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The origins, applications, and interrela-
tionships of the various substituent
constants used in the Hammett and
Taft equations are reviewed and ex-
amined for self-consistency. Recom-
mendations are made to standardize
notation and to correct some inconsis-
tencies. [The SCI® indicates that this

cations since 1964.}
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My interest in the Hammett equation
began with a PhD thesis under the di-
rection of W.F. Sager, and expanded
through a year of postdoctoral work
with E.S. Lewis. During the postdoctor-
al year at Rice University, R.W. Taft |
visited Houston and was gracious in
giving me an opportunity to talk with
him at length. That meeting between a
giant in the area of structure-reactivity
refationships and an eager, but green,
postdoc led to a long continued ex-
. change of ideas in diverse areas of
physical organic chemistry. Not long

after our meeting, Taft asked if | might
be interested in writing an article for
Progress in Physical Organic Chemistry.
Encouraged by Lewis, and with the
agreement of Sager to collaborate, | ac-
cepted the invitation. The article was
one of the first ones that | wrote after
taking a position at the State Umversuty

- of New York at Buffalo.

Hans )affé’s classic review! of the
Hammett equation,2 appearing in 1953,
had been followed by massive develop-
ment, primarily by Roberts,3 Taft,4 and
Brown,5 of linear free-energy relation-
ships. By 1963, there were enough dif-
ferent sigma scales and modifications
of the Hammett and Taft equations to
confuse even the initiates in the field.
In short, the time was right for a review.

The primary aim of the article was to
present a logical analysis of the basic
concepts of linear free-energy relation-
ships. 1 suspect, however, that the ma-
jor reason for the popularity of the
work lies in the extensive table of sub-
stituent constants that were gleaned
from the primary literature, rather than
in' the incisiveness of the logic. The
ideas formalized by Hammett,2 and ex-
tended by Roberts3 and Taft4 were,
and continue to be, of such importance
and wide applicability that a timely re-
view could not fail to attract cita-
tion—particularly if published in 2 me-
dium that had already gained a high
reputation. )

For a recent review, see reference 6.
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