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Recent ly ,  Z. N. Nazarova  et al. [1] published a b r ie f  communicat ion  devoted to the synthesis  and reac t ions  of 
f l -b romo-subs t i t u t ed  furans ,  which may be r ep re sen t ed  by the following scheme:  
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In it, with a r e f e r e n c e  to out paper  [2] and to a patent [3] it is shown that "the methods r epor t ed  in the l i t e r a tu re  fo r  
obtaining them (i. e . ,  f l - subs t i tu ted  furans)  a re  cum be r som e  and give low yields.~ In re la t ion  to our paper  [2] this 
evaluat ion does not cor respond  to the t rue  posi t ion,  s ince it d e s c r i b e s  the synthesis  not of mona-ha logen-subs t i tu ted  
furans  but of 2 - ace ty l -4 -b romofu ran ,  fo r  the p repa ra t ion  of which the Nazarova et al [1] propose  no other  method 
whatever .  In addition to this ,  in evaluat ing the informat ion f rom the patent [3] in the way descr ibed  above, Z. N. 
Nazarova  et al. use essen t ia l ly  the same method, m e r e l y  rep lac ing  the alkali  used in the dehydrobrominat ion of I by 
quinoline which, of course ,  is more  convenient  but in p r inc ip le  does not depart  f r o m  the f r amework  of a pure ly  
methodical  development  of the idea of the patent.  

On examining the expe r imen ta l  par t  of the paper  [1], we turned our attention to the fact that the yield of 
3 -bromofuran  (II), according  to the authors  [1], is 78%. Never the l e s s ,  the amount of quinoline by weight given by the 
authors  amounts to approximate ly  only half of that n e c e s s a r y  s to i ch iomet r i ca l ly  for  the fo rmat ion  of the hydrobromide ,  
and the yield of II cannot be higher  than cor responds  to the amount of quinoline taken. In actual fact ,  on repeat ing  the 
au thors '  [1] exper iment  under the same conditions we obtained not more  than t r a c e s  of II, and only when the amount of 
quinoline was inc reased  to 2 moles  per  mole of the d ibromide I did the yield of II r each  60%. 

However ,  the most  impor tant  fact  is that the product  of acetylat ion,  desc r ibed  by the authors [1] as a liquid with 
bp 222 ~ C, n}~ 1.5489, d 2~ 1.6240, is cons idered  as an individual compound to which the s t ruc tu re  III is asc r ibed .  In 
the f i r s t  place,  it is e x t r e m e l y  unlikely that a compound of such s t ruc tu re  can be dis t i l led  at a tmospher ic  p r e s s u r e  
and this  not over  a range  but at a specif ic  t empera tu re .  Such a dis t i l la t ion,  as  we have convinced ourse lves ,  will  lead 
to pronounced darkening of the substance and wil l  even make it imposs ib le  to m e a s u r e  i ts  r e f r a c t i v e  index. More  
se r ious ,  however ,  is the fact  that the authors [1], in a sc r ib ing  the s t ruc tu re  III to the ace ty la t ion  product,  cons ider  
that "in accordance  with the ru les  of or ienta t ion n there  is only one poss ib le  d i rec t ion  of substi tution. Never the les s ,  
in the acylat ion of he te rocyc l i c  compounds of this type, just  in accordance  with the ru les  of or ientat ion,  the re  is 
always a cons iderable  probabi l i ty  that the substi tuent wil l  en ter  into the second f r ee  c~ posit ion.  In actual fact,  the 
product  of the acetyla t ion of II that we obtained as desc r ibed  in [1], which is a liquid with bp 107-110 ~ C (15 mm),  
n}~ 1.5510, c rys t a l l i z ing  on cooling, is ,  as was to be expected,  a mix ture  of 2 - a c e t y l - 3 -  and -4 -b romofu rans  present ,  
accord ing  to GLC, in a ra t io  of ~4 : 1. By the l o w - t e m p e r a t u r e  c rys ta l l i za t ion  of this mix tu re  f rom ether  it is 
poss ib le  to isola te  a compound which, a f t e r  r e c ry s t a l l i z a t i on  f rom heptane, has mp 43 .5-44  ~ C and is pure 2 - a c e t y l -  
3 -b romofuran  (III). Found, %: C 37.67; H 2.51; Br 42.42. Calculated for  C~HsBrO 2, %: C 38.12; H 2.67; Br 42.28. 
Semicarbazone ,  mp 221-222 ~ C (from ethanol). Found, %: N 17.18. Calculated for  CTH~BrN302, %: N 17.08. The 
action of sodium hypobromite  on the ketone III gave 3 -b romofu ran -2 -ca rboxy l i c  acid, mp 159.5-160 ~ C f rom a mix ture  
of heptane and ethyl ace ta te .  Found, %: C 31.63; H 1.64; Br 41.65. Calculated fo r  CsH3BrO ~, %: C 31.44; H 1.58; 
Br 41.85. The tes t  of the pur i ty  of the acetyla t ion products  and an analysis  of the mix tu res  in compar i son  with 
authentic samples  were  c a r r i e d  out on an LKhM-4 chromatograph  with a the rmal  conductivity de tec tor  using helium as 
the c a r r i e r  gas at a ra te  of 40 m l / m i n  with a s ta in less  s tee l  column 2 m long and 4 mm in d i ame te r  with 0.5% of 
poly(ethylene glycol  succinate)  on glass  beads,  at a t e m p e r a t u r e  of 160 ~ C. The sample  of 2 - a c e t y l - 4 - b r o m o f u r a n  was 
obtained as desc r ibed  p rev ious ly  [2]. 
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