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Reaction of 4-arylthiosemicarbazones of aromatic aldehydes with w- 
bromoacetophenone gives N-(3, 4-diarylthiazoyl-2)-N'-benzalhydra- 
zines. 

In a previous  paper,  we desc r ibed  the p repa ra t ion  
of a number  of subst i tu ted 4 -pheny l th io semica rbaz ides  
f rom the co r re spond ing  phenyl iso th iocyanates  and hy- 
d raz ine  hydrate  in aqueous ethanol [1]. Substi tuted 4-  
pheny l th iosemica rbazones  of a romat ic  aldehydes a re  
p repa red  by heat ing 4 - a r y t h i o s e m i c a r b a z i d e s  with a r o -  
mat ic  aldehydes in ethanol [2, 3]. It i s  known that a 
number  of a r y l t h i o s e m i c a r b a z o n e s  exhibit  an t i t ube r -  
cu l a r  act ion [4, 5]. It was of i n t e r e s t  to synthes ize  and i n -  
ves t iga te  N- (3 ,4-d ia ry l th iazo ly l -2) -NV-benza lhydraz ine  s. 
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Absorp t ion  c u r v e s  in  ethanol  (0-5. l0  -5 M): 
1) 4 - p - b r o m o p h e n y l t h i o s e m i c a r b a z i d e ;  
2) p -n i t robenza ldehyde  4 - p - b r o m o p h e n y l -  
t h i o s e m i e a r b a z o n e ;  3) n - [ 3 - ( p - b r o m o p h e n y l ) -  
4 -pheny l th iazo ly l -2  ]- N ' -  (p -n i t robenza l )  hy-  

d r az ine .  

These compounds r e s e m b l e  de r iva t ives  of hydraz ides  
of acids ,  among which have r ecen t ly  been found com-  
pounds with valuable  physiological  p rope r t i e s  [6-8]�9 

Subst i tuted N - 3 , 4 - d i a r y l t h i a z o l y l - 2 ) - N ' - b e n z a l h y -  
d raz ines  were syn thes ized  by boi l ing subs t i tu ted  
4 -pheny l th iosemica rbazones  of aldehydes with co- 
bromoacetophenone [9]. 
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Some compounds are  obtained as hydrobromides  
I, but in the m a i n  synthes i s  y ie lds  the f ree  bases  II. 
Column chromatography  on a lumina  causes  sa l t s  I 
to lose hydrogen b romide ,  and leads to i so la t ion  of 
the f ree  ba se s  II (table). They are  b r igh t  orange 
to r ed  c rys t a l l i ne  compounds,  s l ight ly  soluble  in 
m o s t  o rgan ic  so lven ts ,  and c r y s t a l l i z i n g  f rom ethanol .  

Compar i son  of absorp t ion  s p e c t r a  of 4 - ( p - b r o m o -  
phenyl) t h i o s e m i c a r b a z i d e  (1), p -n i t robenza ldehyde  
4 - (p -b romopheny l )  t h i o s e m i c a r b a z o n e  (2), and N- 
J3- (p -b romopheny l ) -4 -pheny l th iazo ly l -2 ]  ~N' -  (p- 
n i t robenza l )  hydraz ine  (3) shows that  on pass ing  
f rom the subs t i tu ted  4 - phe ny l t h i o se mi c a r ba z i de  
(1) to the c o r r e spond i ng  t h i o s e m i c a r b a z o n e  (2) the re  

p-CHsO 
p-CaHrO 
io-Cl 
m-Cl 
o-CHa 
p-CHaO 
p-C~HsO 
p-C3HTO 
p-NI-I~SO2 
p-COOC~Hs 
o-Cl 
m-Cl 
p-Cl 
p-COOC~H5 
p-Br 

p-N(CHa)2 

p-N02 

o-OH 
o-OH 

N- (3,4- D i a r y l t h i a z o l y l - 2 ) - N - b e n z a l h y d r  azine s (II) 

Mp, ~ 

176--177 
159--160 
188--190 
222--223 
212--213 
198--199 
205--206 
194--195 
209--210 
198--199 
199--200 / 
219--220 f 
175--176 
194--195 
191--192 

Formula 

C2BH2iN4OS 
C2vH28N4OS 
C24H21ClN48 
C24H~aCIN4S 
C2~H18N402S 
C2aHIsN403S 
C24H2oN403S 
C25H22N403S 
C22HITNsO4S~ 
C25H2oN404S 

C22HI~CIN402S 

C25H2~NaOaS 
C2~HIsBrN3OS 

Element Found, % 

13,24; 13,40 
11.97; 11.95 
12.94; 13.04 
12.65; 12.87 
13.34; 13.50 
7.62; 7.70 

12,38; 12.48 
12.37; t2,44 
14.61; 14.68 
11.84; 11.81 
13.16; 13.26 
12,84; 12,90 
7.54; 7,56 
9.97; 9.88 
9,16; 9,36 

Calculated, 9o 

13.08 
12.28 
12.95 
12.95 
13.53 
7,44 

12,61 
12.22 
14.61 
I 1.86 
12.88 
12.88 
7.36 
9.48 
9.33 

Yield, 

77 
86 
54 
85 

10O 
35 
85 
79 

100 
100 
100 
100 
42 
86 

100 

% 

= 7 
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is an 88 m# ba thochromic  shift ,  and that  the hydraz ine  
de r i va t i ve  (3) absorbs  at 70 m# lower  than the 4-  
a r y l t h i o s e m i c a r b a z o n e  d e r i v a t i v e ,  f r o m  which it  is 
obtained.  

EXPERIMENTAL 

N- 3-(m-Chlorophenyl)-4-phenylthlazolyl- 2-N'-(p-dlrner~yl- 
aminobenzal)hydrazine. 2 g p-dimethylaminobenzaldehyde m-cb.loro- 
phenylthiosemicarbazone was dissolved in 50 ml EtOH, 1.2 g w-bro- 
moacetophenone added, and the mixture refluxed on a water-bath for 
:t5-20 rain. On cooling yellowish-orange crystals separated; they were 
filtered off, washed with EtOH, and dried. Yield 2.5 g (85%), mp 
222-223 ~ (ex EtOH). The compounds tabulated were prepared similarly. 
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