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1. The competitive reaction between 4-nitrobenzaldehyde (2c) and 4-methoxybenzaldehyde (2d).

HO HO
. BF3°Et,0 (5 equiv)
PhClI, rt, 35 min
NO, OMe
2c 2d
1.5 equiv 1.5 equiv 3ac:3ad = 1:3

Aziridinofullerene 1a (17.8 mg, 0.02 mmol), 4-nitrobenzaldehyde 2¢ (4.5 mg, 0.03 mmol), and
4-methoxybenzaldehyde 2d (4.1 mg, 0.03 mmol) were dissolved in 2.5 mL of dry chlorobenzen. Then,
BF;-Et,0 (0.1 mmol) was added to the solution, and the mixture was stirred at room temperature until
the disappearance of 1a as determined by TLC. The solvent was evaporated in vacuo, and the residue
was purified on a silica gel column using CS,/toluene as the eluent. The products 3ac and 3ad were
collected together for 'H NMR analysis, which indicated the molar ratio of 3ac:3ad is about 1:3.

2. The reaction between 3aj and 2d in the presence of BF;-Et,0.

CHO
BF3°Et,0 (5 equiv)
(3aj was recovered

PhCl, rt, 4 h completely)

OMe
2d (3 equiv)

Fullerooxazolidine 3aj (0.02 mmol) and 4-methoxybenzaldehyde 2d (8.2 mg, 0.06 mmol) were
dissolved in 2.5 mL of dry chlorobenzen. Then, BF3-Et,O (0.1 mmol) was added, and the mixture was
stirred at room temperature for 4 h. The TLC determination indicated no reaction occurred (3aj has a
less polarity than 3ad on TLC), which proved that the BF;-Et,O-catalyzed formal [3+2] reaction of

aziridinofullerenes with carbonyls was irreversible.
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* impurities

T T 1
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s WHM 2
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98.884
95.796
78.630
77.413
77.160
76.906

20131016

6.42
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5 mm PAQNP 1H/
29pg30

?

——30.348
—21.805
——10.169

1a:20:BF;E(,0 = 1:3:5

“ii" “ii" CHANNEL f1
NUC1 13C
Pl 9.70 usec
PL1 0.50 dB
PL1W 68.05712128
SFOL 125.7703643 MHz
3ao NE
walt
2 H

=
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.3257
T~—7.2332
—6.7033

6.4834
6.4690

6.4544
2.4816
2.3484
2.3337
2.3188
2.3099
2.3041
2.2953
2.2806
2.0406
——1.4375
1.1940
1.1789
1.1638

__~17.3420
3
<

~

§§

<

~

_—17.9132
T~17.8966
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spect
5 mm PAQNP 1H/
2930

2
10330.578 Hz
0.315:
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T T T T
150 149 148 147 ppm 140 138 136 ppm

. 104 143 142 oon 05“ ’GTS
f: /
”m | ]

yanght16
2

1
20131224
8.54

—21.844
——13.553
——12.348

5 mm PAQNE 18/
29pg30

SWH 29761.904
FIDRES 0.908261
4

sFol 1 703643

CHANNEL £2
waltzle

18
80.00 usec
00 dB
17.08 dB
15.60 d
16.68039322 W
0.41134506 W
7837063 W
500.1320005 Mz
8

32768
125.7578082 MHz
EM

T T T T T T T T T T T T T
150 140 130 120 110 100 920 80 70 60 50 40 30
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8.0459
8.0291
7.9216
7.9178
7.9078
7.9038

A
=
AN
pa
AW

7.5444
7.4241
7.4206
7.4110
7.4072

—17.2232

&
X

6.9768
6.9730
6.9629
6.9590

OMe

Cl

3.8936

NAME
EXPNO

PROCNO 1
Date_ 20130929
Time 15.23
INSTRUM spect
PROBHD 5 mm PAQNP 1H/
PULPROG 2930

D 32768
SOLVENT cpc13

S 32

DS

W 10330.578 Hz
FIDRES 0 264 Hz
AQ 1.5860212 sec
RG 3

DW 48.400 usc
DE 6.50 usc

TE 297.4
1.00000000 sec
1

CHANNEL £1

Pl 12 use
PL1 1.00 dB
PL1W 16.68039322 W

SFO1 500.1330885 MH:
ST 327

SF 500.1300325 M:
Wow B

SSB 0

LB 0.30 Hz
GB 0

BC 1.00

145.192
145.089

8.0
g

144.880
144.845

144.489
144.405
144.377
144,297
143.916

142.653

6.5

141.288
141.148

139.776

o
e
=0
L0
o .
S
-3

OMe

77.477
77.160
76.844

__~19.015

55.482

ppm

Current Data Parameters
4yanght
24

24038.461 Hz
0.733¢
0.6816244 sec

298.2 X
2.50000000
0.03000000 se:

PLWL 52.96599960 W
SFOL 100.6379178 MHz
CHANNEL 2

CPDPRG2 waltzl6

NUC: 1

PCPD2 90.00 usec
13.99600029 W
0.38361001 W

0.31073001 W
400.1916008 MHz

ing parameters
32768
100.6278802 Miiz

pC 1.40

160
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130
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110
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90
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8.3735
8.3707

£
~X

8.3597
8.3558

—8.1972

T~—18.1796

_—8.0353
T——18.0185

—7.5624

__—7.4409

T~—17.4241

7.2202
7.2183

NO2

Cl

NAME
EXPNO
PROCNO
Date_
Tim
INSTRUM
PROBHD
PULPROG

D

SOLVENT
s

DS

SWE

FIDRES

AQ

144.917

144.604
144.570

8.5

144.210
143.818

-

140.102

136.866

Mmoo w1
O ®AbA
DUwOoOo~a
VOTOo®® T
R R RS SR
il Gt i o}

——98.801

—92.023

Cl

__—79.173

76.906

ppm

yanght

1
20130929
15.32
spect

5 mn PAQNP 1H/
2930

32768
cDel3

10330.578
1

CHANNEL £1

16.
500.1330;

32768
500.1300341 MH
M

0

0.30

0

1.00

yanght15
49

20131003
0.44

4
29761.904 Hz

0.908261 Hz
05524
203

E 301.2 X

W

9.70 usec
0.50 dB
.05712128 W
125.7703643 MHz

= CHANNEL f2 =

CPDPRG2
NUC2

0.57837063 W
500.1320005
32768
7578067
EM

0
1.00 Hz
0

1.40

150

140

130

120

110

100
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__—8.1032

T—~—8.0868

7.4761
7.4724
7.4629
7.4591
7.3730

&
X

—17.2276

]

W

Yas¥
L

~Me

b

Cl

3.5573

144,41y

144.229

T
8.0

o

-
bt
o
o
<
it

T
7.5
8

-

o

-

7.0

137.332

136.370
129.819

6.0 5.5

——98.499
——91.735
77.413
77.160
76.906

__—79.674

5.0 4.5

T

L

4.0

40.964

oglé,Me

N
Cl

b

3.0

150

140

130

120

110

100 90 80

70 60 50

S22

40 30

20 ppm

ppm

NAME yanght
EXPNO
PROCNO
Date_ 20130928
Time 15.19
INSTRUM spec
PROBHD 5 mm PAQNP 1H
PULPROG z
D
SOLVENT
NS
DS
SWE
FIDRES
AQ
RG
DW
D!
TE
D1
DO

CHANNEL f
NUC1
P1 12
PL
PL1W 1
SFO1 500.1330885
ST 32768
SF 500.1300299 MH
WDW EM
sSB 0
LB 0.30 Bz
GB 0
BC 1.00
1
yanght15
44
20

50000000
0.03000000

= CHANNEL f1 =
1

C
0 usec
0 dB
.05712128 W
125.7703643

9.
o

MHz

CHANNEL f2 =
waltzl6

CPDPRG2
NUC2

0.57837063 W

500.1320005 MHz
s 32768

SF 1 MHz
WDW EM

SSB 0

LB 1.00 Hz
GB 0

PC .40



o o o
3 - S current Data Parameters
o o~ . AME HCOOCH2CH3
o« - < EXeNO 19
PROCNO 1
F2 - Acquisition Par
Date_ 201
Time
N M
FR(‘PF—; 5 mm
PULPROG
D
SOLVEN
AN
.O. D
* impurities
H,0
*
-
T T T T T T T T T T T T T T T
85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 1.0 05 ppm
-
DAV OOVAMT T HANOAUC DN A MO T ™ anght15
DOEVENONYVDAHAT OO N O M MO ®NONDNN w [l T o yang|
R R i A At A SR A A A A = & SS8
000NN I TTANNNNNNN O R © ? » )
TSI T OO o o ~ o 20
SS33333333333333333333335535 -3 & N e
INST! spect.
PROBHD 5 mm PAQNP 1H/
PULPROG 2g
) g
NS 15roc
ns
SWH 29761. ‘J(H iz
FIDRES 0.908261 Hz
AQ
RG E
DW 16.800
DE .50
E 301
D1 2.50000000 s
D11 0.03000000 s
DO 1
T T T T 1 o
148 147 146 145 ppm
9.70 usec
0.50 dB
PL1W 68.05712128 W
SFOL 125.7703643 MHz
CHANNEL £2
wal
I A
W A d
T T T T T T T 1
143 142 141 140 139 138 137 ppm
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110 100

90

S23

80

70

60

50

ppm



