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Figure S1. '"H NMR spectrum of compound 5 (200 MHz, CDCl3).
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Figure S2. °C NMR spectrum of compound 5 (50 MHz, CDCl3).
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Figure S3. '"H NMR spectrum of compound 6a (200 MHz, CDCl;).

o T T P Freran v wmeno o
& SNNS AmNahhhSSSSAnAaARagNd T e N S893 o
st NNNR  dddd $935354 4 I:d8 3
e M A *\\“W/@n/ﬂ/ I N
I
f |
I
A t.\ i My A A
T T T T T
o ° T N o © @ Q
8 = 389 2 g 2 N
(=] — o~ — o~ — o~ —
‘ ; ; ; ; ; ; ; ; ; ; ; ; ; ; ; : ; ;
0 95 90 85 80 75 70 65 60 55 40 35 30 25 20 15 10

Figure S4. °C NMR spectrum of compound 6a (50 MHz, CDCl;).
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Figure S5. '"H NMR spectrum of compound 6b (200 MHz, CDCls).
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Figure S6. °C NMR spectrum of compound 6b (50 MHz, CDCls).
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Figure S7. '"H NMR spectrum of compound 6¢ (200 MHz, CDCls).
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Figure S8. °C NMR spectrum of compound 6b (50 MHz, CDCls).
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Figure S9. '"H NMR spectrum of compound 7 (200 MHz, CDCl3).
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Figure S11. "H NMR spectrum of compound 8 (200 MHz, DMSO-d6).

AcO

0
)
<

OAc

Wow.wa

I 150
F ozo

65 6.0 55 50 45 40 35 30 25 20 15 1.0
f1 (ppm)

7.0

7.5

8.0

8.5

9.0

11.0 10.5 10.0 9.5

11.5

MM”WV = WS.S
8617
LT°E
HN.MW = W e
e
80
8T v— - - oy
SSP~_
£6'r— ~ W $6°0
R L ooz
??.m\
69°5— - €97
S0'9—

620

6T TT— LA W 00°T

Figure S12. '"H NMR spectrum of compound 8 (200 MHz, DMSO-d6) at 75 °C.
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Figure S13. °C NMR spectrum of compound 8 (50 MHz, CDCl;).
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Figure S14. "H NMR spectrum of compound 9a (200 MHz, CDCl5).
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Figure $16. "H NMR spectrum of compound 9b (200 MHz, CDCl3).
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Figure S$17. >C NMR spectrum of compound 9b (50 MHz, CDCl3).
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Figure S18. 'H NMR spectrum of compound 4a (200 MHz, CDCls).
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Figure S$19. °C NMR spectrum of compound 4a (50 MHz, CDCl5).
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Figure S$20. 'H NMR spectrum of compound 4b (200 MHz, D,0).

5.81

OH
HO 0
HO 0]
HO
o "
HN
4b
0]
! l}
1
M | HH i
iy P O
T T T T T T T T T T T T T T T T T T T
9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 55 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f1 (ppm)

Figure S21. °C NMR spectrum of compound 4b (50 MHz, D,0).
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2. Enzyme Kinetics

OH RMGPbh =5vy/ml
Glp=2mM
(0]
HO Gly = 0.2%
O§\/N Buffer =
HN \ p-glycerophosphate:mercaptoethanol:EDTA
4b 0.5: 0.5: 0.01
O Km =3 mM
Table S1. Inhibition vs 4b concentration.
[4b] (uM) % Inhibition
200 6.9
400 19.7
600 25.0
1000 35.0
RMGPb =5vy/ml
OH o Glp=2mM
AMP =1 mM
HO O )—nNH
HO — Buffer =
© 4a p-glycerophosphate:mercaptoethanol:EDTA
0.5: 0.5:0.01
Km = 3 mM

Table S2. Inhibition vs 4a concentration.

[4a] (»kM) % Inhibition
200 1.7

400 9.4

600 18.3

1000 25.8
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