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The relative dissociation constants of meta and para substituted pyridinium icns
in Hzo at 250C were collected from a number of sources., To understand the actual
substituent effects with a combination of inductive(I) and pi-electronic(Pi) effect

components, the LSFE eguation has been employed statistically.
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From the excellent correlations obtained, it is clear that (i) the I effect from meta
position is 1.2 times more effective than that from para one, the figure of which is
identical with that in general benzene reactivities, (ii) the Pi effect in para
position provides characteristically different sensitivities for pi-donor(-R) and pi-
acceptor (+R) classes of substituents; that is, more exalted and more depressed Pi
effects than that involved into ¢° constants for -R and +R groups, respectively.

The LSFE eguation has been also applied to the relative basicities of guinolines,
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In this series, we found that there exist the positional constancies of I effects,

C =Di/pi,4' in the guinclinium system, which are equivalent to those from various

i]
l-naphthyl reactivities, such as sclvolysis of 1-(l-naphthyl)ethyl chlorides.
Compared with earlier results from Taft's DSP and relevant treatments, the
scundness of the dual . approach, and further, the superiority of the LSFE treatment
have been demonstrated. Furthermore, a new and complete set of ¢® scales of pyridyl

and quinolyl groups has been determined and then, the aza substituent effects have

been discussed in the similar line.
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