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I. Table S1. CuAAc reaction attempts to get Compound 4

=~ "NH.HCI

(0] N N

OAc OAc

@)

1. CUAAC conditions

HO

OH OH

a. Tris(benzyltriazolylmethyl)amine. b. Diisopropylethylamine. c. Solubility issues

Conditions Solvent Temp Time Product/outcome
5% mol. CuS0O4.5H,0, 10% mol. t+BuOH/ 20 °C 24h No reaction
NaAsc Phosphate

buffer
10% mol. CuS0O4.5H,0, 30% mol. t+BuOH/ 75°C 24h No reaction
NaAsc, 10% mol. TBTA? H.O
10% mol. CuSO4.5H,0, 30% mol. DMF 150 °C 30min. Degradation
NaAsc (MW)
10% mol. CuS04.5H,0, 30% mol. CHsCN 60 °C 24h No reaction
NaAsc, 1 equiv. DIPEA
2 equiv.. CuSO4.5H:0, 4 equiv. CHsCN/ 20 °C 24h No reaction®
NaAsc, 1 equiv. DIPEA H,O
10% mol. Cul, 1 equiv. DIPEA CHsCN 20 °C 24h No reaction
10% mol. Cu(IMes)Cl, 1 equiv. CHsCN 20 °C 24h No reaction
DIPEA
10% mol. Cu(IMes)Cl, 1 equiv. MeOH 20 °C 24h No reaction
DIPEA
2 equiv. Cul, 1 equiv. DIPEA THF 60 °C 24h No reaction®




II.

Absorption spectra in various solvent of TzNat A-C
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'H and 3C NMR spectra

8500

8000

7500

7000

6500

6000

5500

5000

4500

4000

3500

3000

2500

2000

1500

1000
500

-500

ANB161.2.10. fid

2y
109

860

Lo

Fest
Foz

0z
660

E 20t

5.0
1 (ppm)

55

8000

7500

7000

6500

6000

5500

5000

4500

4000

3500

3000

2500

2000

1500

1000

500

F-500

ANB161.2.11fid

seom—

090z
co50
oo 1e

6L —

2809—
$9ZE9~_

06959
oL 59>

e —

0v506—

6110 —

ssvel—

sessn—
seroa~_
Goron

605081\
AR

90666l ~
95096 —

zegin "

a6
Lov69 ==
saron~"

130

140

170

180

120

150

160

190

0

1 (ppm)



bc194p.10.fid
8500

10.53
0.30

8.46
845
741
7.39

<
L.

8000
t-7500
7000
6500
I T | [ sono
5500
5000
4500

4000

3500

3000

2500

2000

1500

1000

500

0

! \
|
ER ERE 7

T T T T T T T T T T T T T T T T T T T T T T T T T 1
20 11.5 11.0 105 100 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 1.0 05 0.0 -05 -1.0 -1.5 -2.0

f1 (ppm)

ANB-BC192.11fid 7500

1883
1098
983
77.4 cOCI3
77.0 CDCI3
76.6 CDCI3

7000

1523
< 1520
— 1353
— 1288

—271

£
X

(6500
(6000
(6500
f-5000
(4500
- 8i— 4000

| | ? (3500
| (3000
[-2500
(2000
1500
(1000

500

F-500

~-1000

T T T T T T T T T T T T
0 210 200 190 180 170 160 150 140 130 120 10 100 90 80 70 60 50 40 30 20 10 0 -0 20
1(ppm)



bc195 pur.10.fid

z j

[~12000
11000
10000
9000
8000
7000
6000
5000
4000
3000
2000

1000

F-1000

bc195p.21.fid

1492
——1340

— 1267

55 5.0

561

6000

5000

4000

3000

2000

1000

-1000

[-2000

F-3000

F-4000

F-5000

T
100
1 (ppm)

T T T T T T T T T T T
0 210 200 190 180 170 160 150 140 130 120 10



bc195p.10.fid

576

832
<831

9

— 360
—3.49

[~2400

2200

2000

1800

1600

1400

1200

1000

800

600

400

200

11
718

-200

ANB-BC196.11.fid

6.0 55
1 (ppm)

77.4 cOCIB

13289
1323
—1213
1036
—s873
789

s
<
N

9

77.0 cocia
76.6CDCI3

40

558

f-6000

5500

5000

4500

[~4000

3500

[~3000

2500

2000

1500

1000

500

-500

T T
00 190

T T
100 90 80
f1(ppm)

T T T T T T T T
180 170 160 150 140 130 120 110



6500

6000
[~5500

5000

4500

4000

3500

3000

~2500

2000

1500

1000

500

F-500

17000
16000
15000
14000
13000
12000
11000
10000
9000

8000

7000

(6000
5000
(4000
(3000
(2000
(1000
--1000

az

oy

[

ANB315.2.10.fid

208~
soe—"

o
AN
e
cmm\

/s

Toos

e
[

o
Loz

Tsov

1 (ppm)

voz
o
S0

veg
res>
08—

sor
4 :/
£000 451\

Tl
€000 £ 4L
503

006—

60—

scz—
99z —

eort
Ten—

Sor—
risl

60
Vool
vou"

bc197.p.10.fid

10

1 (ppm)



ANB333.2.10.fid
7000

6500

r7.26 CDCI

5.10
5.09
5.08
4.23
4.21
4.20
4.19
4.18

L4.15
L 4.15
L 4.01
- 4.00
[ 3.99
[ 3.98
- 3.97
3.83

- 3.83

[ 3.82

\ 3.81

L 3.78
L 3.77
L 3.69
| 3.68
| 3.67
1 3.65

|
J(
i
f
\ _

L3.64
0.95
94
93
0.91
90
90
0.11
0.09
0.08
0.06

6000

5500

_r S~ 5000

4500

4000

3500

3000

2500

2000

1500

1000

500

Y S

T NS =
5 g
:

00

r-500

1.1
98

©
<

1

T T T T T T T T T T T T
115 11.0 105 100 95 90 85 80 75 70 65 60 55 50 45
1 (ppm)

T T T T T T T
0 35 30 25 20 15 10 05 00 -05 -10 -15 -20

o0

ANB319.2.fin.12.fid

62.1
259
258
258

44
46

14000

~ n
kS 3
|

— 765
— 711

13000

12000

11000

10000

-9000

8000

7000

6000

5000

4000

3000

2000

1000

r--1000

--2000

--3000

-4000

--5000

T T T T T T T T T T T T 1
50 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -0 -20
f1 (ppm)



o o o o o (=3 o (=3 o (=3 o (=3 o (=3 o o o o (=] S o (=3 o o o o o o o o o o S
8 83 § & 8 8 8 § 8§ 8 8 8 ¢ & 8 8 8 8 8 S & 2 8 S 8 8 S 8 8 S S 8 S
B A R A U S M W MRS R A S A P Y T T i il i € P hi < N T :
1707 Foi
100" | [ ¥'s
100 _ €a
€001 L2 0G —r e
¥0°0 ' 9 v-\
900 4 L2 v
80°0 1 ~
800 /W f _ ) TZ: L2 I'8L~
60°0 7 - cglL
SHL FS 192 ~ 3
MMM@? Borse Lo O.NN\
¥8°0 -
1870 ] r—
6870 1 -
06°0 1 o
1670 1 [0
¥6°0 1 ~
860" e
mm.m/ . _ WNN.m ©
LEEF - w 62 @
w N qu Fe [o
N |um_ F oot ~
ﬁ q — Feot \M
‘" Y Feo O.W
fw =
o= 601 —
o
ﬁ Y — fuilg
w0
[f©
<
rr~
| o
~
f Woo.f o
ﬁ Illg 00k [
— (%4
ﬁ J - ] WN&N b
o
o
wn
o
o
re
w
2 re 2 0 \Q ©
= e 7 H—
= = = o N
£ 2 g e
o~ ~ [N /
Z 2 z

-10

T
200 190 180 170 160 150 140 130 120 110
1 (ppm)

210

20



ANB322.2 fin.12.fid

105.0
562
56.1
271
26.0
259

4

4

5

5

5

NP 110000

1495
— 1274
—124.1
—o24
—86.4
— 783
—26
—631

<
-
<

100000

90000

80000

70000

60000

50000

40000

30000

20000

10000

-10000

[--20000

-30000

T T T T T T T T T T T T
0 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)

HSQC spectrum of molecule 14 at 400 MHz is shown below
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COSY spectrum of molecule 15 at 400 MHz
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HMBC spectrum of molecule 15 at 400 MHz
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COSY spectrum of molecule 16 at 400 MHz
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HMBC spectrum of molecule 16 at 400 MHz
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COSY spectrum of molecule 17 at 400 MHz
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HMBC spectrum of molecule 17 at 400 MHz
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COSY spectrum of Tznat A at 400 MHz
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HMBC spectrum of Tznat A at 400 MHz J—JMLJ
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COSY spectrum of Tznat B at 400 MHz
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HMBC spectrum of Tznat B at 400 MHz
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COSY spectrum of Tznat C at 400 MHz
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HMBC spectrum of Tznat C at 400 MHz
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