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General information:

The reactions were carried out in anhydrous solvents under argon atmosphere in oven-
dried glassware. All anhydrous solvents were distilled prior to use. Commercial reagents
were used without any purification. Column chromatography was carried out by using silica
gel (60120, 100-200, 230-400 mesh). 'H and “C NMR chemical shifts are reported
relative to chloroform-d (0 = 7.27) or TMS, and coupling constants () are reported in hertz
(Hz). The following abbreviations have been used to designate signal multiplicity: s = singlet,
d = doublet, t = triplet, q = quartet, quin = quintet, sxt = sextet, sept = septet, m = multiplet, b
= broad. High-resolution mass spectra (HRMS) were recorded on a Q Exactive Hybrid
Quadrupole Orbitrap mass spectrometer, where the mass analyzer used for analysis is
orbitrap & some compounds on electrospray ionization time-of-flight (ESI-TOF). Infra-red
(IR) spectra were measured in cm™ using FT-IR spectrophotometer. All o-azidoacetylenic

ketones!-3 & anthranil® substrates were prepared by the known literature procedures.

Crystallographic data for the structural analysis of compound 7

Good quality single crystals were hand-picked under polarized optical microscopy and then
mounted in the diffractometer. The data collection was done at 100-150 K. X-ray intensity
data measurements of 7 was carried out on a Bruker SMART APEX II CCD diffractometer
with graphite-monochromatized (MoK,= 0.71073 A) radiation. The X-ray generator was
operated at 50 kV and 30 mA. A preliminary set of cell constants and an orientation matrix
were calculated from three sets of 36 frames. Data were collected with @ scan width of 0.5° at
different settings of ¢ and 268 keeping the sample-to-detector distance fixed at 5.00 cm. The X-
ray data collection was monitored by APEX2 program (Bruker, 2006).” All the data were
corrected for Lorentzian, polarization, and absorption effects using SAINT and SADABS
programs (Bruker, 2006). SHELX-97 was used for structure solution and full matrix least-
squares refinement on F°.° All the hydrogen atoms were placed in geometrically idealized
position and constrained to ride on their parent atoms. An ORTEPIII view of 7 was drawn

with 50% probability displacement ellipsoids and H atoms omitted for clarity.’
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Figure S1: ORTEP diagram of Compound 7.
(Thermal ellipsoids are shown at 50% probability level.)]

Single Crystal Data of Compound 7

Empirical Formula CH6N,0,
Formula Weight 340.38
Crystal System Monoclinic
Space Group P2;/n

T (K) 100

a(A) 9.4049(9)

b (A) 13.3896(12)
c(A) 12.7634(13)
a(") 90

BCH) 91.507(4)
v(C) 90

V(A 1606.7(3)
Deatc (g cm ) 1.407

Z 4

Ri(I> 206 (D) 0.0455

Ring 0.0430

wR2 (all) 0.1209
Measured reflections 45851
Independent Reflections 4126
Reflections with I>26 (I) 3780
Goodness of Fit (S) 1.057
X-Ray Diffractometer Bruker
CCDC Number 2193978
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T: FTMS + p ESIFull ms [100.0000-1500.0000]
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SH-609 #477 RT: 252 AV:1 NL: 4.20E7
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SVH-665 #704 RT: 3.14 AV:1 NL: 2.69E8
T: FTMS + p ESIFull ms [100.0000-1500.0000]

20

N N
T
LLLlrld

o
RN

o

267.2679 279.1583
R=66407

R=43000

297.0817
R=65607

313.1767
R=61002

353.1277
R=60607
Co3H17 02 N2 =353.1285
-2.2634 ppm

343.3383
331.2839 R=60507

R=53007

369.1223
R=58‘3307

383.1379
R=57707

398.2314
R=5f1807

413.2653

R=54107

427.3037
R=34500

439.1430
R=53407

270

280

290

300

310

320

330

340

1
350

360
m/z

S 45

370

380

390

400

410

420

430

440

| [ L |
FTTT T T T T T T T T T T T T T T T T T T T I I T [ T T T T T

450



3ag

Chemical Shift (ppm)

S 46

< [co) TITTANND T OO TNO O O N~
(o] ~— OMNNMNMNMNOOOLLULSSTTNOL T N
o) fop) NNNNNNNNNNNO©O©O©© ™
| I e e I
[
OMe O-ONDDTITANN—— DO MN —©©
ARVORINNNOOOOBWVINNT T
MNMMNSDMDMMDMMDNMMDMMDMMDMMMMMMNMMNDMNS
H USSR i AL
20 | !
@)
O X NH
~
T
1.10 1.02 2.06 2.20 ’I.OO’I.~3O 1.10
400 MHz L L ]
7.9 7.8 7.7 7.6 7.5 7.4
Chemical Shift (ppm)
|
|
i
|
lr w_l | .;L. 1 .J A l
1.00 0.87 1.101.02 2.06 2.20 1.00 1.30 1.10 1.01 1.01 3.08
I | | | I ¥ R ¥ R 4
Illll|lllllllll|lllllllll|lllllllll|lllllllll|lllllllll|llllIllll|llllIllll|llllIllll|llll|llll|llll|llll|
9 7 6 4 3 2 1



[e0] FTANOLULFTNHNOMOT— OO MAN
N NMOWITNDOODDONOOS DO DD R Ly
[« LITITITTOOANANANANANNTT—TOO NN © (o]
~ D vl i il el ol el el vl el i i vl vl el e el | i D o]
L L L T s 3 1 3 3 30 -
OMe
o M N O ~— © Yo}
S OMANN ™ N To)
13 o (o2 o> o] [ee] N~ ©
C » ANAN N N N
/O ~ ~ T ~ ~ ~
IS I I

W,
2. )
%

101 MHz |

130 129 128 127
Chemical Shift (ppm)

180 160 140 120 100 80 60 40 20 0
Chemical Shift (ppm)

S 47



3ag

[e0] <t~ ANMNON AN
[ce] LANOMOMNOL N <
N DPONGOCD OO N
2 SYNNNT 22 8
0 Y
OMe |
|
o) #©
|
X NH I
| O N7 O T
<O - AN M~ AN < N
WOANANMNMNLW (e} [ (e}
D DD W~ © o oD
SRR R b 22
RIBTITY N
|
|
TR l |
JJLJ* ettt et e b ttamie e
llllll|lllllllll|lllllllll|llll|llll|llll|l
125 20 115 110
Chemical Shift (ppm)
Illll|llllIllll|llll|llll|llll|llll|lllllllll|lllllllll|llll|llll|lllllllll|lllllllll|llll|llll|llll|l
180 160 140 120 100 80 60 40 20 0

Chemical Shift (ppm)

S48



Relative Abundance
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SH-618 #377 RT: 1.99 AV:1 NL: 5.54E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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SH-63g4#489 RT: 263 AV:1 NL: 3.15E8
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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SH-653 #438 RT:2.35 AV: 1 NL: 2.04E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]
417.0239
R=55806
C22H14 02 N2 Br=417.0233
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SH-614 #483 RT: 256 AV:1 NL: 1.87E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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SH-613 #477 RT: 253 AV:1 NL: 2.51E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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R=56406
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SH-615#473 RT: 250 AV:1 NL: 446E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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SH-624 #368 RT: 1.98 AV:1 NL: 4.05E6
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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SH-616 #473 RT: 251 AV:1 NL: 2.46E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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635#1091 RT:4.95 AV:1 NL: 4.86E5
T: FTMS + p ESIFull ms [100.0000-1500.0000]
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20

N N
T
LLLlrld

o
RN

I\

o

468.4771
R=3§100

470.4204
R=313600

473.0856
R=51902

C26 H22 O2 N2 Br=473.0859

472.4355
R=44600

-0.7309 ppm

0

474.0891
R=51002

|

475.0834
R=51207

476.0869
R=50602

Iy

477.0901
R=44102

478.3002

R=47202
479.3042
R=34"-n900

480.4055

R=3A2800

T
468

T
469

1
(AARIRAAREAMYI

470

T
471

T
472

473

e
474

T
475
m/z

S98

476

T
477

479

480

481

N
482



R
9.64
9.59 e

g

1.41

400 MHz
) 1.03 0.99
[ = [
LI R B | llllllll|llll|llll|ll
7.5 7.0
Chemical Shift (ppm)
|
Il
|
||
|
| |
|
L . | MMJ Jee
— —— T
1.00 0.99 2.052.06 2.03 1.07 1.06 1.03 0.99 9.15
i u 4 U U 4 u u 1
Illll|llll|llll|llllIllll|lllllllll|lllllllll|lllllllll|llll|llll|llll|llll|lllllllll|llll|llll|llll|llll|
8 7 5 4 3 2 1

Chemical Shift (ppm)

S99



LT 1E—
G8've—

wo.mm
oo.mmw.
AN

60°LL1
€861l
6lLcl
144
L2'9CL
LL°9CL
g6°LCl
ve8cl
00'6Cl
glecl
veeel
86°9€1

G8'erl
oL8vl
18°¢Gl

AR TR WS IR S

Sp 0€26L—
7

60°LL1— -
c0'8ll— ——

1611~ ]
€8'6LL— -

6l'Lcl—

120 118

122

v1'9Z1

&.@NFP
11921~
G6'LT)
ve'8Z L~ -
00'6Z 1~ _
s16z1-

124
Chemical Shift (ppm)

126

128

0

101 MHz

140 120 100 80 60 40 20 0
Chemical Shift (ppm)

160

180

S 100



3gc

o O-FTOON—O®
ol O DBV OO — O N
o AANANNNNN ~ -
A vl A vl el s . v v s wa m

Cl
0

129.15
129.01
-—128.34
-—127.95

7

Nl

128 126 124 122 120
Chemical Shift (ppm)

180 160 140 120 100 80 60 40 20 0
Chemical Shift (ppm)

S 101



3gc

SH-636 #660 RT: 3.55 AV:1 NL: 2.06E7

T: FTMS + p ESI Full ms [100.0000-1500.0000]
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SH-G%#GQB RT: 3.75 AV:1 NL: 4.80E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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SVH-764 #726 RT: 3.23 AV: 1 NL: 3.12E8
T: FTMS + p ESI Fullms [100.0000-1500.0000]
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SH-660]#364 RT: 196 AV: 1 NL: 4.30E8
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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SVH-661#904 RT: 4.03 AV:1 NL: 5.87E7
T: FTMS + p ESIFull ms [100.0000-1500.0000]
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652 #57]4 RT: 260 AV:1 NL: 2.55E7
T: FTMS + p ESIFull ms [100.0000-1500.0000]
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SH-685#394 RT:2.11 AV:1 NL: 1.31E8
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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SH-684 #334 RT: 1.79 AV:1 NL: 1.40E8
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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SH-701#268 RT: 144 AV:1 NL: 1.46E8
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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SVH-840 #530 RT: 2.86 AV:1 NL: 1.87E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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IISER PUNE
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324.1387 4.44e6
100+
CALCULATED MASS
(M+H)+ 324.1388
O\C’,
325.1417
) | | 326.1443 |
! ! ! | ! |
0 38.6296 113.9630 439 9gp4 208-0741 233'?834 324.0681 ﬁ327-1471 413.2754 4392185 522.9557 571.1420 641.8544 732.6973 781.8167 .
R S L A L L A B L I L R B L S L B R R R R R AR RN RS RSN SRR RN AR R
50 100 150 200 250 300 350 400 450 500 550 600 650 700 750 800



11

| CHLOROFORM-d

ODOM~ ONONMNNTSTOITN LW < ™
N~ SIS TANNT—T—DOOD © Q0 o O
WML NNNNNNNNO©O© 1O < <t
S AR i 2 g o
1 ' CHLOROFORM-d
H Ph =
O
| NGO ODVOONO—O ~NNT™® < N
Ph NN VUL LI Y NNN S o o
N NN NNNNNNNN NNNNN © ©
_ e N e Ve e Y 1 I
N Ph
400 MHz
I I
A / X
| 1.03 1.19 2.145.02 3.033.09 2.01
' — = J = = = —
7.|75 7.|50 7.|25 7.IOO
Chemical Shift (ppm)
| |
|

Il | ) J

. L
L'*l—=§|
1.981.031.192.14 5.023.033.092.01 1.00 1.02
g o u o o u d d
LU I L L L L L L L L L L L L L L I B L B L L L L L L L L I L L L O L L B B
9 8 7 6 5 4 3 2 1

Chemical Shift (ppm)

S 143



0G29—

' CHLOROFORM-d

/ GL9L
ooNNW

STAVNA

L9V6—

b /L
18121
0£'5Z1
85 /21
66°L21
Z'98Z1
95821
99821
869821
6E6Z1
L 0S) .\
8Z'6El \
10°Zhl
eoerld
12 IGL—

98'€9l—

11

L0°LC)l—

8G LCl— -
66°LCl~ —

STATARN
6£8Z 1~
95821 —
99¢zL-

86'8Cl— -

6€°6Cl—

GL0EL—

127

128

Chemical Shift (ppm)

129

Lt B b e b o L i Ll bl Ml uuu.mu

130

13C

101 MHz

||
YT (TP POT T VR TN P TP PR RO TP NYQWITY ...AmMumuum‘um.ummmmm.

140 120 100 80 60 40 20
Chemical Shift (ppm)

160

180

S 144



11

| CHLOROFORM-d

DO MOWWOL OO
O MONMNMOOO O (o) N~
O 00 00 O WM O L0 — < N
Ph NN 3 5
PV EVRTTY
O
X Ph
~
N Ph |
I
0 |
| |
I |
III |
0 © OUVWWOMOW O 0 (92} [c0)
) < NSO oN @ Q v Q<
(o)) (o) 00 00 00 00 0O I~ I~ © (o] 0
& o doooss o o & ¢
I R N |
| [ l |
| | l ﬂll“ﬂ A | | A
l|lllllllll|lllllllll|lllllllll|llll|llll|llll llll|llll|llll|
130 129 128 127 126 125
Chemical Shift (ppm)
llll|llllIllll|llllIllll|llllIllll|llllIllll|llllIllll|llllIllll|llllIllll|lllllllll|llll|llll|llll|
180 160 140 120 100 80 60 40 20 0

Chemical Shift (ppm)

S 145



11NK2

IISER PUNE
NK 2 105 (1.926) AM2 (Ar,20000.0,556.28,0.00,LS 3); Sm (SG, 3x1.00)
400.1712
100-
-
139.9860
!
401.1729
149.0220
|
1 113.9610
98.9570
3011478 400 0404 ros1774
204.1381 | -
91.0506 367.1021
49.4813 ° 4}39.1532 540.5302
O,
50 100 150 200 250 300 350 400 450 500 550

604.5238

600

650

1: TOF MS ES+
1.04e4

CALCULATED MASS
(M+H)+ 400.1701

764.4791 7871711

m/z
800

681.2320

700 750



