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Equilibrium Isotope Effects on the 
Proton Transfer Reactions of Methylbenzenes 

Sir: 

It has recently been reported1 that the proton transfer 
equilibrium between an alkylbenzene and its analogue for 
which the side chain is deuterated 

C6Hn(RD)(^)H+ + C6H„(RH)(6-„) 
^ C6Hn(RD)(6.„) + C6Hn(RH)(6-„)H+ (1) 

favors the formation of the nondeuterated protonated alkyl­
benzene. Values of AG° at 300 K ranging from -0.175 ± 
0.053 kcal/mol for 

1,3,5-C6H3(CDj)3H
+ + 1,3,5-C6H3(CH3)3 

J=S 1,3,5-C6H3(CD3)3 + 1,3,5-C6H3(CH3)3H
+ (2) 

to -0.328 ± 0.040 kcal/mol for 

CD3C6H5H+ + CH3C6H5 <=* CD3C6H5 + CH3C6H5H+ 

(3) 

were derived from the equilibrium constants 

-RTInK^ = AG" 

observed in isotopic analogue mixtures of toluenes, xylenes, 
and mesitylene in a pulsed ion cyclotron resonance spectrom­
eter. The existence of such large isotope effects on the heats 
of formation of protonated alkylbenzenes was interpreted as 
evidence for hyperconjugative stabilization of the protonated 
alkylbenzenes.1 

In the course of an investigation in this laboratory of proton 
transfer equilibria, results have been obtained which indicate 
that, contrary to the result reported by Hehre et al.,1 the proton 
affinity of C6H5CD3 is, within experimental error, the same 
as that of C6H5CH3. This conclusion was derived from ex­
periments performed in the NBS pulsed ion cyclotron reso­
nance spectrometer2 in which the equilibrium constants were 
measured3 for the proton transfer equilibria between propi-
onaldehyde and the two toluenes 

C2H5CHOH+ + CH3C6H5 <* C2H5CHO + CH3C6H5H+ 

AG0
3uo = -0.43 ± 0.05 kcal/mol (4) 

C2H5CHOH+ + CD3C6H5 <=± C2H5CHO + CD3C6H5H+ 

AG°300 = -0.44 ± 0.05 kcal/mol (5) 

as well as the corresponding equilibria involving methyl for­
mate 

CH3OCHOH+ + CH3C6H5 «=± CH3OCHO 
+ CH3C6H5H+ AG°30o = -0.77 ± 0.05 kcal/mol 

(6) 

CH3OCHOH+ + CD3C6H5 <=* CH3OCHO 
+ CD3C6H5H+ AG°300 = -0.79 ± 0.05 kcal/mol 

(7) 

(where 1 kcal/mol = 4.18 kJ = 0.043 eV). These results imply 
that the value of A(J0

3uo for reaction 3 is 0.00 ± 0.05 kcal/mol. 
(In calculating these equilibrium constants, the abundances 
of the two protonated toluene ions were corrected for the 
presence of l3C-labeled parent toluene ions, but the abundance 
of CD3C6H5H+ was not corrected for the estimated 1 at. % 
insufficient deuteration of the CD3C6H5.

4) In the earlier in­
vestigation,1 equilibrium 3 was observed in a mixture of 
CD3C6H5 with CH3C6H5 using AsH4

+ as a proton donor in 
the system. This experiment could not be duplicated to give a 
meaningful result because the CyH5D2

+ ion which is formed 
in CyH5D3 has the same mass as CH3C6H5H+. 

Because of the discrepancy between the results reported by 
Hehre et al.1 and those implied by the measured free energy 
changes for equilibria 4 through 7, a careful determination was 
made of the equilibrium constant for the proton transfer be­
tween p-xylene and p-xylene-<i6 

p-(CD3)2C6H4H+ +/7-(CH3)2C6H4 

^/HCD 3 ) 2C 6H 4 + />-(CH3)2C6H4H+ (8) 

where Kcq in the discussion which follows is defined as 

= b-(CH3)2C6H4H+] [P-(CDj)2C6U4] 
eq [P-(CDj)2C6H4H+] [p-(CH3)2C6H4] 

In order to accurately determine this equilibrium constant, 
three different p-(CD3)2C6H4-/J-(CH3)2C6H4 mixtures of 
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known composition were prepared on a vacuum line. During 
a determination, one of these mixtures was admitted to the 
instrument through a given inlet, while a proton-donor reagent 
gas was flowed into the instrument through a different inlet. 
Both arsine and methane were used as proton-donor gases. 
Possible errors due to calibration of the pressure-measuring 
ionization gauge for the different gases were eliminated by the 
use of such mixtures made up on a vacuum line. 

The observed equilibrium constant for reaction 8, corrected 
only for the 13C contribution of the (CHa)2C6H4

+ and 
(CDa)2C6H4

+ ions, had a value of 1.00 ± 0.06, corresponding 
toa value of AG°3oo of 0.00 ± 0.03 kcal/mol. This value was 
independent of the composition of the mixture used, inde­
pendent of the pressure of the mixture or of the proton-donor 
gas, and independent of the energy of the ionizing electrons. 
A value for AG0

30o of -0.185 ± 0.018 kcal/mol was reported 
for reaction 8 in the earlier investigation.1 

One possible source of error in the measurements would be 
insufficient deuteration of the p-xylene-c/6. The isotopic purity 
of the p-xylene-</6 used here4 was listed as 99 at. %. If we as­
sume that, indeed, the CsH4D6 sample contained 6% CgHsDs, 
and correct the composition of the mixtures accordingly, the 
observed equilibrium constant for reaction 8 is decreased to 
0.94, which corresponds to a value of AG°3oo of +0.04 kcal/ 
mol. Another way of estimating the possible importance of 
insufficient deuteration is to observe the ratios of the two parent 
ions, (CDa)2C6H4

+ and (CHa)2C6H4
+, and assume that these 

will be approximately the same as the ratios of the corre­
sponding molecules in the mixtures. This assumption leads to 
a value of Keq of 0.85 ± 0.04, corresponding to a value of 
AC°3oo of +0.099 ± 0.03 kcal/mol. Actually, it is certain that 
the latter assumption leads to a value of the equilibrium con­
stant which is somewhat too low, and thus the value of 0.85 
derived in this way may be considered as a lower limit. It is 
generally observed that deuterium-substituted compounds have 
ionization potentials higher than those of their nondeuterated 
analogues.5 (For example, the ionization potential of cyclo-
hexane-di2 is higher than that of cyclohexane by 0.46 kcal/ 
mol;3'5 the ionization potential of benzene-c/6 is higher than 
that of benzene by 0.03 kcal/mol.67) This expected difference 
will be reflected in the equilibrium constant of the charge 
transfer equilibrium 

P-(CHs)2C6H4 + P-(CDa)2C6H4
+ 

^ P-(CHa)2C6H4
+ + P-(CDa)2C6H4 (9) 

thus causing the ratio of deuterated to undeuterated parent ions 
to be slightly lower than the ratios of the corresponding neutral 
molecules in the mixture. (The results obtained here indicate 
that the equilibrium constant for reaction 9 is 1.11 ± 0.06, 
assuming 6% insufficient deuteration.) 

In conclusion, the results obtained here show that the 
equilibrium constant for the proton transfer equilibrium in 
p-xylene and p-xylene-d6 is in the range 0.85-1.00. Uncer­
tainties in the equilibrium constant measurement result from 
uncertainties in the degree of insufficient deuteration; if the 
correction for insufficient deuteration is ignored, the impor­
tance of the proton transfer to the undeuterated species will 
be overestimated. The isotope effect on the proton transfer 
reaction, if it exists, is small (~0.05 kcal/mol). 
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Synthesis of Azulenes by the 
[6 + 4] Cycloadditions of 6-Aminofulvenes 
to Thiophene S,S-Dioxidesf 

Sir: 

Azulenes have been synthesized by a variety of methods,1 

of which the Ziegler-Hafner synthesis2 has proven to be the 
most versatile. Recently, we reported an intermolecular version 
of this synthesis,3 exploiting the propensity of very electron-rich 
dienes to add in a [6 + 4] fashion to fulvenes.4 Reversing the 

Scheme I 

f This article and the "Woodward blue" 5,6-dichloroazulene are dedicated to 
Professor R. B. Woodward on the occasion of his sixtieth birthday. 

Communications to the Editor 


