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Ph
>\\(Ph CO2Bn Catalyst 1 (10 mol%) >\//., v, NO2
le} +
N o X-NO2  THE 78°C, 16h o _nFh
R! R!
R" = (4-MeO)CgH, (2.0 equiv.)
. N\
Entry Catalyst Yield (%) @ Dr [l Er
Ho oH AN
1 1a 66 88:12 50:50 N\n/N
2 1b 66 68:32  62:38 S S
CF; =
3 1c 56 44:56  62:38 N
1b
4 1d 46 43:57 68:32
5 1e 68 >95: 5 99: 1 1c - Ar = 2-pyridy|
1d : Ar = 2-thienyl
6 1f 65 62:38 72:28 1e : Ar = 8_quin0|y|
1f : Ar = 1-naphthyl
[a] Yield was determined by "H NMR analysis using | P
1,3,5-trimethoxybenzene as an internal standard. N

[b] Dr was determined by 'H NMR analysis.
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H CO,Bn Catalyst 1e (10 mol%) TMSCI (10 equiv.) MeOZC/,‘H"«//NO2 § N
o

+ .
PN ph” X-NO2  THF 78 °C, Time MeOH, Temp., Time O NH " P
f Y oo
R R! =
R' = (4-MeO)CgH,4 (5.0 equiv.) >95:5dr \N
1e

63%, 99:1 er 61%, 99:1 er 62%, 99:1 er 83%, 98:2 er 73%, 98:2Der
MeO (8h,50°C,24h) MeO (24 h, rt., 48 h)ll] MeO  (8h,40°C,48h)") MeO (16h,40°C,24h) Meo (16, 40°C, 24 h)

e 02BN

e

MeO,C1, |~ \1—NO2
Oy, NH

23% yield, 96:4 er R=F  :0%yield

MeO (24 h, 60 °C, 48 h) MeO OMe : 0% yield MeO 0% yield

[a] Catalyst (20 mol%) was used. [b] TMSCI (20 equiv.) was used.
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o NHCbz Me\NJ\N N
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< AN ° . R OzC COzH Catalyst f (1 0 mol /0) I N ,COZR1 H H
N NHCbz DME, 10 °C, Time R~ _ o | X
H H Pz
N
(1.2 equiv.)
NHCbz NHCbz NHCbz NHCbz
HO_ J. HO, . HO_ . HO, .
F ‘co,Et  Cl ‘CO,Et Br ‘CO,Et | ‘CO,Et
0 o 0 o)
N N N N
H H H H
72 h, 94% yield 72 h, 93% yield
92:8 dr, 99:1 er 93:7 dr, 96:4 er

72 h, 96% yield
95:5dr, 97:3 er

72 h, 99% yield
94:6 dr, 96:4 er
NHCbz
HO .
‘CO,Et

NHCb
z Ho_ J.
'COLE
0

NHCbz
HO_ ). HO. ).
O2N ‘CO,Et ‘CO,Et
o o 0
cl N
H Cl Br
72 h, 94% yield
91:9dr, 94:6 er

72 h, 98% yield
97:3dr, 93:7 er

Iz
Iz

Iz

120 h, 99% yield

72 h, 89% yield
94:6 dr, 92:8 er

92:8 dr, 95:5 er
a-T7 IR ryBAN—T AT

CORINESFHOEFEICK o T, FEMNICAENT U722
MEL BBEIC Ko THEM LS, AAVR=ALEWITH I L 2D BT, SEARSRIRE 722 il B ik S
i, SEARERA B

JEEEE D LT, mYREREZEBR L TWD I EBAWHLNER ST,
RBEFIARF TV R — )V EROSIZ BT 28] TOARFI S ORBE & o7, ?

Decarboxylation-T]

AG 40.1 2S3R
(kcal/mol) ; 3.0 gsgg
34.0 23394
it ;
i .
R R o ;
N/\H /}/ \
* 1 /
(" %o f Neo,
NH-, / !
( . 4 . Enol
/NH“ 2 v 14.4
Addition-TS i '
74 2R3R |
" 56 2R3 o H
! h
TAB ;
2 st% ‘ \—?( ot
1B T84 ;
4 e, ' (25,35)-isomer
— 07 | T
L =40 oR3s
5 2538

0.0



3. F&H

BFHEOMBELZHE, 774 Fa—=0 27 LT, ZRE TEIARARETH - 7 W E A F K
FEOMEITHI Lz, ORFAKOMET L, HEFICRGRNCR, @Rz EH TS, °° 2
NETIZARWIEAERHEICRA LI Z &b RAEAGRSBICHT2HWEDRIIRENVEFZ D,
/o0 DFT BHAES 2 H W T REIRMEO BB O 17> 72, BIfE, T b MRz v
LAKPIIE~DRERZHEIT> TEY, TOEERMAL LTH +oRIERRENELNT,

4. B
R EHITT HICH0 . AWM HEN RE TEHNFIRT WEBKE HH%E KA
CHREAEEXELE, KR LTHESLRLET,

& Xk

1. Enantioselective Construction of Consecutive Tetrasubstituted Stereogenic Centers by
Reaction of a-Substituted B-Nitroacrylates with Oxazol-5-(4H)-ones Catalyzed by Cinchona
Alkaloid Sulfonamide Catalysts
Kazuki Fujita, Momona Hattori, Tsunayoshi Takehara, Takeyuki Suzuki, Shuichi Nakamura*
Organic Letters 2023, 25(16), 2835-2839.

2. Organocatalytic Stereoselective Decarboxylative Addition of a-Amido Malonic Acid Half
Oxyesters to Isatins
Kazuki Fujita, Ibuki Kumazawa, Jyunpei Yokoi, Kazuki Abe, Tsunayoshi Takehara, Takeyuki
Suzuki, Naoki Yasukawa, Shuichi Nakamura*
Advanced Synthesis & Catalysis 2024, 366(3), 438-443.
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Yusuke Oyamada, Miku Fujii, Tsunayoshi Takehara, Takeyuki Suzuki, Shuichi Nakamura*
ACS Catalysis 2024, 14 (5), 3411-3419.
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Yuka lizuka, Koki Obata, Tsunayoshi Takehara, Takeyuki Suzuki, Shuichi Nakamura*
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Cyclocondensations of N-Silyl Iminoesters
Kazuki Ogura, Shota Ando, Tsunayoshi Takehara, Takeyuki Suzuki, Shuichi Nakamura*
ACS Catalysis 2024, 14, 13792-13799.



