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scientific or ethical reasons. Articles that
contain seriously flawed or erroneous data
such that their findings and conclusions
cannot be relied upon may be retracted in
order to correct the scientific record.
Retractions may be requested by the article
author(s) or by the journal Editor(s), but are
ultimately published at the discretion of the
Editor. When an article is retracted, a notice of
Retraction will be published containing
information about the original article title,
author list, and the reason for the Retraction.
Retracted articles will be accompanied by the
« related Retraction notice and will be marked
as “Retracted”...
J. Am. Chem. Soc. Retraction Policy
Some resources on retraction in Chemistry:

* retractionwatch.com
+ Hudlicky, Helvetica Chimica Acta 2012, 95, 2052.
* Rubin, Chem. in New Zealand 2011, 128.
» Chembark Blog
* In the Pipelines
PLoS ONE 2012, 7, e4118.
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(Redcated) Examples of Retraction/Correction Notices

Retraction could be detailed:

The authors withdraw this Communication on the basis that
the product structures in the paper were mistakenly assigned.
During the course of an investigation aimed at the
development of a rhodium-catalyzed domino reaction, Prof.
Mark Lautens at the University of Toronto performed a
reaction described in the paper and found the structure of
compound 6 to be incorrect. After examining the results he
kindly shared with us and reanalyzing the data reported in the
paper, we confirmed that the structures of compounds 2, 4, 6,
8, 8', 8", 10, 12, 14, 16, and 17—21 are incorrect (save for 20b
and 21b). The correct structures are four-membered rings with
an exo-alkene, not the isomeric five-membered rings with an
endo-alkene as drawn in the paper. This structural revision
indicates that the rhodium-catalyzed reaction proceeds through
a 1,2-addition pathway rather than the 1,1-addition mechanism
mediated by a rhodium vinylidene complex (Scheme 1).

Scheme 1
COR
COR' Q[F\h] 1,1-addition C(ghl <Iﬂf
|
R-B(OH),
cat. [Rh)

/ COR'-
l )

A \
H
[Rh}-R 12.admon

COR'
.
u

In light of this information, we withdraw the paper. We are
grateful to Prof. Lautens for pointing out this matter to us, and
we deeply regret any inconvenience and confusion caused by
our publication.

\\’

R

Types of retractions covered:
* Irreproducible results

* Fraud

« Compound mischaracterization
+ Errorneous data interpretation
* Duplication/plagirism

Retraction could be concise:
Reductive and Transition-Metal-Free: Oxidation of
Secondary Alcohols by Sodium Hydride [J. Am.
Chem. Soc. DOI: 10.1021/ja904224y]. Xinbo Wang,
Bo Zhang, and David Zhigang Wang*

This manuscript has been withdrawn for scientific reasons.

Retraction could be subtle:

The original paper was published ASAP
on 11/23/06 but will not appear in a print issue for the
following reason.

Retraction could be partial:

Although the magnesium oxide procedure has recently been
found irreproducible (J. Am. Chem. Soc. 2006, 128, 8364), this
fact does not affect the conclusions of this paper. Consequently,
the magnesium oxide protocol has been removed from the
Supporting Information. Also, Figures S5 and S8 have been
replaced with corrected versions.

The corresponding author may not approve:

Published ASAP June 20, 2006. This manuscript was
withdrawn from publication by The Journal of Organic Chem-
istry (JOC) Editor-in-Chief. The basis for the withdrawal was
a violation of the Ethical Guidelines to Publication of Chemical
Research of the American Chemical Society. Essentially the
same material was submitted to another journal for simultaneous
consideration while the manuscript was under review by JOC.
The corresponding author did not withdraw the JOC ript
or otherwise inform the Editor-in-Chief of its submission status.

VIEWER

DISCRETION
ADVISED
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"Total asymmetric" synthesis: the curious case of santonin

(o) (0] Current Science 1943, 12, 1
o EtO (0]
o MeO ome ¥ 0
Cl Me (0] H OHC fo)
0O ——> fo)
then H2SO4
Me Me
The synthetic product is, Me 0

however, optically inactive.
Details of the synthesis will be
published shortly.

M
Et oHc | I _o

50.

(o) .«Me
(o]
o
Me
o o ]
[a]p=—150 [a]p=—108 racemic [o]p= —55.65
(natural sample: —172) Nature 1944, 153, 141,
Actual synthetic intermediates were too "colored" for rotation measurements and model
studies were thus undertaken: o Such an asymmetric synthesis

from inactive materials
CHO I\Dllgl violates no fundamental law and
--CHO might theoretically be expected to
Me oOccur once in about (10920 trials.
—Sir John Conforth

[a]lp= —26.22 (crude);
claimed to be unstable
but was isolated by Cornforth

Nature 1944, 153, 317.

Zadel: Enantioselective reaction understatic magnetic fields: 100 o
90 o
80
MeMgBr OH p oo o A
CHO Benzene, w ©7 o A
Etzo Me % 90T O A
ca. 200? (98% ee) :Z a
B=1.2 Tesla "o"denotes 1
Angew. Chem. Int. Ed. Engl. 1994, 33, 454; 1994, roduct
33, 1207 02) 02 04 06 08 10 12 14

Results only reproducible in University of Bonn, in the presence of G. Zadel  &,m—

In one case, we were able to prove quite clearly (GC-MS, polarimetry) that the starting
solution prepared by G. Zadel for the reduction of propiophenone with LAH also contained
considerable amounts of (+)-1-phenylpropanol...therefore wish to disassociate myself and
the coauthors... from all the experimental results in this publication. —Breitmaier

[odd of winnina 5+ powerball=2.9x108]

Mehta-Breslow "billion-fold" catalytic chlorination

Me
then
base Me
>
— — . < Ho"
(6) Because this result is so astonishing, it has been independently con-
firmed by two members of our laboratory. We wish to thank Radhika Batra
and Dr. Uday Maitra for their help. SOCl;
| AIBN
o CoH then base
8117 /,_-\\
~ N N\ _/N
Me i Ni Mo
|gand /N
TON= 109 | .
0 X o"

Another catalytic template retracted
m. Chem. Soc. 1986, 108, 2485.

J A
o O J. Am. Chem. Soc. 1986, 108, 6417.
J. Am. Chem. Soc. 1986, 108, 6418.
H /\

N-- Ni "Several findings reported in these papers
O cannot be reconfirmed, including some that
affect the principal conclusions.
) Accordingly, these papers are retracted.”
Breslow in
J. Am. Chem. Soc. 1987, 109, 1605.

Another case of fictitious enantiopurity

(o] o
Me7[ LMe H
| A OEt Me ” Me o] Ph( _N
A0 > I >=o
Smly/THF Ph Ph o
Ph -78°C 10 -50°C (80%, 96% ee) strong protonating
agent

Retracted with respectable transparency by Guo-Qiang Lin:

*Racemic products were synthesized and subjected to chiral HPLC

*The optical rotations of these compounds were found to differ significantly from the original
publication.

*"Accordingly, the corresponding authors withdraw this paper, and deeply regret that the
community was misled by this publication."

* Public statement issued thereafter with details pertaining to the fraud.

J. Am. Chem. Soc. 2006, 128, 5624.
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Sezen-Sames "Tandem Retraction” l \ (, g Retraction # 2' (partial)
First r(?'tractlon |n"March, 2006 LI Ak Phl 1) MeMgCl
Last one "corrected" on Jan 3, 2007 ADDITIONS AND MaO
CORRECTIONS N\ Ph —€ g TMEDA
""" (96%
N Pd(OAc), “2)pner N 67
H PPh Pd/IMes H
Dlverslty Symhesls via C—H Bond F Sels C-Arylation of Free (NH)-Heteroarenes via 3
of New c—Arylaﬁon Meth-  Catalytic C—H Bond Functionalization [J. Am. Chem. Not retracted
ods for Imldazoles [J. Am. Chem. Soc. 2003, 125, Soc. 2003, 125, 5274—5275]. Beng Sezen and Dalibor
10580—10585]. Bengli Sezen and Dalibor Sames* Sames*
After the departure of the first author and during a thorough After the departure of the first author, the laboratory of the
re-examination of this publication, the laboratory of the corre- corresponding author (D. Sames) has been unable to reproduce Ph
sponding author (D. Sames) has been unable to reproduce some the key results of this paper. Although the formation of indole Pd Ph d
of the key results. Specifically, the magnesium oxide method magnesium salts, by treatment with either Grignard reagents or
gave no arylation products (Scheme 1 and Scheme 4). The C-2' Mg(}?MDS);, is a viable strategy for C-arylation of "}d"lcs as \ base
arylation procedures described in this publication (Scheme 2) described and confirmed elsewhere,' the procedure using MgO
did furnish the desired products, but with lower efficiency than @ the base gave no arylation products. Accordingly, the N PdPh
originally claimed. Namely, 2-phenyl imidazole 1, under the ~<orresponding author withdraws this paper, and deeply regrets \
action of CpRu(PhyP),Cl catalyst and Cs,CO; base, gave product that the chemical community was misled by this publication. M
2 in 23% isolated yield (see scheme below; 84% yield was (1) Lane, B. S ; Brown, M. A ; Sames, D. J. Am. Chem. Soc. 2008, 127, 8050 ~8057
;gp(l:ncdl'in Lhe (Tlg(l:a;, publi:a):u'on).lCQ‘; ;:)herl;)g(alion ;(aé" (1))2 JAD69965U
iphenylimidazole (Scheme 5), catalyzes acac)(C 2 H H
przvid:d iazole (Scheme 3 pmduZl (()nyield: 81% yield 10.1021/j2069965u PPh3=PhI Interesting, older studies

OMe
;-llMe

was originally reported). Accordingly, the corresponding author

withdraws this paper, and deeply regrets that the chemical
community was misled by this publication.

Ph-1 (1.2 eq)

Retraction #1

Published on Web 06/21/2006

C—C Bond Formation via C—H Bond Activation: Cata-
lytic Arylation and Alkenylation of Alkane S

Retraction # 2

Ph

\[\>

J. Am. Chem. Soc. 2003, 125, 5247; 2006, 128, 8364.

] 200 . —
' CH, SCH, CH, OCH, N=CH
Phl roo® B o om o
Pd(OAc), 'l ¢
PPhg N same N £
MgO [ S w/Cul [ D—Ph 15wl o
N N E ® Compound9
H ( 2°/o) H (83%) H ' 120 ¢ E °°"‘P°"cpw: Eié
b : : : :

g PGl =\ [J. Am. Chem. Soc. 2002, 124, 13372—13373). Bengi

N CORUPRACIEmON) | NG Sezen, Roberto Franz, and Dalibor Sames*
2 Cs,CO,(1.2eq) @/@ The laboratory of the corresponding author (D. Sames) has
N DMF, 130 °C not been able to reproduce this work. Accordingly, the second
1 2% 2 and third authors withdraw this paper, and they deeply regret
that the chemical community was misled by this publication.

OMe
PdCl, RB(OH),
OMe NaOAc Me Ag,0 OMe
AcOH DMF
o
75 %) Mow ,,Me
| Me |
J. Am. Chem. Soc. 2002, 124 11857
Ph,Si(OH)Me
Pd(OAC), (2.5 mol%) _
N/ Cu(OAc), N
DMF, 100°C
wiMe s
C] (51%) Me M
Me Ph e

"H Chemical Shift (ppm)

Co

Pd(OAC), (0.5 mol%)

CsOAc (2 equiv)
DMA

R

@c»

J. Am. Chem. Soc. 2005, 127, 8050.

showed that when R is
an EWG
such as Ts, C-3 arylation
dominates

Retraction # 3: similar to # 2 w/ Co catalysis: Org. Lett. 2003, 124, 10580; 2006, 8, 2899.
Retraction # 4

Retraction #5

N NH Phl

CpRu(PhsP ,Cl

(84%
corrected 23%

\NH

Ph ———>

Ph

5

Phl
Pd(OAc),
PPhg
MgO

J. Am. Chem. Soc. 2003, 125, 10580; 2006, 128, 8364.

P(Fur)3 P(Fur)3
Arl x~R|h,co x~R|h,co
( > RhCI(CO)P(Funslo[ H= | ~Ph » H | O\
N (7 Ph

- /~=N
N O
H

UPh N

J. Am. Chem. Soc. 2004, 126, 13244; 2006, 128, 3102.

Retraction # 6

Phl
RUS(CO)12 (2 mOI%)
PPh,
A Cs,CO4 | =
- 7
N tBuOH

corrected: need neat pyridine,
mixture of isomers

Ph

J. Am. Chem. Soc. 2005, 127, 3648;
2006, 128, 3102.

' Retraction #7

Phl
[Rh]
O Cs,CO4 O\
N tBUOH N~ “Ph

J. Am. Chem. Soc. 2005, 127, 5284;

2006, 128, 3102.
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Bielawski-Wiggins Retro(action)--[3+2]: Unclick Reaction

0 HM — N

e
O Me /,/
w N—/— sonication
—_—
9 o 9°C, 4h PMA AMPX&
PMA h)LO e’ Me

Me

All claims in the paper should be
accepted as fact after, but not
before, verification by independent
experiment. —Sir John Cornforth AN

Tetrahedron Lett. 1980, 21, 709. Me

We conclude that S. Chatterjee did not in fact obtain any of the products mentioned in the first
three stages of his synthesis...he did not prepare the reported product of any later stage, since
none of these products is known to be avallable in nature or by any other synthesis.
Tetrahedron Lett. 1983, 23, 2213.

When Dorta's student did not fake the elemental analysis...
In the course of this text transfer, the authors regrettably introduced new text consisting
of internal communication among the authors not intended for publication.

Me” e J. Am. Chem. Soc. 2011, 133, 7180; 2015, 137, 3430.

Chatterjee Synthesis of Aconitine Skeleton Tetrahedron Lett. 1979, 30, 3249.
Force Force : o o o
M : 1) CrO
—— ——> . PM Me O J_ome Meo CHO 2))CH N, MeO CO,Me
0 (0] sonication : N cl 2y
Me%/[( N=N Me — M Me PMA | Me EE— Me Mo
A N -1

PMAM OWN\/\O MgMA ' ' Numerous other improbabilities (and IR=1730,1715 cm 1) MgBr|2) POClI,

e Science 2011, 333, 1606. + one impossibility) could he indicated in pyridine

PMA=polymethylacrylate . : i S. Chatterjee’s letter. —Sir John Cornforth  peo
Editorial concern from Science : N, MeO oM
=11 —TriP “In over 50% of the figure parts, the authors z"2 e
g After 1h Sonication  deemed the data unreliable due to uncertainty
® After 2h Sonication regarding the origin of data or the manner in which ! BN O<_<— OMe
x the data were processed." : Me /
8 C&EN News: : 0 CO.Me
s Bielawski says that his lab ,"repeated the . 0 2
5 experiments iq question :
= 0 : ' S : and found that the conclus:ons" of the report were
10° 10° 10 10° unchanged. :
Molecular Weight (Da) ' b=
Also retracted: (o) : 4 3

retro [4+2] fo) PMA o \ ! 0" Me OMe

Stereochemical reconfiguration

OO "'O:LO sonlcatlon sonication ‘
0. .0 O- polymer
O :E polymer (o] O

(S)-polymer (R)-polymer
J. Am. Chem. Soc. 2010, 132, 3256; 2015, 137, 3428.
Use in conjunction with resolution, see: Angew. Chem. Int. 2012, 51, 1640 2015, 53, 703.

Catalyst actlvatlon ph

Emma, please insert NMR data here! where are they? and for this compound, just make

Organometallic 2014, 33, 627;
2014, 33, 829.

up an elemental analysis...

: Grossman did not make up an elemental analysis, but...

MeCN S potassium
PMA somcatlon | E:Si'CI . E:Si,H _sand o E:S' BrPh Ph C
pd MeCN—Pd =/ Cl =/ 'H
N J. Am. Chem Soc.
2010, 132, 16631; |
2015, 137, 3429. S CN NH, Anal. Caled. for C4H581 |C, 584; H, 7.35.|
Ph \) Found: C, 58.27; H, 7.61.
Other retractions: Chem. Sci. 2012, 3, 2986; 2015, 6, 3634.
J. Mater. Chem. 2011, 21, 8355. C, 58.51%, H, 7.37% J. Am. Chem. Soc. 1961, 83, 5029: 1962, 84, 4723;

J. Mater. Chem. 2010, 20, 5709. . 1963, 85, 834.
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V/IP [¥] Dr.). ). La Clair
Xenobe Research Institute
P.O. Box 4073, San Diego, CA 92164-4073 (USA)
Fax: (+1) 858-401-3083
E-mail: i@xenobe.org

Ming Yan

Antimalarial Drugs

DOI: 10.1002/anie.200504033

Total Syntheses of Hexacyclinol,
S-epi-Hexacyclinol, and Desoxohexacyclinol
Unveil an Antimalarial Prodrug Motif**

<] A considerable portion of this work was conducted during 1999—
2002 atlBionic Bros GmbH,lGermany. J.).L.C. acknowledges the
assistance of five technicians.

Research
Institute

|22] Note added in proof: The 'H NMR spectra for this Communi- (o) .
cation were determined by contract services. The spectra Me In vacuo
i ided in the S . . ere collected by OMe neat (95%) .-
James J. La Clair* provided in the Supporting Information were collected by N. ) NG )
Voss (Berlin, Germany). The operator added the peak for CDCl; ):. Me ‘O_ .
to the spectrum of synthetic hexacyclinol (1), however, this was ' b b2, |
In memory of Udo Griife done fincorrectly at 0~ 7.5 ppm|and against the request of the " 0 \)—Me ro?\;lae(;aﬂga,
author. Additionally, one spectrum was duplicated and a copy of o~ hv, 0°C (8;9%)
_ _ the spectra for natural 5-(7)i-hc:\'acyclinol was not provided. Hexacyclinol
OH Ag,0 0
HO OQAc gac o in parrafin : 0 TESQ \e—/
. ol TBSO (slow addition) OTBS o : BtOS__J| co.Me TBSO %,
»’ . ',,/\ CH2C|2 : -
5 steps to Hgs ' 7\ '
make V S.s '
from norbanadiene - - \\>
B :
—/0 S :
3 0O Me :
w0 0 | OMer-  OTBS - OTBS :
“<Me z LDA, HMPA  / :
Y ) OLi ;]E;J Ei; WO O
H { OH o0~ “OMOM | -60°C @\j 5
S - B — ‘ '
bs \O H : H & ' HO Overall: 39 steps, 0.8% yield e
Y SS7 Li 337 ! 3.6 g of "desoxohexacyclinol" prepared Angew. Chem. Int. Ed. 2006, 45, 267;
"ﬂ,f/,\Me OMOM A, L‘ 1 This translates to 70kg of norbanadiene 2012, 51, 11647.
e0 - - i Structural Revision based on computational methods Me
PhSH, PEt,, rQ Ve Me—OMe Q 2 we
DEAD, CH,Cl, : oM _ _ €=
(94%) ! € Revised structure: Revised structure: ; o
! Ad=1.8 ppm; Ad=1.8 ppm;
1) TMSCI ! . max= 5.8ppm max= 5.8ppm
/ 2) MsCl, :
» ‘%, NEt3 :
— — .
L I / SOPh R=C(O)Me :
OMOM o 7 — m K
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Porco's synthesis of hexacyclinol (non-fiction) Approach to Lundurine Alkaloids

re-examination and the discovery of a much improved, verified, and reliable procedure,
which is the topic of this paper. J. Am. Chem. Soc. 2011, 133, 4766.

m fo) MeO Me Q E COZMe /K\OtBU PhOS cone H2N COZMe
0.0 1.Ki0Claypg >k/\ Me” NF P\, _Zosoen y\ Hel (aq)
Br (98%) r SnBuj O: N —
0 —— > 0 > : J_ ~ BrEtNCl  phos M. ©%)  pros SOPh
2. TESCI Pd,dbas, AsPhs : ' Ph Ph MeCoN, rt Ph Ph
: (83%) H _ (96%) _ OTES OMe (86%) .
OH OTES H 1. EtgN-HF; MeO
- 10 steps, 38% overall H o 2MeCtNrt 1) MW MeO OHC
+ Spectra data in full t with neat, rt; o
P atural isolate. 87%) J40C _NaBH(OAo)s
S oV N—gr (87%)
Angew. Chem. Int. Ed. 2006, 45, 5790. iR . \ R ! TsN / 2) K2003 (89°/o \
HO ; Y, (64%) E SOPh Ts
L H E
Me—O Me O N1 \ N SOPh
z Ké?oilgy Grubbs I (2 x10%) The authors retract this Organic Letters communication
99% ! [beginning of on the basis that the RCM of 24 to give 25 (Scheme 6)
M o ! MeO trouble] MeO is not reproducible
5 Grubbs |
: _(2x20%) Org. Lett. 2011,
' COzMe 13, 5104;
: Ts = c0.Me 2012, 14, 4701.
""""""""""""""""""""" 2
Tchabaneko-Baldwin Synthesis of (+)-Himbacine: a complex synthesis "Refraction catalyzed reaction improvement: O Mo Rotracted
CHO Me ' / CpRu(PPh3).Cl conditions:
_— P BocHN : / o /_/ CSA (Ind)Ru(PPh3),Cl
NB Me 0 N TsN oH _InOMs o CSA
T T N Me \—E‘_—< acetone N |n(_|§|)_|'||':f)3
ZnBr, I % PO(OMe), : Me (84%) Ts
—_— :
o then ZnCly,H20 N (50%) i "An initial report of this reaction...was retracted because many of the reported examples
(60%) o) ' were subsequently found to be questionable. This unfortunate circumstance led us to a total

"spectra published for several
compounds...were scanned from other [~ T : T _
papers." Mischaracterizations and retractions:

Fermat last theorem of chemistry:

starting point] R1 C] 2011, 133, 1861.

TFA, : e CuBr, RS 0
DCM : ?\' toluene, 100 °C> (i‘.
] Wik aamememmsssssm=--
. - C—-N
; R? “sc. 5bonds cleaved R2Z~ i
; i R including doubleftriple bonds
! £
E [23] RS R
L] R
: B (g w T
: N-o —> =N J. Am. Chem. Soc.
Org. Lett. 2005, 7, 585; 2015, 17, 3190. [imaginary phase Rz'\( © 1 bond cleaved RO ® 0 2009, 131, 2804;
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Double Uliman Coupling? _ Org. Lett. 2011, 13, 6422; 2014, 16, 1538. Pé*(rg;'ho)
' 3)4 =
BnNH, : ~ MgSO X Ar Ph" "0
/@ CuCl (10%) o Ph/\/\ocozEt Ta; Ph/\/\g/
Phenanthroline : Ar (o)
KgPO, (:fL 50°C_ BnN NH ... Angew Chem. Int. Ed 2015, 54,14216. . ..
o~ 2N AN, - Br |”77"7" » Yamaguchi Synthesis of "Diaza[12]annulenes" ? Org. Lett. 2006, 8, 4279;
DMF 40 °C .
NHBn @ ! "Per the request of the author, this paper ®R 2007, 9, 5139.
) . : has been retracted due to uncertainties 10
The first coupling can proceed at _ - ! ) . />N
rt w/o ligands w/ 1% Cu because of the amide : regarding V‘;g:l;ﬁggdgg;‘z%g Cl;o"rmed in the /4 A\
BnNH, ) o N [ o 3,,
Cul (20%) 0 Ve VIR o No= *
K2003 \Y \ /\‘ ' {ecor 1 Z R
DMSO 80 °C N N O : E oN (40% - 80%)
NHBnN ! v, o . 0 Oévws Ag* /Ag)‘o
Adv. Synth. Catal. 2012, 354, 2229. " a 5 N
' NO, O
1 N
Ph : @
— Ph : R
Ph & : Zincke reaction
OH T\IPBhSS VR Br i [12]Annulene Germini Surfactants!
N.__CO,tBu N_. _CO.tBu—> _N — CO.tBu| R= Ci2Hos, C14H2, CigHss
r ~ '/ ~C0,tBu - CO0,tBu N CO.tBu| : :
® o) ! "Moreover, our conclusion based on the NMR
CO,tBu tBuO,C Br tBuO,C CO,tBu ! data...remains valid, although the micelles are now more o
! classical in nature than we had previously envisioned." w
Angew. Chem. Int. Ed. 2010, 49, 9299. . * ore
: : 200 N
) The authors retract 1’
00 I/C02Et C,)H CO.Et 9 this letter because . e o . .
1 i 1
® | N_ recently obtained : 120 .
NS N, \gN CU(Q":CN) COLt y diffraction 6 - oms
—_— 2 6 data reveals that : om{ ™
LHMDS ¢ © > o the structures ! 40 - [ om
OXO X )0 of the : ' v . .
roducts...are ' " ‘ — — om0
Me' Me Me Me Me Me p incorrect E 00 04 o‘e . ‘1 2_1:5 21 ]
Org. Lett. 2014, 16, 4484; 2015, 17, 6282. 1 Angew. Chem. Int. Ed. 2007, 46, 5889; 2007, 46, 9135. o pmne oo
o For the whistle blower's commentary, see: Angew. Chem. Int. Ed. 2007, 46, 9152.
[Rh(OH)(COD),] 0 [e) SyntheDs'\i;of "azepinoazepine"
PhB(OH), : ®J R = = Vaid and co-workers,
—_— — ' N @
R : S Ns R-N. /7—\ /N R U Org. Chem.
= - Ph Ph| : | I ® 2005, 70, 5028
[Rh] S . — R-NH», y
Ph D o\ 3 / e Q 1 P
Ph Ph . g— L1010, cofomel o5 C5,
J. Am. Chem. Soc. 2006, 128, 15598. | reflux ~ N_ /2 S \ f 4 Yl
2012, 134, 20564. ' N/ 12h No {5} N £10 %
: N'® R
: DNP Angew. Chem. Int. Ed. 2007, 46, XXX
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Impurity and retractions
Doo Ok Jang's retractions on enantioselective reactions with hydrazones:

The structure of compound 1, the major compound, in the
manuscript was mistakenly assigned. As a result the authors

withdraw this publication. J. Am. Chem. Soc. 2008, 130, 16152;!

2013, 135,12475. ;
LJUA ‘ I, J_l J.‘. 1L

RI, PC, '

Ph,SiH 5

N,NHBZ BEts, CHZC|2 I-Bl\,NHBZ ;

| - :

R) -30°C R” R '
S-configuration

13C NMR for the free base of PC ee: 80-99% :
indicates 39 carbons instead of 26. recyclable catalyst !

Also retracted:

PC,
n-NHBZ 1By,

)|\ In

R H

J. Am. Chem. Soc. 2010, 132, 12168; |
2014, 136, 11850. ;

Br PhB(OH)» A Metal Free Suzuki?
Na,CO3 "although the reaction can be run without the need for
20 mw addition of a metal catalyst, palladium contaminants

down to a level of 50 ppb found in commercially
available sodium carbonate are responsible for the
generation of the biaryl"
J. Org. Chem. 2005, 70, 161.

D E50

Angew. Chem. Int. Ed. 2003, 42, 1407.

Fe catalyzed Suzuki: some early forays PhB(OH),
I PhB(OH), Ph Br trans-[FeCly(py)s]  Ph
FeCl; (10%) EtOH/H,0
KF; EtOH TBAB

Adv. Synth. Catal. 2009, 351, 1732. Tetrahedron Lett. 2008, 49, 6679.

"Fleeting glimpses of potential activity are tantalizing; however, they must be treated with
extreme caution given how exceptionally active simple palladium species are under the
same reaction conditions." Bedford in Tetrahedron Lett. 2009, 50, 6110.

Retracting a retraction: Nickel catalyzed cyclopropanation

Angew. Chem. Int. Ed. 2015, 54, 10670. Angew. Chem. 1960, 72, 417

Chen, 2015 + Wittig, 1960 PhNa
(PPhg),NiBr ; PhLi
eOTf — nBuI:Ei,2 THF2 ! |eOTf Et,0O
oh " () ol —>
PN A

"The findings of V. Franzen and G. Wittig...could therefore not be confirmed."
Wittig in Justus Liebig Ann. Chem. 1964, 679, 34. (translated)

Novelty and Retractions: A Triply-degenerate Space Dinosaur

shown ™ (cl. rets 33 and 34 lor related work), and then use

(cf. refs. [30, 31] for related work), and then use those
sugars to catalyze the formation of the normal proteino
genic L amino acids. Good eredibly-prebiotic examples of
the latter process have not yet been produced.

those sugars to catalyze the formation of the normal

proteinogenic L-amino acids. Good credibly prebiotic examples

of the latter process have not yet been produced.
Further work is needed to show preb ions of the

ic v

A A Also see, :

Chem. —Eur. J. 2010, 16, 13046. :

- Tetrahedron 2012, 68, 7050. :

140 120 100 80 60 40 20 ppm !
NaH Oxidation: "reductive and transition metal free" ':
NMe, NMe, DMAP. E
N ome NaH (2 eq) OMe 0- ~HATDMAP ;

| THF, rt, 10 h A Na\/ (0]
7 1

N "This manuscript has been withdrawn'
OH lo) for scientific reasons." :

J. Am. Chem. Soc. 2011, 133, 5160'

Aftermath 1: Oxidation of benzoins to benzils using sodium hydride???
OH C] o (o]
NaH
Ar' .
Y A —= w7y
0 (Ho 0
Actual application 2: 2

Me,,

NaH (5 eq), air,
THF
reflux 24 h, 60%

of 2nd alcohol
OMe

Selective oxidation

Steroids 2010, 75, 70.

misleading title
Ar' but at least O, is drawn !
as the actual oxidant :

Tetrahedron Lett. 2010, 51, 6006.

Further work is needed to show prebiotic versions of
the conversion of p-glyceraldehyde to p-ribose, p-glucose,
p-fructose, and p-2-deoxyribose. efforts underway in our
lab. We also need a credible way in which nucleosides
and nucleotides could be formed from these sugars and

other components. Finally, of course, we all need ways in
which these and other sensible building blocks could as-
semble into structures with the exciting properties of life.

An implication from this work is that elsewhere in the

J. Am. Chem Soc. 2012, 134, 6887.

conversion of D-glyceraldehyde to b-ribose, D-glucose, b-
fructose, and p-2-deoxyribose—such efforts are underway in
our laboratory. We also need a credible way in which
nucleosides and nucleotides could be formed from these sugars
and pyrimidines, not just purines. Finally, of course, we all need
ways in which these and other sensible building blocks could
assemble into structures with the exciting properties of life.
An implication from this work is that elsewhere in the

Israel J. Chem. 2011, 51, 990.
Also see: Tetrahedron Lett. 2011, 52, 4227.

[2,3]-sigmatropic rearrangement: expired novelty?

Me nBuLi M
Mey\0 toluene ey\o
ONHBn Ho- BN

J. Am. Chem. Soc. 2001, 123, 7734;
2001, 123, 9724.
First submitted Sep 21, 1998

We have recently become aware of the presence of two
previouus papers by Davies' very closely related to our work
entitled “Novel [2,3]-Sigmatropic Rearrangement for Carbon—
Nitrogen Bond Formations” recently published in this journal .2
These two previous papers are clearly indicating that the
discovery of [2,3]-sigmatropic rearrangement of this class must
be credited to Davies.! Our insufficient literature search is surely

Chem. Commun. 1998, 2235.
First submitted Aug 5, 1998




