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Tetrahedron Lett.z,5177 (1986 
A STEREOSELECTIVE SYNTHESIS OF THE AZASPIROUNDECANE 
RING SYSTEM OF (-)-HISTRIONICOTOXIN 
Jeffrey D. Winkler*, Paul M. Hershberger and James P. Springer 
Department of Chemistry, The University of Chicago, 5’ 

Chicago, Illinois, 60637 
HN 

The first stereoselective synthesis of the (-)-histrionicotoxin 
ring system is described. 
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etrahedron Lett.z,5181(1986) 
REACTIONS OF BrCl WITH ALKYL RADICALS. 
P. S. Skell*, H. N. Baxter, III, J. M. Tanko* 
Department of Chemistry, The Pennsylvania State University, University Park, PA lfj802 

RH + BrCl L=> RBr + RCI 

Photoinitiated halogenations of alkanes with BrCl occur readily, forming both alkylbromides and 
chlorides in ratios of l-15:1. Depending on the reactivity of RH, both Cl. and Bra H-abstraction 
selectivities can be observed. 

KINETICS OF UNCATALYZED ISOMERIZATION OF 
etrahedron Lett.E,5185 (1986) 

ALIPHATIC KETOXIMES, Robert E. Gawley* and Teresa Garcia-Pow 
Department of ChemistryJJniversity of Miami, Coral Gables, Florida 331.24 

The kinetics of uncatalyzed isomerization of oximes la-c and the activation parameters for la are reported. 
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Tetrahedron Lett.z,5189(1986) 

NEW MACROCYCLIC ALPHA AND GApmA-PYRONES FROM THE MARINE - - 
RED ALGA PHACELOCARPUS LABILLARDIERI. J. Shin, V. J. Paul 
and W. Fcnical':', Institute of Marine Resources 
of Cal iforilin, San Dic~fio, La .Jolla, CA 02093 

, Scrjpps Institution of 0~ conogra~~h~, l!riiversity 

Tetrahedron Lett.z,5193(1986) 

REGIOSELECTIVE CONTROL OF ALLYL ANIONS WITH CADMIUM CHLORIDE: 
I vs. y CONDENSATION WITH ALDEHYDES. 

Lei 60 and Alex G. Fallis* 
Department of Chemistry, Memorial University of Newfoundland, St. John's, Nfld., Canada A16 3X7 

The addition of cadmium chloride to lithium ally1 anions such as Z-ethylidene-l,3-dithiane 
resulted in preferential condensation at the T, position. 

R -CHO -&I - Jfy \s 
S 3 

fi 

\a+ R 

OH 

STEREOSELXCTIV~ 'I'OTAI.S'r'NTt~~:SISO~ / -I-ISOL.OBOI'IIY'I'O~ Tetrahedron Lett.z,5197 (19861 

SYNTHESES OF ARGENTILAC'IUNE (l7) and Goniothalamin (21) L. -- Tetrahedron Lett.27,5201(1986 
- 

George Just and Brian O'Connor 
Department of Chemistry, McGill University, Montreal, Canada H3A 2K6 

Syntheses of (-)-(5R)-argentilactone 17 
and (+)-(5R)-goniothalamin 21 are HO 
described starting from diol 6. 
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AN EFFECTIVE SYNTHESIS OF a-GLYCOSIDES OF N-ACETYL- 
Tetrahedron Lett.z,5233(1986 

NEURAMINIC ACID BY USE OF 2&HALO-3B-HYDROXY-4,7,8,9- 
TETRA-c-ACETYL-N-ACETYLNEURAMINIC ACID METHYL ESTER 
Kaoru Okamoto, Tadao Kondo,"' and Toshio GotoQ 
Faculty of Agriculture; and ' Chem. Instrument Center; Nagoya University, Nagoya I+&!+, Japan 

Condensation of the protected Z&halo-3&hydroxy-NeuAc with 6-unprotected Glc 3-unprotected 
Gal, or 3'-unprotected Lac dsrivs. gave n-glycosides in preference to the R-g'lycosides. 

Tetrahedron Lett.z,5237(1986 

PALLADIUM-CATALYZED REDUCTION OF PROPARGYLIC ACETATES 
WITH SmI2. A MILD AND CONVENIENT METHOD FOR THE PREPARATION OF ALLENES 

Takanori Tabuchi, Junji Inanaga,* and Masaru Yamaguchi 
Department of Chemistry, Kyushu University 33, Hakozaki, Higashi-ku, Fukuoka 812, Japan 

A new general method for the preparation of allenes from prapargylic acetates by using 
Pd(O)-SmI2 reduction system. 
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LIPASE CATALYZED ENANTIOSELECTIVE HYDROLYSIS OF Tetrahedron Lett.27,5241(1986 
Z-METHYL 3-ACETOXY ESTERS 

Hiroyuki Akita,* Hiroko Matsukura and Takeshi Oishi* 
RIKEN (The Institute of Physical and Chemical Research), 
2-1, Hirosawa, Wako-shi, Saitama 351-01, Japan 

Highly enantioselective hydrolysis of (+) methyl z- and anti-2-methyl-3-acetoxy propionate 
derivatives with lipase "Amano A" and 'Tpase "Amano A-6" ixted from Aspergillus niger, 
are described. 
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SYNTHFPIC S'ISlDIES ON CAPNEZLQL FAMILY : AN IMPROVED SYN'IWFSIS OF 
A5(12)_ C&P~-3B,6%,1Oa-lxIOL AN0 ?REFn!srlul?lL ZiwmFsIS OF 

Ag(12)CnFNELLENE-36.t313,10a,14-TEIRC& 

Toshiaki .Xase and Masakatsu Shkasak~* 

Saquvi Chemical Research Center, Nx?rhl-ohnums. 

sagamihara, Kanagawa 229, Japan 

A much lmprwed synthesis of A9(12'- ~pYlellene-3B,E1B,lOu-triol(2) and .! 

the first total synthesis oE A9('2)- capnellene-3B,8~,lOcr,l4-tetro1~3~ _2 R1=H, R2=OH 

have !xen accomplished via the common synthetic intermediate 1. 2 Rl=OH, R2=OH 
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I Tetrahedron Lett.27,5249(1986 
NOVEL APPROACH TO STEREOISOMERICALLY FULL SET OF 

I OPTICALLY PURE 2,3-EPOXYESTERS FROM TARTARIC ACIDS 

Seiki Saito, Yukl Nagao! Masahlro Mlyazaki, Masami innha. and Toshig Mor!w&~ _.--, 

WFrtinent Of Syntllftic Chemistry, School of Engineering, Okdyama University, Tsushima, Ok;lydna 700, &pm 

pcur possible stereoisomers of 4-(t-butyldimethylsilyloxy)-2,3-epox.vbutanoic acid esters 
are now available with respective absolute configurations from L- or D-tartaric acid. 
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Tetrahedron Lett.27,5253(1986 
A NEW USE OF :HE BIRCH REDUCTION. SYNTHiSIS OF 2,3-DISlJBST:TijTED CYCLOPENT- 

I 

2-i+, -or{;; iRaN &~ii;0j(‘~if$j&;“3;ui 
Christopher J. Moody* and Judy ?oczek 
Department of Chemistry, imperial College of Science and Technology, London SW7 :AY 

Reductive alklyatlon of b-methoxylndanone gives the dihydroindanones (21, orono:ysls and oxldatlon of whlc'; leads dlrectiy 
to the cyclopentenanes 14). 

R=Me, Et, $C=CH-C$, EtC-L-CHZ, #eKHZ)4CX-CHZ, PhCHZ, EtO$CH2 

ON THE ISOMERIZATION OF DIALKYL INDAZOLONES TO DIHYDRO-QUINAZOLINONES Tetrahedron Lett.27,5255(1986 

Leandro Baiocchi ad Giuseppe Picconi 

Research lnstitutt Angelini F., Viale Amelia 70 - 00181 ROMA - ITALY 

I lsomerization of 1.2-dialkyl indazolones to dihydro-quinazolinones and their subsequent dismutation 

- + 

- J 

IDENTIFICATION OF G NOVEL C DPEP PETROPORPHYRIN FROM 
BOSCAN CRUDE OIL : EVIDENCE33 FOR GEOCHEMICAL REDUCTION 

Tetrahedron Letti.27,5257(1986 -._. 

OF CARBOXYLIC ACIDS. 
J. VERNE-MISMER, R. OCAMPO, H.J. CALLOT*and P. ALBRECHT" 

\ 1 

Departement de Chimie, Universite Louis Pasteur, 
67008 Strasbourg, France. 

Isolation of 2 after transmetallation from 1 occurring in 
Boscan crude oil ; identification of 2 by synthesis and 
n.0.e. NMR. 
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R = co H 
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.Geochemical reduction 
) R = CH3 
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Tetrahedron Lett.z,5261(198t 
ELECTROCHEMICAL OXIDATIVE SUBSTITUTION AND DIMERISATION OF l-ARYLAZO-L- 
NAPHTHOLS, LEADING TO A NEW SYNTHESIS OF SOME UNSYMMETRICAL DIARYLAMINES 

T. William Bentley, David J. Richards and Michael G. Hutchings 
Department of Chemistry, University College of Swansea, Singleton Park, Swansea SA2 8PP 
Imperial Chemical Industries plc, Organics Division, Blackley, Manchester Mg 3DA. 

Electron-rich I-arylazo-2-naphthols(1) undergo electrochemical oxidations, leading either to substitution by nucleophilic anilines 
giving (2) or to oxidative dimerisation. Reduction of the azo bond of (2) provides a new route to unsywnetrical diarylamines (3). 

Npazo 

N=N 
ArNH, 

- Npazo--@-~~y - H2Nxe; a, where Npazo = &’ 

MICROBIAL TRANSFORM4TION OF 1.9-DIDEOXYFORSKOLIN TO 
Tetrahedron Lett.z,5265(1986 

I 

FORSKOLIN 

S.R. Nadkarnia, P.M. Akuta, B.N. Gangulia, Y. Khandelwalkb, N.J. de Souza, R.H. Ruppb, 

Departments of aMicrobiology and bchemistry, Hoechst India Limited, Mulund, Bombay 400 080, 
India, 
and H.W. Fehlhaber, Hoechst AG., Pharma 

Screening of hydroxylating fungi 
provided a Scopuloriopsis species which 

SCOPULORIOPSIS SP. 

forskolin to 7-deacetyl-forskolin. 

Tetrahedron Lett.27,5269(1986 
Masked Multifunctionalizntion of Aromatics by Palladiwn- 

-catalyzed*Halogen-Oxazoline Exchange 

A. Dondoni et al. , Dipt. Chimica, Universith, Ferrara, Italy 

A novel and direct entry to aromatic 2-oxazolines from aryl halides and a stannyloxazoline 

is described. 

ArX + 
Pd(o) 

SnMea - 

X=CI, Br, I (90-100%) 

NEW SYNTHESIS OF AZEPIN-d-ONES BY FLASH VACUUM THERMOLYSIS etrahedron Lett.c,5271(1986) 

OF DIHYDRO AND TETRAHYDROISOXAZOLE-5-SPIROCYCLOBUTANE 

DERIVATIVES. 

Azepin-d-ones are synthesized by FVT of the isoxazolines (3) and of the isoxazolidine (9) . 

R Cl 0 
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FURTHER INFORPIATION ON THE STERIC COURSE OF THE BAKER'S 

YEAST REDUCTION OF 4-SUBSTITUTED-3-OXOBWA~OATES 
Tetrahedron Lett.7,5275(1986 

C.Fuganti, P.Grasselli, P.F.Seneci, P.Casati 

(Dipartimento di Chimica de1 Politecnico, 20133 Milano, Italy, and Sclavo, Divisione Biochimica 

DE.BI., 20060, Cassina de'l'ecchi, Italy) 

Baker's yeast reduction of (l_) gives rise to (3R) lnaterials when S= Cl 

Or N3. 
and Y= NHCH2COOC2H ; 

l;i 

to racemic product when X= CF3CONH and Y is &CHLCOOC Ii . to (35) 

materials when X= CF3COh and Y= ethyl or n-octyl. 
2 5' _ 

_ 

I XCH2COCH2COY (1) 

I 
I I 

I PREPARATION OF SPIROKETALS BY REACTION Of ANIONS FROn Z-BENZENESULPHONYLTETRAHYDRO- 
PYRANS YITH EPOXIDES: SYNTHESIS OF THE C-II TO C-25 FRAGVENT OF THE RILBEMYCINS 

Tetrahedron Lett.z,5277(1986 

Christine Greek, Peter Grim. Steven Y. Lep and Anne Yonnacatt 
Department of Chmirtry, Ilaperial College, London SY7 BAY, U.K. 

I Deprotonation of 2-benzenesulphonyltetrahydropyrans wth n-butyllithium affords anions which react with substituted epoxides to give 
splroketals upon acidification. 
achieved. 

Using this approach a highly convergent synthesis of the C-II to C-25 fragment of the mllbemyclns was 

ENANTIOSPECIFIC SYNTHESIS OF THE SPIROACETAL UNIT 
etrahedron Lett.g,5281(1986 

OF AVERMECTIN Bla 
I 

Masahiro Hirama,* Takeshi Nakamine and Sh8ItB 
Department of Chemistry, Tohoku University, Sendai 980, Japan 

A concise synthesis of the spiroacetal moiety of avermectin Bla taking advantage of stereo- 
controlled baker's yeast reduction. 

SY:JTHESIS OF 5-SU3STITUTED 4-O-METHYL b etrahedron Lett,.Z_?,5285(1986 
- 

'TETRA:.WTES 

Raymond C.F. Jones* and Andrew D. Bates. 
Department of C'ne;;listr~~, T:le Universit:r, rJottin(yham, NG7 2?D, C;l~lanci. 

The alkylation of l!-methoxy-A3 -pyrrolin-2-one at C-5 and/or ??-I is Sescri%ed. 
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Tetrahedron Lett.7,5289(1986) 

REGIOSELECTIVE HYDROXYSULPHENYLATION OF DERIVATIVES OF 
ALLYLIC ALCOHOLS AND AMINES 
Zakaria K M Abd El Samii, Mohamed I Al Ashmawy and John M Mellor* 
Department of Chemistry, The University, Southampton SO9 5NH 

1 The regiochemistry of hydroxy sulphenylation is controlled by the nature of the ester 
functionality. 

SPh i) Ac20 

ii) PhSSPh,Mn ii) PhSSPh,Mn 
HO OH 

3+ /,/H B 3~h_:~OAc 

R R 

1 

Tetrahedron Lett.7,5293(1986) 

I 
TRIFLUOROACETOXYSULPHENYLATION OF UNSATURATED NITRILES 
AS A ROUTE TO LACTONES 
Zakaria K M Abd El Samii, Mohamed I Al Ashmawy and 
John M Mellor*, Department of Chemistry, The University, Southampton SO9 5NH 

A new route to thiophenyl 0 

substituted lactones is 
fi 

PhSSPh 
0COCF3 

co?+ 0 - 

based on hydroxysulphenyl- 
ation of unsaturated nitriles 

(CH2)nCN 
Mn3+ (CH2)nCN - 

( 

and subsequent hydrolysis. TFA '? 
SPh H2° fl 

SPh 
(CH2)n 

Tetrahedron Lett.c,5297(1986 

NATURAL GLYCOSIDES OF CYCLOPENTENONE CYANOHYDRIkS: 
REVISED STRUCTURE OF SO-CALLED EPITETRAPHYLLIN B 
Jerzy W. Jaroszewski and Elin S. Olafsd6ttir 
Department of Chemistry BC, Royal Danish School of Pharmacy, 
Universitetsparken 2, DK-2100 Copenhagen, Denmark PH 

Volkenin, natural cyclopentenoid glucoside co-occurring with 
1 in Adenia volkensii (Passifloraceae), was identified as 1 
by means of NMR and CD. The glucosides represent a pair of 

$" G,"_R, 

I =‘ 
5_ 

NC bGlu 
natural products formed by a partially non stereospecific 

1 2 
biosynthetic pathway. 

AN EFFICIENT SYNTH$SIS OF 9-PHENANTHROLS etrahedron Lett.27,5301(1986) 
Amnard Tantivanlch and Doungrudee Supatimusro 

~L_._L DeparrroenL of Chemistry, Y-rn+c2*+ ,,“i -mrci +,r ‘.a.TrC.x_ L Y’LIr._-u-_, 
Pholyotin Road, Bangkok 10900, Thailanc? 
Syntheses of certain lo-phenyl-9-phenanthrols via the reaction Of 
bromohydrln with Grlgnard reagent catalyzed by Nl(a~ac)~. 

1 R = F, Cl, CHBr* 
L 
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REDUCTIVE METHYLATION OF a-NAPFTHYL KETONES 
STEREOCONTROLLED SYNTHESIS OF TRAYS-OCTAHYDROPHENAU- 
THRENES RELATED TO DITERPENES 

Tetrahedron Lett.E,5303(1986)! 

Sukanta Bhnttacharyya, Tapan K. Karpha, Basudeb Basu and Debabrata Mukherjee" 
Department of Organic Chemistry, Indian Association for the Cultivation of Science 

,Jadavpur, Calcutta - 700 032, India. 

Stereocontrolled synthesis of 5 from 1 involving reductive methylatinn of 2 as the key step. 

5172 


