ISSN': 0300-9580 JCPKBH(12) 1493—1712(1982)

JOURNAL
OF

THE CHEMICAL SOCIETY

PERKIN TRANSACTIONS II
Physical Organic Chemistry

CONTENTS

The influence of solvation on Mesitylene oxidation by oxygen in polar media
By RouMEN A. TARKALANOV, ANTOANETA D. STEPHANOVA, and DiMscHo 1. DiMITROV

Thermal decomposition kinetics of lead(11) decanoate
By HEnrY A. ELL1s and Eric K. OkoH

Solvent and gas-phase effects on the equilibrium between configurational isomers of some 4-t-butylcyclohexanes
By MicHAEL H. ABraHaM, Luicl E. Xopo, MicHAEL J. Cook, and Raymunpo Cruz .

Hydrolysis of 3-nitrophenyl acetate by 8-cyclodextrin in substituted imidazole buffers
By Masavasu AKIYAMA, TADATOSHI OHMACHI, and MAsao IHJIMA . .

Electron spin resonance study of 10-(3-dimethylamino-2-methylpropyl)phenothiazine cation radical in
solution
By Francisco LorEz RUPEREZ, JosE C. CONEsA, and JAVIER SORIA .

Chemicalstudies of marine invertebrates. Part46. Confirmation of the molecular structure of sigmosceptrellin-
B by X-ray diffraction analysis

By CARrLA PIcCINNI-LEOPARDI, GABRIEL GERMAIN, MAURICE VAN MEERSSCHE, MARTINE ALBERICCI, JEAN-
CLAUDE BRAEKMAN, DESIRE DALozE, and BERNARD TURSCH.

Conformational studies by dynamic nuclear magnetic resonance. Part24. Gear effect in di-isopropyl-nitroso-
amine and -phenyltriazene studied by carbon-13 nuclear magnetic resonance and molecular mechanics
By Lopovico Lunazzi, MAURIZIO GUERRA, DANTE MACCIANTELLI, and GIOVANNI CERIONI .

Determination of constants of anionic substituents based on nitrile infrared frequencies and intensities
By IvaN G. BINEV, RosiTsa B. KuzmaNova, Jost KANETI, and IVvAN N. JUCHNOVSKI

Electron spin resonance spectra of free radicals. Part 1. «-Fluoromethylbenzyl radical and related species
By KHENG H. LEE and STEVEN BRUMBY . . . . . .

Dipole moments, spectroscopy, and ground and excited state conformations of cycloalkane-1,2-diones
By PauL L. VERHEIJDT and HANS CERFONTAIN

1,3-Dialkyltriazenyl radicals: their electron spin resonance spectra, electronic configuration, and addition to
trialkyl phosphites
By Jonn C. BRanD and BRIAN P. ROBERTS

The role of electron transfer processes in the photoinduced decarboxylation reaction of a-oxo-carboxylic acids
By R. STEPHEN DavIDSON and DEAN GOODWIN

Studies on the reactivity of azoxybenzenes. Part 12. o«f-Interconversion of para-monosubstituted azoxy-
benzenes in the Wallach rearrangement
By Jiro Yamamoro, HIRONORI AIMI, YASUKO Masupa, TakasHI SuMiDpA, MasaHIRo UMEzu, and TERUO
MATUURA
1

PAGE

1493

1497

1503

1511

1517

1523

1527

1633

1537

1541

1549

15569

1565



il CONTENTS

The reaction of some cyclic and open-chain disulphides with methyl trifluoromethanesulphonate
By MICHAEL RAVENSCROFT, ROGER M. G. ROBERTS, and JoHN G. TILLETT

Studies of the borderline between concerted and stepwise mechanisms of elimination: E1cB elimination of
fluoren-9-ylmethyl carboxylate esters
By Rory A. MoRE O’FERRALL, FINBAR LARKIN, and PETER WALSH .

8-Elimination of 9-halogeno-9,9’-bifluorenyls. An ElcB dehydrohalogenation
By EpwiN CAREY, RorRY A. MoRE O’FERRALL, and NicHOLAS M. VERNON

Dynamic aspects of the stereochemistry of phenothiazines in solution. Part 2. Segmental motion and
conformational analysis of the side-chain in promazines
By Enzio RaGG, Glovanni Fronza, and RosanNA MONDELLI .

Nucleophilic displacement in polyhalogenoaromatic compounds. Part 11. Kinetics of protiodeiodination of
iodoarenes in dimethyl sulphoxide-methanol
By RoGER BoLToN, CLIVE MOORE, and JoHN P. B. SANDALL

Electrochemical oxidation of 1-phenylpyrazolidin-3-ones. Part 1. 4- and 5-substituted 1-phenylpyrazolidin-
3-ones
By ANTHONY J. BELLAMY, DAvID I. INNES, and PETER J. HiLLsON .

1-Iodoacetylenes. Part 2. Formation constants of their complexes with Lewis bases
By CHRISTIAN LAURENCE, MICHELE QUEIGNEC-CABANETOS, and BRUNO WOJTKOWIAK.

New cyanofluorene derivatives as electron acceptors in semiconducting complexes
By GIUSEPPE SBRANA, MIRELLA SCOTTON, and LEONARDO ANGELONI

Alkoxide solutions: H nuclear magnetic resonance chemical shifts, deuterium fractionation factors, and the
solvation of alkoxide ions
By Victor GoLp, KENNETH P. MORRIS, and (in part) CHARLES F. WiLcox

The stabilities of Meisenheimer complexes. Part 31. The reactions of 2,2',4,4'6,6’-hexanitrostilbene with
alkoxides
By MicHAEL R. CrRaMPTON, PAUL J. ROUTLEDGE, and PETER GOLDING

Alkaline hydrolysis of aryl phenylacetates and aryl 4-nitrophenylacetates. Evidence consistent with an
elimination-addition mechanism
By RaMAMURTHY CHANDRASEKAR and NAGASWAMI VENKATASUBRAMANIAN

A study on the structures of 3-methoxycarbonylrifamycins by X-ray crystallography and *H nuclear magnetic
resonance spectroscopy
By Luciano CELLAL SILvIO CERRINI, ANNALAURA SEGRE, MARIO BRUFANI, WALTER FEDELI, and ALESSANDRO

VAcCIAGO .

Crystal and molecular structure of schkuhriolid monohydrate, a cts, frans-germacra-1(10),4-dien-czs-8,12-olide
By UrszuLA RYCHLEWSKA . .

The stereochemistry of alkylation of -aminonitrile anions by chiral l-methylheptyl halides
By JEAN CHAUFFAILLE, ERIC HEBERT, and ZOLTAN WELVART . .

Substituent effects on tautomerisation constants of alkylaryltriazenes
By MigeL A. KELLY, MARTIN MURRAY, and MICHAEL L. SINNOTT

Pathways for the decomposition of alkylaryltriazenes in aqueous solution
By CaroLINE C. JoNEs, MIGEL A. KELLY, MIcHAEL L. SinNoTT, PAUL J. SMITH, and GEORGE T. Tzo1zos

Effect of aryl substituents on the kinetics of inactivation of glycosidases by glycosylmethylaryltriazenes: ex-
amination of the ‘ suicide * nature of these inactivations
By MicHAEL L. SINNOTT, GEORGE T. Tzotzos, and (in part) Susan E. MARSHALL

The reduction of triarylcarbenium ions by alcohols simple hydride transfer or concerted breakdown of ortho-
adducts ?
By PeETER Huszray, KARoLY LEMPERT, GYULA SIMIG, JOzsEF TaMmAs

Malonylcoenzyme A models. Part 1. ElcB (keten) pathway for acyl transfers of malonic acid thiolmono-
esters including S-malonylcoenzyme A
By KenNNETH T. DouGLAs, MANOOCHEHR ALBORZ, GREGORY R. RuLLO, and NorgeRrT F. YacaI .

PAGE

1569

1573

1581

1587

1593

1599
1605

1611
1615
1621
1625
1633
1641
1645

1649

1655
1665
1671

1675



CONTENTS

Malonylcoenzyme A models.
acid thiolmonoesters

Free radical substitution. Part 37.
and related compounds

By ALaAN PoTTER and JoHN M. TEDDER

iii
PAGE

Part 2. The methylene deprotonation step of the E1cB acyl transfer of malonic

Metalation shifts in the nuclear magnetic resonance spectra of ‘ capped ’ porphyrins

CROSSLEY

By MANOOCHEHR ALBORZ, KENNETH T. DouGLAs, GREGORY R. RuLLo, and NorBERT F. YacGar . 1681
The effect of solvent on the atomic chlorination of 1-substituted butanes
1689
By NiGeL J. CLAYDEN, GEOFFREY R. MOORE, ROBERT J. P. WiLL1aMs, Jack E. BaALpwiIN, and MAXWELL J.
1693
An electron spin resonance study of the generation and reactions of borane radical anions in solution
1699

By JEreMY R. M. GILEs and BRIAN P. ROBERTS

INDEX OF AUTHORS’ NAMES

ABrAHAM, M. H,, Xodo, L. E., Cook, M. J., and Cruz, R,
1503

Aimi, H. See Yamamoto, J., 1565

Akiyama, M., Ohmachi, T., and Ihjima, M., 1511

Albericci, M. See Piccinni-Leopardi, C., 1523

Alborz, M., Douglas, K. T., Rullo, G. R., and Yaggi, N. IV,
1681

Alborz, M. See Douglas, K. T., 1675

Angeloni, L. See Sbrana, G., 1611

Baldwin, J. E. See Clayden, N. J., 1693

Bellamy, A. J., Innes, D. 1., and Hillson, P. J., 1599

Binev, I. G., Kuzmanova, R. B,, Kaneti, J., and Juchnovski,
I. N, 1533

Bolton, R., Moore, C., and Sandall, J. P. B,, 1593

Braekman, J-C. See Piccinni-Leopardi, C., 1523

Brand, J. C., and Roberts, B. P., 1549

Brufani, M. See Cellai, L., 1633

Brumby, S. See Lee, K. H., 1537

Carey, E., O’Ferrall, R. A. M., and Vernon, N. M., 1581

Cellai, L., Cerrini, S., Segre, A., Brufani, M., Fedeli, W., and
Vaciago, A., 1633

Cerfontain, H. See Verheijdt, P. L., 1541

Cerioni, G. See Lunazzi, L., 1527

Cerrini, S. See Cellai, L., 1633

Chandrasekar, R., and Venkatasubramanian, N., 1625

Chauffaille, J., Hebert, E., and Welvart, Z., 1645

Clayden, N. J., Moore, G. R., Williams, R. J. P., Baldwin,
J. E., and Crossley, M. J., 1693

Conesa, J. C. See Ruperez, F. L., 1517

Cook, M. J. See Abraham, M. H., 1503

Crampton, M. R., Routledge, P. J., and Golding, P., 1621

Crossley, M. J. See Clayden, N. J., 1693

Cruz, R. See Abraham, M. H., 1503

Daloze, D. See Piccinni-Leopardi, C., 1523

Davidson, R. S., and Goodwin, D., 1559

Dimitrov, D. I. See Tarkalanov, R. A., 1493

Douglas, K. T., Alborz, M., Rullo, G. R., and Yaggi, N. F.,
1675

Douglas, K. T. See Alborz, M., 1681

Ellis, H. A., and Okoh, E. K., 1497

Fedeli, W. See Cellai, L., 1633

Fronza, G. See Ragg, E., 1587

Germain, G. See Piccinni-Leopardi, C., 1523

Giles, J. R. M., and Roberts, B. P., 1699

Gold, V., Morris, K. P., and Wilcox, C. F., 1615

Golding, P. See Crampton, M. R., 1621

Goodwin, D. See Davidson, R. S., 1559

Guerra, M. See Lunazzi, L., 1527

Hebert, E. See Chauffaille, J., 1645

Hillson, P. J. See Bellamy, A. J., 1599

Huszthy, P., Lempert, K., Simig, G., and Tamas, J., 1671

Ihjima, M. See Akiyama, M., 1511

Innes, D. I. See Bellamy, A. J., 1599

Jones, C. C., Kelly, M. A, Sinnott, M. L., Smith, P. J., and
Tzotzos, G. T., 1655

Juchnovski, 1. N.  See Binev, I. G., 1533

Kaneti, J. See Binev, 1. G., 1533

Kelly, M. A., Murray, M., and Sinnott, M. L., 1649

Kelly, M. A. See Jones, C. C., 1655

Kuzmanova, R. B. See Binev, 1. G., 1533

Larkin, F. See O’Ferrall, R. A. M., 1573

Laurence, C., Queignec-Cabanetos, and Wojtkowiak, B.,
1605

Lee, K. H., and Brumby, S., 1537

Lempert, K. See Huszthy, P., 1671

Lunazzi, L., Guerra, M., Macciantelli, D., and Cerioni, G.,
1527

Macciantelli, D. See Lunazazi, L., 1527

Marshall, S. E. See Sinnott, M. L., 1665

Masuda, Y. See Yamamoto, J., 1565

Matuura, T. See Yamamoto, J., 1565

Mondelli, R. See Ragg, E., 1587

Moore, C. See Bolton, R., 1593

Moore, G. R. See Clayden, N. J., 1693

Morris, K. P. See Gold, V., 1615

Murray, M. See Kelly, N. A., 1649

Ohmachi, T. See Akiyama, M., 1511

Okoh, E. K. See Ellis, H. A., 1497

O’Ferrall, R. A. M., Larkin, F., and Walsh, P., 1573

O’Ferrall, R. A. M. See Carey, E., 1581



iv

Piccinni-Leopardi, C., Germain, G., Van Meerssche, M.,
Albericci, M., Braekman, J-C., Daloze, ., and Tursch, B.,
1523

Potter, A., and Tedder, J. M., 1689

Queignec-Cabanetos, M. See Laurence, C., 1605

Ragg, E., Fronza, G., and Mondelli, R., 1587

Ravenscroft, M., Roberts, R. M. G., and Tillett, J. G., 1569

Roberts, B. P. See Brand, J. C., 1549; and Giles, J. R. M.,
1699

Roberts, R. M. G. See Ravenscroft, M., 1569

Routledge, P. J. See Crampton, M. R., 1621

Rullo, G. R. See Alborz, M., 1681; and Douglas, K. T,
1675

Ruperez, F. L., Conesa, J. C., and Soria, J., 1517

Rychlewska, U., 1641

Sandall, J. B. P. See Bolton, R., 1593

Sbrana, G., Scotton, M., and Angeloni, L., 1611

Scotton, M. See Sbrana, G. 1611

Segre, A. See Cellai, L., 1633

Simig, G. See Huszthy, P., 1671

Sinnott, M. L., Tzotzos, G. T., and Marshall, S. E., 1665

Sinnott, M. L. See Jones, C. C., 1655; and Kelly, M. A,,
1649

Smith, P. J. See Jones, C. C., 1655

Soria, J. See Ruperez, F. L., 1517

Stephanova, A. D. See Tarkalanov, R. A,, 1493

INDEX OF AUTHORS’ NAMES

Sumida, T. See Yamamoto, J., 1565

Tamas, J. See Huszthy, P., 1671

Tarkalanov, R. T., Stephanova, A. D., and Dimitrov, D. 1.,
1493

Tedder, J. M. See Potter, A., 1689

Tillett, J. G. See Ravenscroft, M., 1569

Tursch, B. See Piccinni-Leopardi, C., 1523

Tzotzos, G. T. See Jones, C. C., 1655; and Sinnott, M. L.,
1665

Umezu, M. See Yamamoto, J., 1565

Vaciago, A. See Cellai, L., 1633

Van Meerssche, M. See Piccinni-Leopardi, C., 1523

Venkatasubramanian, N. See Chandrasekar, R., 1625

Verheijdt, P. L., and Cerfontain, H., 1541

Vernon, N. M. See Carey, E., 1581

Walsh, P. See O’Ferrall, R. A. M., 1573

Welvart, Z. See Chauffaille, J., 1645

Wilcox, C. F. See Gold, V., 1615

Williams, R. J. P. See Clayden, N. J., 1693

Wojtkowiak, B. See Laurence, C., 1605

Xodo, L. E. See Abraham, M. H., 1503

Yaggi, N. F. See Alborz, M., 1681; and Douglas, K. T,
1675

Yamamoto, J., Aimi, H., Masuda, Y., Sumida, T., Umezu,
M., and Matuura, T. 1565

* The author to whom correspondence should be addressed is indicated by an asterisk after his
name in the heading of the Paper.



