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n-excessive heterocycles, 166 
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formation, 218 
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temperature and, 64 
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catalysed, 74 
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Cope, 268 
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SYN, 267 
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protonation, 73 

Quantum numbers 
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spin, 2 
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Quinuclidine 
basicity, 72 
complex with Me,B, 28 
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deuterium exchange and, 288 
in radical reactions, 326 
in S,1, 90 

Radical addition, 312-323 
carbon tetrachloride, 320 
halogens, 313 
hydrogen bromide, 316 
sulphenyl halides, 320 
vinyl polymerisation, 320 

Radical anions, 218 
Radical rearrangements, 335 
Radicals, 20,30,299-339 

acyl, 306,330,335 
addition to C=c, 313-323 
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alkyl, 301, 303,304, 324 
allylic, 311, 325,327, 329 
benzoyl, 330 
benzylic, 311,316, 329 
biradicals, 315, 330, 337 
bridged, 310 
chain reactions, 300,313, 314, 328 
combustion and, 299 
conformational equilibrium, 319 
cycloheptatrienyl, 308 
cyclohexadienyl, 331 
detection, 308 
dimerisation, 300, 305, 311, 313, 314, 

320,332,334 
l ,l-diphenyl-2-picrylhydrazyl, 301 
disproportionation, 305,313, 320,332 
e.s.r. spectroscopy and, 308 
formation, 303 
half-life, 301,305 
halomethyl, 320 
hetero, 302 
hydroxyl, 306 
in acyloxylation, 333 
in aromatic substitution, 331, 334 
in arylation, 332 
in autoxidation, 306, 318,328 

in Barton reaction, 337 
in Gomberg reaction, 333 
in halogenation, 323 
in hydroxylation, 332 
inhibitors, 300, 318, 321 
initiators, 314, 321 
in phenol oxidation, 334 
in polymerisation, 308, 320 
in Pschorr reaction, 334 
oxygen and, 300 
paramagnetic, 308 
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perbenzoate, 330 
phenoxy, 302,334 
peroxy, 315,328,337 
polar effects in, 325 
rearrangement, 325 
shape, 309,326 
solvent and, 309,324 
stability, 302, 309, 312,324 
stereoselectivity and, 318, 326, 333 
terminators, 300,321 
thiyl, 302, 319 
trapping, 302 
triphenylmethyl, 43,300,306,311 

Radical substitution, 323-335 
aromatic, 331 
autoxidation, 328 
halogenation, 323 

Radiolysis, 304 
Raman spectra, 134 
Raney nickel catalyst, 212 
Rate constant, k, 38, 39 
Rate equation, 39 

mixed order, 82,91 
T.S. and, 41 

Rate-limiting step, 39,40, 134, 148, 171, 
381 

Rate of reaction 
activation energy and, 37 
catalysts and, 41 
measurement of, 39 
a and, 366 
temperature and, 38 

Reaction 
collisions in, 38 
concerted, 341 
energetics of, 33, 37 
energy profile of, 37 
heat of, 34 
intermediates, 38,49 
kinetics of, 36 
molecularity, 79 
order, 39,79 
rate constant, 38 
rate-limiting step, 39 

types of, 30 
Reaction constant, p, 363 

attenuation of, 368 
determination of, 363 
effect of solvent on, 388 
physical significance of, 367 
rate-limiting step and, 368,381 
reaction centre and, 368 
reaction pathway and, 378 
sign of, 368 
values of, 364 
variation with solvent, 388 

Reaction mechanism, investigation, 43, 
375 

Reactive methylenes, 288 
Reagents, classification, 28 
Rearrangements, 30,32, 109-129,352- 

357 
alkanes, 108 
alkenes, 112 
allylic, 109 
aryl, 128 
Beckmann, l23 
benzilic acid, 232 
carbanions, 292 
carbocations, 109-119 
Claisen, 355 
configuration in, 116, 123 
conformation in, 115,118 
Cope, 354 
Curtius, l22 
diazoamino comps., 148 
diazoketones, 119 
dienone-phenol, 115 
Favorskii, 294 
Hofmam, 122 
hydroperoxides, l28 
in Friedel-Crafts, 108, 142, 145, 163 
intermolecular, 117, 143, 149,278 
intramolecular, 116, 122, 126, 127, 

279,355 
Lossen, 122 
migratory aptitude in, 114 
neopentyl, 110 
pinacol-pinacolone, 113 
radical, 335 
Schmidt, 122 
sigmatropic, 352 
stereochemistry of, 116,117,119 
steric effects in, 115 
Stevens, 293 
Wagner-Meemein, 111 
Wittig, 293 
Wolff, 119 

Redox reactions, 306 
Reimer-Tiemann reaction, 290 
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