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Figure S28. HPLC profile of the product where compound 4 was treated with concentrated
aqueous ammonium hydroxide at 55°C overnight (as described in Scheme 3). The mixture was
eluted off a Dionex Polar Advantage-2 C18 reverse phase column (4.6x150 mm) with a linear
gradient of water—acetonitrile (100:0 to 60:40, v/v over 10 min) at 0.7 ml/min.

Figure S29. Mass spectra of products from the treatment of compound 4 with concentrated
agueous ammonium hydroxide at 55°C overnight. After the reaction mixture was cooled, it was
lyophilized and purified by preparative C18-reverse phase column chromatography. a).
Electrospray detected for positive ions (1.9-2.1min, background subtracted); b). zoomed-in
portion, electrospray detected for positive ions (1.9-2.1min, background subtracted); c).



electrospray detected for negative ions (2.6-2.8 min, background subtracted); d). high-resolution
El analysis on m/z 265.

Figure S30. *H NMR of products from the treatment of compound 4 with concentrated aqueous
ammonium hydroxide at 55°C overnight. After the reaction mixture was cooled, it was

lyophilized and purified by preparative C18-reverse phase column chromatography. The
spectrum was recorded in DMSO-de at 400.2 MHz.

Figure S31. COSY NMR of products from the treatment of compound 4 with concentrated
aqueous ammonium hydroxide at 55°C overnight. After the reaction mixture was cooled, it was
lyophilized and purified by preparative C18-reverse phase column chromatography. The
spectrum was recorded in DMSO-de at 400.2 MHz.
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Figure S2. 3C NMR of 6 in CDCls.
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Figure S1. *H NMR of 6 in CDCls.
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Figure S3. COSY NMR of 6 in CDCla.
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Figure S4. HSQC NMR of 6 in CDCls.
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Figure S5. HMBC NMR of 6 in CDClz.
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Figure S6. *H NMR of 7 in CDCl3
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Figure S7. 3C NMR of 7 in CDCls.
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Figure S8. **F NMR of 7 in CDCls.

Data Parameters
AS-iBu- (TBDMS) 2-F-dG

EXPNO 4
PROCNO 1
F2 - Acquisition Parameters
Date_ 20190125

3 16.17
INSTRUM spe

PROBED  2108618_0716 (
PULPROG zgpg30
32768

SOLVENT [¢

DC13
256

2
23148.148 Hz
1.412851 Hz
0.7077888 sec

210

29
2.00000000 s
0.03000000

1

80. it
10.71500015 W
0.35200000 W

0.22 )

PLW13

F2 - Processing parameters
ST 32768

c Data Parameters

NAME AS-iBu- (TBDMS) 2-F-dG
EXPNO 3
PROCNO 1

F2 - Acquisition Parameters
Date_ 20190125

Time 16.03 h

INSTRUM spe
PROBHD 2108618_0716 (
2930

PULPROG
D

OLVENT

8 .
1.362 Hz
0.7340032 sec
210.82
5.600 usec
6.50 usec
298.1 K
sec

1.00000000
1

376.5736179

15.00
19.00000000

sing parameters
65536
376.6112790 MHz




N

F—¢

TBDMSO N
L

OTBDMS
COSY in CDCl;

i S A
]

|

F1 - Processing parameters
1024

oF

400 MHz

~
o
o
ES
©
X
-
o

k]

°
3

Figure S9. COSY NMR of 7 in CDCla.
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Figure S10. HSQC NMR of 7 in CDCls.
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Figure S12. *H NMR of 4 in DMSO-ds.

ppm

<
©

32768
400.2500000 MHz
EM

°

.30 Hz

1.00



8 SIERSM0R oo P I =0 o 0
s T T O®o® e~ oo™ e oo = S
3 ek o e pada 38 SO = o 23
0
F4,N [ NH O
N>
LN N
OH
13C in DMSO-ds, 100.6 MHz
‘ IM ) L » b
T T T T T T T T T T T T T T T T 1
180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 ppm
Figure S13. 13C NMR of 4 in DMSO-ds.
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Figure S14. *°F NMR of 4 in DMSO-ds.
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Figure S15. COSY NMR of 4 in DMSO-ds.
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Figure S18. *H NMR of 10 in CDCla.



© 0 0V 0 O N0 OO H W D
%) WINEN®OHADON = ®O O LONOINHN = O MO ~w o
. R R T S NoOwmOoOr~T® N o ~NO ~~
o WM OO OO®M WO M P . . .. . .
~ DS TITNOONNNN A A VONFE~OA®Mm 0 © WY © w® Current Data Parame
— oA A A A A A A A o e e o ST, B o ie) v NAME AS-DMT-iBu-FdG
EXPNO 4
| NSNNIN N NANAGT TNV e ‘
F2 - Acquisition Parameters
o] Date_ 20190313
N Time 5.20 h
’ NH O INSTRUM spect
=]l A PROBHD  2108618_0716 (
NS PULPROG zgpg30
DMTC. H TD 32768
QO SOLVENT 1
NS
DS 2
OH SWH 23148.148 Hz
FIDRES 1.412851 Hz
13C in CDCl3, 100.6 MHz e 07975588 sec
DW 21.600
DE 6.50
TE 298.8
D1 2.00000000
D11 0.03000000
TDO 1
SFO1 100.6530068 MHz
NUC1 13C
PO 3.33 usec
Pl 10.00 usec
PLW1 54.00000000 W
SFO2 400.2516010 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 80.00 usec
PLW2 10.71500015 W
PLW12 0.35200000 W
PLW13 0.22528000 W
F2 - Processing parameters
SI 3
SF 100.6429426 MHz
WDW EM
ssB 0
LB 1.00 Hz
GB 0
PC 1.40

T T T T T T T T T T T T T T T T T T
180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 ppm

Figure S19. 3C NMR of 10 in CDCls.
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Figure S21. COSY NMR of 10 in CDCls.
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Figure S22. HSQC NMR of 10 in CDCls.
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Figure S25. 3P NMR of 10 in CDCls.
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Figure S28. HPLC profile of the product where compound 4 was treated with concentrated
agueous ammonium hydroxide at 55°C overnight (as described in Scheme 3). The mixture was
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gradient of water—acetonitrile (100:0 to 60:40, v/v over 10 min) at 0.7 ml/min.
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aqueous ammonium hydroxide at 55°C overnight. After the reaction mixture was cooled, it was
lyophilized and purified by preparative C18-reverse phase column chromatography. a).

Electrospray detected for positive ions (1.9-2.1min, background Subtracted); b). zoomed-in
portion, electrospray detected for positive ions. (1.9-2.1min, background Subtracted); c).
electrospray detected for negative ions (2.6-2.8 min, background Subtracted); d). high-res

analysis on m/z 265.
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Figure S30. 'H NMR of products from the treatment of compound 4 with concentrated aqueous
ammonium hydroxide at 55°C overnight. After the reaction mixture was cooled, it was
lyophilized and purified by preparative C18-reverse phase column chromatography. The
spectrum was recorded in DMSO-de at 400.2 MHz.
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Figure S31. COSY NMR of products from the treatment of compound 4 with concentrated
aqueous ammonium hydroxide at 55°C overnight. After the reaction mixture was cooled, it was
lyophilized and purified by preparative C18-reverse phase column chromatography. The
spectrum was recorded in DMSO-de at 400.2 MHz.



