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                   Nitroso-ethylbenzenes. 

                       By Yojiro TSUZUKI. 
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   Derivatives of ethylbenzene are of great interest as the materials for 
investigating the electronic nature of alkyl radicals. But unhappily only 
little is known of these compounds in contrast with substituted methyl-
benzenes, probably because of the fact that pure ethylbenzene has not 
hitherto been an easily accessible compound. 
   The present author has now prepared o- and p- nitroso-ethylbenzenes 
with a view to compare their properties with those of nitroso-toluenes. (1) 
Among these compounds, however, o- nitroso-ethylbenzene is already 
obtained by R. E. Lutz and M. R. Lytton,(2) who described it briefly as
asubstance melting at 61°, and being difficult to bring in the state of

analytical purity. 

   The present author has synthesized nitreso-ethylbenzenes by the 
reduction of the corresponding nitro-compounds, obtained by the nitration 

of ethylbenzene. 
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   Nitration of Ethylbenzene.(;) The mixture of 83g. fuming nitric 
acid (d=1.45) and 81 g. concentrated sulphuric acid (d=1.84) was added
drop by drop to 100 g. ethylbenzene (boiling point 133°, n20D=1.49540,

d204=0.86644, obtained by fractionating technical ethylbenzene) for several
hours at 0℃(4) with mechanical stirring. Oil was separated from the

layer of the acid, washed with water and distilled under reduced 
pressure with a Tichwinski fractionating column. The thrice repeated 
fractional distillation gave 30 g. pure o- nitro-ethylbenzene (boiling point
86-88° (5 mm.), n20D=1.53483, d204=1.1139) and 15g. pure p- nitro-ethyl-
benzene(boiling point 101-102°(5 mm.), n20D=1.54585, d204=1.1192).

    o- and p- Nitroso-ethylbenzenes. The reduction of the nitro-ethyl-
benzenes into the corresponding nitroso-compounds was carried out in a 
similar way as described in the previous paper. M 7.5 g. nitro-compound 
were dissolved in 30 c.c. boiling ethyl alcohol, and 10 c.c. hot 2 n-ammo-
nium chloride were added. To this solution 10 g. zinc dust were added 
in small portions in 10 minutes with vigorous shaking. After 5 minutes 
the residue was filtered off and a dilute ice-cold solution of 27 g. 
FeCl3+6H2O was poured to the solution. The reaction product was sub-
jected to steam distillation immediately, whereby the nitroso-compound 
was isolated and purified. Yield 2 g. (30% of the theory). 

   o-Nitroso-ethylben.zene: colourless bright needles (from ethyl
alcohol)melting at 61.5.° Found:N,10.04. Calculated for C8H9NO:N,

10.37%. p-Nitroso-ethylbenzene : volatile green oil ; it becomes very
sticky at-30℃, but does not solidify even at-80℃;it decomposes slowly

on standing, and rapidly at 120ｰC. Found:N,10.27. Calculated for
C8H9NO: N, 10.37%. 

   The author wishes to thank Dr. K. Ohasi for supplying him 
ethylbenzene. 
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