
JCPKBH(4) 351-488(1972) 

JOURNAL 

THE CHEMICAL SOCIETY 
OF 

PERKIN TRANSACTIONS l l  
Physical Organic Chemistry 

CONTENTS 
PAGE 

Crystal structure of spirodienone I1 
By H. KOYAMA and T. IRIE . . 351 

The application of proton magnetic resonance spectra to the determination of configuration and conformation 
of 1,2,3,4,4a,9a-hexahydrocarbazoles 

By H. BOOTH and T. MASAMUNE . . 354 

By BENZION FUCHS, ISRAEL GOLDBERG, and URI SHMUELI . . 357 

Structure and conformation of heterocycles. Part VI. The cis-1,4,5,8-tetraoxadecalin (hexahydro-p- 
dioxino[2,3-b]-+dioxin) system : a chemical, conformational, and crystallographic study 

Base-catalysed prototropic rearrangement. Part I. Comparison of the base-catalysed and the metal carbonyl- 

By A. J. HUBERT, A. GEORGE, R. WARIN, and P. TEYSSIB . . 366 

The photoreaction of naphthalene with pyrrole ; products and reaction mechanism 
By J. J. MCCULLOUGH, W. S. Wu, and C. W. HUANG . . 370 

Deuterium exchange at  the 7-methyl group in 6,7,8-trimethyl-lumazine [6,7,8-trimethylpteridine-2(lH),4(3H)- 

By Ross STEWART and J. M. MCANDLESS . . 376 

Preparation and nuclear magnetic resonance spectral analysis of some 1,3,2-&thiaphospholans 
By S. C. PEAKE, M. FILD, R. SCHMUTZLER, R. K. HARRIS, (MRs) J. M. NICHOLS, and R. G. REES . . 380 

Nucleophilic aromatic substitution of the nitro-group 
By FRANCESCO PIETRA and DARIO VITALI . . 385 

The reactions of organometallic compounds containing silicon. 

catalysed isomerisation of ally1 ethers 

dione]. An unusual example of general acid-general base catalysis 

Part V. The spectra of triphenylsilyl- 
lithium, -sodium, -potassium, -rubidium, and -caesium and the reactions of these compounds with 1,l-di- 
phen ylethylene in t etr ahydr ofuran 

By ALWYN G. EVANS, M. L1. JONES, and N. H. REES . . 389 

The basicities of some pyridazine derivatives 
By R. F. COOKSON and G. W. H. CHEESEMAN . . 392 

The photochemical transformation of 3-methylcar-4-en-2-one into derivatives of 3,3,7-trimethylocta- 
4,g-dienoic acid. Revised stereochemical assignments 

Conformations of some @-unsaturated carbonyl compounds. 

By W. 0. GEORGE, D. V. HASSID, and W. F. MADDAMS . . 400 

Aromatic mercuration. 
By J. R. CHIPPERFIELD, G. D. FRANCE, and D. E. WEBSTER . . 405 

By A. J. BELLAMY and W. CRILLY . . 395 

Part 111. Infrared solution spectra of methyl, 
[2H,]methyl, ethyl, and [2H,]ethyl acrylates and trans-crotonates 

The reaction of mercury(I1) acetate with p-tolyltrimethylsilane and with anisole 

PERK 2-4 1 



ii Contents 
PAGE 

The kinetics of solvolysis of 1 - (3-chloro-4-met hylphenyl) - and 1 - (S-chloro-4-t-butylphenyl)-l -met h ylethyl 

By M. HASSAN, A. SALAMA, and M. UBOLO BOMBALA . . 410 

Substituent effects in homolytic substitution reactions : phenylation of some %substituted thiophens 
By C. M. CAMAGGI, G. DE LUCA, and A. TWNDO . . 412 

Crystal and molecular structure of cis-6-chloro-trauts-7-chloro-cis-bicyclo~~,2,~]heptaii-2-~1ie 
By F. P. BOER and P. P. NORTH . . 416 

The charge-transfer complex and photochemical reaction of 9-anthraldehyde hydrazone in sulphur dioxide- 

By HIROSHI TAKEUCHI, TOSHIKAZU NAGAI, and NIICHIRO TOKURA . . 420 

Crystal and molecular structure of 1,6:8,13-propane-1,3-diylidene[ 14lannulene 
By A. GAVEZZOTTI, A. MUGNOLI, M. RAIMONDI, and M. SIMONETTA . . 425 

Phenanthrene-silver ion complexes in trifluoroacetic acid, and their influence on the rates of detritiation of 

By C. EABORN, D. R. KILLPACK, J. N. MURRELL, and R. J. SUFFOLK 

Carbon-1 3 nuclear magnetic resonance studies of piperidine and piperazine compounds. 

chlorides in aqueous acetone 

oxygen 

[9-3H]phenanthrene in the presence of silver trifluoroacetate 
. . 432 

Part I. Empirical 
substituent parameters for C-methyl and N-methyl groups 

By G. ELLIS and R. G. JONES . . 437 

Transmission of substituent effects in systems with bonds of different order. 

By D. SPINELLI, G. GUANTI, and C. DELL'ERBA . . 441 

Radical-anion intermediates. Part IV. Radical anions of some 9-substituted fluorenes 

Transmission of substituent effects in phenoltricarbonylchromium compounds 

Barriers to rotation in dialkylaminopyrimidines 
By J. ALMOG, A. Y. MEYER, and H. SHANAN-ATIDI . . 451 

Chemistry of the S=O bond. 

By C. H. GREEN and D. G. HELLIER . . 458 

Influence of protonic solvents on spin-spin coupling involving phosphorus directly bonded to  hydrogen, 

By WOJCIECH J. STEC, JOHN R. VAN WAZER, and NICHOLAS GODDARD . . 463 

Nucleophilic substitution at  four-co-ordinate sulphur, 
By ENNIO CIUFFARIN, LUCIO SENATORE, and MAURO ISOLA . . 468 

Steric hindrance in the reaction of aromatic sulphonyl chlorides with anilines. 

By 0. ROGNE . . 472 

Kinetic and equilibrium aspects of the effects of salts and nonelectrolytes upon the ionization equilibrium of 

Kinetics of the reactions of 
3-bromo-2-nitro-4-X-thiophens and 3-bromo-4-nitro-2-X-thiophens with sodium benzenethiolate in methanol 

By B. J. TABNER and T. WALKER. . . 445 

By A. Wu, E. R. BIEHL, and P. C. REEVES . . 449 

Part I. Nuclear magnetic resonance and infrared studies on trimethylene 
sulphit e 

fluorine, or another phosphorus atom in phosphoryl and thiophosphoryl molecules 

Mobility of the leaving group 

Effect of 2-methyl and 
2,6-dimethyl substituents in aniline 

tris-jhnethoxyphenylmethanol in aqueous solution at  25" 
By M. J. POSTLE and P. A. H. WYATT . 

By J. T. GLEGHORN . . 479 

. 474 

Theoretical studies of aromatic substitution. 

Determination of the absolute configuration of (-)-N-ethyl-N-methylaniline oxide by X-ray analysis : 

By RONALD L. MUNTZ, WILLIAM H. PIRKLE, and IAIN C. PAUL . . 483 

Part I. Pyrrole and its protonated species 

the molecular geometry of an N-oxide salt 


