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A STEREOSELECTIVE CIS-ENYNE SYNTHESIS USING VINYL SULFONE CHEMISTRY 

Andrew B. Holmes* and Guy R. Pooley 

University Chemical Laboratory, Lenstield Roxl, Cambridge CB2 IEW, U.K. 

The enyne sulfone 8 was lithiated and then coupled with a variety of carbonyl compounds. StereoseleCdve 
desulfonylation and desilylation afforded terminal cisenyne alcohols. 

Tetrahedron, 1992,48.7793 

THE SYNTHESIS OF 3.TRIMETHYLSILYL-4.DIMETHYL(PHENYL)- 
SILYLBUT-3.EN3-ONE, A /%FUNCTIONALISED MICHAEL ACCEPTOR 

Ian Fleming,* Trevor W. Newton, Verity Sabin and Fraqoise Zammattio, 
University Chemical Laboratory, Lensfield Road, Cambridge CB2 IEW, U.K. 

Silyl-cupration of trimethylsilylacetylene followed by acetylation gives the a&disilylatcd encne 3, which can be converted in 3 steps into 
lb. The enone 3 can be used in annelation reactions to make 20 or 23. 
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SYNTHESIS OF TETRAHYDROlSOQUlNOLlNES w/8 
INTRAMOLECULAR ELECTROPHILIC AROMATIC 
SUBSTITUTION REACTIONS OF PUYMEAER-DERIVED 
SUBSTITUTED KBENZYL-N-TOSYL-a-AYINOTHlONlUM IONS 

Tetrahedron. 1992,48,7803 

Donald w and Kevin Daniela 
Lkymtmmt of Chnmhy ?- 

/mprialCdk.geof-,TechndapyandMedjcine -% 
Lon&n SW7ZAy. UK. 1 
A. Roderlck MacKenzie 
Piker cenirel &mea&, San&i&, Kent CT13 MIJ, U.K. 

Stbstimd 1.2,3,4-tetrahydrokqulnollnea 4 are aynthaslzai in hlgh overall ybld 
vk~ a thrw-atap sequence atatting from @hanylaulfinyl)et~ 1 and bafuyk amka 2 
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SULFONYL DERIVATIVES OF BENZOTRIAZOLE: 
PART 1. A NOVEL APPROACH TO THE ACTIVATION OF CARBOXYLIC ACIDS 

Alan R. Katrit.zky,* N. Shobana, Juliusz Pernak, A. S. Afiidi and Wei-Qiang Fan 
Center for Heterocyclic Compounds, Depwent of Chemistry, University of Florida, Gainesville, FL 3261 l-2046 
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I-Acylbenzotriazoles an? easily prepared from 1-(1-methane?mlfonyl)beozotriaiWle and ca&oxylic acids as illustrated by the 
preparationof I-(Zpyridoyl)-, 1-(3-pyridoyl)-, I-(4-pyridoyl)-, I-(2-pyrmlylcarbonyl)- and I-(2-fumyl)-knzotriazole in yields 
of 80 - 95%. 

Tetrahedron, 1992,48,7823 
An Empirical Aromaticity Index (@RT) Based on 
“Reversion to Type” in the Hydrolysis of Methyl 
Ethers, Methyl T&ethers, and Methyl Seleaoethers 
Derived from Some Heterocyclic and Homocyclic Polyenes 

Brian Capon* and Sing Quan Lew Department of Chemistry, University of Hong Kong, PoRfuam Road, Hong Kong. 

‘Ihe ~n&ncy for pm&on to be reversible in the ations of the following kind (Reversion to Type) is correlated 
with the aromaticity of the parent rings. 

MeX 

X = 0, S, Se ? 

Tetrahedron, 1992.48,7839 

Synthesis of y-Lsctones from I-(y-liydroxyncyl)-imideloles by N-Metbylatioa and Base- 

catalyzed C - C Bond Cleavage. Application to the Synthesis of 0 - Cavernoslne. 

D. Huw Davies.’ Nicholas A. Haire (in part)) Jonathan l&lib and Edward H. Smithb 

a. ICI PWmaceuticals. Alderley Park, Maccleslleld. Cheshii, SK10 4TG. UK 
b. De-1 of Chemistry, imperial College of Science. Technology and Medicine, South Kmsiagton. 

London. SW7 ZAY, UK 
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BETEROAROMATICITY. 7. SOME QUANTITATIVE ASPECTS OF TEE TAUTOMERISM 

OF BYDROXY ANU MERCAPTOAZINES 

Clive W. Bird 
Department of Chemistry, King’s College, The Strand, London WC2R 2LS, U.K. 

Aromaticity indices have been calculated from crystallographic data for a range of 
0x0 tautomers of hydroxyazines and their thio counterparts. The differences between 
these indices and those for the hydroxyazines lead to values for changes in resonance 

energies accompanying tautomerisation. These values are closely parallel to those 

previously measured for the same process in aqueous solution. 

Tetrahedron, 1992,48,7863 

THE SYNTHESIS AND LXAND PROPERTIES OF N,N’-POLYMBTHYLENE-BRIDGBD 

LWDAZOLE-2-THIONES AND BENUWDAZOLE-2-THIONES 

Lionel S Bark, N Chadwick and Otto Meth-Cohn*, Chemistry Department, Salford University, Salford M5 4WT. 

(* Mailing address: Chemistry Department, Sunderland University, Sunderland SRI 3SD), 

The title Udones were synthesised and shown to be effective ligands for transition metal salts 

n = l-10 n = 3-6 

I 

REARRANGEMENT OF (1,2,4-RIAU) L4YL)JzTHANOLS 
TO (1,2,4-TFUAZOL-1.YL)ETHANOLS 

Tetrahedron, 1992,48,7869 

T. William Bentley*, Lisa M. Howle. Ray V. I-I. Jones and peter J. Wanham 
Depornncnr of Chemists Universiry College @Swansea, Singleron Park, Swatma SA2 8PP. Wales, UK. & 
we’d CkmiC~ hdW?ieS, Fine chem’cah hian@c&uing &ganisation, Grangmwuh FK3 8XG, Scotland, UK. 

?he mechanism of rearmngement of j3-hydroxyethyl-(l,2.4-triaxol~) has been shown using crossover experiments to be 
intermolecular and free energy profiles show that reactions are thermodynamically-controlled. 
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Enols Derived from Malonic Acids as 

Intermediates in Nitrosation and Halogenation 

D. Lyn H. Williams* and Alan Graham 
Department of Chemistry, University Science Laboratories, South Road, Durham DHl 3LE, UK. 

Intramolecular 

ion catalysis 

Kinetic studies reveal two pathways for enolisation (a) which is intramolecularly H+ catalysed and (b) 
which is catalysed by malonate ion. 

Tetrahedron, 1992,48,7979 

Enantiospecific Preparation of [(2R,6S)_endo]-5-Aza-l,lO,l~~methyl-3-oxa~cy~o[5.2.l.~~]d~-4- 
one by a Nitrene-mediated Route from [(ls)-endo]-(-)-Borneo1 and its Utility as a Chiral Auxiliary in 
Some Asymmetric Transformations; Malcolm R. Banks”, Alexander J. Blakea, J. I. G. Cadoganb, Ian M. 
Dawsona, Ian Gosneya, Keith J. Granta, Suneel Gau+, Philip K. G. Hodgsonb, Kevin S. Knightb, Glen W. 
Smithb, and Dian E. Stevenson (nee Thomson) a;a Department of Chemistry, University of Edinburgh, West 
Mains Road, Edinburgh,EH9 3JJ, Scotland; bBritish Petroleum Research Centre, Chertsey Road, Sunbury-on- 
Thames, Middlesex, Tw16 7LN, England. 

Tetrahedron, 1992,48,8007 

SYNTHESIS OF CHIRAL N-PROTECTED a-AMINO#-DIKETONES FROM 
a-DIAZOKETONES DERIVED FROM NATURAL AMINO ACIDS 

Tao Ye and M. Anthony McKervey’ 
School of Chemistry, The Queen’s University, Belfast BT9 5AG, U.K. 

Opdcally active a-amino-@ketones were prepared vi0 a dim aldol reaction with subsequent rhodium-catalysed reammgment 
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Formation of Novel 1:2 Adducts Between Bun2P.CS2 and Electron-deficient Alkynes 

R. Alan Aitken’*, Swati V. RauP and George Fergusonb 

* hparbnent of Chemistry. University of St. Andrew% St. Andre.ws, Fife, KY 16 9ST, U.K. 

b Department of Chemisrry and Biochemistry, University of Guelph, Guelph, Ontario, NIG 2W1, Canada. 

Addition of Bu”3P.CSz to electron-deficient alkynes under neutral conditions occurs as shown to give the novel 1:2 adducts. 
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Tetrahedron, 1992,48,8031 

I CONSTRUCTION OF BICYCLIC SYSTEMS VIA A TANDEM FREE RADICAL 
CYCLOPROPYLCARBINYL REARRANGEMENT-CYCLISATION STRATEGY 

Robert A. Batey, John D. Harling and William B. Mother-well,* Depsrtment of Chemistry, 
Imperial College of Science, Technology and Medicine, South Kensington, London SW7 2AY, U.K. 
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Tetrahedron, 1992,48.8053 
1,3-Dipolar Cycloaddition Reactions of Levoglucosenone 

Alexander J. Blake, Trscey A. Cook, Angus C. Forsyth, Robert 0. Gould and R. Michael Paton 
Department of Chemistry, University of Edinburgh, West Mains Road, Edinburgh, EH9 3JJ, UK 

Levoglucosenone undergoes highly regio- and stereo-selective 1,fdipolar cycloaddition reactions with nitrile 
oxides and nitrones; the major adducts result from reaction at the exe-face opposite the 16-anhydro bridge, with 
the oxygen of the 1,3-dipole attached to the P-carbon of the enone unit. 

PhC=bi-6 PhCHdPh-6 

N-Ph 
Ph/ 
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Synthesis of Thiacrown ethers containing -SCHZSCH2S- Units. 

Jillcs J.H. Edema*. Jan Buter, H. Thijs Stock, Richard M. Kellogg*. 

Department of organic and molecular inorganic chemistry University 

of Groningen, Nijenborgh 4 9747 AG Groningen, The Netherlands. 
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Application of thio(bischloromethanc) in 
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THF\DMF this crownether chemistry allows the direct 
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Cs 
and selective incorporation of -SCHZSCHZS- 
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units in the ring system 
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Tetrahedron, 1992,48,8073 
A New Synthesis of Aryl Fluorides: The Reaction of 
Caesium Fluoroxysulfate with Arylboronic Acids and 
Derivatives. 

Louis J. Diorazio,a David A. Widdowson*#a and John M. Cloughb. aDepartment of Chemistry, 

Imperial College of Science, Technology and Medicine, London, SW7 2AY, UK. kI Agnxhemicals, Jealotts Hill 

Research Station, Bracknell, Berks., RG12 6EY, UK. 

Tetrahedron, 1992,48,8089 
Synthesis of Pyrazolo[3,4-d]pyrimidine Analogues of the Potent Anti- 
tumor Agent N-(4-[2-(2-Amino-4(3~-oxo-7~-pyrrolo[2,3-~]pyrimidin- 
S-yl)ethyl]benzoyl)-L-glutamic Acid (LY231514) 

Edward C. Taylor* and Hemantkumar H. Pate1 
Department of Chemistry, Princeton University, Princeton, NJ 08544 

Several pyrazolo[3,4-plpyrimidine analogues of the potent antitumor agent u- (4-[2-(2-amino-4(3k@oxo-7& 
pyrrolo[2,3-&pyrimidin-5-yl)cthyl]benzoyl) -L-ghnamic acid (LY23 1514) have been prepared by palladium-catalyzed 
C-C coupling of 5-halo-substituted pyrazolo[3,4-apyrimidines with dimethyl 4-ethynylbenzoyl-L-glutamate. 

HzNX&&H R,A#cz 

H LY231514 H 
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HETEROCYCL~C FUSED 2~-D~YDROTHIOPHENE 
S,S-DIOXIDRS AS PRECURSORS TO HETEROCYCLIC o-QUXNODIMETHANES 

Lynnc M. Ckaloner, Andrew PA Crew, Pm11 M. O’NeiU, Rkhard C. Starr, School of Chemistry. Liverpool 
University, P.O. Box 147, Liverpol L69 3BX 
Mkhsel YellaM, ICI Fine chemicals Man-g Organidon. Hexagon House, Blackley. MancW hi9 3DA 

I Tetrahedron, 1992,48,8 117 

PALLADIUN-CATALYSED CROSS-COUPLING REACTIONS OF ARYLBORONIC ACIDS WITH ~-DEFICIENT HETERO: 
ARYL CHLORIDES 

N.M. Ali,a A. McKillop,*a M.B. Mitchell,*b R.A. Rebeloa and P.J. Wallbankb 

aSchool of Chemical Sciences, University of East Anglia, Norwich, NR4 7TJ, England. 

bSynthetic Chemistry Department, SmithKIine Beecham Pharmaceuticals, Old Powder Mills, 
Nr. Leigh, Tonbridge, Kent, TN11 9AN. 

Heteroaryl chlorides, rather than bromides or iodides, undergo smooth high yield palladium- 
catalysed cross-coupling with arylboronic acids 

Het-Cl + ArB(OHj2 Pd Het-Ar 
catalyst 

Het = pyridine, pyrimidine, pyrazine, quinoline 

I 

Tetrahedron, 1992,48,8127 

Christopher G. Newton, W. David Ollis*, and Graham P. Rowson 
Department of Chemistry, The University, Sheffield S3 7HF, UK 

Marg~J.HemorandThomasA.Hamor 
School of Chemistry, ‘IIe Univetity of Birmingham. JZdgbaaon. Birmingham MS 2T’f, UI( 

Reaction of the type B mew-ionic 
heterocycle (1) with ~e~elds~e 
products (10) and (12fbyao 
unexpected mechanism. 
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Synthetic, Structural end Eiectrochemicai Stodier on the 1,2-Dithioie-3-thiwe System: Reparrtiom and 

Reactions of the 5,6-Dihydro-l,2-dithioio[4,LW][l,4]ditbii~-3-ium Cation 

Martin R.Brycc,.B* Gordon R. Dwison,~ Adrian J. Mocrc,a Michael B. aishscb and K. M. Abdul MaliLb 

a Department of Cbemistay, Univecsity of Durham, Durham, DH13LE. U.K 

b schooi of awniay and ~ppkd Chcanisoy, university of waks Ccdkge of cardiff, I’0 Box 912, Cdiff, cPl3TB. U.K. 

s H 

The synthesis, x-ray crysmi SlNcm and some lt?acrions of 

12-dithiob3-Ihio~ dea’ivalive 8 are reported. Notably, cation 

salt 11 and isothkoie derivative 18 have been prepared. 8 11 18 
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