
JCPKBH(6) 621-776( 1976) 

JOURNAL 
OF 

THE CHEMICAL SOCIETY 
~~~~ ~~ 

PERKIN TRANSACTIONS I I  
Physical Organic Chemistry 

PAGE 

Theoretical study of charge distribution in the benzoyl and alkynoyl cations 
By CHARLES U. PITTMAN, JuN., BONG KIM, QUOCK Y. NG, and LOWELL D. KISPERT . 
Crystal structure of 3,3’-diacetyl-5,5’-dichloro-2,2’-dihydroxy~phenylmethane 
By FATEMEH NOWSHAD and MAZHAR-UL-HAQUE . . 623 

Behaviour of nitrile oxides towards nucleophiles. 

By FRANCESCO DE SARLO and ANTONIO GUARNA . . 626 

Iodine oxidation of arylacetones in alkaline methanol 
By YOSHIO OGATA and KENJI NAGURA . . 628 

The mechanism of hydrolysis of phosphonium ylides 
By ANDREW SCHNELL, J. GRAHAM DAWBER, and JOHN C. TEBBY . . 633 

Study of the thermal decomposition of pentaerythritol tetranitrate 
By WEE LAM NG, JOHN E. FIELD, and HERMAN M. HAUSER . . 637 

Intramolecular catalysis. 

. 621 

Part 11. 
aromatic nitrile oxides to 3,6-diaryl-1,4,2,5-dioxadiazines 

Substituent effect on the rate of dimerisation of 

Part 11. Hydrolysis of diphenylmethyl hydrogen phthalate : neighbouring group 
participation and alkyl-oxygen fission 

By MALCOLM D. HAWKINS . * 639 

Intramolecular catalysis. 

By MALCOLM D. HAWKINS . . 642 

Mechanistic investigations in the photochemistry of acyclic conjugated dienes. 

By DANIEL RONDELEZ and ST~PHANE BouB . . 647 

The use of spin traps to characterize sulphur- and phosphorus-containing radicals from 00-dialkyl hydrogen 

By GEORGE BRUNTON, BRUCE C. GILBERT, and ROGER J. MAWBY . . 650 

Molecular and crystal structure of eupolauramine, a novel type of alkaloid from Eu@omatia Zaurina 
By BRUCE F. BOWDEN, HANS C. FREEMAN, and RAYMOND D. G. JONES . . 658 

Structural effects on the reactivity of carbon radicals in homolytic aromatic substitutions. 

By LORENZO TESTAFERRI, MARCELLO TIECCO, PIERO SPAGNOLO, PAOLO ZANIRATO, and GIORGIO MARTELLI . 
Photoreduction of cycloalkanecarbaldehydes 
By CAREL W. FUNKE and HANS CERFONTAIN . . . 669 

Part 111. Hydrolysis of 3’- and 4’-substituted phthalanilic acids [o-(N-phenyl- 
carbamoyl) benzoic acids] 

Significance of the [ 1,5] 
sigmatropic shifts of hydrogen 

phosphorodithioates, zinc bis-(00-di-isopropyl phosphorodithioate) , and related compounds 

Part 111. Reaction 
of the 1-adamantyl radical with benzene derivatives 

662 



Contents 
PAGE 

General-base-catalysed proton exchange in 1,3-dirnethyl-2-iminoimidazolidin-4-one hydriodide 
By R. SRINIVASAN and Ross STEWART . . 674 

Kinetics of reaction of $-nitrophenyl methyl carbonate with nucleophiles in aqueous solution, and the relative 

By PATRICIA M. BOND and ROY B. MOODIE . . 679 

Crystal structure and nuclear magnetic resonance spectra of a 1 : 1 complex of benz[a]anthracene and pyro- 

By ROY FOSTER, JOHN IBALL, SHEELAGH N. SCRIMGEOUR, and BRENT C .  WILLIAMS . . 682 

Proteolytic enzymes : lipophilic binding sites for specific and non-specific substrates of a-chymotrypsin 
By JANOS UDRIS and ANDREW WILLIAMS . . 686 

Kinetics and mechanism of the Fischer-Hepp rearrangement and denitrosation. 

By IAN D. BIGGS and D. LYN H. WILLIAMS . . 691 

Electrophilic substitution in pyrroles. Part I. Reaction with 4-dimethylaminobenzaldehyde (Ehrlich’s 

By ROBERT S. ALEXANDER and ANTHONY R. BUTLER . . 696 

Carbonate pyrolysis. 
By DAVID B. BIGLEY, CHARLES BROWN, and RICHARD H. WEATHERHEAD. . . 701 

Studies in decarboxylation. 

Thermodynamic parameters in the conformational equilibria of acetyldiazomethane, I-acetyl-1-diazoethane, 

By GIULIO PALIANI, SALVATORE SORRISO, and ROSARIO CATALIOTTI . 
Ester linkages in the nematic phase: a thermodynamic study 
By MICHAEL J. S. DEWAR and ANSELM C. GRIFFIN. 

Terminal groups in the nematic and cholesteric phases : a thermodynamic study 
By MICHAEL J. S. DEWAR and ANSELM C. GRIFFIN. 

Crystal structure of (+)-isomenthy1 9-bromophenylcarbamate and absolute configuration and conformation of 
isomenthol by X-ray diffraction and nuclear magnetic resonance studies 

By GOPINATH KARTHA, KUAN TEE Go, AJAY K. BOSE, and M. S. TIBBETTS 
Proteolytic enzymes : electrophilic participation in the acylation step 
By HILARY C. HAWKINS and ANDREW WILLIAMS . . 723 

lH and l3C nuclear magnetic resonance spectra of benzylidenemalononitriles : a method for the determination 

By TAMAR B. POSNER and C. DENNIS HALL . . 729 

Formation of Baudisch complexes [FeII(CN)5,RNO]S- from alkyl- and aryl-hydroxylamines and aquapenta- 

By WILLIAM A. WATERS . . 732 

13C-H Coupling constants as a tool in tautomerism studies of 1,2,3-triazole, 1,2,4-triazole, and tetrazole 
By MIKAEL BEGTRUP . . 736 

Amine oxidation. 

By JOHN R. LINDSAY SMITH and JOHN S. SADD . . 741 

Linear free energy ortho-correlations in the thiophen series. 

ease of acetyl and methoxycarbonyl transfer reactions 

mellitic dianhydride (benzene-l,2,4,5-tetracarboxylic dianhydride) 

Part VIII. Substituent 
effects on denitrosation of aromatic N-nitroso-amines 

reagent) in acid solution 

Part IV. The stereochemistry of elimination ; a l3C nuclear magnetic resonance study 

Part IX. The gas-phase pyrolysis of some acids containing two double bonds 
By DAVID B. BIGLEY and RICHARD H. WEATHERHEAD . . 704 

and benzoyl(diazo)phenylmethane using infrared spectroscopy 
. 707 

. 710 

. 713 

. . 717 

of Q+ substituent constants 

cyanoferrate(3-) anions, [FeT1(CN),,H,0I3- 

Part X. The oxidation of some 4-substituted NN-dimethylbenzylamines and a selection 
of other amines with I-chlorobenzotriazole 

Part 11. Acid dissociation of some 3-substituted 
thiophen-2-carboxylic acids in water 

By DOMENICO SPINELLI, RENATO NOTO, and GIOVANNI CONSIGLIO . . 747 

Conformational equilibria in cis-C-methyldecahydroquinolines : studies a t  low temperature using 13C and H1 

By HAROLD BOOTH, D. VAUGHAN GRIFFITHS, and MARY L. JOZEFOWICZ . . 751 
magnetic resonance spectroscopy 



... Contents 111 
PAGE 

Evaluation of the equilibrium and activation parameters for the interconversion of the conformational isomers 

By HERNANI L. MAIA, KEITH G. ORRELL, and H. N. RYDON - . 761 

Photoelectron spectra of molecules. Part VII. Cyclopropylallenes 
By M. J. S. DEWAR, G. J. FONKEN, T, B. JONES, and DAVID E. MINTER . . 764 

Crystal and molecular structure of N-acetyl-L-glutamine 
By MATHUR R. NARASIMHAMURTHY, KAILASAM VENKATESAN, and FRITZ WINKLER . . 768 

Catalysis of ester hydrolysis by cationic micelles of surfactants containing the imidazole ring 
By UMBERTO TONELLATO . . 771 

of some N-acylprolines by nuclear magnetic resonance spectroscopy 



INDEX OF AUTHORS' NAMES 

ALEXANDER, R. S., and Butler, A. R., 696 
Begtrup, M., 736 
Biggs, I. D., and Williams, D. L. H., 691 
Bigley, D. B., and Weatherhead, R. H., 704 
Bigley, D. B., Brown, C., and Weatherhead, R. H., 701 
Bond, P. M., and Moodie, R. B., 679 
Booth, H., Griffiths, D. V., and Jozefowicz, M. L., 751 
Bose, A. K. 
B o d ,  S. 
Bowden, B. F., Freeman, H. C., and Jones, R. D. G., 658 
Brown, C. 
Brunton, G., Gilbert, B. C., and Mawby, R. J., 650 
Butler, A. R. See Alexander, R. S., 696 
Cataliotti, R. See Paliani, G., 707 
Cerfontain, H. See Funke, C. W., 669 
Consiglio, G. See Spinelli, D., 747 
Dawber, J .  G. See Schnell, A., 633 
De Sarlo, F., and Guarna, A., 626 
Dewar, M. J. S., and Griffin, A. C., 710, 713 
Dewar, M. J.  S., Fonken, G. J., Jones, T. B., and Minter, 

D. E., 764 
Field, J. E. 
Fonken, G. J. 
Foster, R., Iball, J., Scrimgeour, S. N., and Williams, B. C., 

Freeman, H. C. See Bowden, B. F., 658 
Funke, C. W., and Cerfontain, H., 669 
Gilbert, B. C. 
Go, K. T. 
Griffin, A. C. 
Griffiths, D. V. 
Guarna, A. 
Hall, C. D. 
Hauser, H. M. 
Hawkins, H. C., and Williams, A., 723 
Hawkins, M. D., 639, 642 
Iball, J. See Foster, R., 682 
Jones, R. D. G. See Bowden, B. F., 658 
Jones, T. B. See Dewar, M. J. S., 764 
Jozefowicz, M. L. See Booth, H., 751 
Kartha, G., Go, K. T., Bose, A. K., and Tibbetts, M. S., 

717 
Kim, B. 
Kispert, L. D. 
Lindsay Smith, J. R., and Sadd, J .  S., 741 

See Kartha, G., 717 
See Rondelez, D., 647 

See Bigley, D. B., 701 

See Ng, W. L., 637 
See Dewar, M. J. S., 764 

682 

See Brunton, G., 650 

See Dewar, M. J. S., 710, 713 
See Kartha, G., 717 

See Booth, H., 751 
See De Sarlo, F., 626 
See Posner, T. B., 729 

See Ng, W. L., 637 

See Pittman, C. U., jun., 621 
See Pittman, C. U., jun., 621 

Maia, H. L., Orrell, K. G., and Rydon, H. K., 761 
Martelli, G. See Testaferri, L., 662 
Mawby, R. J. 
Mazhar-U1-Haque, See Nowshad, F., 623 
Minter, D. E. 
Moodie, R. B. 
Nagura, K. 
Narasimhamurthy, M. R., Venkatesan, K., and Winkler, F. , 

Ng, Q. Y. 
Ng, W. L., Field, J. E., and Hauser, H. M., 637 
Noto, R. See Spinelli, D., 747 
Nowsha.d, F., and Mazhar-U1-Haque, 623 
Ogata, Y., and Nagura, K., 628 
Orrell, I(. G. 
Paliani, G., Sorriso, S., and Cataliotti, R., 707 
Pittman, C. U., jun., Kim, B., Ng, Q. Y., and Kispert, L. D., 

Posner, T. B., and Hall, C. D., 729 
Rondelez, D., and Bou6, S., 647 
Rydon, H. N. 
Sadd, J .  S. 
Schnell, A., Dawber, J .  G., and Tebby, J .  C., 633 
Scrimgeour, S. N. 
Sorriso, S. See Paliani, G., 707 
Spagnolo, P. See Testaferri, L., 662 
Spinelli, D., Noto, R., and Consiglio, G., 747 
Srinivasan, R., and Stewart, R., 674 
Stewart, R. See Srinivasan, R., 674 
Tebby, J. C. 
Testaferri, L., Tiecco, M., Spagnolo, P., Zanirato, P., and 

Tibbetts, M. S. 
Tiecco, M. 
Tonellato, U., 771 
Udris, J., and Williams, A., 686 
Venkatesan, K. 
Waters, W. A., 732 
Weatherhead, R. H. 
Willams, A. See Hawkins, H. C., 723; and Udris, J., 

Williams, B. C. 
Williams, D. L. H. 
Winkler, F. 
Zarirato, P. 

See Brunton, G., 650 

See Dewar, M. J. S., 764 
See Bond, P. M., 679 

See Ogata, Y., 628 

768 
See Pittman, C. U., jun., 621 

See Maia, H. L., 761 

62 1 

See Maia, H. L., 761 
See Lindsay Smith, J .  R., 741 

See Foster, R., 682 

See Schnell, A., 633 

Martelli, G., 662 
See Kartha, G., 717 

See Testaferri, L., 662 

See Narasimhamurthy, M. R., 768 

See Bigley, D. B., 701, 704 

686 
See Foster, R., 682 

See Biggs, I. D., 691 
See Narasimhamurthy, RI. R., 768 
See Testaferri, L., 662 

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

iv 


