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The reported method f o r  the synthesis  of the t i t l e  compound (1) 

Skraup reac t ion on 4-chloro-2-ni t roan i l  i n e l  appeared unnecessarily long and 

tedious.2 We have developed a simple and highly regioselect ivo preparat ion 

of 6-chloro-5.8-quinolinedione (A) from Sr8-quinolinedione (3) by u t i l i z i n g  

an observation made by P r a t t  and Drake.' Addition of dry hydrogen chlor ide 

t o  a benzene so lu t ion  of 5,8-quinolioedione afforded an i n t e m d i i t e  

chlorohydroquinone , which was i so la ted  rap id ly  and oxidized by f e r r i c  

chlor ide t o  I t  the  by-product 7-chloro-5,8-quinolinedione (7% of the  t o t a l  

product) was removed by prec ip i ta t ion .  The isomeric chloroquinolinediones 

can be e a s i l y  separated from each o the r  and from the  parent  5,8- 

qninolinedione by TLC on s i l i c a  ge l .  

0 

CQ 0 

1 - 

0 

7-Chloro-5.8-quinolinedione and 2 were prepared from 8-hyd oxyquinoline i n  
y i e lds  of 25% and 215, respect ively,  as described? Thin l ayer  
chromatographic 8nilpSiS performed with 20 x 20 cm x 250 micron 
Analtech s i l i c a  gel  GF Uniplater.  

6-Chloro-5,8-quinolinedione (11.- A s t i r r e d  mixture of 10.2 g (64.1 U D ~ )  

of 2 and 600 mL of a reo t ropica l ly  dr ied benzene was t r ea t ed  with a moderate 
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s t ream of hydrogen c h l o r i d e  f o r  3 h r s .  The r e s u l t i n g  p r e c i p i t a t e  W 8 S  

c o l l e c t e d  and t r a n s f e r r e d  t o  a r e p a r a t o r y  funnel  con ta in ing  250 mL of 

chloroform, 71 g of f e r r i c  c h l o r i d e  hexahydrate,  125 mL of water ,  and 25 mL 

of conc. hydrochlor ic  ac id .  A f t e r  shaking f o r  1 min, t he  l a y e r s  - r e  

s epa ra t ed .  The aqueous phase was e x t r a c t e d  again with chloroform, and t h e  

combined o rgan ic  phase was d r i e d  (anhydrous magnesium s u l f a t e ) ,  f i l t e r e d ,  

and concentrated.  P r e c i p i t a t i o n  of by t h e  a d d i t i o n  of excess  hexane 

afforded 7.0 g (56%) of yellow s o l i d ,  mp. 176' (doc.) ,  lit.2 187' (doc.) .  

I R  (KBr): 1680, 1665, 1597 ca'l. PMR (300 MHz, r e 1  t o  Tlls): i3 9.09 (H-2, 

dd, 4.7 Hz, 1.7 Bz), 8.52 (H-4. dd, 7.9 Hz, 1.7 Hz) ,  7.74 (H-3, dd ,  7.9 Hz, 

4.7 Hz) ,  7.40 (H-7, I ) .  YS [70 eV, d e  ( r e 1  i n t e n s i t y ) ] :  195 ( 2 2 ) ,  193 

(&, 5 1 ) ,  167 ( 1 4 ) ,  165 ( 4 4 ) ,  139 (10 ) .  137 (331, 130 (59 ) s  102 ( l o o ) ,  77 

(66 ) .  76 (511, 75 (521, 53 (43 ) .  52 (181, 51  (381, 50 (66 ) .  

K. Calcd f o r  C9H4C1NO2: C, 55.84; H ,  2.08; N ,  7.24; C 1 ,  18.31 

Found: C. 55.84; H, 2.10; N, 7.16; C 1 ,  18.53 

Af te r  evaporat ion of t he  f i l t r a t e  from above, the mother l i q u o r  weighed 

1.60 B and cons i s t ed  of 61% of 1 and 39% of 7-chloro-5.8-qoinolinedione a s  

determined by 'H NKR (us ing  peak a t  I 7.40 f o r  1 and 7.32 f o r  t h e  o t h e r  

isomer) The Rf values  on s i l i c a  g e l  developed with dichloromethane-ethyl 

a c e t a t e  (6:4)  were: 1, 0.66; 2, 0.56; and 7-chloro-5,8-quinolinedione, 

0.73. 
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spectrum and t o  Ys. Y. C. S h o r t e r  f o r  ob ta in ing  t h e  mass spectrum. This 
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