Accounts and 2009
Rapid Communications in No. 4
Synthetic Organic Chemistry March I

509 B. H. Lipshutz Rediscovering Organocopper Chemistry Through Copper Hydride.
It’s All About the Ligand

Cy—N N—-~C
! -4 ! achiral nonracemic e/p/y
complexes reagents  BINAP €p
* s
oof (Ipphz LcuH <3 ) (L*)CuH sEGPHO |
¥ JO, Y
PPh, SlPHos ng‘z‘
ligands ligands
525 S. Fustero* Nitrogen-Containing Organofluorine Derivatives: An Overview
J. F. Sanz-Cervera
J. L. Acena N/Fﬂ N/FU CF3
M. Sanchez-Rosellé )ﬁrx
RF)J\X RF)J\RZ 4
nitrogen-containing
S —_— organofluorine compounds
R'—=—=—CF,Br o o
R-—C=N RFMW
550 N. Volz Thieme Chemistry Journal Awardees— Where are They Now?
M. C. Brohmer An Asymmetric Organocatalytic Sequence towards 4a-Methyl
2/[- N‘egir Tetrahydroxanthones: Formal Synthesis of 4-Dehydroxydiversonol
. Brise

CHO
OMe

OH O OH
| OH3
OH O E

@ www.thieme-connect.com| ejournaIsD

Accounts

Letters



Letters

VI

554

558

562

565

V. Montanari
M. S. Yu*
D. P. Curran*

I. M. Lyapkalo*
M. A. K. Vogel
E. V. Boltukhina
Jif{. Vaviik

J. D. Winkler*
M. E. Fitzgerald

C. Bressy

F. Bargiggia
M. Guyonnet
S. Arseniyadis
J. Cossy*

Table of Contents

Thieme Chemistry Journal Awardees — Where are They Now?
Catalytic Transport with an Amine Carrier in a Fluorous Triphasic Reaction

source phase fluorous phase receiving phase

Rf\/\/N:ﬁ_CgH4BI’

/\ H

Rfw_~_-NH:

Thieme Chemistry Journal Awardees — Where are They Now?
A General One-Step Synthesis of Alkynes from Enolisable Carbonyl
Compounds

9 P-base, NfF ONf P-base
NI P G N
R2 R2
24 examples
, = SO,(CF)3CF3 (49-97%)
aldehydes (R” = H1) ——> terminal acetylenes
methyl ketones (R = H)
other ketones (R # H) ——> internal acetylenes

Stereoselective Synthesis of 8-Substituted 6-Azabicyclo[3.2.1]Joctan-3-ones

steps
PTSA
) Pyrex EtOH
MeCN MeO,CN H reflux MeO2CN” + MeO,CN”
(70-80%) (75-80%)
a/b 71

O OMe

One-Pot Hydrosilylation—RCM-Protodesilylation: Application to the
Synthesis of w-Alkenyl o,p-Unsaturated Lactones

o 0
1) [Cp*Ru(MeCN)3]PFg (1 mol%) -
At o F HSi(OEt)g, CHsClp, 0 °C to r.t. o | Mes—N_N=~pes
cl
A 2) [Rulll (5 Mol%), CH,Cly, reflux Rl - " Ru=,
\ n N 3) AgF, MeOH-H,O-THF, r.t. e ol Ph
R? *one-pot’ R? ¥s
7 examples
45-82% yield [Ru-l




Table of Contents

569 K. Bahrami*
M. M. Khodaei*
F. Naali

573 C. Roche
R. Le Roux
M. Haddad
P. Phansavath*
J.-P. Genét*

577 M. Willot
J. Chen
J. Zhu*

581 D. Fokas*
J. A. Hamzik

vii
H,0,/Fe(NO;);-Promoted Synthesis of 2-Arylbenzimidazoles and
2-Arylbenzothiazoles
R NHz H;0, Fe(NOg); N N
\©: + ArCHO u \>~Ar

XH solvent-free X
X=NH, S
R =H, Me, NO,
A Ruthenium-Mediated Asymmetric Hydrogenation Approach to the
Synthesis of Discodermolide Subunits

15M 21/ O |
/14 OH (5\(0 — 11 PN
OH NH; OTIPS

(+)-discodermolide : C8, c5and C' stereocenters set

by asymmetric hydrogenation

Combination of Lithium Chloride and Hexafluoroisopropanol for
Friedel-Crafts Reactions

0 u
N Licl, 3AMS e Wk
R 7 Ot T D (
X O| toluene—HFIP (4:1), r.t. COOEt

X

One-Pot Synthesis of 7-Aryl-Octahydroazonino[5,4-b]indoles Based on the
Fragmentation of Indolizino[8,7-b]indoles and the Insertion of Indoles and
3,4,5-Trimethoxyphenol

R? = H, X, OMe
R =H, alkyl
c o

N\ /]\ )j\ R*=H, alkyl, Ph
( Q N o” el &

| -
N DCE, rt.

H AH

R' = H, COMe O A OH O A OMe
ArH = indole, 3,4,5-trimethoxyphenol N
H

R!

Letters



VIII

585 G. de la Herran
A. G. Csiky*

Letters

589 G. Stavber
M. Zupan
S. Stavber*

595 C. Liu*
Z.Zhou
Z. Wu
M. Fransson
B. Zhou

599 S.S. Kim
B. S. Choi
J.H. Lee
K. K. Lee
T. H. Lee
Y. H. Kim
H. Shin*

Table of Contents

1,6-Conjugate Addition of Boronic Acids to 2-Allylidenemalonates

R2
f17 S COE!

2 CO.Et

1R COZE R2B(OH), >
Rh' (cat.) R2

oo P&* (cat) A n_cont

R \r 2

CO,Et

1,6-conjugate addition

Micellar-System-Mediated Direct Fluorination of Ketones in Water

H,0 .ﬁwﬂ*"ﬂ ! q&gzt ?f,&

W Cery, B
mﬁ:@( ¥
: i Eﬁ;j -4

::. e
:M.:’.RM‘":—*R ARl Ch ::.n
®

L=

n®  ogcc g‘; e, J
" Aot A A
g A

Hydrophobic environment 18 e}(amples
e sodium dodecy sulfte

Shape-Controlled Synthesis and Catalytic Behavior of Supported Platinum
Nanoparticles

b %
ALY

cl 5 ‘ J
cubic 5% PYC, 10 h cl Gl
+ Hp = + +
EtOH
NH NHOH

NO, NH, 2
99.41% 0.28% 0.31%

Oxidation of Biginelli Reaction Products: Synthesis of 2-Unsubstituted
1,4-Dihydropyrimidines, Pyrimidines, and 2-Hydroxypyrimidines

CO,Et COLEt
RY&( Rw)ﬁ/
HN NH Nl N

\f

X
X=SorO Y =H or OH



Table of Contents

603

607

611

615

K.-K. T. Mong*
C.-S. Chao
M.-C. Chen
C.-W. Lin

C. Jin
C.Liu
W. Su*

N.-Y. Huang
Y.-B. Nie
M.-W. Ding*

F. Crestey
E. Lohou
S. Stiebing
V. Collot*
S. Rault

IX

Tandem One-Pot Acetalation—A cetylation for Direct Access to Differentially
Protected Thioglycosides and O-Glycosides with p-Toluenesulfonic Acid

><OMe H><0Me
or
OMe Ph°  OMe

O one pot, two steps
Acomxpﬂ 52-90%, 13 examples

Novel Synthesis of 2,4-Dihydro-5-amino[1,2,4]triazol-3-ones from
1,3-Disubstituted Thioureas

S H
_N
Sj? NoH,Ho0
RL )J\N/Rz BrC, e . )NI\ —0
(RORL

H H (RZ)R\N RZ(R1)

New Efficient Synthesis of 5-Ethoxyoxazoles and Oxazolo[3,2-c]quinazolines
via Aza-Wittig Reaction

PPh3 NAr

1.RCOCI EtN 3\ _ANCO
PhsP=N""“COOE! OFt 1
s 2.PP PhgP OEt

Protected Indazole Boronic Acid Pinacolyl Esters: Facile Syntheses and
Studies of Reactivities in Suzuki-Miyaura Cross-Coupling and
Hydroxydeboronation Reactions

R R
. R =H, Me
)l N boronaton - NN e
K/ N/ ! — N/ R" = pinacol
\ \
R R
R'=H Z=B(OR"),
protection crosls—
coupling -
R'= SEM, Ac, THP Z=aryl dehg/grrc;)r:(gtion

Letters



Letters

620

625

628

633

1. Ambrogio

S. Cacchi*

G. Fabrizi

A. Goggiamani
S. Sgalla

I. A. Abdelhamid

S. K. Guchhait*
C. Madaan

J. Li*

D. Smith

J. X. Qiao

S. Huang

S. Krishnananthan

H. S. Wong

M. E. Salvati

B. N. Balasubramanian
B.-C. Chen

Table of Contents

Regio- and Stereoselective Heck a-Arylation of Cinnamyl Alcohols

Ar‘/\EAr

OH

BuNOAS

Uy C

Ao v oA ——————
toluene, 90 °C

2

Synthesis of Novel Spiro Cyclic 2-Oxindole Derivatives of 6-Amino-4H-
Pyridazine via [3+3] Atom Combination Utilizing Chitosan as a Catalyst

o)
COLEt

+ another product

An Efficient, Regioselective, Versatile Synthesis of N-Fused 2- and
3-Aminoimidazoles via Ugi-Type Multicomponent Reaction Mediated by
Zirconium(IV) Chloride in Polyethylene Glycol-400

X NH; X X _N
& 1 2 = ~N=N Z N
@ R'CHO, RNC @ P 5_/6_\NF DN

N cat. ZrCly, PEG-400 N m2 R2
50 QC NH’ R1
X = CH 64-95% 0%
X =N 7-11% 78-84%

Preparation of Monofluorophenols via the Reaction of Difluorobenzene
Derivatives with Potassium Trimethylsilanoate

1. KOTMS
diglyme or diethoxyethane

G heat G
A 2. HCI RS
F—r F—r
= = OH

F

11 examples
39-95%



Table of Contents

638

643

648

653

C. Kanazawa
A. Ito
M. Terada*

H. Hagiwara*
H. Sasaki
T. Hoshi
T. Suzuki

F.-b. Han
Z.-m. Ge*
T.-m. Cheng
R.-t. Li*

M. A. Christiansen
A. W. Butler

A.R. Hill

M. B. Andrus*

XI

Phosphazene-Base-Catalyzed Tandem Addition—-Cyclization Reaction of
o-Alkynylbenzaldehyde with Oxygen and Nitrogen Nucleophiles

_Bu H
NMe N NMez " P4-'Bu ) R
MegNIT:N—P—N:PNMeZ = (cat.) =
o}
NMe, N NMeo THE |
I CHO X
Me,N—P—NMe, + Nu
NMe; Nu-H 5-exo-dig
P4-Bu

Nu-H: alcohols, amide, pyrrole

Sustainable Click Reaction Catalyzed by Supported Ionic Liquid Catalyst
(Cu-SILC)
Ph, -
N N—NEN o fh
Cu-SILC (0.05 equiv) I\ N
+

50% aq. EtOH, EtzN, rt.  N° N
average: 95% (6 cycles)

}éOH \ZS(
Cu-SILC w OH
_— OCUOG)CUOO} [bmim]PF
0000000, vor ©
T O00aOR0)

pore mercaptopropyl SiO, bed

Novel One-Pot, Four-Component Synthesis of 3-Alkyldithiocarbonyl-
oxazolidines from Aminoethanols, Ketones, Carbon Disulfide, and Halides

bi§
R2 RS S
R? R? CS2 anh
ydrous KzPO. _R*
+ 4:34, O><N)J\s
HO. NH, RéX r.t.
R! R

80-89% yield
R'=H,alkyl R®=Me RZR®=-(CHp)s -(CHy)s- °yie

R2=Me, Et R*=alkyl X=Cl, Br

Synthesis of Kurasoin B Using Phase-Transfer-Catalyzed Acylimidazole
Alkylation

O . O o Me
| j— | i BnO\)J\(’\{
HN OH /N : l\}\/>

kurasoin B tBoc

Letters

Clusters



Clusters

XII

658

661

664

667

Table of Contents
D. Uraguchi Asymmetric Synthesis of a,a-Disubstituted a-Amino Acids via
Y. Asai Enantioselective Alkylation of Azlactones under Biphasic Conditions Using
Y. Seto P-Spiro Chiral Tetraaminophosphonium Salts as a Phase-Transfer Catalyst
T. Ooi*
\\ P
\[N @, Nj\
0 ‘ g2 ©
1 1
R R2 A (1 mol%) R
O + ~x o]
N= +BuOMe, solid KzPOy4 N:<
Ph Ar = 3,5-(TBS),CeH3 Ph
63-91%
72-91% ee
T. Hashimoto Phase-Transfer-Catalyzed Enantioselective Alkylation of a-Benzoyloxy-
K. Sasaki p-Keto Ester
K. Fukumoto
Y. Murase catalyst:
T. Ooi Ar
K. Maruoka* O O
o) RX 0
COLtBU (S,5)-1¢ (1 mol%) Me COgt Bu
Me toluene, KOH ;
OBz —20°C BzO R O O
up to 92% ee Ar
S)y-1c Ar = 3,5-(F5C)2CeHs
C. Ding Enantioselective Alkylation of a-Fluoro-f-Keto Esters by Asymmetric
K. Maruoka* Phase-Transfer Catalysis
catalyst:
o 0 Ar
PhMOt—Bu 0 O O
E catalyst (1 mol%)
. 10% CsOH Ph ; OtBu
mesitylene F R
R'X 0°C up to 88% ee
(S,S) Ar = 3,4,5-F305H2
S. Tanaka Guanidine-Urea Bifunctional Organocatalyst for Asymmetric Epoxidation
K. Nagasawa* of 1,3-Diarylenones with Hydrogen Peroxide
or 'C|:1SH37
NH
H H H
N NS~ A A~SN N
AYCTNN L
(0] Bn Bn O
(5 mol%)
o 30% H20, aq (5 equiv) o)

/\)L NaOH (50 mol%) /\\Qyj\
RN g RT TR

toluene/H,0 (19:1)
-10°C
91-99%, 85-96% ee



Table of Contents XIII

671 T.-S. Kim Enantioselective Synthesis of (R)-a-Alkylhomoserines and g
Y.-J. Lee (R)-a-Alkylhomocysteines via Phase-Transfer Catalytic Alkylation &

K. Lee §

~

o

B.-S. Jeong
H.-g. Park* .
S.-s. Jew* N

N -CO2Bu Ph. _N._ LCO,B
@H PTC (10 mol%) \r/ 7 !
X RX (5 equiv), KOH (5 equiv) X R

toluene, 0 °C
X=0,S up to 97% ee
675 B. Lygo* Synthesis and Evaluation of Chiral Dibenzazepinium Halide Phase-Transfer
B. Allbutt Catalysts
D. J. Beaumont
U. Butt OMe

J. A. R. Gilks t+-Bu Ar
L x
+,Me H:N R
N

phase-transfer catalysts
for asymmetric synthesis

681 Compiled by Methyl Cyanoformate (Mander’s Reagent)
A. C. Bissember*

683 Compiled by Camphorsulfonic Acid: A Versatile and Useful Reagent in Organic Synthesis

)
7 ~
M. S. Estevdo* o0
=
S,
o)



X1V

XIX

Author Index

Abdelhamid, I. A. 625
Acena, J. L. 525
Allbutt, B. 675
Ambrogio, I. 620
Andrus, M. B. 653
Arseniyadis, S. 565
Asai, Y. 658

Bahrami, K. 569
Balasubramanian, B. N. 633
Bargiggia, F. 565
Beaumont, D. J. 675
Bissember, A. C. 681
Boltukhina, E. V. 558
Brise, S. 550

Bressy, C. 565
Brohmer, M. C. 550
Butler, A. W, 653
Butt, U. 675

Cacchi, S. 620
Chao, C.-S. 603
Chen, B.-C. 633
Chen, J. 577
Chen, M.-C. 603
Cheng, T.-m. 648
Choi, B. S. 599
Christiansen, M. A. 653
Collot, V. 615
Cossy, J. 565
Crestey, F. 615
Cséaky, A. 585
Curran, D. P. 554

de la Herran, G. 585
Ding, C. 664
Ding, M.-W. 611

Forthcoming Articles

Estevao, M. S. 683

Fabrizi, G. 620
Fitzgerald, M. E. 562
Fokas, D. 581
Fransson, M. 595
Fukumoto, K. 661
Fustero, S. 525

Ge, Z.-m. 648
Genét, J.-P. 573
Gilks, J. A.R. 675
Goggiamani, A. 620
Guchhait, S. K. 628
Guyonnet, M. 565

Haddad, M. 573
Hagiwara, H. 643
Hamzik, J. A. 581
Han, F.-b. 648
Hashimoto, T. 661
Hill, A. R. 653
Hoshi, T. 643
Huang, N.-Y. 611
Huang, S. 633

Ito, A. 638

Jeong, B.-S. 671
Jew, S.-s. 671
Jin, C. 607

Kanazawa, C. 638
Khodaei, M. M. 569
Kim, S. S. 599
Kim, T.-S. 671
Kim, Y. H. 599

Krishnananthan, S. 6330

Le Roux, R. 573
Lee, J. H. 599

Lee, K. 671

Lee, K. K. 599
Lee, T. H. 599

Lee, Y.-J. 671
Li,J. 633

Li, R.-t. 648

Lin, C.-W. 603
Lipshutz, B. H. 509
Liu, C. 595

Liu, C. 607

Lohou, E. 615
Lyapkalo, I. M. 558
Lygo, B. 675

Madaan, C. 628
Maruoka, K. 661, 664
Mong, K.-K. T. 603
Montanari, V. 554
Murase, Y. 661

Naali, F. 569
Nagasawa, K. 667
Nie, Y.-B. 611
Nieger, M. 550
Ooi, T. 658, 661

Park, H.-g. 671
Phansavath. P. 573

Qiao, J. X. 633

Rault, S. 615
Roche, C. 573

Table of Contents

Salvati, M. E. 633
Sanchez-Rosello, M. 525
Sanz-Cervera, J. F. 525
Sasaki, H. 643

Sasaki, K. 671

Seto, Y. 658

Sgalla, S. 620

Shin, H. 599

Smith, D. 633
Stavber, G. 589
Stavber, S. 589
Stiebing, S. 615

Su, W. 607

Suzuki, T. 643

Tanaka, S. 667
Terada, M. 638

Uraguchi, D. 658

Vaviik, J. 558
Vogel, M. A. K. 558
Volz, N. 550

Willot, M. 577
Winkler, J. D. 562
Wong, H. S. 633
Wu, Z. 595

Yu, M. S. 554

Zhou, B. 595
Zhou, Z. 595
Zhu, J. 577
Zupan, M. 589



