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acid,  made by ox ida t i on  of 2-methyl-5-ethyipyr id int ,  we obrervcd a 
novel transformation of t h i s  py r i d i ne  d icarboxy l ic  ac id  to var iously 
6-subst i tu ted n i c o t i n i c  acids. 

When i soc lnchae ran i c  acid-N-oxide was reacted w l th  ace t i c  anhydride/ 
t r le thy lamine i n  methyienechloride 6-ch loron ico t in ic  ac id  was obtalned 
i n  50% y ie ld ,  the ch lor ine  o r i g i n a t i n g  from the solvent.  6-Hydroxy- 
n i c o t i n i c  ac id  war i d e n t i f i e d  as a s ide  product i n  40% yield. This 
unusual and unexpected ch lo r i na t i on  w l th  rnethylenechlorlde war a lso  
t r i e d  succesrful ly on other py r i d i ne  carboxy l ic  acids bearing a 
carboxyl group i n  the 2 pos i t i on  t o  the ni t rogen. The carbaxyl 
group was invar iab ly  replaced by ch lor ine .  

When I n  the system isoclnchomeronlc acid-N-oxide/acetlc anhydride/ 
t r ie thy lamine the methyienechloride war replaced by another solvent, 
a r ad i ca l  o f  t h i s  solvent was found as subst i tvent  i n  the 2 po r i t l on .  
i n  a c e t o n i t r i l e  as solvent 6-aminonicot in ic ac id  was Isolated i n  80% 
y ie ld .  I n  ethylacetate 6-hydroxynlcot in ic ac id  war formed in  80-36% 
y le ld .  The benezene- and toluene-radical  was also introduced i n t o  
the 2 pos i t ion .  

We are cont inuing t o  study the scope o f  t h i s  react ion,  which glver 
easy access t o  6-subst i tuted n l c o t l n l c  acids h i t h e r t o  avai lable only 
on very cumbersome routes. 
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The ser ies  o f  ethano-bridged b i - a r y l  compounds 1-3 has been synthesized 

by app l ica t ion  o f  the Fr iedlander Condensation method. Thus the react ion  

of 8-0x0-5,6,7,8-tetrahydroquinoline (5b) w i t h  0-aminoacrolein leads t o  

the formation of 1 whi le  condensation w i t h  2-aminonicotinaldehyde gives 

compound 2. 
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The 2-oxocycloalkenopyridines (xi-1) are r e a d i l y  prepared by a two step 

route  from the corresponding commercially ava i l ab le  cycloal  kenopyridines. 




