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OBIONIN A: A NEW POIXKETIDE METABOLITE FROM 
THE MARINE FUNGUS LEP TOSEHAERIA OBIONES 
Gregory K. Poch and James B. Glob 
Department of Chemistry, University of Iowa 
Iowa City, Iowa, 52242 

Tetrahedron Lett,g,3483[1989 

Obionin A (1) has been isolated from liquid 
cultures of the marine fungus LeatosRhaeria 
obiones by chromatography on Sephadex LH-20. 
Its structure was assigned primarily by 
selective INEPT and other NMR techniques. 

L- Tetrahedron Lett.E,3487(1989: 
HIGXLY STEREOSELECTlYE SYNTHESIS OF DI- AND TRJSUBSTI~D -.- 
~~UMO~L~IC ALCOHOLS VIA ~~~A~~~~U}~A~~~D 
NUCLEOPHILIC OPKNING OF VINYLIC OXETANES 

Richard C. Larock and Sandra K. S&&z-Dunn 
~p~c~t ~f~~hemis~, Iowa State University, Ames, Iowa 50011 

Vinylic oxetanes react in an SNZ’ manner with a variety of potential nuclcophiles in the presence of catiytic amounts of Pd(PPhj)q 
to afford ~cco~es~~ding highly fuRc~ion~~~, di- and ~s~~stitu~ h~o~ly~c alcohols with high s~r~ei~tivity. 
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I cat. Pd(PPhx)rl I 
Nut-H + H>C=CRCH-CH2 r E- Nut-CH2C=CHCH2CH20H 

CYTOTOXIC CEMBRANOIDS FROM THE GORGONIAN 
PSEUDOPTEROGORGIA BIPINNATA 

etrahedron Lett.s,3491(1989 

Four new cytotoxic cembranoids, 1-4, have been isolated from the 
gorgonian coral Pseudopterogorgia bipinnata. Their structures have 
been determined through a combination of spectroscopic and x-ray 

~~~~~o 
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~~stal~gra~~ methods. 3 3 4 

Amy. E. ~~ht, Neal S. Burres and Gayle K. Schulte 
Division of Biomedical Marine Research, HBOI, Ft. Pierce, FL. 34946 
Chemical Instrumentation Center, Yale University, New Haven , CT. 

I Petrahedron Lett.30,3495(1989 
ON 'ME GENERATION OF STABILIZED LOW-VALENT ~TALLCCENE DERIVA- L_--___ 

-- 
_.-__-- 

TIVES. THE DIRECT SYNTHESIS AND RXDUCTIVE CCXE'LING REACTIONS 
OF l-MWHYLTHIOALKWI-ZIRCONCCENX COMF'LEES. 
Bradford C. VanWagenen and Tom Livinghwse* 
Department of Chemistry, Montana State University, Bozeman, HT 59717 

I Zirconacycloyrnpenes derived from l-methylthioalkynes (e.g., 2a,b) undergo 
efficient coupling reactions with rrlkynes, carbony compounds, and nitriles to give the 
corresponding adducts 3 in 

t 
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CONVERGENr APPROACHTO INmRHED IATRS USED FOR TiU5 
Tetrahedron Lett.z,3499(1989 

%!NTRRSIS OF THE ENEDIYNE STRUCTURE OF THE 
I 

ESPERAHICINS AND CALICEJEAMICINS J.F.Kadow*, M.G.Saulnier, 
M.M.Tun, D.R.Langley, and D.M. Vyas. Bristol-Myers Company, Wallingford, CT. 06492-7660. 

Li tcrature 

llathadr 

R= -fle or TBDMSi 

Tetrahedron Lett.s,350i(1989) 

Macrocycles Containing Tin. Ditopic, Tricyclic, 
Lewis Acidic Hosts with Four Binding Sites 

x~s+CH8)~qn/X 

Michael T. Blanda and Martin Newcomb*, Department of Chemistry, --(CH&- 

Texas A&M University, College Station, Texas, 77843, USA i \ 
(C~Jn (C/k% 

Preparation of the title class of anion-binding hosts is described. The ditopic host 

shown (n = 5, X = Cl) binds one, and only one, chloride anion strongly in CDCI,. 

Tetrahedron Lett.g,3505(1989) 
NUCLEOPHILIC ATTACK ON 4,6-DIMETHOXY-2- 
PYRONES; DISCOVERY OF A REMARKABLY 
FACILE REARRANGEMENT OF THE PYRONES 
Jin K. Cha’, Thomas M. Harris’, John A. Ray, and Hemalatha Venkataraman 
Department of Chemistry, Vanderbilt University, Nashville, TN 37235, U.S.A. 

A rapid scrambling reaction has been found between 0% 
4,6-dimethoxy-3-methyl-2-pyrone and the corresponding 
5methyl isomer. 

OCH, 

‘1 Tetrahedron Lett.E,3509(198S 

THE SCOPE AND MECHANISM OF 
REARRANGEMENT OF 4,6-DIALKOXY-2-PYRONES 
Hemalatha Venkataraman and Jin K. Cha* 
Department of Chemistry, Vanderbilt University, Nashville, TN 37235, U.S.A. 

The scope and mechanism of a rapid interconversion 
between 4,6-dialkoxy-3-alkyl-2-pyrones and their corre- 
sponding 5-alkyl isomers is described. The preponderance of 

A3 

the latter over the former is rationalized by the stereoelectronic 
conformational preference of the C-4 alkoxy group. 
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Tetrahedron Lett.s,3513(1989 

RINAPHTHYLCYCLOPENTADIE~: A C$SYMMETRIC 
ANNULATED CYCLOPENTADIENYL LIGAND WITH AXIAL CHIRALITY 
Steven L.CollettiandRonaldL.Halternm~~* 
DepmtmentofChemistry,M~tcaM Center for ScienceandEngineering,Boston University,Boston, MA 02215 

I STEREOSELECTIVE KETENE-CLAISEN REARRANGEMENT 
Tetrahedron Lett.x,3517(1989) 

-.I 

Tetrahedron Lett.g,3521(1989 

SYNTHESIS AND STRUCTURE OF NOVEL ALKYLIDENE- 

MALONALDEHYDESr 2-(DIFORMYLMETHYLENEf-1,9- 

DlTEIIANE AND -l,+DITHIOLANE AS WELL AS 

~2,3-DIPHENYLCYCL~PROPEN-1-Y~I~ENE~- 

MALONALDEHYDE 

C. Reichardt x, E.-V. Herget, M. Schulz, 

a\$$.9 ~~~H~~~~ 

7 8 4 

If. Nassa, S. Paschel, Fachbereich Chemie der 

Universitgt, Hans-Meerwain-Straoe, D-3550 Narburg 

Tetrahedron Lett.E,3525{1989) 

Reactivity of Cyclopentenyl-Anion Analogous Heterocycles: 
Synthesis and l,S-Elec~rocyclization of Humophosphole. 

Dirk Oebels and Frank-Getit K_kner* FakultSt f%r Chemie der Ruhr Universitgt 
Postfach 10 2148, D-4630 Bochum 1 {FRG) 

c 

3477 



CYCLOPROPENIC TOTAL SYNTHES IS OF e)-I-IlRsuTENE, Tetrahedron Lett.s,3529(1989 
A NATURAL LINEAR TRIQUINANE. 

Miehel F~CK-NEWMAN, Michel MIESCH, Eric I&CROIX 

Laboratoire de Chimie Organique Synthdtique URA CNRS no 00466, Institut de Chimie, 
Universitd Louis Pasteur, 1, rue Blaise Pascal 67008 - STRASBOURG (France) 

~CLOPROP~C TVI’AL ~~ OF ~~)~~~~, Tetrahedron Lett.g,3533 (1989 
A NATURAL ANGULAR TRIQUINA?W. 

Niche1 FBANCK-NEUMANN, Michel MIESCH, Eric LACROIX 

Laboratoire de Chimie Orgu~~iq~ Synt~~t~q~ URA CNRS ~OD~66, ~~st~tut de Chimic, 
Uniueraitb Louis Pasteur, 1, rue Blaise Pascal 67008 - STMSBOURG (France) 

E = CO,Me 
OH ThMe,SiO 

I 

CYCLOPROPENIC SYNTHES IS OF ILLUDINE M 
RER~AT~ 

Tetrahedron Lett.s,3537fl989 

Michel FKANCK-NEUMANN, Michel MIESCH, Francis BARTH 

I Luboratoire de Chimie Organique SyntMtiqw URA CNRS n”D0466, fnstitut de Chimie, 
~niv~~sit~ Louis Pasteur, I, rue Blake Pascal 67008 - ST~S~U~RG ~~~~ej 

ORGANOMANGANESE ( II ) REAGENTS XVI : 
COPPER-CATALYZED I,4-ADDITION OF 

etrahedron Lett.s,3541(1989 

ORGANOMAN~ANESE CHLORIDES TO CONJUGATED ENONES 
G&ard CAHlEZ ’ and Mouad ALAMI 

Laboratoire de Chimie des OrganoClCments, tour 44-45; Universite P. & M. Curie, 4 Place Jussieu F-75252 PARIS C%dex 05 
Copper-catafyred conjugate addition of org~om~g~ese chlorides to conjugated enones in THF, at 0°C leads to the 1,4 additior 
products in high yields. The scope of me reaction is very large and the results are generally better than those obtained from 
organomagnesium compounds in the presence of a copper salt as well as from organccopper or cuprate reagents. Furthermore 
organomanganese chlorides are indisputably cheaper and more stable than these latter. 

0 0 

R 

-b 

R 
R- H: SO% 

MeMnCI, S% CuCI, MesSiCl 
I 

R= CH@HCH, : 88% 
(e.g., for R= H, 

Et0 THF, O”C, lh Me only 3 1% from Me&k&i-Me&Cl ) 
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Gkrarcl CAHIEZ ’ and Blandine LABOUE 
Laboratoire de Chimie des OrganoClbments, tour 44-45; Universitk P. & M. Curie, 4 Place Jussieu F-75252 PARIS CXdex 05 

Organomanganese bromide reagents have been quantitatively prepared in ether from organomagnesium (or organolicbium) 
compounds and manganese bromide. The preparation must be performed in the presence of lithium bromide which allows 
to dissolve the manganese bromide in ether. Organomanganese bromide reagents react quite similarly to their iodide analogous. 
For synthetic applications they are equivalent or sometimes more efficient than these latter and above all they are cheaper. 

ORGANOMANGANESE ( II ) REAGENTS XVII . 
PREPARATION OF ORGANOMANGANESE BROMIDE COMPOUND 

Tetrahedron LetteE, (1989 

IN ETHER : AN EFFICIENT AND ECONOMIC ALTERNATIVE TO 
ORGANOMANGANESE IODIDE COMPOUNDS FOR SYNTHETIC APPLICATIONS 

RMgBr 
l! LiBr 2/ MnBrz R’COCI 

w RMnBr = RCOR’ 80 to 98% 
Ether, 20°C 0°C to 2O”C, lh 30 

Tetrahedron Lett.s,3547 (1989: 

EXTENDED SCOPE OF THE GRIGNARD REACTION OF p-HALOACETALS. 
USE OF ACYCLIC ACETALS. 
A. GREINER 
RhBne Poulenc Agroehirnie, Centre de Recherches de la Dargoire, BP 9163 
69263.LYON CEDEX 09, France 

X OR’ 0 

Mg, THF 
Cl& 

Cl 
OR’ ~-. ) 

k2 20°C 

R’:cyclic or acyclic, X:Bromine or Chlorine, R’:H or Alkyl 

CHIRAL LIGANDS CONTAINING HETEROATOMS. Ill. 
etrahedron Lett.g,3551(1989) 

ENANTIOSELECTWE KETONE REDUCTIONS USING TIN(II) 
ORGANOMETALLIC SYSTEMS ROM CHIFWL PIPERAZINES. 
Massimo Falorni*, Luciano Lardicci, Giampaolo Giacomelli”, and Mauro Marchetti - Dipartimenlo di Chimica 
e Ghim. lnd. dell’Universit8, l-66 100 Pisa, Dipartimsnto di Chimica dell’Universit$, I-071 00 Sassari (IMy]. 

Asymmetric reductions of ketones viaan hydride tin(ll) system, complexed with new chiral diamines. 

&N, Ph 
+ SnCl, + AIBui2H + Pr’COPh 

-1ooYJ H,O+ Pr’CHOHPh 

Et,0 - e.e. 85% (S) r.t. 

I Tetrahedron Lett.E,3555 (1985 
THE REACTION OF BIFUNCTIONAL ANNULATING 

REAGENTS WITH CYCLIC ENOL ETHERS: A NEW ROUTE TO FUSED CYCLIC ETHERS. 

Thomas V.Lee* and Karen L.Ellis 

(School of Chemistry, The University, Bristol, England) 
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Tetrahedron Lett.s,3557(1989 1 
Microbial Oxidation in Synthesis: Preparation of Q-Deoxy Cyclitol 
Analogues of myo-Inositol 1,4,5Trisphosphate from Benzene 
Steven V. Ley’, Margarita Pana, Alison .I. Redgrave, Fraucine Stemfeld and Angel Vidal. 
Department of Chemistry, Imperial College of Science, Technology and Medicine, London SW7 2AY, UK. 
The novel bdeoxy, 6deoxy-dfluom and 6deoxy-6-methyl myo-inositol 1,4,5-trispbosphate derivatives (3. X = H, F, Me) were derived 
from benzene via microbial oxidation to cis-1,2-dihydroxycyclobexa-3,5-diene (1) sod conversion through a key epoxyacetonidc (2). 

om OP(ww2 

0 a OH 

1; - / 
’ on- WX=H.F,Mc 

(1) (2) OP(Om+)2 

TOTAL SYNTHESIS OF (~)-LAURENE AND EPILAURENE 
Tetrahedron Lett.E,3561(1989 

BY RADICAL CYCLISATION REACTION 
A. Srikrishna and G. Sunderbabu 
Department of Organic Chemistry, Indian Institue of Science 
Bangalore - 560 012 INDIA. 

Tetrahedron Lett.z,3563(1989 

HIGH MOLECULAR WEIGHT PGLYACETYLENES FROM PETROSIA FICIFORMIS: 
FURTHER STRUCTURAL ANALYSIS AND BIOLOGICAL ACTIVITY 
G. Cimino. A. De Giulio, S. De Rosa and V. Di Marzo+ 
Istituto per la Chimica di Molecole di lnteresse Biologic0 , CNR, via Toiano 6, 80072, Arco Felice, Napoli, Italy 

Four linear C-46 polyacetylenes, petroformynes l-4 (l-4), previously only partially characterized from the 
marine sponge Perrosia pciformis, have been studied with the aim 
and of gaining preliminary biological activities. 

of obtaining further structural details 

HO 

Petroformyne-I (1) 

Tetrahedron Lett.g,3567(1989) 

ULmSOUND- PmMOlED COUPLING OF HE'IER38RYL HAL;IDES IN BI.E 
PRESENCE OF LIlZ-JIlJM WIRE. NOVEL FOXMB'I!XON OF XSOMEKlC 

BIPYKCDINB IN A WuRlz - 'EPE REACTION 

Alan G. Osborne*, Kathryn J. Glass and Milrlam L. Staley 
Department of Chemistry, City University, London EclV ORB 

Ultrasonic irradiations of bromopyrldines in !lHF solution in 
Li wire are described. Tfie products have been identified by ' f 

he presence of 
c ?@fR 
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Tetrahedron Lett.s,3569(1989 
3-HYDROXYPROPIONITRILE: A NEW REAGENT FOR 
CARBOXYL FR~T~CTION IN PEPTIDE SYNTHESIS 
P.K.Misra, S.A.N.Hashmi, W.Haq and S.B.Katti* 
Division of Biopolymers, Central Drug Research Institutel Lucknow 226001, 
India. 

Z/Boc-NH-CH-COOH + HO-CH2-CH2-CN DCC 

I 
DMAP. Z/BOC-NH-CK-COOCHZCHzCN K2c0j 

I 
R R 

1 z 3 
Z/Boc-NH-CH-COOH 

t 
4 R 

Tetrahe&on Lett.z,3573(1989 

CARBON SILICON BOND CLEAVAGE IN THE OXIDRTION OF BENZYLIC SlLANES B‘r CEKIUM(IV) A~I~~NIUM NITRATE 

E. Baciccchi a* , T. Del Giacacb, b 
C. Rol , and G.Y. Sebastzsu b , hp. di Chimica, Universits dl Rcixsa and @rugiab, Italy 

F?enzyltrimthylsrlanes react with ceruxn(IVi &mwnium nitrate in AcOH Lo qlve products of C-Si bond cleavage (ke~zyl 

nitrate and acetate), under very rmld condltxxs and in quatxitatlve yields. T& reaction rate is vxy sensitive to rhe 

nature of the ring substitwznte t 
?= . 

5 41, which clearly suggests the cperaiion of an one electron transfer mchanism. 

X 
CH2SiMe3 

X 
CHZONO + 

2 

Tetrahedron Lett.~,3577(19B9 
ASP 2,~~~~~~~~~~~ - 

M. Sindler-Kulyk, 2. Majerski, D. Pavlovid and K. Mlinari&Majerski* 
Ruder Bogkovi6 Institute, Zagreb, Yugoslavia 

o**& 
2,8-Didehydro-9-noradamantanone (4) has been 
synthesized involving oxa-di-n-methane photo- 
rearrangement as a key step. 

3 I 

A SIYIPLE, ONE POT, REG~OSPBCIP~C-1,3-DICAR~XY b 
BENBANNULATIOQ OF ACTIVE ACYL SYSTEMS. 
A. Srikrishna and G. Veera Raghava Sharma 
Department of Organic Chemistry, Indian Institute of Science 
Bangalore -oS6O 012 INDIA. 
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Tetrahedron Lett.g,3581(1989: 

ENANTIOS~CSYNTHES Is OF (+)-(R~~-F%ENYL-~-MITHYL- 1.2,4,5-ETRA- 

HYDROBENZ[d]AZEPWEFROM(+)-(S)-N-~ I-PHENYLErHANoLAMlNE. 
Steven J. Cm&, Stephen G.Davies*‘, David Middk&sb amI Alan Nay& 

The Dyson Perrim LAmmtmy, South Parks Road, Oxford OX1 3QY. UK; bGlm Group Research Ware, Hem SGlZ ODJ, UK. 

Tetrahedron Lett.E,3585(1989) 

SYNTHESIS OF OPTICALLY ACTIVE POLYUNSATURATED 
Andrzej A. Duralski, Paul J.R. Spooner and Anthony Watts*. 
Department of Biochemistry, University of Oxford, South Parks Road, Oxford,OXl 3QU, UK. 

A stereospecfic procedure for the synthesis of optically active polyunsaturated diacylglycerols such as 1,2dilinoleoyl-m-glycerol (3 
from 12-iso~pylidene-3-methoxyethoxymethyll (2) is reported. l-MethoxyehoxymerhyI-2,3-isopmpylidene-~n-glyceml is 
converted into the enantiomer of (5) using the same mehdology. 

I 

Tetrahedron Lett.s,3589(1989 
NATURALLY XKWRRING PROSTAGLANDIN-lJ5LACTONES 

G. Ciminti, A. Spinella* aud G. Sodano’ 

*Istituto per la Chimica di Molecole di Interesse Biologico, CNR 
Via Toiano, 6 - 80072 Area Felice (NA) - Italy RO“’ 

‘Istituto di Chimica. Universiti della Basilicata 
Via N. Saurn 85, 85100 Potenza - Italy 

Prostaglandin-1.15-lactones (l-3) have been isolated for the first 
time from a natural source, the nudibranch mollusc Tethys flmbria. 

I;R=Ac,A”Z 

2;R=H 

3;R=H, A” Z 
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