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SOLVOLYSIS OF 5-BREXYL BROSYLATES: RELEVANCE TO
CARBENE AND CARBOCATION CHEMISTRY
Alex Nickon and Raymond C. Weglein
Department of Chemistry, The Johns Hopkins University, Baltimore, MD 21218 USA

Exo—- and endo-5-brexyl brosylate undergo acetolysis at
nearly equal rates and produce acetates of largely

inverted configuratfon. This atypical behavior helps 4
us understand exo vs endo H shifts in the carbene 5- 5
brexylidene. OBs

Tet.Lett.,27,24,2679 (1986)

SYNTHESIS OF 12(S),20-, 12(S),19(R)-, AND 12(S),19(S)-

DIHYDROXY~EICOSA-CIS-5,8,14-TRANS-10-TETRAENOIC ACIDS,
METABOLITES OF 12(S)-HETE

Sukumar Manna, Jacques Viala, Pendri Yadagiri, and J.R. Falck, Dept. Molecular Genetics,
Univ. Texas Health Science Center, Dallas, Texas 75235 USA

The 20- and both 19-hydroxy metabolites of 12(S)-HETE were synthesized according to

Tet.Lett.,27,24,
DIPOLAR CYCLOADDITION REACTION OF (PHENYLSULFONYL) et.lLett.,27,24,2683 (1986)

PROPADIENE WITH NITRONES AND ALKYLATION STUDIES OF THE
CYCLOADDUCTS

Albert Padwa*, Stephen P. Carter, Ugo Chiacchio and Donald N. Kline
Department of Chemistry, Emory University, Atlanta, GA 30322 USA

Dipolar cycloaddition of nitrones Ry R R,

with (pheny]su1fqny]\prc.)padiene.gjves Rwé’ﬁo‘ Ry, N\o oA R, N\o
4-sulfonyl substituted isoxazolidines cH,=c=cHso,ph H —_—

whose reactions with base and several —_— R;X

electrophiles have been studied. PhSO4 CH, PhSO4 CH,R,

PHOTOCHEMISTRY OF QUINONE DIAZIDES. INTRAMOLECULAR OXYGEN Tet.Lett.,27,24,2687 (1986)

TRANSFER AND CARBENOID ADDITION DURING PHOTOLYSIS OF

N-ALLYLSULFONAMIDO QUINONE DIAZIDES. Richard J. Sundberg and Ellen W. Baxter, Department of
Chemistry, University of Virginia, Charlottesville, VA 22901, USA

Modt_a] quinone diazide 1 gives.a spiro-cyclopropane-cyclohexadienone but indole quinone diazide
2 gives only a product resulting from intramolecular transfer of a sulfonyl oxygen.

N, (HaCH=CH, \ove 5 (ool o pracecH 0
ONSOZMe_’ 2 e ¥ / M0 NHCH, CH=CH,,
AchH AcNH ACNH N N
10 0 0 2 0 H o
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SIMPLIFIED CYTOCHALASINS. 1. SYNTHESIS OF VERSATILE
PERHYDROISOINDOLONE INTERMEDIATES. Grant A. Krafft,

X . v 2
Ester A, Garcia, Anil Guram, Brian 0'Shaughnessy and

Xialong Xu Department of Chemistry, Syracuse University, Syracuse, NY 13244-1200
Chiral syntheses of key intermediates leading to simplified cytochala- ,SiMa,
sin based biological probes are described.

SiMe, oP
L-Pyroglutamic — RM , P
A;:r_id —->8n0 /{NXU > Ph D A
L-Serinea P H 1. R = Ac
0 2, R = DAc

WWTRAMOLECULAN | CYCLOADDITIONS OF
FUNCTIONALIZED AZ!

YLIOES
PAT N, CONFALONE® AND RICHARD A. EARL .
CENTRAL RESEARCH DEPT, DU PONT, WILMINGTON, OE 19803 USA H X ¥
THE SYNTHESIS AND CHEMISTRY OF FUNCTIONALIZED AZOMETHINE L] -
YUDE - OLEFINS AND THEIR CYCLOADDUCTS ARE DESCRIBED H A Ao i SR
STl v

[ \
:; 2 j ¢ dow- 'ﬂ .
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Tet.Lett.,27,24,2699 (1986)

THE CONTROLLED DEGRADATION OF AVERMECTIN B a
Stephen Hanessian*, Antonio Ugolini, Paul !l. Hodges

and Daniel Dubé. .
Department of Chemistry, Université de Montréal, Montré&al, Québec, Canada, H3C 3V1,

Sqnes  aav ey

Cl—Clo and Cll_c28

via the controlled degradation of

segments

Avermectin Bla'

Tet.Lett.,27,24,2703 (1986)

INTRAMOLECULAR [2+2] PHOTOCYCLOADDITION OF ENONE-ACETALS

Michael C. Pirrung and Stephen A. Thomson, Stanford University, Stanford, CA 94305

TMS
hy
ﬁ B ﬁlﬁ =N
Lewis e d [OJ

acid

Tricyclic lactones are available by condensing orthoformates with
dienyl ethers followed by intramolecular photoaddition.
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EXCHANGE REACTIONS OF DIAZIRINES: 3-X-3-METHYL-

DIAZIRINES AND DERIVED CARBENES

Robert A. Moss, Michak Fedorynski, GraZyna Kmiecik-Lawrynowicz, and Jacek Terpinski
Department of Chemistry, Rutgers, The State University of New Jersey,

New Brunswick, New Jersey 08903 USA

3-Bromo-3-Methyldiazirine readily undergoes exchange reactions with MeO™: F~,

CN™, or N3'. New carbene precursors can thus be prepared.
B:><ii n-Bu, NHx- X><1\i A or v Melx
M N Me: N -NZ

Tet.Lett.,27,24,2711 (1986)

SILVER ION PERTURBATION OF OLEFIN PHOTOCHEMISTRY
Harry Morrison* and Carol Koviak

Department of Chemistry, Purdue University, W. Lafayette, IN 47907 USA

Silver triflate catalysis of olefin phototransformations.

H
hv ]
e e —f_ _ hv _
CH3(CH2)§ E ™3 Fag(D) CH3(CH2)3E C-CHy  (CHy)pC=ClCHa)p —grry>  CHp=ClCH3)-CHITH;),

Tet.Lett.,27,24,2715 (1986)
PREPARATION OF a-FLUOROALDEHYDES AND o-FLUOROKETONES —

USING DILUTE FLUORINE
Suzanne T. Purrington,* Nicholas V. Lazaridis, Carl L. Bumgardner*®
Department of Chemistry, North Carolina State University, Raleigh, N.C. 27695 USA

OSitte FCCL, ﬁ
— - ——— .

RC=CHR” + F, TI8%C RCCHFR + Me SiF

R=H, alkyl, aryl 52-78%

R"=H, alkyl, aryl

Tet.Lett. ,

TOTAL SYNTHESES OF N-METHYLPROTOPORPHYRINS-IX et-Lett.,27,24,2717 (1986)
Kevin M. Smith* and Ravindra K. Pandey
Department of Chemistry, University of California, Davis, CA 95616
Tota! syntheses of the WP CHICHz e HeCHy  he HeCHa M
four N-methylated fe CH=CHy he CHECHz  He CH=CH, He H=CH
isomers ( 1)-(4) of
protoporphyrin-iX He
dimethyl ester are " Ve A o "\~
accomplished from Ha 2 2 2 th, 2 2 T
N-methylpyrroles E:;,.. %:fn, J'é:;:m %:::m ’é:}. E::m E:}. Lone
via a,c-biladienas. ) [¥3)] 3) (4)
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CYCLOPIPERAZINES: A NEW APPROACH TO CHIRAL
MACROCYCLIC RECEPTORS.

Helen L. Larkins and Andrew D. Hamilton®
Department of Chemistry, Princeton University, Princeton, N.J. 08544 USA
Synthesis and preliminary binding properties of macrocyclic receptors
containing chiral 2,5-dialkyl piperazine units.

Tet.Lett.,27,24,2725 (1986)

Y-ALKYLATION OF a'-(PHENYLSULFONYL)-0, B~UNSATURATED
KETONES: THE TRIANION IMPERATIVE

Peter T. Lansbury*, Ciro J. Spagnuolo and Erich L. Grimm

Department of Chemistry, SUNY at Buffalo, Buffalo, New York 14214 USA

Y-Alkylation of the title compounds with one equivalent of primary alkyl iodides is possible
only when both o'-protons are first ionized.

OLi r""R'

[¢]
C H-.SO X=Li C H SO X= c H.s0. 9 CH3
6752 R S \r)\/ 6 5\2)’\01‘/'\
\/V\/ < th i > N
R

¥

Tet.Lett.,27,24,2727 (1986)

STEREOCHEMICAL STUDIES OF LASALOCID ALDOL

EPIMERS. ASSIGNMENTS AND INTERCONVERSIONS.
W. Clark Still, Dale Kempf and Peter Hauck.
Department of Chemistry, Columbia University, New York, NY 10027

Starting from the enone below, the stereo-
chemistry of the aldol epimers was deter-
mined by chemical interconversion. HO

COOR

N\
[}
"\

Tet.Lett.,27,24,2731 (1986)

ELECTROPHILIC ASYMMETRIC SYNTHESES OF a-HYDROXY ACIDS

Jerry W. Ludwig, Martin Newcomb and David E. Bergbreiter
Department of Chemistry, Texas ASM University, College Station, TX 77843 USa

Asymmetric syntheses of a-hydroxy carboxamides by alkylation of enolates formed fropm 2-8 are
fescribed (2; R = :CH,, X = -H: 3; R=sH, X = -OCH,: 4; R= -CH_,, X = -OCH,: 5; “R = -CH

R = -C(CH),: 6: 'R 2 -SL(CH,),C(CH,),, R = -H). ° o w . g 3
CHMCICHSIO 0 CHCCHlSi0 0 g’\NaR Pt 2 gHy0H,
H'm_(_.cn,ocri, 0CHy ) _(.-CH,ocH, 0 A~cHx *l q—g
CH, CHICH,), H C'H, CHICHy), éc"s HaC CiCHgly
8 7 2-4 5-6
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REGIOSELECTIVE {2,3] SIGMATROPIC REARRANGEMENT 10
THE PYRR"?LO [?,’zi'il )NDg)!QESR!NG SBYEJFA%OF CC-1065

Martha A. Warpehoski* and V. Susan Bradior!

Ca:xcer and Vigael Diseases Research, The Upjohn Company, Kalamezoo, Mi 49001

A short synth of2aviar

lectiv o
ortho alkyiation of an aminoindole. SCH; —
NH, NH y NH y NH
coe— — cortd —n  CO,E — COE
N N N N
H H H H
2a

Tet.Lett,,27,24,2739 (1986)

A SIMPLE SYNTHESIS OF AZABICYCLO[1.1.0]BUTANE SULFONES

AND SULFOXIDES

Serge Calet and Howard Alper* ]
Ottawa-Carleton Chemistry Institute, Department of Chemistry
University of Ottawa, Ottawa, Ontario KIN 9B4 Canada

Synthesis of functionalized azabicyclo[1.1.0]Jbutanes
by a carbanion-azirine reaction.

Ar

n-C4H9L1'
+ Ar'S0nCHpCl  ——zr—— Ar'S0

N THF n
A*—<j n=1,2  -78~r.t.

TAUTOMERIC REARRANGEMENTS AND INTRAMOLECULAR DIELS-ALDER Tet.Lett.,27,24,2743 (1986)
REACTIONS OF DICYANOVINYL AND (CYANOIMING)ALKYL GROUPS IN —

THE TROPOLONE SERIES
Klaus Hartke*, Wolfgang Richter, Werner Massa and Gerhard Baum
Universitét Marburg, Marbacher Weg 6, D-3550 Marburg/Lahn, Germany

Degenerate rearrangement of 3 via 6 and Diels-Alder reaction to 7

1 1 1
R CN

oN
CN ]
20 Rt 0 O ...¢ R
R e @ ] O“gcm — J
0
[ 31 (\) —7_

3 ]! o \SN

R? R!

INTRAMOLEKULARE DIELS-ALDER-REAKTIONEN MIT Tet.Lett.,27,24,2747 (1986)

1,2,4-TRIAZINEN UND 1,2,4,5-TETRAZINEN ZU NEUEN
STEBENRING-ANELLIERTEN PYRIDINEN UND PYRIDAZINEN.

Gunther Seitz*, Sabine Dietrich, Lucia Gdrge und Joachim Richter
Pharm.-Chem.Inst. der Universitdt D-3550 Marburg, W.-Germany

A synthesis of novel bicyelic pyridines 4,8,12 and pyridazines 16,17,18 via
intramolecular Diels-Alder cycloaddition with inverse electron demand.

R |4 X R X X
R\%\N g a2l R 4 NH COMe .lq)\q g leo2d ¥ 160 SCHy
Ll J——
Nﬁ,lll @ Ny - N\‘ [ N~TN C -Np Ny 2 SOCHy
X\_) 2 0 CgHy m\—) H 1B S0,CH;
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STRUCTURE OF AF-TOXIN 1I, ONE OF THE HOST-SPECIFIC | Tet.Lett.,27,24,2753 (1986)

TOXINS' PRODUCED BY ALTERNARIA ALTERNATA STRAWBERRY PATHOTYPE.

Shin-ichi Nakatsuka,* Kazuo Ueda, Toshio Goto, Mikihiro, Yamamoto, Shoyo Nishimura and Keisuke
Kohmoto™; Faculty of Agriculture, Nagoya University, Chikusa, Nagoya 464, Japan. T Faculty of
Agriculture, Tottori University, Tottori 680, Japan.

AF-toxin Il was a mixture of three stereoisomers, whose structures were determined as 2a, 2b and Zg.

OH z

e o AN
CHa O =
3 "eniTo oz 1

23 AF-toxin [Ia EE AF-toxin IIb 2_5 AF-toxin Ilc

Tet.Lett.,27,24,2757 (1986)

PHOTOOXYGENATION OF FURANS IN THE PRESENCE OF TRIMETHYLSILYL

CYANIDE. OXIDATIVE CYANATION OF FURANS

Isao Saito*, Yueh-Hsiung Kuo and Teruo Matsuura

Department of Synthetic Chemistry, Kyoto University, Kyoto 606, Japan

Furans were transformed into 2-cyano-5-hydroxy-2,5-dihydrofurans and 4-cyanobutenolides.

107 V NeB..:LC“ Q
Rl-\\‘o e 5 R p/a 0 H sz B

Tet.Lett.,27,24,2767 (1986)
ENANTIOSELECTIVE CARBOXYLATION OF A PROCHIRAL ENOLATE IN —

THE PRESENCE OF A CHIRAL LITHIUM AMIDE.
H. Hogeveen and W.M.P.B. Menge,
Department of Organic Chemistry, University of Groningen, Nijenborgh 16, 9747 AG Groningen,
The Netherlands
Low temperature carboxylation of lithium
2,2 ,6-trimethylcyclohexenolate (2)

0 0®,®
0 ’ I < r
H £ nco, prepared from ketone 1 and 2 eq. of
> j———+ lithium (S,8)-0,0'~dimethyldibenzylamide
) ] (4), afforded after methylation the ester
R 2

CO,CH, 3 (R) with an e.e. of 67%
3R -

Tet.Lett.,27,24,2775 (1986)

SYNTHESIS OF VINCA ALKALOIDS AND RELATED COMPOUNDS XXXII
UNUSUAL POLONOVSKI REACTION OF SOME VINCA ALKALOIDS

Istvan Moldvai? , AE?ras Vedres /, Gébor Tothbl

Csaba Széntay Jr. and Csaba Szantayd/

a/ Chemical Works of Gedeon Richter Ltd. H-1475, POB 27

b/ NMR Laboratory of the Institute for General and
Analytical Chemistry H-1521

c/ On leave from a/

d/ Central Research Institute for Chemistry of the Hungarian
Academy of Sciences, H-1525, POB 17, Budapest, Hungary

In the course of the Polonovski reaction of some indole
alkaloids a new type of dimerization has been found.
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