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1. Radical trapping experiments
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To a stirred solution of 2-phenylimidazo[1,2-a]pyridine 1a (0.8 mmol) in DMSO (5 mL)
were added 2-aminopyridine 2a (1 mmol), t-BuOOH (70% aqueous solution) (2.4 mmol) and
TEMPO/BHT/DPE (5 equiv.) at room temperature and the reaction mixture was stirred at
120 °C for 12 h. The reaction mixture was allowed to attain room temperature and poured
into 20 mL of water and extracted with EtOAc (3 x 15 mL). The combined organic layer was
dried over Na,SO,4 and evaporated under vacuum. The resulting crude solid was purified over
silica gel (60-120 mesh) column chromatography by using EtOAc-n-hexane (4.0:6.0, v/v) to
afford 3aa in 0, 41% and 20% vyields in case of TEMPO, BHT and DPE, respectively. The
same reaction mixtures were directly analysed by ESI-HRMS analysis to observe the
corresponding intermediates and adducts of radical scavengers such as TEMPO, BHT and
1,1-DPE.



ESI-HRMS of crude reaction mixture of TEMPO adduct:
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ESI-HRMS of crude reaction mixture of BHT adduct:
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ESI-HRMS of crude reaction mixture of 1,1-DPE adduct:
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2. Unambiguous molecular structure determination of 3aa via 1D and 2D

spectroscopy
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3. Copies of NMR and ESI-HRMS data
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Sample Name 05P-75 Position P1-B7 Instrument Name Instrument 1 User Name
Inj Vil 0.25 InjPosition SampleType Sample IRM Calibration Status Success
Data Filename  0QSP-75.4 ACDQ Method wiater_acn_grad_6min_ Comment Acquired Time 1/24/2018 5:08:58 PM
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Sample Name 05P-149 Position P1-B2 Instrument Name Instrument 1 User Name
Inj Vol 035 InjPosition SampleType Sample IRM Calibration Status Success
Data Filename  OSP-149.d ACQ Method water_acn_grad_&min_ Comment Acquired Time 432018 11:40:42 AM
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Sample Name OSPFIP-CHO Position P1-B83 Instrument Name Instrument 1 User Name
Inj Vol 0.25 InjPosition SampleType Samgle IRM Calibration Status Success
Data Filename  OSP-PIP-CHO. ACQ Method water_acn_grad_6min_ Comment Acquired Time 4/3/2018 1:20:08 PM

«10 5 [*FS8l Scan (rt: 0,808 min) Frag=135.0V OSP.PIP.SHO.J

6.2
[+ P
5.8
5.6
5.4
5.2 77NN
54 SN

2230862

4.6+ 6a
4.2 [M + H]*= 223.0866 (Calculated)

184.1170

2021797
1307
671227

—124.0867
-130.1584
50.1123
271048
30,2245
411675
254 8227
HATTES

i

£
= £

'. n I = e
130 140 150 160 170 180 130 200 210 220 230 240 250 260 270 280 230 300 310 320 330

ONTONOVONIITNOOMTAOINHOEML L
NMANOMDOENAOATNOHMANOM N
ONTMHEH ST MANOITANINNINMONLL -
NRONNNIILTLIINMANGOOTTY o
NNNNNNNNNNNNNNNNNOVDOO <
NN

J
|
/
\
/
\

N
|

~ N e
\ \N

4a, "H NMR,
400 MHz, CDCl;

ANBBE & =
S6coo o o
TONANAN N (4]
T T T T T T T T T T T T T T T T T T T T T
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

f1 (ppm)



NO NMNOMOI OGN
o" mMoaMinainms wos i
Y SAODELMNEAN TR @
T MNNNNANAH NN G a
ol v v v v v v e e NNN -
N SN A ~J— I

Ph
N
/
"
74
N\\ PR
X N
4a, 3C NMR,

100 MHz, CDCl3

T T T T T T T T T T
190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0
f1 (ppm)

Sample Name 05P- PIP-CHD Position P2-D10 Instrument Name Instrument 1 User Name
Inj Vol 1 InjPosition SampleType Sample IRM Calibration Status Success
Data Filename  OSP- PIP-CHO.d ACT) Meathod wiater_acn_grad_gmin_ Comment Acquired Time 4/12/2018 4:38:25 PM

x5 +E21 Scan {1 1.2E2 min) Frag=13E.0% GEP. PIP.CHO.A

B .25

€.251 N ‘

G =
5.75- NN e
5.5 o \N

2] 5a
4.751 [M + H]" = 401.1761 (calculated)

N
a
2010913

4481602

&
a
1881061
332236
361.2267
2331
430.6968
4806526

(] !

240 DGO Izéo 300

E— 4171703

3312167
O 45.2325

o
=S
]
o

k318,200

=]

all 1
180 200 22 a4 aélo_aéo 400 420 440 460 480 SO0 520



S£09°C
88849
81649
6S089 |
68089
87789 |
85789
TYTT L
TLTT L
60VT°L
13244
LOYTL
66VT°L
9E9T'L |

1a’,"H NMR,
400 MHz, CDCl5

999T"Z
96SZ'L 1
6STE L]
T6TE L
zTTe' L
6TEEL |
9LEE L
TZhe' L]
6ZSE"L
T9SE"L
Z6SE'L
LTEV L
YLEY L
YIvb L |
YESH'L |
0LSY L1
0T9b'L 1
OTLY L]
YSLY'L |
TLLY LA
L6LY'L Y
STT9 L
€ST9"L
18T9°Z
TSE9'L A
6LE9°L "
L0vo°L’
18221
og8s L ]
v98s°¢ 1
T68L'L
0T6L°L ]
166L°L ]
6£08°2 ]
scosz |
covsL ]
v?w.&
vzss'L

S€98'L 1
§998°/ |

ny

9698°L -

Mar31-2018/7
OSP-PIP-CH3

hee

y00'T
0T
oy
0z
JEO'T
6T
0°T

3.0 2.5 2.0 1.5 1.0

0.5 100 95 90 85 80 75 70 65 60 55 50 45 40 3.5
f1 (ppm)

11.0

046 —

¥8'9L
wﬁ.hhw
8Vv'LL

90°TTT
96'STT\
SS'LTT~
16°2CT

IS'€CT A
rLTT —
St'8TT
£S°STT
zoser”/
65°TPT ~
o vbT

Mar31-2018/10
OSP-PIP-CH3

20 10

Me
N\
30

N
1a’',"3C NMR,

100 MHz, CDClj3

N

40

=
X

110 100 90 80 70 60 50
f1 (ppm)

120

180 170 160 150 140 130

190




Sample Name OSP-PIP-CH3 Position P1-B8 Instrument Name Instrument 1 Usar Name
Inj Vol 025 InjPosition SampleType Samgple IRM Calibration Status Success
Data Filename  OSP-PIP-CH3.d ACQ Method wiater_acn_grad_6min_ Comment Acquired Time 4/3/2018 1:06:00 PM
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