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IMPROVED PROCEDURES FOR THE PALLADIUM-CATALYZED 
INTERMOLECULAR ARYLATION OF CYCLIC ALKEh’FS 

Tetrahedron Lett.s,2603(1989 

Richard C. Larock.’ William H. Gong and Bruce E. Baker 
Department of Chemistry, Iowa State University, Ames, Iowa 50011 

Improved procedures for the palladium-catalyzed, intermolecular, allylic cross-coupling of aryl halides and cyclic alkenes 
inhibit double-bond isomer&&n and accommodate many important functional groups. 

Arx + 
/ Q cat. Pd(0) h \ 

4-l - Q Al 
TRANSITION METAL MEDIATED ORGANIC SYNTHESIS, etrahedron Lett.g,2607(1989: 

Part 11: 2-ARYL SUBSTITUENTS: NEW DIRECTING 
GROUPS IN CYCLOHEXADIENYL II-COMPLEXES 
David A. Owen and G. Richard Stephenson, Harry Finch, and Stephen Swanson 

Regioselective formation and alkylation of tricarbonyl(n5-2-arylcyclohexa- 
dienyl)iron(l+) salts 
provides a new route 
to intermediates to 
5-substituted 2-aryl- 
cyclohexadienes by 
preferential nucleo- 
phile addition to C-5 
of the Qlenyl system. 3 

SYNTHESIS OF THE PYRf?OLO[2,3-i]lSOQUlNOLlNE SUB- Tetrahedron Lett.s,2611(1989: 
STRUCTURE OF THE MANZAMINE FAMILY OF ALKALOIDS 

David J. Hart’ and Jeffrey A. McKinney 
Department of Chemistry, The Ohio State University, 120 W. 18th Ave., Columbus. Ohio 43210 

The title ring system was prepared from benzoic acid using a reductive alkylation I free radical cyclization / 
electrophile initiated cyclization reaction sequence. 

Tetrahedron Lett.s,2615(1989 
STEREOSPECIFIC NICKEL AND PHASE TRANSFER CATALYZED 
CARBONYLATION OF VINYL BROMIDES AND CHLORIDES 
H. Alper* and I. Amer. Dept. of Chemistry, University of Ottawa, Ottawa, 
G. Vasapollo, Dept. of Chemistry, University of Bari, 70126, Bari Italy 

Canda KlN 6N5 
, 

Vinyl bromides and chlorides are carbonylated to acids using Ni(CN)2 as the catalyst. 
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NOVEL NICKEL CATALYZED CONVERSION OF 2-BROMO-l-PHENYL- 
1,3-BUTADIENE TO AN ci KETO LACTONE. AN EXAMPLE OF 

Tetrahedron Lett.g,2617(1989 

DOUBLE C~Oh~LATION OF A ~ODI~NE 
Alper*, Dept, of Chemistry, University of Ottawa, Ottawa, Canada KlN 6N5 
Vasapollo, Dept. of Chemistry, University of Bari, 70126 Bari, Italy 

Carbonylation of the bromodiene 1, 
a dienoic acid (2) in 15% yield. 

affords the a-keto lactone (2) in 60% yield and 

Br COOH 

Ph’ 1 _I7 
CL) +co 

6.25 NaOH,CTAB 
(2, 4. 

&PC, 1 atm. 

fHPROtfED XFXli0Ds FOR THE RADICAL ~EG~YG~N~T~GN Tetrahedron Lett.30,2619t1989 - 
OF SECONDARY ALCOHOLS 
Derek H. R. Barton and Joseph Cs. Jaszberenyi 
TOXi%S A&M UniV~E?+ity, Department of Chemistry, College Station, TX 77843 

TWO new reagents, 2,4,6-trichlorophenoxythiocarbonyl chloride and 
~ntafluoropheno~~i~arbony~ chloridfr, have been synthesized and used in 
the fast, effiaiant deoxygenation ef scrcondary alcohols. 

I 

ONE POT SYNTHESIS OF HOMOCWIRAL AZIRIDINES AND 
etrahedron Lett.s,2623(1989: 

AMINOALCOHOLS FROM HOMOCHIRAL 1,2-CYCLIC SULFATES 
B. Bhushan Lohray and K. Barry Sharp&is 
Department of Chemishy, Massachusetts Institute of Technology, Cambridge, MA 02139 

R 
NSubstituted aziridines and aminoalcohols are OH I 
efficiently prepared by the reaction of primary N 

amines with homochiral 1,2-cyclic sulfates. R” $1 Sock. CClr. A RN&, THF, A 
,.. - 

R’ 

R.+&R” 

~~~~I~,, Jq n-Fwli, THF 

OH ‘Xl,. Cl-i&N, Hz5 R’.ff= alkyl, aryl or H 

etrahedron Lett.s,2627(1989 

Edwin Vedejs and Scott L. Dax, Chemistry Department, University of Wisconsin, Madison, Wis. 53706. 
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ITetrahedron Lett.30,2631(1989 
FREeARATIau OF 24LKYL- AND 24wYL-5aMh10-41,3- 1 

- 

Fillmore Freeman* and Darrick S.H.L. Kim 
Department of Chemistry, University of California, Irvine, Irvine, California 92717 
tinopropanedinitrile e_toluenesulfonate reacts with acid chlorides to give 2-alkyl- and 
2-aryl-5-aminc-4-cyanc-l,3-oxazoles in good to excellent yields. 

CN CN 
I 

EbC-CN + R ! -- Cl 
I 
NH, CVl% R 
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L 
1 

CYCLUALKENONE FORMATION BY THE INTRAMOLECULAR 
Tetrahedron Lett.g,2633(1989 

ADDITION OF A a-DIAZOKETONE TO ,AN ACETYLENIC PI-BOND 
Albert Padwa, ’ Keith E. Krumpe and Lin Zhi 
Department of Chemistry, Emory University. Atlanta, GA 30322 USA 
Treatment of several ortho alkynyl substituted a-diazoacetophenone derivatives with rhodium (II) acetate results in 
intramolecular addition to the acetylenic pi-bond to give a transient cyclopropene which spontaneously rearranges 
to a vinyl carbene intermediate. ry. 

Cl-URAL INDUCTIONIN PHO'l-GCHEMlCALREACTIONSXII 
Tetrahedron Lett.g,2637(1989 

SYNTHESIS OF CHIRAL CYCLOBUTANE DERIVATIVES FROM 
(+)-5MENTHYLOXY-2-[5H]-FURANONE AND ETHYLENE 
Norbert Hoffmann, Hans-Dieter Scha#. Jan Runsink, Institut fiir Organische Chemie der RWTH Aachen, 
Prof.-Pirlet-Str.1.51OOAachen,F.R.G. 

Thetemperaturedependenceofthe 
diastemoselectivityin the presented 
reactionas well astheisolation of 
bcrhdiastereomersaredescribed. 

Tetrahedron Lett.s,2639(1989 
XYMBIRIC SyNIHEsIs m IS)_ 
AkiOEjima, Hirofuni 'braSaw& Masamichi Sugki, and HircakiTqawa* 
Research Institute, Daiichi Seiyaku Co., ~td., Kitakasai, !&lcgawa-ku, Tokyo 134, Japan 
The title compound was synthesized via a novel diastereoselective ethylatian process fran 
irdolizine derivative 5a baring N-tosyl-(R)-proline. 
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I Tetrahedron Lett.s,2641(1989 

USE OF AN ALLYLIC ANCHOR GROUP AND OF ITS PALLADIUM CATALYZED HYDRO- 
STANNOLYTIC CLEAVAGE IN THE SOLID PHASE SYNTHESIS OF PROTECTED PEP- 
TIDE FRAGMENTS 
F.GUIBE, O.DANGLES and G.BALAVOINE, Institut de Chlmie Molkulaire d'orsoy, Laborotoire de 
Chimie Orgonique des Elements de Transition, associe ou CNRS, ElBt 420 91405 ORSAY Cedex 
(France). 
A.LOFFET, Propeptide. BP 12, 91710 VERT LE PETIT (France). 

Protected peptide fragments hove been synthetized on aminomethyl resin using the q llylic 
handle O-CH2CH=CH-CH2-0-CH2-CO- and Boc a-amino protection. The datalytic hydrostonnolYtic 
cleavage of the peptide chain from the resin occurs under especially mild conditions. 

Tetrahedron Lett.z,2645(1989 

THE ASYtMETRIC H~CHAEL PROCESS INVOLVING CHIRAL IMINES: 
THE DIASTEREOFACIAL DIFFERENTIATION ASPECT. 

d’Angelo J., Revial G., Guingant A., LSPCI, Paris 
Riche C., Chiaroni A., CNRS, Gif-supYvette (France) 
A mechanism for the diastereofacial differentiation 
in the title reaction is proposed on the basis of 
the variation of the chiral auxiliary amines and of 
the examination of the crystal structure of enamino- 
ester 15. 

N-ACETOXY-N-ALKOXYAMIDES - A 
NEW CLASS OF NITRENIUM ION 
PRECURSORS WHICH ARE MUTAGENIC. 

Tetrahedron Lett.30,2649(19&9 

Robert G. Gerdes Stephen A.Glover* Jo& 
F. ten Have and 6olleen A.Rowbottom’ 

PhCON(Cl)OR AgoAc’Ete PhCON(OAc)OR 
/ill ,,dl 

Department of Chemistry, University of New England, 
Armidale,N.S.W.2351, Australia 
N-chloro-0-alkylbenzohydroxamates (11) react 
with silver acetate in ether giving N-acetoxy-N- 
alkoxybenramides (14) which, have been shown to be 
mutagenic in the Ames test. 

” ” 
,.--I 

(a) R=Et [96%] 
(b) R=n-Bu [82%] 
(c) kn-Ott [690/a] 
(d) RzBz [89%] 

Tetrahedron Lett.g,2653(1989 

SYNTHESIS OF A NEW SULFUR-CONTAINING DIPEPTlDE ANALOGUE 
J. Olle Karlsson*, Anita Lundblad, Bengt Malm, lngemar Nilsson, ToiVo Nitenberg, 
Ingemar Starke, Henrik Sdrensen, and Christer Westerltind 
Department of Organic Chemistry, AB Htissle, S-431 83 mlndal, Sweden 

A sulfur-containing Cha-dla isostere for renin 
inhibitors has been synthesized. 
The stereochemistry of the carbinol carbon Of 
3b was inverted by treatment with nethane- 
afonyl chloride in pyridine leading to g. 

M&l 
Py. DMAP 

4a 
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I CHIRAL INDUCTION IN ARYL RADICAL CYCLISATIONS I 

,I Keith Jones* and Clive McCarthy, Department of Chemistry, King’s College London, Strand. London wC2R 2LS. U.K. 

The diastereolectivity of the cyclisation of aryl radicals generated from the o-haloacryloylanilides (l} carrying a chiral 
group (I?) on the nitrogen has been investigafed: 

BusSnH 

X=Br, I 
R’ 

TRAPPING OF 1,4-DlRADICAL+ INTERMEDIATE IN 
INTRAMOLECULAR [2+2] PHOTOCYCLOADDITION 

D.Becker*,N.HaddadandY.Sahali. 

Tetraiiedron Lett.E,2661(1989 

DepartmentofChemistry,Technion-IsraelInstituteofTechnology,Technion City,Haifa 32000,Israel. 

+$q~]_~+:I; 

7 Fi IO R 8 R 
Onirradiatb of? intermediateDwas trappedi;;give9in 43%yield,Forthe firsTtime a 1,4-diradical was 9 

trapped in intramolecular [2+2] photocycloaddition of olefin to cyclohexenone. 

PUMMERER-LIKE REACTION OF SELENIUM(W)-DICHLORIDES. 
Tetrahedron Lett.E,2665(1989: 

SYNTHESIS OF a-CHLORO-a-PHENYLSELENENYLKETONES AND 
u,a-DICHLORO-a-PHENYLSELENENYLKETONES 
Lars Engman,* YQachim Persson and Ulf Tilstam 
Department of Organic Chemistry, Royal Institute of Technology 
S-100 44 Stockholm, Sweden 

t 7’ 
RCCH2SI”R’ 

CH2C12 B 1) SO*Clp f 
Cl 

pyridine 
RCtfHSeR’ - RCC-SeR’ 

Cl 
2) CH2CJ2/pyridine c,/ xc1 Q 

R’=Ph or RCCH2 

Tetrahedron Lett.z,2669(1989 
ON THE REACTION OF 6-GLYCOSYLAMINO-5-NITROSOPYRIMIDINES 

WITH VILSMEIER-TYPE REAGENTS. SYNTHESIS OF 8-AMINO-9- 

GLYCOSYLPURINES 

M.Melguito, M.Nogueras, A.S&nchet and Me.L.Puijano 

Dpt. Organic Chemistry. University College of Ja6n 

University of Granada. 23071-JaCn. Spain 

I 

Tetrahedron Lett.E,2657(1989) 

Sfartlng from 6-glycosylamino-5_nitrosopyrimidines, 

8-aminocand methylamino)-9-glycosylpurines are ob- 

tained by reaction with POC13/Formamides 
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REACTIONS ON SOLID SUPPORTS PART V1 : THE MECHANISM OF 
Tetrahedron Lett.g,2673(1989 

OXIDATION OF a-METHYL PYRROLES TO a-FORMYL PYRROLES BY 
THALLIUM NITRATE ON CLAY 

Anthony H. Jackson,* K,R. Nagaraja Rao and E. Smeaton 

School of Chemistry & Applied Chemistry, 
IT-I ‘z’ CH-Or& 

University of Wales College of Cardiff, 
/"' 

I -3 

P.O. Box 912, Cardiff CFl 3TB, Wales, UK (6) H \ 

Evidence is presented for the involvement 
of an intermediate nitrate ester in the IT-7 
thallium nitrate oxidation of a-methyl 3 i ‘cm 

HN 
pyrroles to u-formyl pyrroles. 

(7) 

Tetrahedron Lett.x,2677(1989 
ClllRfiL SlLICDN IN bSY!lHETRIC SYNTHESIS. AOUITION OF ORGf?%O~E~~llIC 
REAGLL~TS TO A SllYL THIOWE CHIRAL l\I SILICON. 
Bianca F. Bonini, Gaetano Haccagnani, Stefano Masiero, Germana Hazranti and Paolo Zani. 

Oipartinento di Chimica Organica, Universit; di Bologna, 

a-Silylsulphides 3 are obtained, 
Viale Risorgimento 4, 40136 Bologna, Italy 

with medium to good levels of stereoselection, 
organometallie reagents RH (lithium and Grignard derivatives). 

in the reaction OF 1 with 

the subsequent desilylation of the deuteriosulphide 3 (E=Ll). 

lhe asymmetry induced at the a-carbon is retained in 

Ph 
\ 1 )RM_ 

Ph 

‘Si 

,C=” 
ZIBE 

H’ ‘cl 

*Si=(a-Napht., Ph, HeSi-1 

1 3 E-H,0 

Tetrahedron Lett.s,2681(1989 

SELECITW IWNCTIOKALIZATION OB 
CALIX[4lARENES AT TW UPPER RIM 

J.-D. van Loor?, A. Arduinib, W. Vertxx&, 

R. UnNmb, 0.J. van Humm& S. Harked. 
D.N. Reinl,oodt*a 

L2bawtorim qforgmic Chemislly and Chonical 
Physicsa, University of Twente, The Netherlands Md 

1h.e Inaitute of Qrgonic Chemistryb, university qfPwm3. 

I&Y 

e.g. R = Atkyl, Allyi. Benzyl 

R' =Br,NOgCH=O, 
CH$I, CH2N(CH& 

Tetrahedron Lett.z,2685(l+989 

DIELS-ALDER REACTION OF UNACTIVATED 2.AZA-1,3-DIENES WITH DIETHYL KETO 
MALONATE: A CARBON DIOXIDE EQUIVALENT 
JoskBarluenga,* Franciscol.Gon~lez,andSantosFustero. 
Departamenlo de Quhka Oqanometdlica, Faculrud de Qulmica, Universidad de Oviedo, 33071-Ovieda. Spain, 
A synthesis of 6,6-bis(etboxycarbonil)-5,6-dihydro-2H-1,3-oxazines by Diels-Alder reaction of unactivated Z-aza- 
1,3dienes with dietbylketomalouate is described. 

I 
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THE USE OF IWRI-N.BUTYLSTANRYL)ACRYLAMIDES AS I-LITHIOACRYLAMlDE 
SYNTIIONS. 

I-L Idh.’ D. hfuhod.’ P. ~uay1e.a’ .nd G. M. Drvierb 
a Dapukmx of Ckmirag. Vicmia University of Manchcsur. Manchester Ml3 9Pl. 
b ICI Phbmm.utis.lr. Aldnley P.rk. M~cclesficld. SK10 4TO. 
ihcticm of B-(ui-n-b~tyls~yl~kc~l~idcr with n-Buli at low rcmpcralurcr affords sable 
E-acylvioyl miens which undergo alkyhtion ructionr with a vuicry of clccwopbilcr. 

I I 

Lett.E,2693(1989 1 I- Tetrahedron 

dX S&J) 
NHR 

-c=-dx Li 
NRLi 

0 

Tetrahedron Lett.g,2697(1989 

ENZYMES AS SELECTIVE REAGENTS IN ORGANIC 
SYNTHESIS: ENANTIQSELECTIVE PREPARATION OF 
-AsYm4ETRlzED iris (HYcIR~XYRM~HYLIMETHANE- 
Giuseppe Guar@* Luca Banfi, and Enrica Narisano, lstlluto di Chlmica Organica e C.N.R., Centro di Studio sui Diariloidl, 
torso Europa 26, 16132 Genova (Italy). 

A new chiral bullding block, that is 2, where R1*R2*R3, was prepared In 
high enantiomeric excess. The key step is a PPL catalysed 
dissymmetrizatlon of a prochiral diacetate. 

Tetrahedron Lett.g,2699(1989 

PMIUM- CATALYZED REACIIONS UP Tm!ALKm~ 

Pm SULRWE3 WZTH ALKENYL B~MlWl35, 

A NEW L&4- SYlV7REW.9 OF (Q--J-AfKENyz PIiENyz suLFuM%x 

Adrian0 Carpita, Renzo Rossi( and Barbara Scamuzzi. 
~~dl~caeCbimica~e-U~~~diPlSA-V~~35-56100PISA-~~Y, 

(E)- I -AIkenyl phenyl sulfides, (Ej- 8, have been diastereoselectively synthesized 
by Pd-catalyzed reactions of (E)/(Z)-7 with 1. 

~Sn-SPh R*6r R+=+‘SPh 
1 7 8 

AZIRIDINE-AZIRINE TRANSFORMATION BY l,Z-ELIMINATION via - 
AN AZIRPOINYL CARBANION INTERMEDIATE 

Tetrahedron Lett.g,2703(1989 

Robert 5. Atkinson and Brian J. Kelly 
Department of Chemistry, Leicester University, 
Leicester, LEI 7RH. U.K. 
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Tetrahedron Lett.g,270511989 

A MEERWEIN-PONNDORF-VERLEY TYPE REOUCTION OF 

KETONES TO ALLYLIC ALCOHOLS CATALYZED BY MgO. 
“*B 

UNSATURATED 

J.Kaspar, M.Grazioni, Dipartimento di Scienze Chimiche, Piazzale Europo 1, 34127 Trieste, ltoly 
A.Trovorelli. lstituto di Chimica. Facolta di Ingegneria, Viale Ungheria 43, 33100 Udine, Italy 
M.Lenarda. Dipartimento di Chimica. Calle Lorga S.Martu 2137, 30123 Venezia, Italy 

jTetrahedron Lett.g,2707(1989 

A USEFUL METHOD FOR PREPARING OPTlCALLY ACTIVE SECONDARY ALCOHOLS: 
A SHORT ENANTIOSPECIFIC SYNTHESIS OF (R)- AND (S)- SULCATOL. 
Carlos M. Afonso. M. Teresa Barr%, Licio Godinho and Christopher D. Maycock. 
Faculdade de CiBncias, Universidade Nova de Usboa, 2825 Monte de Caparica, Portugal. 

The antipodes of sulcatol 1 have 
been prepared from readily available 

u _d +___ DOE, 

starling materia!s. A key step C&Et 

in the strategy is the use of Ihe 
Barton method of decarboxylation. 

Tetrahedron Lett.s,2709 (1989 

SUBSTITUENT INDUCED FINE-TUNING OF NOVEL CA-I-IONIC REARRANGEMENTS 
IN c3.3.31 PROPELLANIC SYSTEMS 

G. Mehta and D. Subrahmanyam, School of Chemistry, University of Hyderabad, Hyderabad - 500 134, 
India. 
Summary: Profound effect of alkyl substituents at C(4) & C(8) positions on the course of cationic 
rearrangements of L3.3.31 prop&an-3-ones has been observed. 
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