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Thermodynamic Nitration Rates of Aromatic Com- 
pounds from Kinetic Data in Aqueous Sulphuric and 
Perchloric Acids. A Comparison of the Results 
Referred to Water as Standard State 

vatives. Discussions on the rate determining step of 
benzene are also reported accounting for the results 
in the range 5 l-82% HzS04 and 57-65% HC104 [7]. 
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R6le de 1’Eau et de la Nature du Solvant sur I’Orienta- 
tion de la R&&ion de Rms 

Thermodynamic nitration rates (ki) referred to 
water as standard state are given for some aromatic 
compounds nitrating via Wheland intermediate. 
The values have been calculated by a new mechanistic 
criterion (eqn. I) involving Mo activity coefficient 
relationship [ 141 (eqn. 2) 
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where a, = water activity, f = molarity activity coeffi- 
cient and suffixes i, j, etc. identify the indicators. 

Experimental rate constants (kzobs) measured 
both in sulphuric and perchloric acids have been used. 
Thermodynamic pK, values of nitric acid (equilib- 
ria 3 and 4) obtained by Raman spectra in sulphuric 
[5] and perchloric acids [6] have been also utilized. 

HNOa $ H’ + NO, (3) 

HNOa t 2HX * NO; + HaO’ + 2X- (4) 

The validity of the results and the confidence 
intervals of the values are discussed. 

A new nitration scale of reactivity, relative to 
benzene, is given for some substituted benzene deri- 
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L’etude de la reaction de condensation du form01 
sous differentes formes (formaldehyde en solution 
aqueuse , paraformaldehyde et trioxanne) sur le 
styrbne et divers substrats presentant le motif styre- 
nique a t5tB rCalisCe en presence d’un catalyseur acide 
fort. Ce role est ici jouB par des rCsines Bchangeuses 
de cations macroporeuses [l] . 
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I Produits secondaires 

Des solvants de basicite differentes, des constantes 
dielectriques variees, miscibles ou non a l’eau ont 
Bte choisis pour r&rliser ce travail. Ils se sont aver& 
dtre pour une grande part responsables de la haute 
sklectivitk de la reaction en dioxannes-I,3 ; l’autre 
part &ant jouee par Z’eau du milieu reactionnel et 
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