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Sitver Salts. Catalytk Asymnncfrlc Syntheab of Death and 
FuncIk~nnUd Indoltztdiac Derivatives 

Tetrahedron, 19!M,50,371 

~ahihiro sapD.‘sciji w,,t,,@~ SodadrsP and ~asalraao shibasalrib* 

Faculty of Phamuceudcal Schwa. aHokkaido University. Sapporo 060. bLfnivcmity of Tokyo. Tokyo 113. Japan 

llw impmtaol mk of sihrer salts in the arymmeoic Heclr reaction of alkeoyl iodides is desrihui, suggesting that AgpOd cs Ag-tsolite 
isu&ebcsIsilver!& 

PALLADIUM-CATALYZED DOMINO COUPLING REACTIONS OF ARYL 
HALIDES WlTH NORBORNENE AND NORBORNENE DERIVATIVES - A 

Tetrahedron, 1994,50, 383 
SlMPLE ROUTE TO POLYCYCLIC AROMATIC COMPOUNDS 
Karsten Albrccht-, Oliver R&e?, Martin Web&, Burkhard Kdericme, and Amdn de Meijer@* 
Institut fiir Organiscbe Chemie der Georg-August-Universi~l G6ttingens. Tammannslrasse 2, D-37011 GNtingen, Gemxmy 

Institut fib Organiscbe Chemie der Universita Hamhurgb. Militin-Luther-King-Plalz 6. D-20146 Hamburg, Germany 

Under ~ll~dium~~alysis, norhrmxne and seversi norhornene derivatives 1 undergo a I : 3 domino coupling reaction with a variety of aryl 
bromides and icdides. ladopyridines give only I : 2 coupling products 3. Tbe adducts 2 and 3 can be transformed and cleaved to polycyclic 
aromatic compounds like 4 and 5. 
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(k) A 9%APNEILENE WAS SYNTHESIZED VIA 
A NEW PALLADIUM-CATALYZED BIS-CYCLISATION STEP 
GenevBve Balme* and Didier Bouyssi 

Tetrahedron, 1994,50, 403 

Laboratoire de Chimie Organique 1, assock? au CNRS, Universid Claude Bernard, Bk 308,43, Bd du 11 
Novembre 1918, 69622 Villeurbanne, France. 

SYNTHESIS OF (f)-HIRSUTENE BY A CATALYTIC 
ALLYLPALLADHJM-ALKYNE CYCLIZATIONj 
CARBONYLATION CASCADE 

Tetrahedron, 1994,50, 415 

Wolfgang Opp&er* and Chantal Robyr 
Departement de Chimie Organique, UniversitC de Geni;ve. CH- 121 I Genhve 4, Switzerland 

The tricyclic terpenoid (t)-hirsutene (1) has been synthesized starting from 2-hydroxy-4,4- 

dimethyltetrahydropyrane. In the key step, acyclic enynyl carbonate 7 afforded bicyclooctenone 2 via a ’ 
85 % diastereoselective palladium catalyzed metallo-ene/carbonylation reaction cascade. 

PALLADIUM-CATALYZED CARBONYLATIVE 
CYCLIZATION VIA TRAPPING OF ACYLPALLADIUM 
DERIVATIVES WITH INTERNAL ENOLATES. ITS SCOPE 

Tetrahedron, 1994,50,425 

AND FACTORS AFFECTING THE C-TO-O RATIO 
Ei-ichi Ncgishi.’ Christophe Coperet. Takumichi Sugihara. Izumi Shimoyama, Yantao Zhang, 

Guangzhong Wu, and James M. Tour 

Department of Chemistry. Purdue University. West Lafayette, Indiana 47907. U.S.A. 
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Intramolecular trapping of acylpalladium species by C- or 0-enolates preferentially gives 5- or 6- 

membered rings. In a competition between 0- and C-processes of the same ring size. the O-process 
dominates. 

2-SUBSTITUTED-3-ACYLINDOLES THROUGH THE 
Pd-CATALYSED CARBONYLATIVE CYCLIZATION Tetrahedron, I*, 50. 437 
OF 2.ALKYNYLTRIFLUOROACETANILIDES WITH I 

ARYL HALIDES AND VINYL TRIFLATES 

Antoruo Arcadi.a Sandra Cacch~. b* Veronica Cam~celli,c Fabm MarinelliC 

a lstmno di Chlmica Orgamca della Facolti di Saenze, Unwersita di Urbmo, P.za della Repubbhca 13. I-6107-0 Urbino, Italy. 

b Dipartimento di Studi di Chmica e Tecnologia delle Sostanz Biologicamente Amve, Universilh degli Studi “La Sapienza”. P.le 
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MeCN, 45 “C 

X =I, OTf 
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Tetrahedron, 1994, SO, 453 
PALLADIUM-CATALYZED CARBONYLATION OF ALLYLAMINES. 
SYNTHESIS OF P,~UNSATURATED AMIDES BY ONECARBON HOMOLOGATION OF ALLYLAMINES 

Shun&hi Murahashi,* Yasushi Imada, and Koichi Nishimura 

Department of Chemistry, Faculty of Engineering Science, Osaka University, Machikaneyama, Toyonaka, Osaka 560, Japan 

Carbonylation of allylamines proceeds smoothly in the presence of palladium-phosphine catalyst under CO (50 atm) at 110 “C to 
give the corresponding P,y-unsaturated amides with high regioselectivity at the less substituted carbon of ally1 unit. 

R-N& + CO 
Pd(OAc)dppp cat. 

1 Tetrahedron, l!W4.50,465 

Jean-Yves Legros and Jean-Claude Fiaud, Laboratoire de Synthbe Asym&rique AssociC au C.N.R.S., 
BLtiment 420, Universiti de Paris&d, 91405 Orsay, France. 

1 

ELECTRONIC CONTROL OF ENANTIOSELECTIVITY IN THE PALLADIUM-CATALYZED 
ASYMMETRIC ALLYLIC SUBSTITUTION OF 4-tBUTYL-l-VINYLCYCLOHEXYL BENZOATES 

Na+ TI-& 
5 w(-ywz 

cat. [Pd(dbQ + (R)-(+)-BINAP] 
dioxane, r.t. ee of 2 from 22% (1, R = 4-N@) 

2 to 90% (1, R = 4-OMe) 

E= CO2CH3 

A novel Method for Stereospecific Generation of Natural 
C-17 Stereochemistry and either C-20 Epimer in Steroid Side 

Tetrahedron, 1!&4,50, 475 

Chains by Palladium-Catalyzed Hydrogenolysis of C-17 and C-20 Allylic Carbonates 
Tadakatsu Mandai, Takaji Matsumoto, Mikio Kawada, and Jiio Tsuji 
Department of Applied Chemistry, Okayama University of Science, Ridai-chu, Okayama, 700 Japan 

Control of stereochemistry at C-17 and C-20 of steroid side chains was achieved by the palladium-catalyzed 
stereospecific hydrogenolysis of allylic carbonates with formate. 

SYNTHESIS OF a-FLUOROKETONES BASED ON PALLADIUM 
-CATALYZED DECARBOXYLATION REACTION OF ALLYL 
PKETO CARBOXYLATES 

Tetrahedron, 1994,50,487 

Isao Shimizu* and Hirotoshi Ishii 
Deparunent of Applied Chemistry. 
School of Science and Engineering, 
Waseda University, Ookubo 34-1. 
Tokyo 169, Japan. 
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Practical Palladium-Mediated Deprotective Method of 
Allyloxycarbonyl in Aqueous Media. 

Tetrahedron, 1!@4,50,497 

Jean Pierre GcnBt*, Errol Blsr~. Moniqoc Savignac. SlCphanc Lemeunc, Ssndrine Lemairs-Audoire, Jean-Marc Psris’*snd J.M. Bemstd** 
* Lsboratoin: de Synlh&se Organique nssociC su CNRS, Exolc NoJonale SupCricurc dc Chimie dc Paris 
11, rue Pierre ec Marie Curie - 7523 I Paris - Fmnce 
** Rhdne Poulenc Rarer - Ccnuc de recherche Vioy-Alfortville _ 13 Quai Jules Guesde - 94403 Vhry sur Seine 

The sflyloxycsrbonyl (Allcc) moiety is removed smoothly sod selectively from sllylic esters sod wrbsmates (including carbamoles 
derived from secondary amines) in aqueous media by Pd(0) gcoerslcd in silo from Pd(OAc)Z and TPPTS (!riphcnylpbosphine melil 
trisulfonate). In a IWO phase system Ihe ca~~~lysc is efficicndy recycled. 

ii,,, Pd(OAc),, TPPTS, RZI-I + 
Rz 

/e NEt, 

HNEt, 

Z=O,N 

PALLADIUM(O)-CATALYZED SUBSTITUTION OF ALLYLIC 
SUBSTRATES IN AN AQUEOUS-ORGANIC MEDIUM 

Tetrahedron, 1994,50,505 

Errol BlartP Jean Phe Gedt.a* hfohamed Sti,b Moniquc Saviaoa9 and Denis Sioou b’ . - 
o Labora~oire de Syn~hke Orgonique. axrocid ns CNRS. EC& Nofioaole SUperiercre de Chirnie de Paris. II. rue Pierre et Marie 

Curie, 75231 Paris. France 

b Laboratoire de Synthke AsymHrique. acsocid au CNRS. ESCIL. Universik? Claude Bernard Lyon 1.43. boulevard du I I Novembre 
1918.69622 Villeurbonne C&dex. France 

A pafladium(O)-waler soluble catalyst prepared from Pd(OAc)2 and Ihe sulfonsted triphenylphosphine PP(C&HqJn-S03Nah (or 
~pprs) is an efficient catiyst for sflylic substilution with various carbon sod heteronucleopbilu in se aqueous-organic medium. 

NUCfCopbilC 

R-OR’ - R-N” 
organic solveollH20 

K’ = COCII~. co~crl3 Pd(O)ltppta 

PALLADIUM-CATALYZED ALLYLATION OF 3- 

HYDROXYISOXAZOLE, 5-ISOXAZOLONE AND 
Tetrahedron, 1994,50, 515 

I-PYRAZOLONE SYSTEMS 

M. Moreno-Maiias, M. Perez and R. Pleixats 

Department of Chemistry. Umversilat Autimoma de Barcelona. Bellaterra. 08193-Barcelona. Spin. 

Me 

PALLADlUM(O)-CATAL~ED ALLYLIC SUBSTITUTION WITH 
ALLYLIC ALKOXIDES AS SUBSTRATES Tetrahedron, 1994,50, 529 

1. Statj.‘” I. G. Star&’ and P. KMfovskj *Ob 
%stilute of Org. Chem. 8 Biihem. AVER, 16610 Prague 6. Czech Republic 
department of Chemistry. University of L&ester. Lelcester LEl 7Rf-l. UK 

While allylff aslers have frequently been used as wbslrates for the Pd(O)-catalyzed allylic substilulion. Ihe parent alcohols 
are much less reactive. We have now developed a new method which albws ihe subslilution lo occur between the alcohols 
and malonates: on reacllon with PhsB. Ihe allylic alkoxlde 3 is first converted In situ into the more reactive species 4 which 
then undergoes a Pd(O)-catalyzed raaolion with LfCH(COzEt)2 via the (n-all)+Pd-complex 5. Allylic alkoxkles can be 
generated In situ eflher by Grignard raolfon (1 + 2 - 3) or by a DIBAH reduolbn 01 the corresponding kelones. The whole 
sequence can be carried out as a one-pot procedure and fs pariicularfy sulable for sensilive allylfc alcohofs. Mono- and bis- 
allylatfon has been observed wlh slerlcally fess hindered subslrates. 

&MgBr + O&H-R -_) q 0- BPhs - qot-ij,=h, cphsp)4pdbR~+L~ fl& CHE, 

n 1 2 3 4 5 6 
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Direct Access to Substituted Brendane Derivatives 
by Pnlladium-Copper Mediated Cyclisation of Tetrahedron, J- Cn W-I 

endo-S-Vinyl-2-norborne. X-my Structure of the (r--r Intermediate Palladium Co! _ mplex. 
Further Evolution (Baeyer-Villiger Oxidation) to the Quinane System 
Andnas Hem*, Serge. Kaldy and Alpbm.% Tenaglii 
Universirp d’Aix-Mus4ille. FacullC & St.-J&%m?. URA - CNRS 1410 & 1411: F 13013 MARSEILLE - FRANCE 

Diisbtitucd brendane 4. easily prepared by Wacker type oxidation of 2 is on bmresting syndwtic intenoediate for rhe obtemion of 
functiomlised quimoes via 11. The p&ulium-ataJyzcd cyctisation and Baeyer-Viiiger ring clcavagc prcceed with complete 
ngioselectivity and high stenocontml of the 5 chiml carbons in 24. 

Palladium-Catalyzed Oxaspirocyclizations 
Pher G Andersson. * Ylva I. M. Nilsson and Jan-E. Biickvall, * 
Department of Organic Chemistty, 
University of Uppsala, Box 531, S-751 21 Uppsala, Sweden 

Tetrahedron, 1994,50, 559 

Palladium-catalyzed oxidation of I-(3-hydroxyalkyl) and 1-(4_hydroxyalkyl)-1,3_cycloalkadienes results in a 

stereocontrolled oxaspirocyclization. The reaction proceeds via a spirocyclic (r-aUyl)palladium intermediate, 
which is attacked by an acetate or a chloride nucleophile leading to an overall 1,Caddition across the diene. 
The oxaspirocyclization was applied to the total synthesis of theaspirone. 

25 Theaspimne 1 
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