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Abs t rac t  - Ethyl  4-0~0-6,7,3,9-tetrai~ydr0-4ii-y~rido(1,2-a)~~y- 

r imidine-3-carboxyla tes  111 can be conver ted  i n t o  e t h y l  4-0x0- 

-l,4,~,6,7,8-i~exahydro-l,8-napi1ti1yridine-3-cariloxylates /2 /  

under b a s i c  cond i t ions .  

Recently we have r epor t ed2  t h a t  6 - subs t i tu t ed  4li-pyrido(l,2-a)jlyri1nidin-4-onfs 

can be conver ted  the rmal ly  i n t o  7 - subs t i tu t ed  1.4-dii~ydro-1,3-napl1tilyridi11-4- 

-ones. We now wish t o  r e p o r t  an o t h e r  type  of t ransforraa t ion of tetrahydro-4H- 

- p y r i d o ( l ,  2-a)pyrimidin-4-ones /l-/ i n t o  ;lexai~ydro-1, a-naphti~yridin-4-olles / L / .  

We found t h a t  t h e  pyridopyrimidii ic / $ I  3 

/ an  o i l /  kep t  a t  ambient temperature  gradu- 

~ > c o 2 E ~ R &  Et a l l y  - i n  a  pe r iod  of rmlf a year - conver t s  

R 0 H H i n t o  Zb, a  new nap i l t i~yr id lne  d e r i v a t i v e  

/m.p. 1 8 9 - 1 9 0 ~ ~ ;  EtOH/. 
1 - a /  K = Xe 2 - 

b/ R = K t  S i m i l a r l y  from t h e  c l e a r  aqueous n o l i t o n  

of t h e  pyr idopyr imidine  / l a l 3 ,  t h e  whi t e  c r y s t a l s  of  t i e  n a p i l t h y r l d ~ n e  s t a r t e d  t o  

0 p r e c i p i t a t e d  a f t e r  a  few yea r s  / @ I  [m.p. 181-ld2 C ,  E ~ O ~ I ,  urnax / K B ~ /  beetwen 

3140-3270 broad,  1710, 1640 cm-l, Amax IEtOiil 266 /9200/ ,  327 /14300/,  337 

/15200/ and 357 nm /14100/;  6 /CUC13:CFjCOOH 1:1/ 1.43 Id,  314. 7-ire/, 1,49 I t ,  311. 

Me/, 1.77 / m ,  l H ,  6-Ha,/, 2,21 /m, l H ,  G-H 1 ,  2.92 112, 211, 5-mi2/, 3.89 / i ~ ,  lE ,  
eel 

7-H, J 
6e7a 4Hz8 J6a7a 9.5 Hz, J7a7-ile 5Bz/,  4.55 /q, 2 H .  0-CH2/ 7.60 l b r ,  1111, 

7.89 I s ,  l H ,  2-HI]. 

The same t r a n s f o r n a t i o n  was accomplished i n  2  hours i n  a  y i e l d  of GO-90 %, when 

t h e  pyridopyrimidine / l a /  was heated  i n  t h e  presence  of a  secondary aminr 1 i . e .  

p y r r o l i d i n e ,  p i p e r i d i n e l .  This  f a c t  s u g g e s t s ,  t h a t  t h e  a c t i v e  9-methylene group 4 

of t h e  tetral1ydro-4ii-pyrido(1,2-a)pyrimidin-4-ones / ; I  p lays  an  impor tant  r o l e  

i n  t h a t  type  of r i n g  t r ans fo rmat ion  r e a c t i o n .  The naph thyr id ine  121 may be formed 



according t o  t h e  ANROFC mechanism5 from pyridopyrimidine 111 v i a  t h e  carbanion 

form / J / .  Bases wi th  s t r o n g e r  nuc lcoph i l i c ' cha rac te r  1 i . e .  liH3, NH20111 r e a c t  3 

wi th  t h e  3 -es t e r  group of  t h e  pyridopyrimidines IlJ. 

The r i n g  t r ans fo rmat ion  of t h e  tetrailydro-4li-pyrido(1,2-a)pyrimidin-4-ones may 

provide  a f a c i l e  mcthod f o r  t h e  p repa ra t ion  of t h e  hexaliydro-l.8-napiitnyridin-4- 
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