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OPPI BRIEFS 

chloroform. 

and 10 g. of basic  alumina (chromatographic grade) was added and the mix- 

ture evaporated t o  dryness ( ro t a ry  evaporator). 

t o  the top of a 12" x 0.5" alumina column; e lut ion with 3:l benzene-chloro- 

form (v/V) gave I1 as an o i l .  

t r a t i o n  gave 1.10-1.22 g. (50-55$) of pure 11, mp. 59-61', lit.4 58.5-59.5'. 

Acknowledgement.- We thank t h e  Petroleum Research Fund, administered by t h e  
American Chemical Society, and the  National Research Council of Canada, fo r  
support of t h i s  work. 

The solution w a s  then s t i r r e d  fo r  1 hr.  at room temperature 

The powder w a s  then added 

Addition of e the r  followed by slow concen- 
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3C-Labelled a l ipha t i c  n i t r i l e s  and ketones have been prepared as shown. 

H2°, H', ~ 1 3 ~ 0 ~ ~  
3 

R-X + K 1 3 C N  - R"CN 
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EXPERIMENTAL 

Aliphatic Ni t r i les .  

r e f l w  condenser and a drying tube, the  KI3CN w a s  dissolved i n  5 ml dry, 

f reshly d i s t i l l e d  tr iethylenglycol at 20’ ; t h i s  solution w a s  then frozen 

with the  a i d  of l iqu id  nitrogen and t h e  corresponding awl halide w a s  add- 

ed at once. 

immediately and was  again cooled i n  ice-water. 

w a s  heated t o  reflw at  70’ f o r  3-5 hrs.  

t r i l e  w a s  i solated by lyophi l isat ion on t h e  manifold Torr). In t h e  

case of the  octane carboxylic acid n i t r i l e  t h e  whole reaction mixture w a s  

t ransferred in to  a ”Fischer-Spaltrohr” column W 200 

CH313CN from 1 g. of K13CN 
CH,’SC15N from 0.5 g. of  Kf’C’5N, 0.75 m l .  of CHsI, 3 hrs ,  yield 0.35 m l .  

CHsCHz.CH2”CN from 1 g. of K”CN, 1.35 ml. of 2-propyl bromide, 3 hrs ,  yield 

C H 3 ( C H 2 ) 6 1 3 C N  from 1.5 g. of K”CN, 3.6 m l .  of 2-heptyl bromide, 5 hrs ,  

General Procedure.- In a 10 m l  f lask,  equipped with a 

1 

Upon slowly warming t o  room temperature, t h e  reaction s ta r ted  

Then the  reaction mixture 

A f t e r  cooling, the  resul t ing ni- 

2 and fractionated. 

1.5 ml. of CHsI, 3 hrs,  y ie ld  0.68 m l  (84%). 

(87%). 

1.2 ml. (77%). 

yield 2.9 ml. (82%); d i s t i l l a t i o n :  bath temperature, 150-160’; bot- 
tom temperature, 140’; column head, 100-102°/12 mm. 

Preparation of 2-~entanone-2-’ ’c. 
cooling, 3.2 g methyl iodide w a s  added dropwise t o  a suspension of 570 mg 

M g  i n  30 ml dry ether  under a N2 atmosphere. 

solution, 1.7 m l  butyronitrile-l-”C i n  2 m l  dry ether ,  w a s  added slowly 

with vigorous s t i r r i n g .  S t i r r i n g  w a s  continued f o r  3 hrs.  The reaction 

mixture w a s  cooled t o  -20’ (acetonejl iquid N2 mixture) and 20 m l  of a 20% 

aqueous ammonium chloride solution and f i n a l l y  5 ml of 6 N H C 1  were added. 

After being s t i r r e d  

water phase extracted with more ether  and the  combined ethereal  solution 

w a s  dried over Na2S04. 

added as a displacing agent and the  whole w a s  fractionated using a “Fischer- 

2 Spaltrohr” column MMS 200 (bath temp. 170°, bottom tem. 150°, column head 

1OO-10lo) t o  y ie ld  0.7 g. ,  (42%) of ketone. 

~ y p  i c a l  Procedure.- With s t i r r i n g  and 

To t h e  resul t ing Grignard 

f o r  1 hr  a t  20°, the  ethereal  phase w a s  separated, the  

Then 1,2,3-trimethylbenzene (bp. 165’,1.5 ml) was 
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2-Nonanone-2-”C was s imilar ly  obtained i n  42% y ie ld ,  bp. 75-78’120 mm. 
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Because of several  recent reports  i n  which 5-sulfosalicylaldehyde i s  

1-4 prepared e i t h e r  by protection of the aldehyde group p r io r  t o  sulfonation 

or by ca t a ly t i c  oxidation of 3-(hydroxymethyl)-4-hydroxybenzenesulfonic 

acid,5 a more d i r e c t  preparation seems worth reporting. Although it i s  

w e l l  documented t h a t  aromatic aldehydes a re  e a s i l y  oxidized t o  the corres- 

ponding carboxylic acids i n  su l fu r i c  acid,6y7 it has been recognized fo r  a 

long time t h a t  t he  carbonyl group of benzaldehyde i s  s t ab le  i n  concentrated 

su l fu r i c  acid at low temperatures.8 

oped a d i r e c t  synthesis of 5-sulfosalicylaldehyde by sulfonation of  s a l i cy l -  

aldehyde i n  su l fu r i c  acid a t  boo. 

Using t h i s  basic  knowledge, w e  devel- 

OH OH 
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