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5-Azidopyr imidines  have not been descr ibed  in the l i t e ra tu re ;  this is a s soc ia ted ,  in pa r t i cu l a r ,  with the 
reduced reac t iv i ty  of the halogen a tom in 5-halopyr imidines  [1]. The introduction of an N-oxide group in the 
pyr imid ine  molecule  enabled us to synthes ize  5 -az ido-4-phenylpyr imid ine  1-oxide (II) [in 50% yield ,  m p  155- 
157~ (dec . ,  f r o m  benzene)[ ,  which is the f i r s t  r ep re sen t a t i ve  of az idopyr imidines  with an N-oxide  group,  
f r o m  5 -b romo-4 -pheny lpy r imid ine  1-oxide (I). T r e a t m e n t  of II with P C l  3 converted it to 5 -az ido-4-pheny l -  
pyr imidine  (III) [in 80% yie ld ,  mp 79-80~ (from pe t ro leum ether)].  Azide II is quite s table  with r e s p e c t  to 
diffuse light during s to rage ,  and i ts  m a s s  spec t rum contains an M + peak (m/e  213) with an intensi ty of 100% 
(70 eV, d i rec t  introduct ion,  100~ The stabil i ty of azide III with r e spec t  to light is considerably lower ,  and 
the M + peak (m/e  197) in i ts  m a s s  spec t rum has an intensity of 7% (70 eV, d i rec t  introduction,  30~ 

The poss ibi l i ty  of the synthes is  Of 5-az idopyr imidines  through 5-hydraz inopyr imid ines  is l imited by the 
access ib i l i ty  of the la t t e r .  We were  able to obtain 5 -az ido-2-methy lsu l fonylpyr imid ine  (VI) [in 55% yield ,  mp 
142-145~ (dec . ,  f r o m  alcohol)] by ni t rosat ion of the corresponding 5-hydraz inopyr imidine ,  and the possibi l i ty  
of nucleophilic substitution of the CH3SO 2 group in VI makes  it poss ib le  to obtain 2-subst i tu ted 5 - az idop y r im-  
idines;  in p a r t i c u l a r ,  2-methoxy der iva t ive  VII {mp 42-43~ was obtained with CH3ONa. 

A mix tu re  of f ive  subs tances ,  the pr incipal  components of which a r e  5H-pyr imido[5 ,5-b] indole  (IV) [in 
15~ yie ld ,  mp 239-241~ (from benzene)] and azopyr imidine  u [in 37% y i e l d ,  mp 186-189~ (with sublimation).  
UV s p e c t r u m  (in alcohol) ,  kma x (log e): 268 (4.35) and 341 (4.01) nm] is fo rmed  when azide III is i r rad ia ted  
(in CH2CI 2 with a DRSh-500 quar tz  lamp).  Photolysis  in CF3COOH solution (in Py rex  with an SVD-120A lamp) 
made it  poss ib le  to obtain IV in 90% yield.  The pr incipal  f ragmenta t ion  lines in the m a s s  spec t rum of indole IV, 
v i z . ,  M +, (M-27) +, and (M-54)  +, a r e  s imi l a r  to the data obtained for  9H-pyr imido[4 ,5-b] indole  [2]. UV spec -  
t r u m  of IV (in alcohol) ,  Xmax (log e): 212 (4.41), 239 (4.337, 257 (4.31), 298 (4.16), and 349 (3.41). 
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The IR spec t ra  of II, III ,  VI, and VII contain absorpt ion bands of an azide group at  2100-2200 cm -1, and 
the spec t rum of azide II a l so  contains a band at 1245 cm -1 (N ~ O). 

The s t ruc tu res  of the compounds obtained a r e  confirmed by the data f r o m  the PMR spec t ra  (5, ppm): II 
[d6-DMSO-CDC13 (2:1)] 8.80 (d, J =2 Hz, 2-H),  8.72 (d, 6-H),  and 7.32-8.03 (m, 5H, Ph); HI (CDC13) 9.05 
(s, 2-H),  8.66 (s, 6-H),  and 7.37-8.12 (m, 5H, Ph); IV (d6-DMSO) 11.71 (s, NH), 9.00 (s, 2-H and 4-H),  8.22 
(d, J = 8 Hz, 6-H),  and 7.17-7.67 (m, 7-H,  8-H and 9-H); V (CDC13) 9.34 (s, 2H, 2-H),  8.82 (s, 2H, 6-H),  and 
7.45-8.02 (m, 10H, Ph); u  (CDC13) 8.70 (s, 4-H and 6-H) and 3.31 (s, CH3); VII (CDC13) 8.35 (s, 4-H and 6-H) 
and 4.00 (s, CH3). The r e su l t s  of e l emen ta ry  ana lys i s  were  in a g r e e m e n t  with the calculated values .  
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The synthes is  of 4-ch loro-2- (o-hydroxyphenyl )quinazol ine  (I) by COC12-d imethyl formamide  (DM-F) s y s -  
t em has been descr ibed  [1]. F o r  se lec t ive  chlorinat ion we used the SOC12-DM~ s y s t e m  {10:1, at  85-90~ for  
1 h and 40 rain), which makes  it poss ib le  to avoid the diff icult ies  involved in working with phosgene.  This 
method was checked in the case  of the synthes is  of chloroquinazoline I f r o m  II and in the synthes is  of 4 - c b l o r o -  
6- (o-hydroxyphenyl )pyr imidine  (III) [in quant i ta t ive y ie ld ,  mp 152-153~ {from isooctane)].  PMR spec t rum:  
12.01 (1H, s ,  OH), 9.05 (1H, s ,  2-H),  8.35 (1H, s ,  5-H),  and 6.78-8.25 ppm (4H, m,  Ph)], 4 - c h l o r o - 2 - ( o -  
hydroxyphenyl)pyrimidine ImP 100-102~ PMR spec t rum:  12.65 (1H, s ,  OH), 8.87 (1H, d, J65 = 5.5 Hz, 6-H),  
7.66 (1H, d, 5-H),  and 6.80-8.46 ppm (4H, m ,  Ph)], 2 -ch lo ro-4- (1 -hydroxyphenyl )pyr imid ine  ImP 147-148~ 
PMR spec t rum:  11.83 (1H, s ,  OH), 8.81 (1H, d, J65 = 5.5 Hz,  6-H),  8.25 (1H, d, 5-H),  and 6.85-8.18 ppm (4H, 
m,  Ph)], and 2 -ch lo ro -4 -pheny l -6 - (o -hydroxypheny l )pyr imid ine  [rap 160-161~ PMR spec t rum:  11.33 (1H, s ,  
OH), 8.64 (1H, s ,  5-H),  and 6.73-8.44 ppm (gH, m,  Ph)] f r o m  the corresponding hydroxypyr imid ines .  When 
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a s ta r t ing  spot was observed  for  the crude ch toropyr imid ines  (on Silufol UV-254, elution with CH2C12 or ben-  
zene),  they were  sublimed in vacuo or solutions in CH2C12 or benzene were  passed  through a thin layer  of s i l i -  
ca gel .  The r e su l t s  of e l emen ta ry  ana lys i s  were  in a g r e e m e n t  with the calculated va lues .  The PMR spec t ra  
were  obtained f r o m  solutions in DMSO. 
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