JOC Year in Review: 1989

Justine deGruyter 05/23/2015
Selected Isolations
General Stats Notable Events Me Me
Volume: 54 - Jan. 20: George H.W. Bush inaugurated Me Me Me_ Me
Issues: 1-26 - Mar. 24: Exxon Valdez tanker rupture in AK Cﬂ CN
Pages 1-6140 - June 4: Tiananmen Square Massacre O @
Total Articles: 1,372 | |- Nov. 11: Berlin Wall opens to the West MeMev' Meyye O b
N N
H H Me

Publication Record
Paquette, L.A. 14
Padwa, A. 9
Brown, H.C. 9
Fraserreid, B. 8
Faulkner, D.J. 8
Rapoport, H. 7
Olah, G.A. 7
Marchand, A.P. 7
Clardy, J. 7

Noble Prize- Chemistry
Altman, S. and Cech, T.R.
"for their discovery of catalytic properties of
RNA"

Wolf Prize- Chemistry
Battersby, A.R. and Arigoni, D.
"for their fundamental contributions to the
elucidation of the mechanism of enzymic
reactions and of the biosynthesis of natural
products, in particular the pigments of life"

Barrett, AG.M. 7 Priestley Medal
Schreiber, S.L. 6 Pimentel, G.C.
Lenoble, W. J. 6

Top 5 Most Cited

1. "Investigation of the Synthesis of Ortho-Substituted Tetraphenyl-

porphyrins."

tubingensen A (4743) nominine (2530) isocyanoneopupkeanane (2095)

\\H
' MeO
\\Me R
\ (e}
N HH : O NH
| 1 —
OMEOC 0 ° OMe
P MeO

Me
gelsamydine (3199) R=H, limalongine

0 ) R=a-Me, R'=H, crotoxide A
R=Cl, chlolimalongine (3491)

Baran Group Meeting

R=CHy,, R'=a,B-OH, crotoxide B (1654)

Syntheses Discussed

Me H

Lindsey, J.S.; Wagner, R.W. 54(4), 828-836.

o ~"
% CO,Me
\
o] o

(+)-sarracenin

2. "Atom Transfer Cyclization Reactions of Alpha-lodo Esters, Ketones,
and Malonates - Examples of Selective 5-exo, 6-endo, 6-exo, and 7-
endo Ring Closures."

Curran, D.P.; Chang, C.T. 54(13), 3140-3157.

(x)-meloscine (a-H) forskonlin

(x)-epimeloscine (3-H)

Me H\/Ie
NG DR

Me —\ CO.H
Me

3. "Host Guest Complexation .48. Octol Building-Blocks for Cavitands
and Carcerands."
Tunstad, L.M.; Tucker, J.A.; Dalcanale, E.; et al. 54(6), 1305-1312.

4. "Absolute Electronegativity and Hardness - Applications to Organic-
Chemistry."
Pearson, R.G. 54(6), 1423-1430.

(2)-alchorneine retigeranic acid

amphimedine

Some Syntheses Not Covered

* Danishefsky, 13-oxygenated prostanoids. 6016-6018.

* Nicholaou, geomertric isomers of lipoxin-A4 and lipoxin-B4. 5527-5535.
* Meyers, unnatural (+)-aspidopermine. 4673-4676.

* Paquette, trixikingolide. 3334-3337.

* Boger, K-13. 2498-2502.

5. "Substituted 1,4-Dihydropyrimidines .3. Synthesis of Selectively
Functionalized 2-Hetero-1,4-Dihydropyrimidines."
Atwal, K.S.; Rovnyak, G.C.; OReilly, B.C.; et al. 54(25), 5898-5907.

See also: K. Foo 2011 GM, "JACS Year in Review: 1989"
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Anodic Oxidation of Studies of p-Methoxyanilides. A General Method for Preparation | A Short, Oxetane-Based Synthesis of ()-Sarracenin.
of Acylated Quinone Imine Ketals. Hoye, T.R. and Richardson, W.S. 688-693.
Swenton, J.S.; Bonke, B.R.; Chen, C.-P.; Chou, C.-T. 51-58. ! OH
' " O " we OH we N
0 An anomaly. o o ' Me _O H OHC E [ (0N .
J\ J HN HN ' < Ig < - OBIC-|C
2 NP ! CO,Me . CO,Me
- » °R ' \
LiCIO,, MeOH, : CR, }V CR,
NaHCO; or R R R i
2,6-lutidine MeG. OMe 3 OMe MeO‘,OMe E o Me H
R=H, OMe ? ' S H
’ ' hv o -
: @ HJ\Me ——= %COZMe ; Eimove
Intramolecular Cyclopropanation Reaction of Furanyl Diazo Ketones. ! o o\
Padwa, A.; Wisnieff, T.J.; Walsh, E.J. 299-308. E (+)-sarracenin
Q o]
- N, Rn2(OACk | g : .. H oH Ho _ve
ha OAc), 2 — ' H Ome OH HOL Thvie 1. activate ""OH"
O —» / \ [e) H : \/_:I —_— —»@ <
0 . N 2." " CO,Me
N
l ! OHC™E \
/\ """""""""""""""""""""""" o OH 0 : CR.
S 0 [ihl [Q L </—Q H . Electron-Deficient Isoxazoles: 1,3-Dipolar Cycloadditions of Ethyl 4-nitro-3-
S S | ' phenylisoxazole-5-carboxylate with Diazoalkanes.
N CHO CHO . Nesi, R.; Giomi, D.; Papaleo, S.; Bracci, S. 706-708.
CHZCHZCOCHNQ HO : Ph ~ NO;  R2C=N,
_H ! )/ —
O HO |
Tandem 1,3-Dipolar Cycloadditions of Pyridinium or Isoquinolinium Methylides with E R=H N2
Olefinic Dipolarophiles Leading to Cycl[3.2.2]azines.Enamine Route as a New !
Generation Method of Azomethine Ylides. : b H Ph
. . . ' taN” HNO. _N
Kanemasa, S.; Takenaka, S.; Watanabe, H.; Tsuge, O. 420-424. PROC O | N\/ N 2 N\/ NO,
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Synthesis of the Benzazepin-4-one Ring System via Dipolar Cycloaddition of N-

Phenylnitrones with Activated Allenes.
Padwa, A.; Kline, D.N.; Norman, B.H. 810-817.
Ph A SO,Ph
H N R N
Mo H,C =C=CHSO,Ph LIS 1SO,Ph — N Ph. Ph
Ph O Ph \
PhO,S '
o]

Trimethylsilyl Azide/Triflic Acid, a Highly Efficient Electrophilic Aminating Reagent.
Olah, G.A.; Ernst, T. D. 1203-1204.

MegSiNg + 2 F3CSO3H —— NH,N,*OSO,CF5 + Me3SiOSO,CFy gubstrate viseld (%) o:m: p

enzene

toluene 96 54:9:37

NH5N,*OSO,CF5 H o-xylene 93

7\ 2N2 L3 /@ 7\ NH mesitylene 95
H/_ - F.CSO. R R/— 2 PhCI 93 45:7:48
3&ots NH; PhBr 73 52: 6: 42

Oxyfunctionalization of Hydrocarbons. 14. Electrophilic Hydroxylation of Aromatics
with Bis(trimethylsilyl) Peroxide/Triflic Acid.
Olah, G.A.; Ernst, T.D. 1204-1206.

TMSCI substrate yield (%) o: m: p
THF CH,Cl, . benzene 77
DABCO + 30% HyO, —— DABCO*H,0, —— (Me3SiO), toluene 88 63:10: 27
0°C 0°C mesitylene 94
o-xylene 63 (2,3-)48:
. . 2,6-)22:
/ A\ MesSiOOSiMeg H - H 7\ E3 4_330
X e OH naphthalene 92 (a!-) 67: --
R\— CF3SO3H R OSiMeg then R \— (B 33
CF3SOgH PhCI 76 63: - : 37

Mediated Electrochemical Synthesis of Aromatic Aldehydes, Ketones, and Quinones
Using Ceric Methanesulfonate.
Kreh, R.P.; Spotnitz, R.M.; Lundquist, J.T. 1526-1531.

PhMe — PhCHO
QOrganic Agqueous Reduced
Feed Ce(lv) Catholyte PhEt —> PhCOMe
Chemical
Reactor

o Me Me
" HH Electrochemical ; Me
Separator il Reactor Me Me
Organic Aqueous I I Oxidized o

Product Ce(ln) ~ Catholyte
(Oxidized)

Yamamoto, M.; Takemori, T.;

Total Synthesis of (+)-Meloscine and (%)-Epimeloscine.
Overman, L.E.; Robertson, G.M.; Robichaud, A.J. 1236-1238.

1. THF, -70°C

3 M HCI quench
—_—

NC__OTMS

2. LiOH, MeOH
BocHN

NHBoc

1. PhgP=CH, rt
2. KOH, EtOH
BocHN 130°C

paraformaldehyde OBn
-

CSA, PhH, reflux ~ BocHN

BocHN
o O

Et,O/MeOH

xs KOH

EtOH/H,0
0°C to 150°C

(x)-meloscine (a-H)
(+)-epimeloscine (3-H)

1,1-Bis(methylthio)-2-(phenylsulfonyl)ethene: A Useful Ketene Anion Equivalent.
lwasa, S.; Kohmoto, S.; Yamada, K. 1757-1760.

PhO,S SMe
PhO,S  SMe OH SOPh
— 1. NaBH, O
l nBuLi SMe ——— Me CO,Et 5
Me 2. pTsOH 30.Ph
PhO,S e} in ROH 2 1§
—=0 e
S) in EtOH:  56% 28%
in BuOH: 0% 96%
"doubly umpolunged
enolate equivalent" PhOZS
HO stOH AI(Hg /&
l E* RNo”S0
PhO.S _ SMe R= 86% 33%
R= Ph 98% 68%
E SMe
E*= Mel, BnBr, BzCl, BnCHO, acrolein, MVK, TMSCI, CH3CHCH,O, PhNCO
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A Convenient Synthesis of Vicinal Diamines.
Jones, D.A,; Arinivasan, A.; Kasina, S.; Fritzberg, A.R.; Wilkening, D.W. 1940-1943.

General Scheme.
OTs
oH NaOMe NTs
—_— _— JE—
NHR NHTs MeOH
NHy NH, NHR NHR N NHR NHTs NHTs
CH,(CO,Et),
MeMgBr, THE
Selected Examples. eMgbT, NaOEt, EtOH
OH 0SO,Me
H\ KCN, 18-c-6 Me CO,Et
—_—
" MeCN NHZ

NHZ NHZ NHZ NHZ NHZ NHTs NS0

NHTs TsHN 14

1. NaH/DMF NaH/ 1. KOBU/THF
2.5% HCI DMF 2. CH3CO,H, reflux
6 N HCI
cl NZ OR
5% HCI H; CH3CO,H COLH
NHZ NHZ
NHZ NHZ NHZ
K2COj R=OCCH, NHTs
MeOH:H,O |_»R=H NHTs

The First Example of a Catalytic Wittig-Type Reaction. Tri-n-butylarsine-Catalyzed
Olefination in the Presence of Triphenyl Phosphite.
Shi, L.; Wang, W.; Wang, Y.; Huang, Y.-Z. 2026-2028.

n-BusAs (cat.), K;COg (s) ;.B)-=CIPh g;eld (%)
RCHO * BrCHoX + (PhOg)P R/\/X + (OPhgP Bl a6
THF-MeCN, rt 2-turyl %
X= CO-CHa, C(O)PN 2-thiopheny! 75
2-pyridyl 68
(PhO)3PO n-BugAs BrCH,X PhCH=CH 61
(PhO)sP
n-BuzAsO n-BugAs*CHoXBr
K
RCH=CHX 2C0s
RCHO

n-BuzAs*C'HX

Synthesis of Oxidized Spiroketals via 2-Furyl Ketone Oxidation-Rearrangment.

Perron, F.; Albizati, K.F. 2044-2047.

nBuLi

il )

THF, -78°C

OTBS

Q/MH

OTBS

o

OH

2.0 equiv

NBS
——>R
aq. THF 0
0°Ctort HO

—

(6]
o) (@] +
N OH
Me

Electrochemical Model for Cytochrome P-450. N-Demethylation of Tertiary Amides by

Anodic Oxidation.
Hall, L.R.;

Mechanistic Pathways for N-dealkylations of Amines by
Cytrochrome P-450.

"
R-N- CH, R-N-cH,
CHy
EFe=0
EFe-OH EFe-OH
+
R-}- CH, n-—r;x cH,

CH;

E“z-OH" EFe-OH
EFe-OH j /

R- \ = CHyOH —————————————> RNHCH,
cn, + CHO

Iwamoto, R.T.; Hanzlik, R.P. 2446-2451.

Substrate Scope.
(0]

L

R'
R

—_—

N
R |
2

R= PhCH,CH,,
Ph, p-O,NCgHa,
CeFs, H

= CHj, CDy
R2= CHj, CD,,

H, CHO, CHOCHj,
CH,OH

Electroorganic Chemistry. 116. Electrochemical Transformation of Aldoximes to
Nitriles Using Halogen lons as Mediators. Intermediary Formation of Nitrile Oxides.
Shono, T.; Matsumura, Y.; Tsubata, K.; Kamade, T.; Kishi, K. 2249-2251.

General Scheme. Mechanism
N electricity
(/ OH .
R electrolyte
MeOH
Selected Examples.
Ph
OH -2e, Nal
\ _—
N o]
Meﬂs\/ styrene =
MeOH Me(HxC)s

Me

= & S Ceon

Me

Ph
OH -2¢’, Nal
_—
Ph__N 0
~F styrene =N
MeOH
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Interrupted Polymerization of Acrylates: Sequential Michael-Michael-Dieckmann
Cyclizations for Easy, One-pot, 2+2+2 Construction of Polyfunctionalized

A Formal Synthesis of Forskolin: An Electrocyclization Approach.
Venkataranman, H.; Cha, J.K. 2505-2506.

Cyclohexanones.
OCHzgggEt OH, cozEt Posner, G.H.; Shulman-Roskes, E.M. 3514-3515.
Me _ dsteps _W-2Raney Ni_ o o o) R Ry R, %VYield R R; R, %Yield
T EOHt ' 1.LDA RO OR Et H H 49 Et O 58
RO _— Et H CH, 70
Me Me Me Me COR 3
Me Me R 2.2 2 0 Et H p,~ 66
A 2f ROR Me H 72 Me 64
1. PCC, CH,Cl, 1 2 SPh
2. NaBH,, EtOH 3. H*
4 Et (j 45
9 Mef Me 9 Mef Me OJR 3 - - - — e
O PCC I oy 1 AR, ERO, 0°C ¥ Me: Synthesis of Two Useful, Enantiomerically Pure Derivatives of (S)-4-Hydroxy-2-
- R, _Me
€ CH,Cl @ 2. BUOOH, VO(acac), cyclohexenone. _ '
0 0 PhH Audia, J.E.; Boisvert, L.; Patten, A.D.; Villalobos, A.; Danishefsky, S.J. 3738-3740.
Me Mé O Me Me
Me Me HO—, ,0 o)
R*=R%=0 g
Na, apl_tnll':acene R= H, R°= OH @ NaIO4 @\ MsCl, TEA Hy, Pd(OH),/C
OH O CHZCIQ (0] (0)
o—=" o] (¢}
T Met 4 steps 7LMe \//\Me
Me s ep Me Me
DBU, PhH or K,COj, aq. THF DBU, TBSCI
3 CHzClz Q:Q/ 223 8 | l PhH, heat
Me Me O Me Me e} O
forskonlin Me,CulLi PMBOC(NH)CCl3
Cyclohexadienone Annulations of Aryl Carbene Complexes of Chromium: N 7 R TMSC boM_ (7]
yclohexadienone Annulations of Aryl Carbene Complexes of Chromium: New OR, OPMB  BFsOEt o otBs

Strategies for the Synthesis of Indole Alkaloids.
Bauta, W.E.; Wulff, W.D.; Pavkovic, S.F.; Zaluzec, E.J. 3249-3252.

i ¢

OTBS
2 OMe ’ 2 1 Hgl,
R g R (OC)sCr R R R OEt
R.C=CR, — R.C=CR, ) RL
s R~ Rs = Rl.H X A~R R-n __ °R Functionalization of Olefins by Alkoximidoylnitrenes.
X 2 X R
5 ? R ? s Subbaraj, A.; Rao, O.S.; Lwowski, W. 3945-3952.
Me 3 OMe
____________________________________________________________________________________________________ 2
Q .NSO,CH 2 A _heat )
Ph EtOC NSO?CHS Aroc* OO e g R RS
OMOM NH HN N ¢ 1 R—(l) + NG 1 R- CH
|| O)\Ph H] N-G R™ "NHG
Cr(CO) MOMO - o ,/~— -2 -, . \
A 5 benzene, 50°C Q Meocf.NCN Etoc.fNCN R H,0 R
N oM N : N 2 1 R-CH
Me © O I\I/Ie 4 N-H
Rllle OMe vindoline: R'= OMe, R2= OAc
R3= OH, R*= CO,Me R
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Functionalization of Phenyl Rings by Imidoylnitrenes.
Dabbagh, H.A.; Lwowski, W. 3952-3957.

Stereocontrolled Construction of Hydroazylenones by Sequential Anionic Oxy-Cope
Rearrangement-Sy-Allylic Ether Displacement.

. . Paquette, L.A,; Shi, Y.-J. 5205-5207.
eroc NN o Etoc NSO:CFs » raq
N - — o .
. H NCN N : H NSO,CF3
M N _> QN o e QN I
© \ — _/<0Et OEt © OEt |
/NSOZCF3 R ROC,NSOZCF3 |

Syntheses of (+)-Alchorneine and (%)-Isoalchorneine.
Buchi, G.; Rodriguez, A.D.; Yakyshijin, K. 4494-4496.

©) Me Br
o Na @Te Me)\) CN
1]

s e —— 4> Me\(\/ \/Y\ 4\
Me<HCI

via:

ZzZ=

Me” > >CHj [
=
N=—NH, BZOWV Me N0

HN._NHOCH

Y’ / PACIy(CHsCN), Yﬂ Pd(PPhs), (cat.) Y °

t A < CHCly, 40°C \; EtsN, MeCN, 50°C \(\/ M\(\
Me

(x)-alchorneine

Me Ruthenium (ll)-Catalyzed Reactions of 1,4-Epiperoxides.

E Suzuki, M.; Ohtake, H.; Kameya, Y.; Hamanaka, N.; Noyori, R. 5292-5302.

Applications of Metalated Cyclopropenone Ketals in a General Synthesis of
Cyclopropenones. An Efficient Synthesis of the Antibiotic Penitricin.

-

L . . O[Ru o) H O R
Isaka, M.; Matsuzawa, S.; Yamago, S.; Ejiri, S.; Miyachi, Y.; Nakamura, E. 4727-4729. R? u(ll) 'R Ru(“ >T:/A<
Q R - = R R "o H
M Y4 M Y PR ok :
R-R 0 H 0
o” o o” ™o 0" o o o __QUR
BulLi R* Amberlyst-15 R/\ N <H
_— _— R oH -RL:(II) -Ru(ll), -*R* 0

H (+MX,) M R R 2R'-H Ru(ll) R'-H [Ru]

pentricin ¢

"""""""""""""""""""""""""""""""""""""""""""""""""""""" TR OH , ] 'R OH R2 O HO
R R ‘ MR

>< >< O OBu 2 R _

0" "0 4 BuLi Q 0" o 1. U 0" < OH R Y=o R
- . Me Me 0 R 3 R [ R 3 i
2. Bul T 0T R OH =0 R 0

3 H+ Bu Bu 2. Amberlyst-15 R R 8 R@/R

R = Li R aqg. THF 4 W

= (CHp),
R‘ R*=H, alkyl, alkeny!
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An Expeditious Route to the Northern Part of Retigeranic Acid A from (R)-Carvone. OR -
. 2
Llera, J.M.; Fraser-Reid, B. 5544-5548. MeO OMe  ~ NH Me,AlSeMe NH
- » —_—
1. pTsOH, PhMe, © ~ M pve | Z ~OMe
Q Q Q Br, Q 0 N 90°C MeOC || |
Me 1. LDA/THF e COMe H, Me CO,Me MeOH/NaOAc Me.. CO,Me 2. NaCNBHg, MeOH, N MeSe” “o L N
— > _— > — » Br AcOH
w72 HMPA/ "7  Rn(AI203) “..Z  orBry, CC P CNCH,CO,Me
[/ NCCO,Me [/ ( 2 CCly ( 2C0,
2 EtsN, Cu,0, THF
+

0 N 1. Ca(BH,)
Mg O 4/2 NH
BI’,’ CO-M O-DCB, DBN = THF/MeOH
Q £-CO:Me = Me~ 2ve OMe -———— NOMe L T~ - OMe
002 A EtoH Me— Br o P 150°C 2.Ac0.HCOH O [ [
Me Me _ THF, rt &
Me CO,Me major N CO.Me
M o MnO,, CHCI
b e R=H, CH,0OCH; Me Me 2 ST
Me™ ™ LeHEl, ¢ 1. CIMOM MeJ"*- I, PPhy Me
MeO,C Me =Me
¢\ THF RO A 2. LiBHEt, =Me imidazole ~Me, Y N -
o "D o ’D MOMO  “ou MOMO OMe  ---m-o--- >
Displacements at the Nitrogen of Lithioalkoxylamides by Organometallic Reagents.

(n=1) NH,OCHg-HCI BrMgCH,CH=CHj,

CHO BHg3-py. BH3-THF; H,O,, NaOH;
3 ANHOCH5 _ ° -2 ©\A8r
B (n=3) PhzP=CHCO,CHj3; oxallyl chloride, NH,OMe-HCl; Br
" Mg, MeOH, DIBAL; Br
NH,OMe-HC|, BHg-py.

Studies on the Synthesis of Indolo[2,3-a]quinolizidine System.
Rubiralta, M.; Diez, A.; Bosch, J. 5591-5597.

BH3-py.

H HN H
mCHO m >7< ] PTSOH, PhH mna
N Dean-Stark Me O Dean-Stark \ ?

CHLi; BuLi; RCOCI
‘ ° so,ph 2N SO.Ph  Me SOPh O
l l l Me Q\ BrCH,CH;0H
Q O e EtOH, Na,COj
. O O - o )
N N i
Ac Ac Et,0 N o)
Et «— S < 1Et
H {BuOK, 0°C H N H

An Approach to Amphimedine and Related Marine Alkaloids Utilizing an
Intramolecular Kondrat'eva Pyridine Synthesis.

Subramanyam, C.; Noguchi, M.; Weinreb, S.M. 5580-5585. HO

4N HCI — X=OCH,CH,0

1. Ca(BH,) OR 1. NaNOj, Ac,0, MeOH L, X=0
MeO,C -~ -OMe THF, it R~ OMeMeNC, MeOH, MeO xOMe AcOH, 0°C
\CN( 2. CrOg/py. | N AcOH, 60°C o | N 2. Na,COjg, CCly,
CHxCly, 1t R=CH,OH, CHO heat

3. NaOMe, MeOH,

Beak, P.; Selling, G.W. 5574-5580. ! amphimedine
0°C E
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Enantioselective Construction of a Quaternary Asymmetric Carbon Center: A Versatile
Synthesis of a-Alkyl a-Amino Acids.

Ihara, M.; Takahashi, M.; Niitsuma, H.; Taniguchi,N.; Yasui, K.; Fukumoto, K. 5413-
5415.

Me, Me, R
EOW"
Ph
Ve, Me  >2equivLDA O OH
RX

R
. o WO OWO
PR Pho  OH
E; P ho oH
major
ab,c,d | | g.hd
Me, Et, Me Me Et, ,Me
om/(/cogm.a O%NHZ
Ph ) Ph
e f i,k
Et, ,Me Et,A_ e
OoN-CaHyCO, 4L _COMe EtOZCANHCOCHQCOZEt

(a) (COCl)y; (b) CH,Ny; (c) AQOCOPh, MeOH; (d) HPLC; (€) LAH; (f) p-NO,PhCOCI, py., DMAP; (g) (PhO),PONs,
TEA, PhCH,OH; (h) Pd/C, cyclohexene; (i) KOH, 18-c-6; (j) HCI-EtOH; (k) EtO,CCH,COCI, DMAP.

Electroreductive Intramolecular Coupling of Ketones with Olefins.
Shono, T.; Kashimura, S.; Mori, Y.; Hayashi, T.; Soejima, T.; Yamaguchi, Y. 6001-6004.

g~ +e 15 OH
Z>R, ———>
R R, 2 Rﬁ\AR .
,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,, N
Selgcted Examples. OMe 1. +e, 2.5F/mol :
TMSCI, EtzN OH
PR +e, BuyNBF, No e, e !
Me Me :
80% |
1
HO Me '
o 1
+ e, BuyNBF, 1.+e, 25F/mol CHO .
Me MeO ,_~_~ TMSCI, Et;N I-‘\/Ie '
DMF | 0o — '
Me MMG 80% L 2w Me
Me”™ “Me '
1
1

2,3-Dichloro-5,6-dicyano-1,4-benzoquinone (DDQ) Oxidation of Silyl Enol Ethers to
Enones via DDQ-Substrate Adducts.

Bhattacharya, A.; DiMichele, L.M.; Dolling, U.-H.; Grabowski, E.J.J.; Grenda, V.J. 6118-
6120.

OTMS

OTMS C-O bond formation
DDQ [ charge } Cl TMS -shift
——» |transfer @
complex
al OTMS

C-C bond formatlon

TMS-shift
OTMS OTMS
ONC Cl o NC cl
—_—
Cl ij NC Cl
o OH

Not covered (but worth mentioning):

Vinyl Organoboranes. 12. Synthesis of (Z)-1-halo-1-alkenes via hydroboration of 1-
halo-1-alkynes Followed by Protonolysis.
Brown, H.C.; Blue, C.D.; Nelson, D.J.; Bhat, N.G. 6064-6067.

Vinyl Organoboranes. 13. A Conveniet Stereospecific Synthesis of (Z)-1-halo-1-alkenes
from 1-alkynes via (E)-1-alkenylborane derivatives with halogens.

Brown, H.C.; Subrahmanyam, C; Hamaoka, T.; Ravindran, N.; Bowman, D.H.; Misumi,
S.; Unni, M.K.; Somayaji, V.; Bhat, N.G. 6068-6075.

Vinyl Organoboranes. 14. A Stereospecific Synthesis of (E)-1-halo-alkenes from 1-
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