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This book, the first textbook in the field, was pub-
lished when the organic chemistry of free radicals
was beginning to attract increased attention. The
book provided an easily understood and accessible
guide to the mechanisms of free radical reactions to
a generation of students. It was widely adopted and
used at many universities and by research workers.
As the reviewer for the Journal of the American
Chemical Society stated, this book “...is clearly writ-
ten and the coverage is both thorough and up-to-
date....” [The SCI® indicates that this book has been
cited in more than 290 publications.]
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I received a PhD in chemistry at the University
of California, Berkeley, where, at that time, few
faculty members had an interest in radicals. |
had done a thesis on the mechanism of the aldol
condensation (nary a radical in sight!) and was a
babe in the radical woods. At that time, the
study of ionic reaction mechanisms seemed to
be dominated by talented researchers, and I
wanted to find another pond into which to stick
my oar. Thus, | started my career at the Califor-
nia Research Corporation doing fundamental re-
search on vinyl polymerization and sulfur oxida-
tions, both of which are radical-mediated
processes. Cheves Walling, whose ground-
breaking monograph! had recently been pub-
lished, was a consultant there.

Thus, my free radical education began. |
started by devising mechanistic schemes for the

labyrinth of radical reactions through which -

both elemental sulfur and sulfur compounds
wend their way.2 When | moved to academia in
1960, | began research on the mechanism of the
displacement reaction by both polymeric and
monomeric free radicals, using disulfides
as a model for the study of the Walden in-
version reaction by free radicals on carbon
compounds.3

As | began teaching and directing graduate
students in free radical chemistry, the need for a
textbook in the field became painfully clear.
Walling’s monograph had used an organization
in which vinyl polymerization was considered
first. Since, at that time, most free radical chem-
ists (including myself) began life as polymer
chemists, that was quite natural. However, poly-
mer chemistry was a terra even more incognita
to most students than was free radical chemistry.
Therefore, | decided to organize organic radical
reactions with less dependence on polymer ki-
netics and in a way that would be both lucid and

comprehensive.

The book became popular and was translated
into a number of languages, induding Russian
and’ Japanese. The reviewer for the Journal of
the American Chemical Society commented that
many workers found it useful to “...routinely
recommend the book to research students as the
best place to begin.”4

In 1 attribute the success of the
book to three factors: the burgeoning popularity
of the study of organic free radical reactions, a
style that was meant to be transparent and im-
mediately accessible to readers, and a surprising
absence of competing texts. The absence of an
updated text for current students in this field is,
unfortunately, true again today.

Many free radicals have flowed under the
bridge in the years since this book was pub-
lished. Today the study of radicals is more popu-
lar than ever. Radical reactions play a useful,
important, and acknowledged role in organic
syntheses. Radicals are formed by electron
transfer even in reactions formerly thought to be
nonradical processes (such as the Grignard reac-
tion). Since the discovery of superoxide dis-
mutase in 1968,5 | and many other workers have
concentrated on the vital role free radicals play
in biological systems. In view of the demon-
strated usefulness and importance of radical re-
actions in these fields, it remains disappointing
to me that most sophomore organic texts con-

" tinue to offer a dated and incomplete treatment

of radicals, which are presented as arcane and
exotic (e.g., a special way to add HBr to olefins
or to derivatize methane!).
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