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Lecture Topic III.17: Radicals I
Substituents Stabilize Carbon-Centered Radicals
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Lecture Topic III.17: Radicals I
Resonance Stabilizes Carbon-Centered Radicals
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Lecture Topic I11.17: Radicals I
Peroxide-Mediated Hydrobromination

Br, H

U L HBr
Peroxide-initiated hydrobromination
. \ 1,
is an alternative way to add H and Br peroxides W 11,

(ROOR)
@ Initiation

@ Propagation

@ Net Reaction

Notes

257




Lecture Topic II1.17: Radicals I
A Radical Chain Reaction
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Termination occurs when any two radicals come together:
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Lecture Topic I11.17: Radicals I
Peroxide-Mediated Hydrobromination
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Once again, the major product is that derived from the more stable
intermediate, in this case the more substituted radical that picks up the H

atom, so we get: [(C)
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Lecture Topic II1.17: Radicals I
Peroxide-Mediated Hydrobromination

Note that the peroxide-mediated (radical  intermediate)
hydrohalogenation yields the so-called “anti-Markovnikov” product,
while the peroxide-free hydrohalogenation (carbocation intermediate)
yields the Markivnikov product. This gives a researcher access to
whichever product is desired:

H X X H
HX HG . H hx
- iy ——— - - oy
H3C* H peroxides /\ H,;C "H
HsC H (ROOR) H3C H HsC H

®

©

Notes

260






