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% 1 Aziridination of electron-def icient olefins with chloramine-Cbz
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@ Based on converted Cgp.

A% —/1 4 Aziridination of C60 with a chloramine salt
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% 2 Aziridination of Cg, with N-chloroamides

DBU (1 eq)
Ceo + Chin-r
H toluene, rt

entry amide (equiv) time (min)  vyield (%)2?

1 .o (1.5) 15 80 (26)
R

2 HoN""0"CqgH3s (1.0) 300 60 (15)
R

3 HoN o’\<\/\ (1.0) 300 57 (17)
2

4 HoN""NMe; (1.5) 30 77 (35)
%

5 HoN N(nC12H25)2 (10) 10 66 (35)
R

6 HoN" “Ph (1.0) 60 99 ()
(0]

7 HN & (15) 120 61 (11)
('? OEt

8 HN-Pot (1.5) 30 60 (28)
(0]
1l _Ph

9 HN- P ph (1.5) 30 100 (50)

@ Based on converted Cgp.
b The number in parenthesis are isolated yields.
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% 3 Aminochlorination of olefins with chloramine-T under CO,*

run olefin yield (%) adducts (ratio)
I R
PR Me Ph/\i/
2 Py 81 HNTs HNTs
Me 84 : 16)
Me Me Me
b cl
3 o N 66 Pd\/NHTs Ph/}\/
cl HNTs
83 : 17)
cl NHTs
WINHTs 3ol
5 68 (n = 2) f n
n=1 (90 : 10)
n=2 (78 : 22)
cl
6 SN\ 28 \)\/\
HNTs
cl
e oY
“NHTs
HNTs

8 ppuo 57

n-BuO/H
Cl

@ Reaction conditions: olefin (1 mmol), CT (1 mmol), CO5 (10 atm),
PhH (3 mL), it,6 h. ©70°C

Br 1) CO3 (30 atm) HNTs Br
\
Xy + N—Ts —rnH.rt9h _ +
Ng 2) aq Na,SO, Ph Ph
739% Br HNTs
97 :  3)
HNTs HNTs CrNHTS
= ““Br
Br Br
53% 60% 51%

A% —17 Aminobromination of olefins with bromamine-T
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% 4 Addition of bromamine-T to electron-deficient olefins under CO,

o Br 1) CO, O HNTs
\ MeCN, rt, 24 h
)J\/ + N—Ts eCN, rt, > o
R Ng 2) aq Na,SO;
Br

R BT (equiv) CO, (atm) yield (%)
Me 2 1 41
Me,N 2 1 61
o)
N 1.2 30 72
/
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# 5 lodoamination of olefins in water®

cl HNTs
\ R2 + [1] + |2 - 2 R2
R1/\/ Na/ \TS HZO, rt, 1h R1/Y
I
olefin (equiv) adduct yield (%) olefin (equiv) adduct yield (%)
HNTs R=H & I-!\NTs 9
x OMe81 @ O" 86
R R I Cl 9
(1) HNTs NO2 84 @
S b) O O HNTs
(1) (1) !
ARTs o O HNTs
c d
©/\/ ©/Y o7 [N 83"
I I I
(1.5) 2)

HNTs

X
| 99
(2)

|
|
HNTs

O 64
()

3) Reaction conditions: olefin (0.5 mmol), CT (1.0 mmol), iodine (0.5 mmol), H,O (2 mL), rt, 1h.
b) n-hexane (100 mL) was added. © CH,Cl, (100 mL)was added. 9 Raction time : 2 min.
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Z 6 Aziridination of olefins with p-toluenesulfonamide®

run olefin time (h) aziridine yield (%)
Tls
N
1 nCHy 96 77
H-C6H13
Tls
Me N
2 nCsHi 96 63
n-CgHyq “Me
Ts
3 nCsHiT Y 96 N 82
Me
n-CgHy{ Me
Ts
/
N
4 - cd -
Ts
Me bll
5 2 52
PN Moo /\
Ph
T|S
N
6 R 24 52b
(0]
(6]

@ Reaction conditions: olefin (1.0 mmol), TsNH, (0.5 mmol),
t-BuOCI (1.5 mmol), Nal (1.5 mmol), MeCN (3 mL), rt.
bt BuOCI and Nal: 1.0 mmol.
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P Y OERDBIFRETE D, XV VIIRRY
REFEEME S E I N EELREHTHY ., s
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X% —1 8 Plausible react
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L T4 VERNNVKEYBT I R OOEFEN R A T4
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7 Synthesis of oxazolines from olefins with p-nitrobenzamide

run olefin time yield product
(h) (%) (ratio)
’<Ara
0
1 Ph)\ 5 79 . h>K’N
’<Ar ’<Ar
0 N=
2 X 12 72 N o}
Ph Ph7y B rk/
(90 : 10)
Ar
H o~
3 12 55 : /f N
»
’<Ar ’<Ar
o N=
4 pCeHi ™ 24 50 N o
”'CsH13/K’ n-CsH13’K/
70 i 30)
Ar
0~
5 NN 96 71 \/K/N
Ar
o~
6 96 68

=t

@ Ar = p-NO2CgCa.

t-BuOCI, Nal
MeCN, rt

]
R~/g

'

ion pathway for the aziridination

FH) ALTIE. SO E RS ER L 72D 0
D, Tz WIEEAFNVENDT Y AOBRICH S F
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SBIUOVA-3-AFEVEDORILEI T2
and 6), ZOFER, F I AKOFL T4 Y HSIE
TI%DWET F T ¥ 2RO F XHV) Y OHRD, ¥ R
K513 68%DINKT Y ZKDF FH ) ¥ D AM
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TWwb, 72, ZBLRFEOEEIZL B —KRA— |
ERDBMONT VP MEEDMEHPUHTD %,



Wo T R TR L2 HEEEdEERRERE 1
W, LD EETIRIURELZEET S EATE
L1:0FHTH %,

TP, AT Va—LELT2-7uaRy-1-F —

+
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% 8 CO, fixation to allyl al
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L

MeCN—20°C,72h

Ol

allyl alcohol using t-BuOl

VTATVEA~Y—%5 27 o Ty REUSIZ RS
BRSTH L Z DY, CORFEDOF B 5,
BIRI—F= 24V Z2RELTET LTS EE
AbNb, Floo FETYLMT A I—=MIIHLTH
itk FZBETE, NEROA—KA— M2 HRT
LT TE (F8).

cohols under neutral conditions

allyl } (— . cyclic
alcohol CO; + t-BuOl —20°C carbonate
(0.5 mmal) (1atm) (1.0 mmol)
allyl time yield cyclic
alcohol solvent (h) (%) carbonate
0O
4¢L\/OH MeCN 72 91 o*«b
I
O
SN OH DMFE 24 48 O‘%

THF

§

O
48 78 \/Yk-/%
I
by
24 84 O O
NN

SO, RPEET VT YEALZZT TR, TIVER Y
W2 b o7V FLT L I—VICHERTES S
ENfl o7 TUF VM ERT 28—/ B M
BEEBOTNI— N6, TNENRFRIEETH

-
—

BT BB —FRA— P2 RIS LN TE,
DY b BALBOSIZERAIZHET L, WTFhoE b

EfRoBRI—KA— V25272 (F9) Y,



# 9 CO, fixation to propargylic alcohols under neutral conditions

oA

r-Buo 20°C.240 O
(1 mmol) —20°C, 24 2 2R
R

OH
1 + CcO +
//{\R 2
7 R? (1 atm)
(0.5 mmol)
R' R?
H H
H Me
Me Me

I
solvent yield (%)
80
83
MeCN 72

b
DERBRRTE72EH I, ERSEATOE T -1
FUBRFREETEHT A I8, fx OffifE
ALFEREZ BT L7ze SRS DRSO EIZBIR
ONB=ZT LA ERHLTEBY ., EhrMMes e s
WCHIHTE %, Bk o= A+ i3, K<Hsh
TALFRETH Y — Rl E ) AP TIED B 05, AW
RTIEANTUETENTTr Y OMEEIEHL. &8%
Augicna 7y VETOBLIRE (-1& +) A
N AR AR S 2RI TE 2L VR b,
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