,O 
35= 

I ( CHa )2yo I 
152-3“ 1.5102 Ethyl hydrocin- 30= 

namate 5@ 

CH3(Ch$$6C 
,o 

Q 
133-50 1.4356 Propyl octanoat4 23= 

0 (CH212C 163-50 1.5104 Propyl hydrocin- 
n4mat.e 14= 

aAll acetab gave correct analytical data for carbon and 
hydr6gen. 

b~4ed on total amount of acetal irradiated, 
'Irrqdiated through Pyrex immereion tube. 
dIrradiated through quartz immer4lon tube. 

'This conversion may be regarded a4 an ieomerization by an 

intramolecular oxidation-reduction, for which the following 

mechanism may be rruggeeted: 
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Pb hr 
C 

Acetone 
*2 

BC\a_CBCII2L 
2 

0 0 I 
RH R_cco-CH2-(CH2 4p3 - R&-cli2-wQ+2 

The photoactivated acetone molecule play6 

the initiation step, which involves a hydrogen 

a vital role in 

atom abstraction 

from the carbon attached to the two oxygen atoma. Consequent- 

ly, irradiation of the acetals under the same experimental 

conditione, but in the abeence of acetone, led to rather poor 

yields of the eetere. 
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