
T a b l e  1. Sectioli  of a couliti l ig liousc ca l enda r  f o r  e s t i  
~ ~ i a t i n gi i l tervals  ill d a y s  ( 3 ) .  

. T m .  F e b .  Mar. Apr. M a y  June 

1 364 32 333 60 305 91  274 152 213 
2 363 33 332 61 304 92 273 153 212 
3 362 34 331 62 303 93 272 154 211 
4 361 35 330 63 302 94 271 155 210 
6 360 36 329 64 301 95 270 156 209 

6 359 37 328 65 300 96 269 157 208 
7 358 38 327 66 299 97 268 158 207 

-- 

J u l y  Aug .  S e p t .  Oct .  Dee. 

a year or extending over several years (2) .  Thus, for  
calculating, on 30 Jan .  1955, the age of an animal 
born 28 Dec. 1951, the following data are summed: 

Days remaining 1951 3 
Days for  3 intervening years 1095 
29 Feb. 1962 1 
Days elapsecl 1934 30 

Age in days 1129 
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Rearrangement in the Reaction of 
3-Bromopyridine with Sodium 
Amide and Sodioacetophenone 

I n  connection with an extensive study of the chem- 
istry of the tar  bases and their derivatives, we have 
investigated the reaction of sodioacetophenone with 
3-bromopyridine as a possible route to the unknown 
3-phenacylpyridine. 

From the attempted reaction of equivalents of 
3-bromopyridine and sodioacetophenone-prepared 
from the ketone and sodium amide-in refluxing 
toluene, only the starting materials were isolated. 

However, on processing a reaction mixture that 
was obtained by adding a liquid ammonia suspension 
of two equivalents of sodium amide to a liquid am-

monia suspension of a mixture of one equivalent 
each of 3-bromopyridine and sodioacetophenone, 
there was isolated, in addition to a large amount of 
amorphous nitrogenous material, 13.5 percent of 
4-phenacylpyridine (IT) ,  mp 112.6 to 113.6O ( 1 )  
(from 60' to 70' petroleum ether) alone and when 
rnixed with an authentic sample, and 10.0 percent of 
4-aniinopyridine (111)) mp 157 to 158.4O (2)  from 
benzene) [N-benzoyl derivative, mp 207O (from hot 
water).  Analysis calculated for  C1,Hl,N,O, N, 14.14; 
found, 14.201. 

The formittion of these compounds ( I1  and 111) 
may be rationalized by assuming an elimination-addi- 
tion mechanism involving the transient existence of a 
"pyridyne" intermediate analogous to the "benzyne" 
postulated earlier by Roberts et a2. (3)  in the rear- 
rangement of chlorobenzene-1-C14 when treated with 
potassium amide. 

NH,
1 )  NaNH, I 
2 )  NH,C1 

- ti 

(111) 

Further work is now in progress in this laboratory 
to determine the scope and limitations of this and 
related reactions. 
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