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1) Development of the Addition of Isocyanides to Nitrone Promoted by TMSC1
We have developed the addition reaction of isocyanides to cyclic nitrones in the
presence of TMSCl. The reaction proceeded smoothly in DMF to afford the corresponding
amides in good yields. In the absence of TMSCI, this reaction did not proceed at all.
This reaction seems to proceed by activating the nitrone with TMSCl through
coordination by oxygen.

2) Development of the Passerini-Type Reaction with Aldehyde, Isocyanide and Silanol

We have developed a new Passerini—type reaction with silanol. The Passerini-type
reaction proceeded smoothly by the treatment of isocyanide with aldehyde in the
presence of silanol in refluxing toluene to give the corresponding «-siloxyamide
in high yield. This is the first example of Passerini-Type reaction using silanol
as a substrate. Since side products are not generated, this is one of the atom
economical reactions
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4. MRk E
1) A Y7 = ROfREERARE NG OB
i
TATEe R, T3, FLTA YV T =K
RSy & LTTIT ) Ugi SO Ol A~ AL %2
ATz, RHFPWRE LTBOX XA FDYH R
& Lewis Befilfitz V=23, BAFR RN
RIEoNR2hoT2, T, REISIT VR
VERIETEAE F TR T YT, SO EARGRIC
HITEED1-0103A4 T = KB
72 nitrilium FREHERZ DR BB T Lo —
NI MOREFECHET DXLENRNH D 2
ERbnoTz, £ T, HTHNIIZTILa—
WA EHETAAL T = RETILFE R
DOFRBERIAFE Passerini UG ORF #1T- 72
L2 A XTI Lewis BBIFEF. XS T 5
Uk Rud x4 — L ERNE ST,

o] Qo

SR

e T

o] Mg(ClO,), mol%

Ph/\)LH + 62,§></0H ench Ph/\)*\NIrO

Scheme 5. Asymmetric Cyclization Reaction 21%, 6% ee

REWRITIE N D TH o 72 (Scheme 5),

2) AT = ROEKR=Fa r~DOFMX
it D A%

TMSCl fFE T, Blk=hrur A4 /7=
RO Z DME i, —200CTiTo72 & 2
Ay ROSITELITHET L, *HeT 57 IR
HERD e 82% TR LIV, ARG,

TMSCL FEAFAE T CITHEIT L7 2 L SRR &
Mic, BUE, RUSHERE IOV TREMIZRET L
Scheme 6. Development of the Addition of Isocyanides to Nitrone Promoted by TMSCI

+ — TMSCI(1.1eq)
Nt * EBU—NSC ————— N
Z 0" DMF, —20°C, 3 h “OH

10eq 20eq
O” “t-Bu

82%

TWBEZATHD (Scheme 6),

3) O-silylative Passerini )it BH3&
Passerini TR WT, TIVR U ERITD
VAR = NVEOTEMAL, = Y U o LAFEED
RETFHIRIRFED N7 v 7 RONT TV VHRAL
CEERFE AR LT, ooy
HAWEBNTIZE A E 72, ZFD7=D, /LR
VBRI OMOF IR AT D Z
EMHERIVUZ, AR O T 72 2 kS SRR D
Wrgcx s L, AL, [FA—21FWIZ Lewis g
PEIAL & RS2 A T 26z Hviu
X, VAR UM S L CTHERE L
Passerini BOISHETT D LB X T2, £
ITCVT )= E VR CVEREME L LT
Pz, HH Passerini M IS DRI % HBIZ
iz fat Lz, ZORER, 7078 R 1 Y&
WXL, A YV T =R1L6%E, V7 /—)
1.5 HED M IR E IMBGERE TR S
5L, HHD a-vuF 7 2 RONEINER
THELND Z &% L L7 (Scheme 7).
ARSI D O-silylative Passerini )i
THY, a-vaFTTIRKOTVRy by
IXIE E A EBIR 2N T2, AP T2
FIZBWCTEHTHD EBbiL b,

Scheme 7. O-Silylative Passerini Reaction

Ph,SIO

o] M Ph;SiOH H
+ <+ —_— N
ph/\)J\H 8',,N Toluene PhW M
[e]

reflux
up to 90%

DEDXoiz, 47 = ROMMRIG%E
gL LT W2 o BOG DB 24T - 12
& A, TUSCL FIE FIZBITD8IR=Fr
~DA Y VT = KOG, O-silylative
Passerini JIGDOBAFIZHKI LTz, BEZN
D D s % LR AR 7 BB~ & BB L T
HELEZATHD,

5. LARKWILE
(BFFRAREE . WFE 03 S OV EEAF 2R3 1
=Y

GEakams) (B 5 10)

1. Mukund P. Sibi, Takahiro Soeta,
Craig P. Jasperse. Nitrile Ylides:
Diastereoselective

Chiral

Cycloadditions Using

Oxzolidinones Without Lewis Acid.



Org. Lett. 2009, 17/, 5366-5369.
(&E#HA)
. Qian Chen, Masami Kuriyama, Xinyu

Hao, Takahiro Soeta, Yasutomo

Yamamoto, Ken—ichi Yamada
KiyoshiTomioka.
ChiralAmidophosphane—Rhodium(T) -
Catalyzed Asymmetric Conjugate
Arylation of Acyclic Enones with
Arylboronic Acids., Chem. Pharm.
Bull., 2009, 57, 1024-1027. (#&Ht
)

. Navid Madani, Arne Schon, Amy M.
Princitto, Judith M. LalLonde, Joel
R. Coueter, Takahiro Soeta, Danny
Ng, Lipig Wang, Evan T. Brower
Shi-Hua Xiang, Young Do Kwon,
Chih—-chi Huang, Richard Wyatt,
Peter D. Kwong, Ernest Freire,
Amos  B. Smith III, Joseph,
Sodroski. Small-Molecule  CD4
Mimics Interact with a Highly
Conserved Pocket on HIV-1 gp 120.
Structure, 2008, 16, 1689-1701.
(EHEAT)

. Mukund P. Sibi, Digamber Rane,
Levi M. Stanley, Takahiro
Soeta, Copper (I1) Catalyzed Exo
and Enantioselectice
Cycloaddition of Azomethine
imines. Org. Lett., 2008, 10,
2971-2974. (#&HiAT)

. Khalid Selim, Takahiro Soeta,

Ken—ichi Yamada, Kiyoshi Tomioka

Amidophosphane—Copper (I)-Catalyz
ed Asymmetric Conjugate Addition
of Dialkylzinc Reagents to Racemic
6-Substituted Cyclohexenones to
Form 2,5-Di— and
2,2, 5-Trisubstituted

Cyclohexanones. Chem. Asian. J.,

2008, 3 342-350. (&EHAH)

(P& Gt 31

i &EZ, 2 —. FRE. Bk
Z., TMSCl ZFHWieA Y U7 = ROk
0 ~OMIIGEDORFE, A ES
HEOOEMFES, 2010 4£3H29H,
IR (KR

2. /NIBEERT IH R FRE. B
Z, TVTER AYVYT=R, 7
— /L& 7= Passerini B GO BRZE,
AR FIOORMFES, 2010
F3H29H, mERY (KK

3. Takahiro Soeta and Mukund P. Sibi.
Enantioselective Conjugate Addition of

Hydrazines to - « <-Unsaturated
Imides. Synthesis of Chiral
Pyrazolidinones. 1°*  International

Synposium on Process Chemistry. 2 O

084 7H30H, HAEREE (LA

(Z D)

Wk

H A RS2 2 B S R B S T

[ SRR & 28 B B BRI L NS O BY
%] 2008 4= 12 H 10 A, I BFEB KT (I R)

6. WFITHLRR

(D) W RERE

YRHE 87 (SOETA TAKAHIRO)
SBIRKT - WEALTFR - B
W95 %5 - 10506819



