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formation from D-amino acid oxidase-cata-
lyzed oxidation of putrescine—glyoxylate
adduct, 41
Cations
transport by modified dibenzo-18-crown-6
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enzyme-activated irreversible inhibitors, ste-
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‘[ phinothricin, characterization, 154
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#-chloroacetylpyridine adenine dinucleotide,
formation of chromophoric species, 91
Xlryptamine-4,5-dione, 253
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acidic properties in gas phase, theoretical
study, 361
Hydrogen tunneling
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acetylcholine, cholinesterase-catalyzed, salt
effects, 13
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dimethyl sulfoxide: carboxypeptidase A
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a-(benzoylamino)cinnamoyl derivatives of
amino acids, carboxypeptidase A-cata-
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Co(IIl) chelated amide, catalysis by internal
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O-isopropyl  t-butylphosphonofluoridate by
parallel paths for nucleophilic displace-
ment, 160; erratum, 458
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diastereomeric salts, differentiation and analy-
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sis of stereochemical requirements in py-
ruvate decarboxylase, 136
racemic, synthesis and purification, 425
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cytochrome P450-catalyzed, mechanistic stud-
ies with P450 model systems, review, 440
5-Hydroxytryptamine, see Serotonin
L-B-Hydroxyvaline
synthesis from a-keto-B-hydroxyisovalerate
with leucine dehydrogenase derived from
Bacillus sp., 116
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hydrolysis by parallel paths for nucleophilic
displacement, analysis, 160; erratum, 458
Isotope effects
intrinsic, calculations, and detection of hydro-
gen tunneling in enzyme-catalyzed reac-
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a-Keto-B-hydroxyisovalerate
hydrolysis to L-8-hydroxyvaline by leucine de-
hydrogenase derived from Bacillus sp.,
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Lecithin—cholesterol acyltransferase, see Phos-
phatidylcholine-sterol acyltransferase
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B-hydroxyisovalerate (Bacillus sp.), 116
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reaction with thioesters of (methylenecyclo-
propylacetic and B-(cyclopropylidene)
propionic acids, analysis, 221
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Boc-protected derivatives, Michael addition
to a-methylene-y-butyrolactones, stereo-
chemistry, 199
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Melanin
biosynthesis, role of stable quinone methide
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formation during tyrosinase-catalyzed oxi-
dation of a-methyl dopa methyl ester, 144
Membranes
liposomal, lecithin-based, associated cation
transport by modified dibenzo-18-crown-6,
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alone or mixed with water or dimethyl sulfox-
ide, effects on position of ring-chain equi-
librium in cholinergic anabaseine and N-
methylanabaseine, 395
N-Methylanabaseine
cholinergic, hydrolysis: effects of cosolvents
on position of ring-chain equilibrium, 395
Methyl 2-carboxy-6-(2-imidazoleazo)benzoate
hydrolysis in dimethyl sulfoxide, bifunctional
catalysis by metal ion and carboxylate an-
ion: carboxypeptidase A model, 207
a-Methyl dopa methyl ester
tyrosinase-catalyzed oxidation, associated for-
mation of stable quinone methide and im-
plication for melanin biosynthesis, 144
a-Methylene-y-butyrolactones
Michael addition of Boc-protected lysine deriv-
atives, stereochemistry, 199
(Methylenecyclopropyl)acetic acid
thioester, reactions with lithium diisopropyl-
amide and renal acyl dehydrogenase, 221
1-Methyl-2-nitrosoimidazole
reduction potential, relationship to physiologi-
cal activity, comparison with nitro precur-
sors, 265
Michael addition
Boc-protected lysine derivatives to a-methy-
lene-y-butyrolactones, stereochemistry,
199
Models
carboxypeptidase A
associated reactions: bifunctional catalysis
by metal ion and carboxylate anion in
hydrolysis of alkyl ester and alkyl amide
in dimethyl sulfoxide, 207
various studies, review, 345
cytochrome P450, mechanistic studies and se-
lective catalysis, review, 440
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ionic, and carboxylate anion, bifunctional ca-
talysis in hydrolysis of akyl ester and alky!
amide in dimethyl sulfoxide: carboxypep-
tidase A model, 207
Nitrosobenzenes
substituted, reduction potential, relationship to
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physiological activity, comparison with ni-
tro precursors, 265
1-Nitrosopyrene
reduction potential, relationship to physiologi-
cal activity, comparison with nitro precur-
sors, 265
NMR, see Nuclear magnetic resonance
Nuclear magnetic resonance
S-aminolevulinate, identification of multiple
forms in agueous solution, 381
la,25-dihydroxyvitamin D;, conformational
analysis, 19
Nucleophilic displacement
in O-isopropyl t-butylphosphonofluoridate hy-
drolysis, parallel paths, 160; erratum, 458
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Orotate phosphoribosyltransferase
inhibition by stable and nonmetabolizable C-
glycosylphosphonyl analogs of 5-phos-
phorylribose 1-a-diphosphate, 165
Oxidation
electrochemical, 5-hydroxytryptamine in aque-
ous solution at physiological pH, 291
a-methyl dopa methyl ester, tyrosinase-cata-
lyzed, associated formation of stable
quinone methide, implication for melanin
biosynthesis, 144
putrescine—glyoxylate adduct to 2-carboxy-
4,5,6,7-tetrahydro-1,3-diazepine, catalysis
by p-amino acid oxidase, 41
spermine and spermidine, pK, of products,
masking by ring-chain tautomeric equilib-
rium, 85
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physiological, effect on electrochemical oxida-
tion of S-hydroxytryptamine in aqueous
solution, 291
Phosphatidylcholine-sterol acyltransferase
stereospecificity in enzyme-substrate recogni-
tion, 179
Phosphatidylserine
phosphorothioate analogs, synthesis and con-
figurational assignment, 78
Phosphinothricin
cyclic analogs, synthesis and interaction with
glutamine synthetase, 154
Phospholipids
chiral at phosphorus
synthesis and configurational assignment of
phosphorothioate analogs of phosphati-
dylserine, 78
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synthesis of dioleoylthiophosphatidylcholine
and stereospecificity of lecithin—choles-
terol acyltransferase, 179
Phosphonic acid, see Phosphorous acid
Phosphorothioate
analogs of phosphatidylserine, synthesis and
configurational assignment, 78
Phosphorous acid
as internal cocatalyst in hydrolysis of Co(III)
chelated amide, evaluation, 63
5-Phosphorylribose 1-a-diphosphate
stable and nonmetabolizable C-glycosylphos-
phonyl analogs, synthesis and inhibition of
orotate phosphoribosyltransferase, 165
pK,
spermine and spermidine oxidation products,
masking by ring-chain tautomeric equilib-
rium, 85
Polyethyleneimine
derivatives, synthesis by stepwise reversible
blocking of primary and secondary
amines, 413
Proteases
Streptomyces griseus, interaction with fluores-
cence-labeled Strepromyces subtilisin in-
hibitor, analysis, 318
Putrescine
—glyoxylate adduct, oxidation to 2-carboxy-
4,5,6,7-tetrahydro-1,3-diazepine, catalysis
by p-amino acid oxidase, 41
Pyruvate decarboxylase
stereochemical requirements, analysis through
differentiation of diastereomeric salts of
hydroxyethyl(thiamin), 136
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Quinone methide
stable, formation during tyrosinase-catalyzed
oxidation of a-methyl dopa methyl ester,
implication for melanin biosynthesis, 144
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Recycling
acetyl-CoA in two-phase system, in enzyme-
catalyzed synthesis of citric acid, 131
Reduction potential
benzenoid and heterocyclic nitroso com-
pounds, relationship to physiological ac-
tivities: comparison with nitro precursors,
265
Retinal
dicis isomers, derived rhodopsin isomers, re-
tention of chromophore configuration, 30
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Rhodopsin
isomers derived from dicis retinal isomers, re-
tention of chromophore configuration, 30
Ring-chain equilibrium
position in cholinergic anabaseine and N-
methylanabaseine, effects of cosolvents,
395
tautomeric, masking of oxidation product pK,
of spermine and spermidine, 85

Salting effect
kinetic, as tool in analysis of enzymatic reac-
tions: deacylation of acyl-chymotrypsins,
review, 228
Salts
effects on cholinesterase-catalyzed acetylcho-
line hydrolysis, 13
hydroxyethyl(thiamin), diastereomeric, differ-
entiation and analysis of stereochemical
requirements in pyruvate decarboxylase,
136
Serotonin
electrochemical oxidation in aqueous solution
at physiological pH, 291
Solvolysis
ADPgS, effects of solvents, 373
Spermidine
oxidation product pK,, masking by ring-chain
tautomeric equilibrium, 85
Spermine
oxidation product pK,, masking by ring-chain
tautomeric equilibrium, 85
Stereochemistry
Michael addition of Boc-protected lysine deriv-
atives to ea-methylene-y-butyrolactones,
199
Stereospecificity
lecithin—cholesterol acyltransferase, analysis,
179
Subtilisins
BPN' and Carlsberg, catalysis of ester synthe-
sis and transesterification in ethanol, com-
parative activities and immobilization-ac-
tivation, 107
interaction with fluorescence-labeled Strepto-
myces subtilisin inhibitor, analysis, 318
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Thioesters
(methylenecyclopropyl)acetic and B8-(cyclopro-
pylidene)propionic acids, reactions with
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lithium diisopropylamide and renal acyl
dehydrogenase, 221
Transesterification
in ethanol, catalysis by subtilisins Carlsberg
and BPN’: comparative activities and ef-
fects of immobilization, 107
Tryptamine-4,5-dione
properties and reaction with glutathione, 253
Tunneling
hydrogen, see Hydrogen tunneling
Tyrosinase
catalyzed oxidation of a-methyl dopa methyl
ester, associated formation of stable
quinone methide, implication for melanin
biosynthesis, 144
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Vitamin B;z
hydrophobic, catalysis of carbon-skeleton rear-
rangements in azaparacyclophane, 49
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Water
alone or mixed with

N,N-dimethylformamide, effects on solvoly-
sis of ADPgS, 373

methanol or dimethyl sulfoxide, effects on
position of ring-chain equilibrium in
cholinergic anabaseine and N-meth-
ylanabaseine, 395
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