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H NMR of diazaquinomycin H (1) in 1% CFsCO.D/CDCls
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Zoomed *H NMR of 1 in 1% CF;CO,D/CDCl;
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'H NMR of 1 in 2% CFs;CO.D/CDCls;
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13C NMR of 1 in 2% CF;CO,D/CDCl;

AP3-10-SOLID_CDCL3_TFA-D_2018-08-20.010.esp

oy
Bl
~RG
~ 0
e
o —
Y <t
S o g8 an o ;
8 g 3[ ‘ &
[ b |
T T
40 35 25 20
Chemical Shift (ppm)
°
GRS
~ > & o
3 o 0 QR 8 g 2 § e
s @ ey 8 22 87 83 T g
8 & g4 g 88 79 == T
] ” | | . . T Ll " |
Fre ' P TP T T T P T T O O A e

144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0
Chemical Shift (ppm)

DEPTQ of 1 in 2% CFsCO.D/CDCls
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Zoomed DEPTQ regions of 1 in 2% CF;CO,D/CDCl;

AP3-10-SOLID_CDCL3_TFA-D_2018-08-22.020.001.1r.esp

128.25

i

el " oy g Uit L i W iy W e iy 1
f T thﬂlquﬂw | e " .H T
L [
- 1 . ‘ 2 Lo =2
> ] S 4 9 W W o @
=1 N 9D o o X ;o
3 ¢
3 2 8% 8 %3 RN
B B B B B B I o o I A BEEaEEa I i L B R A
180 175 170 165 160 155 150 145 140 135 130 125 120 115 110
Chemical Shift (ppm)
©
w8
2 5
ﬁ @
1 J. JJ .
Y 'T (T *
[ 2 5
8 8 2 5
~ X}
8
o
T T T T T T T " T T T + T T T ! T T T T T
52 50 48 46 44 42 40 38 36 34 32 30 28 26 24 22 20 18 16 14

Chemical Shift (ppm)

HMBC of 1 in 2% CFsCO:D/CDCls
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HSQC of 1 in 2% CFsCO:D/CDCls
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HRMS of 1
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HPLC chromatogram of 1

8/19/2018 15:03:02 1/ 1

==== Shimadzu LCsolution Analysis Report ====

C:\LabSolutions\LCsolutiom\Sun\Allan Book3\AP3-10-solid-final.lcd
Sample Name : AP3-10-solid-final
Tray# 1
Vail # 143
Injection Violume 10 uL
Data File Name : AP3-10-solid-final.lcd
Method File Name : SDQ gradient.lem
Batch File Name :

Data Acquired 8/19/2018 2:48:05 PM
<Chromatogram>
CiLabSolutions\LCsoluticn\Sun\Allan Book3\AP3-10-solid-final.led
mAU
30(%7 © PDA Multi 1
— ~
200
1001
T
! ! ! ! : ! ! ! ! : ! ! ! ! : ! ! ! |
0.0 25 5.0 7.5
min
mAU
| © PDA Multi 3
~
s —
" " " " T " " " " T " " " " T " " " "
0.0 25 5.0 75
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Pealc# Ret. Time Area Height Area % Height %
1 7.176 1122896 290447 100.000 100.000
Total| 1122896 290447 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Pealc# Ret. Time Area Height Area % Height %
1 7.175 1101613 295726 100.000 100.000
Total 1101613 295726 100.000 100.000

C:\LabSolutions\LCsolution\SumAllan Book3\AP 3-10-solid-final.led
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H NMR of diazaquinomycin J (2) in 1% CFsCO,D/CDCl;
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'H NMR of 2 in 2% CFsCO.D/CDCl;
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Zoomed *H NMR of 2 in 2% CFsCO,D/CDCl;
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13C NMR of 2 in 2% CF3CO;D/CDCls
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DEPTQ of 2 in 2% CFsCO,D/CDCl;

AP3-8-SOLID_CDCL3_TFA-D_2018-08-27.080.001.1r.esp
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Zoomed DEPTQ regions of 2 in 2% CF;CO,D/CDCl;
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HMBC of 2 in 2% CFsCO:D/CDCls
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COSY of 2 in 2% CFsCO.D/CDCls
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HPLC chromatogram of 2

8/16/2018 13:47:191/1

==== Shimadzu LCsolution Analysis Report ====

C:\LabSolutions\LCsolution\Sum\Allan Book3\AP3-8-solid-final.lcd
Sample Name : AP3-8-solid-final
Tray# 1
Vail # 128
Injection Volume 10 uL
Data File Name : AP 3-8-solid-final.lcd
Method File Name : SDQ gradient.lcm
Batch File Name :

Data Acquired ;8/14/2018 10:16:56 AM
<Chromatogram>
CiLabSolutions\LCsolution\Sun\Allan Book3\AP3-8-solid-final.lcd
mAU
] 8 PDA Multi 1
150 N
100
50
o] —
T T T T T T T T T T T T T T T T T T T
0.0 2.5 5.0 7.5
min
mAU
1 8 PDA Multi 3
4 <
~
o,
-100+
T T T T . T T T T . T T T T . T T T T
0.0 2.5 5.0 7.5
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Peale# Ret. Time Area Height Area % Height %
1 7.402 460879 160511 100.000 100.000
Total 460879 160511 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Pealc Ret. Time Area Height Area % Height %
1 7.402 456057 162479 100.000 100.000
Total] 456057 162479 100.000 100.000

C:\LabSolutions\LCsolutiom\Sun\Allan Book3\AP3-8-solid-final.lcd
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'H NMR of isomeric mixture of 1 in 1% CFsCO,D/CDCl;
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HPLC chromatogram of isomeric mixture of 1

1/30/2018 15:59:53 1 /1

Shimadzu LCsolution Analysis Report

CiLabSolutions\LCsolutiomSun\Allan Book2\AP2-58-solid.lcd

Sample Name : AP2-58-solid
Tray# |

Vail # 129

Injection Volume 10 uL

Data File Name
Method File Name
Batch File Name
Data Acquired

: AP2-58-solid.lcd
: SDQ gradient.lcm

£ 10/30/2017 11:44:24 AM

<Chromatogram>
C:\LabSolutions\LCsolutiom\Sun\Allan Book2\AP2-58-solid.lcd
mAU
3 PDA Multi 1
4 o™
~
250+
| ¥ g
4 ~ ©
(%) ~
0 A
- - - - : - - - - : - - - : - - - -
0.0 25 5.0 7.5
min
mAU
| 3 PDA Multi 3
o
250+ ™~
0+ 35
2
1 ©
T T T T . T T T T . T T T . T T T T
0.0 25 5.0 7.5
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Pealdt Ret. Time Area Height Area % Height %
1 6.714 14341 3874 0.687 0.922
2 7.224 2060504 412745 98.726 98.239
3 7.692 12257 3526 0.587 0.839
Total 2087102 420145 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Peak# Ret. Time Area Height Area % Height %
1 6.701 19557 4926 1.011 1.189
2 7.224 1915543 409538 98.989 98.811
Totall 1935099 414464 100.000 100.000

C:\LabSolutions\LCsolutiom\Sun\Allan Book2\AP2-58-solid.lcd
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'H NMR of isomeric mixture of 2 in 1% CFsCO,D/CDCl;
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HPLC chromatogram of isomeric mixture of 2

1/30/2018 16:03:26 1/ 1

==== Shimadzu LCsolution Analysis Report ====

Sample Name
Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Data Acquired

C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-75-final_lcd
: AP2-75-final
1
-5
10 uL

: AP2-75-final.led
: SDQ gradient.lcm

S 11/21/2017 10:53:27 AM

<Chromatogram>
C:\LabSolutions\LCsolutiom\Sun\Allan Book2\AP2-75-final.lcd
mAU
1 a PDA Multi 1
T ~
] ~
200
100-|
o I
T T T T . T T T T . T T T T . T T T T
0.0 25 5.0 7.5
min
mAU
] Q PDA Multi 3
100 ~
0 j\/
-100-|
-200-]
T T T T T T T T T T T T T T T T T T T
0.0 25 5.0 7.5
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Pealc# Ret. Time Area Height Area % Height %
1 7.423 1605067 266756 100.000 100.000
Total 1605067 266756 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Pealdt Ret. Time Area Height Area % Height %
1 7.423 1610373 272185 100.000 100.000
Total] 1610373 272185 100.000 100.000

519

C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-75-final.lcd



'H NMR of 3a in DMSO-ds

AP-2-42-SOLID_DMSO_2017-10-20.001 esp ]
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13C NMR of 3a in DMSO-ds

AP-2-42-SOLID_DMSO_2017-10-20.010.esp
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HPLC chromatogram of 3a

1/30/2018 16:04:47 1/ 1

==== Shimadzu LCsolution Analysis Report ====

C:\LabSolutions\LCsolution\Sun‘Allan Book2\AP2-42-solid.lcd

Sample Name - AP2-42-solid

Tray# 1

Vail # -5

Injection Volume :10uL

Data File Name : AP2-42-solid.lcd
Method File Name : SDQ gradient.lcm
Batch File Name :

Data Acquired - 10/19/2017 3:00:47 PM
<Chromatogram>

C:\LabSolutions\LCsolution\SuntAllan Book2\AP2-42-solid.lcd

mAU
B 3 PDA Multi 1
4 o
| ~
500+
250
O;/—.J\/\
T T T T T T T T T . T T T T . T T T T
0.0 2.5 5.0 7.5
min
mAU
1500 2 PDA Multi 3
] @
1000
500-|
ol A
7 T T T T T T T T T T T T T T T T T T T
0.0 25 50 7.5
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Peald Ret. Time Area Height Area % Height %
1 7.000 2764659 627841 100.000 100.000
Total 2764659 627841 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Peals# Ret. Time Area Height Area % Height %
1 6.999 5979700 1537220 100.000 100.000
Total 5979700 1537220 100.000 100.000

C:\LabSolutions\L Csolution\Sun\Allan Book2\AP2-42-solid.lcd
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'H NMR of 3b in DMSO-ds
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Zoomed *C NMR region of 3b in DMSO-ds

AP-2-73-SOLID_DMSO_2017-11-24.011.esp
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HPLC chromatogram of 3b

1/30/2018 16:056:31 1/ 1

==== Shimadzu LCsolution Analysis Report ====

C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-73-solid3.lcd

Sample Name :AP2-73-solid3
Tray# 1

Vail # 14

Injection Volume 10 uL

Data File Name
Method File Name
Batch File Name
Data Acquired

1 AP2-73-s0lid3.Icd
: SDQ gradient.lcm

- 11/15/2017 5:48:03 PM

<Chromatogram>
C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-73-solid3.lcd
mAU
] 2 PDA Multi 1
i ~
200+
100+
o] y
T T T . T T T T . T T T T . T T T T
0.0 25 5.0 7.5
min
mAU
1 3 PDA Multi 3
1 ~
250
0,
1 T T T T T T T T T T T T T T T T T T
0.0 25 5.0 7.5
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Pealc# Ret. Time Area Height Area % Height %
1 7.189 1093894 250366 100.000 100.000
Totall 1093894 250366 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Peaks# Ret. Time Area Height Area % Height %
1 7.188 2309138 540481 100.000 100.000
Total| 2309138 540481 100.000 100.000

C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-73-solid3.lcd
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'H NMR of 3c in DMSO-ds

AP-2-24-80LID_DMSO_2017-09-10.001 esp 8
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Zoomed *C NMR region of 3¢ in DMSO-ds

AP-2-24-SOLID_DMSO_2017-09-10.011.esp
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HPLC chromatogram of 3¢

2/7/2018 14:55:09 1 /1

Shimadzu LCsolution Analysis Report ====

C:\LabSolutions\LCsolutiom\Sun\Allan Book2\AP2-32-final.lcd

Sample Name : AP2-32-final
Tray# 1

Vail # 17

Injection Volume 10 uL

: AP2-32-final.led
: SDQ gradient.lcm

Data File Name
Method File Name
Batch File Name

Data Acquired 10/6/2017 2:04:43 PM

<Chromatogram>
C:\LabSolutions\LCsolutiom\Sun\Allan Book2\AP2-32-final.lcd
mAU
| 2 PDA Multi 1
w
] ©
250+
] 8
il =
0
T T T T T T T T T T T T T T T T T T T
0.0 25 5.0 7.5
min
mAU
1 N PDA Multi 3
w
4 f=
500+
1 2
o 8
1 T T T T T T T T T T T T T T T T T T T
0.0 25 5.0 7.5
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Pealct Ret. Time Area Height Area % Height %
1 6.828 1674093 397679 98.300 97.997
2 7.182 28956 8128 1.700 2.003
Total 1703049 405807 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Pealct Ret. Time Area Height Area % Height %
1 6.827 3727835 916367 98.538 98.634
2 7.169 55328 12695 1.462 1.366
Total 3783164 929062 100.000 100.000

C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-32-final.lcd
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IH NMR of 4a in CDCl3

AP-2-41-0IL_CDCL3_2017-10-18.001.esp
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HPLC chromatogram of 4a

Sample Name
Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name

1/30/2018 16:06:11 1 /1

Shimadzu LCsolution Analysis Report

C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-41-final.led

: AP2-41-final

1
12
10 uL

: AP2-41final.led
: SDQ gradient.lcm

Data Acquired 10/18/2017 2:08:52 PM
<Chromatogram>
C:\LabSolutions\LCsolution\SunAllan Book2\AP2-41-final.lcd
mAU
2 PDA Multi 1
T el
~
250+
o] A
. . . . . . . . . . . . . . . . . .
0.0 25 5.0 75
min
mAU
] 5 PDA Multi 3
] @
] ~
500+
250+
o] N
1 T T T T T T T T T T T T T T T T T T
0.0 25 5.0 75
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Peald# Ret. Time Area Height Area % Height %
1 7.170 7066 2700 0.421 0.737
2 7.398 1670190 363779 99.579 99.263
Total 1677256 366479 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Peakd# Ret. Time Area Height Area % Height %
1 7.294 8244 3492 0.241 0.437
2 7.397 3405385 795190 99.759 99.563
Total 3413629 798682 100.000 100.000

C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-41-final.lcd
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'H NMR of 4b in CDCls

AP-2-72-0IL-CDCL3-2017-11-15.001.esp
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HPLC chromatogram of 4b

1/30/2018 16:07:31 1 /1

==== Shimadzu LCsolution Analysis Report ====

Sample Name
Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Data Acquired

C:\LabSolutions\LCsolution\SuniAllan Book2\AP2-72-final.lcd
1 AP2-72-final
1
03
10 uL
:AP2-72-final.lcd
: SDQ gradient.lcm

11/14/2017 5:30:47 PM

<Chromatogram>
C:\LabSolutions\LCsolutiom\Sun‘Allan Book2\AP2-72-final.lcd
mAU
] 2 PDA Multi 1
500 N
250
0
0.0 25 5.0 7.5
min
mAU
b 5 PDA Multi 3
1000+ 8
i ~
500
o |
) T T T T T T T T T T T T T T T
0.0 2.5 5.0 7.5
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Pealct Ret. Time Area Height Area % Height %
1 7.588 2348682 352430 100.000 100.000
Total 2348682 552430 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Pealc#t Ret. Time Area Height Area % Height %
1 7.587 4775447 1222038 100.000 100.000
Total 4775447 1222038 100.000 100.000
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'H NMR of 5a in CDCl;

AP-2-38-0IL_CDCL3_2017-10-18.001.esp
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HPLC chromatogram of 5a

1/30/2018 16:08:17 1 /1

==== Shimadzu LCsolution Analysis Report ====

C:\LabSoluticns\LCsolution\Sun\Allan Book2\AP2-38-final.lcd

Sample Name 1 AP2-38-final
Tray# 1

Vail # 12

Injection Volume ;10 uL

Data File Name
Method File Name
Batch File Name
Data Acquired

: AP2-38-final.lcd
: SDQ gradient.lom

S 10/17/2017 10:45:28 AM

<Chromatogram>
C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-38-final.lcd
mAU
750 2 PDA Multi 1
] B
500
250
o
T T T T T T T T T . T T T T . T T T T
0.0 2.5 5.0 7.5
min
mAU
B 2 PDA Multi 3
N
4 ™~
2500+
O,
T T T T T T T T T T T T T T T T T T T
0.0 2.5 5.0 7.5
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Pealct Ret. Time Area Height Area % Height %
1 7.296 2485159 730190 100.000 100.000
Tota] 2485159 730190 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Pealct Ret. Time Area Height Area % Height %
1 7.298 10862190 4122074 100.000 100.000
Total 10862190 4122074 100.000 100.000

C:\LabSolutions\L Csolutiom\Sun\Allan Book2\AP2-38-final.lcd
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'H NMR of 5b in CDCls

AP2-70-OIL_CDCL3_2017-11-13.001 ESP
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HPLC chromatogram of 5b

1/30/2018 16:08:55 1/ 1

==== Shimadzu LCsolution Analysis Report ====

C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-70-final.lcd

Sample Name : AP2-70-final
Tray# |

Vail # :3

Injection Volume 210 uL

Data File Name
Method File Name
Batch File Name
Data Acquired

:AP2-70-final.lcd
1 SDQ gradient.lcm

- 11/113/2017 3:25:57 PM

<Chromatogram>
C:\LabSolutions\LCsolutiom\Sun\Allan Book2\AP2-70-final.lcd
mAU
1 E PDA Multi 1
750 ~
500
250
0
! ! ! ! : ! ! ! ! : ! ! ! ! : ! ! ! !
0.0 25 5.0 75
min
mAU
— 2 PDA Multi 3
Wy
1 ~
2500+
O_
T T T T T T T T T T T T T T T T T T T
0.0 25 5.0 75
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Peaks# Ret. Time Area Height Area % Height %
1 7.517 2492122 836477 100.000 100.000
Totall 2492122 836477 109.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Peakd# Ret. Time Area Height Area % Height %
1 7.520 11403672 4080893 100.000 100.000
Total 11403672 4080893 100.000 100.000

C:\LabSolutions\LCsolutiom\Sun\Allan Book2\AP2-70-final.lcd
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'H NMR of 7a in CDCl;

AP-2-37-0IL_CDCL3_2017-10-13.001.esp
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1529

I

086

155 |E‘|,0
Chemical Shift (ppm)

1.73

——086
085

&
~ 8.
803
L
B
205 6.052.011.13 203459216 6.49
T T T T T T T T T ey (AAAMRASA saraiaaassates sosy puta e nann by
100 95 90 85 80 75 7.0 85 6.0 55 50 45 40 35 30 25 20 1.0 05 [
Chenmical Shift (ppm)
13 H
C NMR of 7ain CDCl;
AP-2.37-0IL_CDCL3_2017-10-13.010.esp 3
&
|
5
o
§
|
w
2
e =&
3 i
.
3 3
s T
lt r
8
8
3
|
@
-3
<&
&y
3 |
=
S
I 3
s ] >
8 = 2 |
& |
]
) )
T A LA B L T T T T ™ e
208 200 192 184 176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0

Chemical Shift (ppm)

S36



HPLC chromatogram of 7a

Sample Name
Tray#

Vail #

Injection Volume
Data File Name
Method File Name

1/30/2018 16:09:56 1 /1

Shimadzu LCsolution Analysis Report ====

C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-37-final.lcd
1 AP2-37final
1
03
10 uL
1 AP2-37-final.lcd

: SDQ gradient.lcm
Batch File Name :

Data Acquired - 10/13/2017 10:40:58 AM

<Chromatogram>
C:LabSolutions\LCsolution\SuntAllan Book2\AP2-37-final.led
mAU
] 2 PDA Multi 1
o
| ~
2500+
0
T T T T T T T T T T T T T T T T T T T
0.0 25 5.0 7.5 10.0
min
mAU
7 > PDA Multi 3
| b4
i ~
1000
0
) T T T T T T T T T T T T T T T T T T T
0.0 25 5.0 7.5 10.0
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Peak# Ret. Time Area Height Area % Height %
1 7.993 9032305 3440371 100.000 100.000
Total| 9032305 3440371 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Peali# Ret. Time Area Height Area % Height %
1 7.991 4248607 1884835 100.000 100.000
Total 4248607 1884835 100.000 100.000
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'H NMR of 7b in CDCls

AP-2-68-OIL_CDCL3_2017-12-01.001 esp I
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HPLC chromatogram of 7b

1/30/2018 16:10:37 1/ 1

Shimadzu LCsolution Analysis Report ====

C:\LabSolutions\LCsolutiom\Sun\Allan Book2\AP2-68-final.lcd

Sample Name : AP2-68-final
Tray# |

Vail # 1

Injection Volume 10uL

Data File Name
Methed File Name
Batch File Name
Data Acquired

: AP2-68-final.lcd
: SDQ gradient.lcm

S 11/9/2017 2:47:57 PM

<Chromatogram>
C:\LabSolutions\LCsolutiom\Sun\Allan Book2\AP2-68-final.lcd
mAU
2000 2 PDA Multi 1
] =
1000+
¢
T T T T . T T T T . T T T T . T T T T
0.0 2.5 5.0 7.5
min
mAU
7507 S PDAMUI 3
] ©
500
250
A
) T T T T T T T T T T T T T T T T T T T
0.0 25 5.0 7.5
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Peald# Ret. Time Area Height Area % Height %
1 8.163 5084993 2007085 100.000 100.000
Total 5084993 2007085 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Peald# Ret. Time Area Height Area % Height %
1 8.162 2045199 825208 100.000 100.000
Totall 2045199 825208 100.000 100.000

C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-68-final.lcd
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'H NMR of 13 in 1% CFs;CO.D/CDCls;
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Zoomed *C NMR regions of 13 in 2% CF;CO,D/CDCl;

AP-2-36-SOLID_CDCL3ANDTFA-D_2017-10-12.010.esp
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HPLC chromatogram of 13

Sample Name
Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Data Acquired
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Shimadzu LCsolution Analysis Report

C:\LabSolutions\LCsolution\Sun\Allan Book2\AP2-36-final.lcd
: AP2-36-final
1
1
210 uL

: AP2-36-final.led
: 8SDQ gradient.lcm

£ 10/11/2017 12:53:00 PM

<Chromatogram>
C:\LabSolutions\LCsolution\Sun\Allan Book2\AP 2-36-final.lcd
mAU
B 3 PDA Multi 1
] N
1000+
500-|
] fes]
] 3
| P
T T T T . T T T T . T T T T T T T T T
0.0 2.5 5.0 7.5
min
mAU
] § PDA Multi 3
1000-| "
500
i w
] 3
0_ w
T T T T . T T T T . T T T T T T T T T
0.0 2.5 5.0 7.5
min
1 PDA Multi 1/254nm 4nm
2 PDA Multi 3/220nm 4nm
PeakTable
PDA Chl 254nm 4nm
Peald# Ret. Time Area Height Area % Height %
1 5.548 29880 11511 0.773 0.897
2 7.034 3837809 1271762 99.227 99.103
Total 3867689 1283273 100.000 100.000
PeakTable
PDA Ch3 220nm 4nm
Peald# Ret. Time Area Height Area % Height %
1 5.545 30189 11069 0.768 0.824
2 7.033 3902002 1332447 99.232 99.176
Totall 3932191 1343517 100.000 100.000

C:\LabSolutions\LCsolutiom\Sun\Allan Book2\AP2-36-final.lcd

S42



OH

o O (0]

0
i. H,S0,, 25 °C, 30 min
N NM ;
n Ho L, H ii. MeOH, 25°C, 2 h

N N
55% H 5 H

3d,n=2

Scheme S1 Synthesis of 14 with a shorter branched side chain.

'H NMR of 14 in 2% CF3;CO,D/CDCls
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13C NMR of 14 in 2% CF;CO,D/CDCl;
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9-methyldecanoic acid (8b)
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Fig. S1 a) *H NMR spectrum of 9-methyldecanoic acid; b) *H NMR spectrum of 9-methyldecanoic acid
after stirring 30 min in conc. H,SO4 at room temperature; ¢) *C NMR spectrum of 9-methyldecanoic acid;
d) 3C NMR spectrum of 9-methyldecanoic acid after stirring 30 min in conc. H,SO, at room temperature.
All NMR spectra were taken in CDCls.
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4-methylpentanoic acid
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Fig. S2 a) *H NMR spectrum of 4-methylpentanoic acid; b) *H NMR spectrum of 4-methylpentanoic acid
after stirring 18 h in conc. H,SO4 at room temperature; ¢) *C NMR spectrum of 4-methylpentanoic acid,;
d) 3C NMR spectrum of 4-methylpentanoic acid after stirring 18 h in conc. H,SO, at room temperature.
All NMR spectra were taken in CDCls.
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Fig. S3 a) Structures of diazaquinomycin H (1) and proposed isomers. b) Zoomed *H NMR spectrum of

isomeric mixture of 1; ¢c) Zoomed *H NMR spectrum of pure synthetic diazaquinomycin H (1); d) Zoomed
13C NMR spectrum of isomeric mixture of 1; e) Zoomed *C NMR spectrum of pure synthetic

diazaquinomycin H (1).
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Fig. S4 Zoomed *H NMR of isomeric mixture of 2 in CDCI; with varying concentrations of CFsCO,D.
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