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NMR SPeCTRA FOR NOVEL COMPOUNDS

14-methylpentadecanoic acid (6) *H NMR (500 MHz, methanol-d,)

NOTOLUMEAOORNRNINTM OO NTAN—TONDVODONMNORNDWWWONNLORMNGN
NN NV OVOLNINLLLUOININTMOMOMMOMOMOANANNNNN- A~~~ 0 g ©
Parameter Value LN TRV R N N N S g S g S J (- 5 O 2 g 924
o
Title 170810_lcor9948_5003 e
419570.1.fid
Comment 170810_Icor9948_5003!
419570
Instrument spect CH3
Solvent MeOD H
Temperature 300.0 CH3
Pulse Sequence z9 (@]
Experiment 1D
Probe Z119470_0008 (PA BBO
500S1 BBF-H-D-05 Z
SP)
Number of Scans 8
Receiver Gain 45.2
Relaxation Delay 2.0000
Pulse Width 14.0000
Acquisition Time 3.2769
Acquisition Date 2017-08-10T12:07:15
Modification Date 2017-08-10T12:07:15
Spectrometer 500.13
Frequency
Spectral Width 10000.0
Lowest Frequency -2008.7
Nucleus 1H
Acquired Size 32768
Spectral Size 65536
JL L J\ -
o T
~ N - O o
S "R g ° S
o~ ~N O N N o
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 T T T T T T T T T
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)



14-methylpentadecanoic acid (6) *C NMR (126 MHz, methanol-d.)

178.50

35.56
31.04
30.80

40.25
30.76

30.72

30.63
30.46

30.34

29.16

28.54
26.34
23.04

——\

Parameter Value CH,

Title 170810_Icor9948_50036419570.3.fid HO\’(\/\/\/\/\/\)\

Comment 170810_Icor9948_50036419570 CHy

Instrument spect le)

Solvent MeOD

Temperature 300.2

Pulse Sequence zgpg30

Experiment 1D

Probe Z119470_0008 (PA BBO 500S1 BBF-H-D-05 Z SP,

Number of Scans 480

Receiver Gain 203.0

Relaxation Delay 2.0000

Pulse Width 10.2000

Acquisition Time 1.0486

Acquisition Date 2017-08-10T12:57:16

Modification Date 2017-08-10T12:57:17

Spectrometer Frequency 125.77

Spectral Width 31250.0

Lowest Frequency -1614.9

Nucleus 13C

Acquired Size 32768

Spectral Size 65536

|
I T
|
i ooty s . P . s ol " - . - i rrha " oy .
f 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 T T T T T T T
10 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 -
f1 (ppm)



1,1-dibromo-13-methyltetradec-1-ene (11) *H NMR (300 MHz, chloroform-d)

288 NS8LRRI AR EISSRNNARRERYLINGEERY
O v o NN NN~ A A A A A A A A A A A A A A A A A A A SO0 0000
Parameter Value N2 e e ey . N\
Title LC.10.034 dibromoalkene.1.fid
Comment
Instrument spect
Solvent CDCI3
Temperature 300.0 Br. P CH,
Pulse Sequence zg Y\MNV\(
Experiment 1D Br (‘_;H3
Probe 5 mm QNP 1H/ 13C/ 31P/ 19F
Z-grad 78352/ 0119
Number of Scans 8
Receiver Gain 45.3
Relaxation Delay 2.0000
Pulse Width 10.1000
Acquisition Time 2.7329
Acquisition Date 2017-10-27T21:07:12
Modification Date 2017-10-27T721:07:20
Spectrometer 300.13
Frequency
Spectral Width 5995.2
Lowest Frequency -1203.3
Nucleus 1H
Acquired Size 16384
Spectral Size 65536
I
B l:l”o_' 8HZ2 |—8|_|
o - — AN =N o
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 T T T T T T T T T T T T T T T T
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

f1 (ppm)



1,1-dibromo-13-methyltetradec-1-ene (11) *C NMR (75 MHz, chloroform-d)

Parameter Value § % “N“ "}. g g ® % 2 a fat] g B g
Title LC.10.034 dibromoalkene.2.fid ] 2 N NN TN
| | | SN
Instrument spect
Solvent cpei3 BY\/\/\/\/\/\( CH,
Temperature 300.0
Pulse Sequence zgpg30 Br CH3
Experiment 1D
Probe 5 mm QNP 1H/ 13C/ 31P/ 19F Z-

grad 78352/ 0119
Number of Scans 98
Receiver Gain 13004.0
Relaxation Delay 2.0000
Pulse Width 9.1000
Acquisition Time 1.7400
Acquisition Date 2017-10-27721:09:19
Modification Date 2017-10-27T721:14:15
Spectrometer Frequency75.48
Spectral Width 18832.4
Lowest Frequency -1103.0
Nucleus 13C
Acquired Size 32768
Spectral Size 65536
I
|
f 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 T T T T
10 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)



Ethyl 14-methylpentadec-2-ynoate (12) *H NMR (300 MHz, chloroform-d)

4.25
4.23
4.20
4.18

2.34
2.32
2.30

1.62
1.60
1.58
1.56

1.55
1.54
1.53
1.51
1.49

1.47
1.45
1.43
1.41

1.39
1.38

1.36
1.36
1.34
1.33
1.30
1.28
1.26
1.24
1.18
1.16
1.14
1.11

N n
\ = ) ) H A A 1M MM NN == @ ©
Parameter Value S o
Tite LC.10.035 alkynoate ester N I VY
purified.1.fid
Comment
Instrument spect
Solvent CDCI3
Temperature 300.1
CH
Pulse Sequence zg
Experiment 1D Cl
Probe 5 mm QNP 1H/ 13C/ 31P/ H3C\/ % H3
19F Z-grad 78352/ 0119
(0]
Number of Scans 8
Receiver Gain 181.0
Relaxation Delay 2.0000
Pulse Width 10.1000
Acquisition Time 2.7329
Acquisition Date 2017-10-27T15:35:36
Modification Date 2017-10-27T15:35:43
Spectrometer 300.13
Frequency
Spectral Width 5995.2
Lowest Frequency  -1203.2
Nucleus 1H
Acquired Size 16384
Spectral Size 65536
— O N O~ n o
@ i AR <
— — MmN =N o
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 T T T T T T T T T T T
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)



Ethyl 14-methylpentadec-2-ynoate (12) 2*C NMR (75 MHz, chloroform-d)

<

Parameter Value o 8 = 3 BN 8S8O3TRRY
Title LC.10.035 alkynoate ester purified. v % f,Q o g 8 ﬂ 9\“ ﬂ g 2 ﬁ R R m f x

2.fid
Comment | ‘Wl//,/
Instrument spect
Solvent CDCI3
Temperature 300.0
p CH,
Pulse Sequence zgpg30
Experiment 1D H CH
/ 3
Probe 5 mm QNP 1H/ 13C/ 31P/ 19F Z-grad H30\/
78352/ 0119
o
Number of Scans 181
Receiver Gain 18390.4
Relaxation Delay 2.0000
Pulse Width 9.1000
Acquisition Time 1.7400
Acquisition Date 2017-10-27T720:48:36
Modification Date 2017-10-27T20:59:46
Spectrometer Frequency75.48
Spectral Width 18832.4
Lowest Frequency -1103.4
Nucleus 13C
Acquired Size 32768
Spectral Size 65536
|
| | | |
|
| |
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 T T T T T T T T T T T T T T T T T T
200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -
f1 (ppm)



14-methylpentadec-2-ynoic acid (7) *H NMR (400 MHz, methanol-dy)

N=—"T—TONNT—ATONODONNOOVOTITMAN-NWOWOLLMM
MMMMMMMMYYININNININININWNINWNNINININY Y Y Y Y YYY
MMM AN A
L L L L L L L L L L L L L
e N\
Parameter Value
Title LC.10.036 pure MeOD.1.fid
Comment
CH,
Instrument spect
Solvent MeOD H 4 CH,
Temperature 300.0
Pulse Sequence zg o
Experiment 1D
Probe 7108618_0516 (PA BBO 400S1 BBF-
H-D-05 Z PLUS)
Number of Scans 1
Receiver Gain 57.0
Relaxation Delay 5.0000
Pulse Width 14.9000
Acquisition Time 3.0048
Acquisition Date 2017-11-01T12:16:57
Modification Date 2017-11-01T12:16:57
Spectrometer Frequency400.13
Spectral Width 8000.0
Lowest Frequency -1607.0
Nucleus 1H
Acquired Size 24038
Spectral Size 65536
J | - A
(=3 N N W W (=3
2 Ne S
— MmN - N ©o
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 T T T T T T T T T T T T T T T T
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

f1 (ppm)
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14-methylpentadec-2-ynoic acid (7) **C NMR (101 MHz, methanol-d.)

Parameter Value E 2 S NMONZRTENENYY
Title LC.10.036 pure MeOD.2.fid in S N THRRRRAIRRRS
Comment | N'%%‘//
Instrument spect
Solvent MeOD
Temperature 300.0
Pulse Sequence zgpg30 CH;,
Experiment 1D
Probe 7108618_0516 (PA BBO 400S1 BBF- H % CHs

H-D-05 Z PLUS)
Number of Scans 373
Receiver Gain 203.0
Relaxation Delay 2.0000
Pulse Width 9.8000
Acquisition Time 1.2976
Acquisition Date 2017-11-01T12:40:22
Modification Date 2017-11-01T12:40:23
Spectrometer Frequency100.62
Spectral Width 25252.5
Lowest Frequency -2424.7
Nucleus 13C
Acquired Size 32768
Spectral Size 65536
i
|
I |
. ol ¥ l W v Y W v y ) W iy l W )
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 T T T T
200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 -
f1 (ppm)



(2)-14-methylpentadec-2-enoic acid (8) *H NMR (300 MHz, chlorofo

6.40
6.37
6.36
6.35
6.33

/
X §

r

6.31

m_

5.81
5.80

L

Q

)

5.80
5.77
5.76

\:

5.76

2.69
2.69
2.67
2.66
2.65
2.64
2.62

2.61

1.58
1.56
1.54
1.51

|

1.49
1.47
1.45
1.43

1.42
1.40
1.35

1.33
1.30

1.29
1.26
1.24

119

<~ 1.16

1.14

Xt

1.11
0.87
0.85

Parameter Value

Title LC.10.037 crude.1.fid

Comment

Instrument  spect H — CH3

Solvent CDCI3

Temperature 300.0

O C

Pulse zg H3

Sequence

Experiment 1D

Probe 5 mm QNP 1H/ 13C/

31P/ 19F Z-grad
78352/ 0119

Number of 8

Scans

Receiver Gain 90.5

Relaxation 2.0000

Delay

Pulse Width  10.1000

Acquisition  2.7329

Time

Acquisition ~ 2017-11-02T21:19:35

Date

Modification  2017-11-02T21:19:42

Date

Spectrometer 300.13

Frequency

Spectral 5995.2

Width

Lowest -1203.4

Frequency

Nucleus 1H

Acquired Size 16384

Spectral Size 65536
— ™ o — (oY} n o
] @ 0 el o T Q
o o — o0 - N (-}

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 T T T T T T
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)
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(2)-14-methylpentadec-2-enoic acid (8) 1*C NMR (75 MHz, chloroform-d)

© ™ 0
-Parameter Value . : : g ﬁ%%ﬂﬁ&'@$2ﬁﬁ%5

Title LC.10.037 crude.2.fid N in o HRAJAAJIIIRARN

Comment | W/

Instrument spect

Solvent CDCI3

Temperature  300.0

Pulse Sequence zgpg30

_ s H . CH,
Experiment 1D
Probe 5 mm QNP 1H/ 13C/
31P/ 19F Z-grad 78352 O CH,
0119

Number of 637

Scans

Receiver Gain  16384.0

Relaxation 2.0000

Delay

Pulse Width 9.1000

Acquisition 1.7400

Time

Acquisition 2017-11-02T21:20:45

Date

Modification 2017-11-02T22:01:00

Date

Spectrometer  75.48

Frequency

Spectral Width 18832.4

Lowest -1103.1

Frequency

Nucleus 13C

Acquired Size 32768

Spectral Size 65536

| o
|
|
|
f 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 T T T T
10 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 -
f1 (ppm)



Ethyl (E)-dodec-2-enoate (15) *H NMR (500 MHz, chloroform-d)

Parameter
Title
Comment

Instrument
Solvent
Temperature

Pulse
Sequence

Experiment
Probe

Number of
Scans

Receiver Gain

Relaxation
Delay

Pulse Width
Acquisition
Time
Acquisition
Date

Modification
Date

Spectrometer
Frequency

Spectral
Width

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

Value
LC.10.020.1.fid

spect
CDCI3
300.0

g

1D

7119470_0008 (PA
BBO 50051 BBF-H-
D-05 Z SP)

10

71.8
2.0000

12.5000
3.2768

2018-04-30T12:29:49
2018-04-30T12:29:49
500.13

10000.0

-2012.2

1H
32768
65536

6.99
6.98
6.96
6.96
6.95
6.93

5.83
5.82

5.82
5.79
5.79
5.79

4.20
4.19
4.18
4.16

A
X

1077 ;

10.0 9.5

9.0

8.5

8.0

7.5

N
o 0.84 —]:

6.5

6.0

T T T T T
5.5 5.0
f1 (ppm)
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Ethyl (E)-dodec-2-enoate (15) *C NMR (126 MHz, chloroform-d)

© N o
Parameter Value g g : R m g 8 E r:‘_ﬁ g 2 g ré_w m
Title LC.10.020.2.fid © X N 3 SHAAARZN 53
Comment '\W / | v
Instrument spect
Solvent CDCI3
Temperature  300.2
Pulse Sequence zgpg30
Experiment 1D O)I\/\/\/\/\/\
Probe 7119470_0008 HgC/\ CH,
(PA BBO 500S1
BBF-H-D-05 Z
SP)
Number of 3264
Scans
Receiver Gain  203.0
Relaxation 2.0000
Delay
Pulse Width 10.1000
Acquisition 1.0486
Time
Acquisition 2018-04-30T15:
Date 21:21
Modification 2018-04-30T15:
Date 21:22
Spectrometer  125.77
Frequency
Spectral Width 31250.0
Lowest -1773.1
Frequency
Nucleus 13C
Acquired Size 32768
Spectral Size 65536
|
f 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 T T T
10 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 -
f1 (ppm)



Ethyl (E)-tetradec-2-enoate (16) *H NMR (500 MHz, chloroform-d)

Parameter
Title
Comment

Instrument
Solvent
Temperature
Pulse Sequence
Experiment
Probe

Number of Scans
Receiver Gain
Relaxation Delay
Pulse Width
Acquisition Time
Acquisition Date
Modification Date

Value
180502_Icor9948_50038924696.1.fid

LC.10.040
nmrproton CDCI3 {C:\ NMRDATA\
PAYNE\ PAYNE} {SHARED\ nmrstaff} 72

spect

CDCI3
300.0
79

1D

7119470_0008 (PA BBO 50051 BBF-H-
D-05 Z SP)

8

45.2

2.0000

12.5000

3.2768
2018-05-02T710:40:29
2018-05-02T10:40:29

6.99
6.98
6.96
6.96

6.95
6.93

5.82
5.82
5.82
5.79

5.79
5.79

4.20
4.19

L
X

4.17
4.16

2.21
2.21

t

2.20

2.19
2.18

2.18
2.17
2.16

1.48
1.46
1.45
1.43
1.42

L

1.33

T3t
1.30
1.28

§

1.27
1.26
1.23

1.22
0.89
0.88
0.87

Spectrometer 500.13
Frequency
Spectral Width 10000.0
Lowest Frequency -2012.1
Nucleus 1H
Acquired Size 32768
Spectral Size 65536
T : T i FEa—
o o o~ [a\] o~ [a] (2}
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 T T T
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)
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Ethyl (E)-tetradec-2-enoate (16) **C NMR (126 MHz, chloroform-d)

& 8 9 © INWOWONTT®O®M ™ n
) a — N monNnNwYW Y M~ © A
Parameter Value ) < o~ o NN ON T <
Title 180502 _Icor9948_500 o A i © NN 7
8924696.2.fid e\ | 4
Comment LC.10.040
nmri3cihdec CDCI3
{C:\ NMRDATA\
PAYNE\ PAYNE}
{SHARED\ nmrstaff} O
72
Instrument spect HSC/\ O)I\/\/\/\/\/\/\ CH,
Solvent CDCI3
Temperature 300.1
Pulse Sequence zgpg30
Experiment 1D
Probe 7119470_0008 (PA
BBO 500S1 BBF-H-
D-05 Z SP)
Number of Scans 334
Receiver Gain 203.0
Relaxation Delay 2.0000
Pulse Width 10.1000
Acquisition Time 1.0486
Acquisition Date 2018-05-02T10:58:20
Modification Date 2018-05-02710:58:21
Spectrometer 125.77
Frequency
Spectral Width 31250.0
Lowest Frequency -1773.2
Nucleus 13C
Acquired Size 32768
Spectral Size 65536
|
| | I
|
[ 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 T T T T T T T T T T T
10 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 -

f1 (ppm)



(E)-dodec-2-enoic acid (13) *H NMR (500 MHz, methanol-d,)

Parameter Value
Title LC.10.021.1.fid
Comment

Instrument  spect

OMN WL TN = O NN TITM-H—TOO0OOTNOVOITMOINOTMNMAN—TOAAN O
QAR %% BB RNNN ANNNNSERTETITONN0Nmnnaddn e
O O WY oo niwnLwmLwnwmwn NN ANANANANNS A A A A A A A A A A A A A O OO

|

S S LS5 AL

Solvent MeOD o

Temperature 300.0

Pulse zg

Sequence

Experiment 1D

Probe Z119470_0008 (PA

BBO 500S1 BBF-H-
D-05 Z SP)

Number of 1

Scans

Receiver Gain 36.0

Relaxation 2.0000

Delay

Pulse Width  12.5000

Acquisition  3.2768

Time

Acquisition ~ 2018-04-30T19:04:38

Date

Modification 2018-04-30T19:04:38

Date

Spectrometer 500.13

Frequency

Spectral 10000.0

Width

Lowest -2009.4

Frequency

Nucleus 1H

Acquired Size 32768

Spectral Size 65536
M N M B . . -
wn wn ™ o -} o
© © < e 4 S
o o — — — o™

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 T T T T T T T T T T T T T T T T
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

f1 (ppm)
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(E)-dodec-2-enoic acid (13) 3C NMR (126 MHz, methanol-d.)

2 M ? NMMmMOoO—-HwvmA o

.Parameter Value- i E 8 SO0RYNNN <
Title LC.10.021.2.fid N \n N NARARKKK2TX s
Comment '&N/’ / |
Instrument  spect

Solvent MeOD
Temperature 300.1

Pulse zgpg30

Sequence H CH3

Experiment 1D \

Probe 7119470_0008 (PA

BBO 500S1 BBF-H- (O]
D-05 Z SP)

Number of 27

Scans

Receiver Gain 203.0

Relaxation 2.0000

Delay

Pulse Width ~ 10.1000
Acquisition 1.0486
Time
Acquisition 2018-04-30T19:09:16

Date

Modification ~ 2018-04-30T719:09:17

Date

Spectrometer 125.77

Frequency

Spectral Width 31250.0

Lowest -1615.6

Frequency

Nucleus 13C
Acquired Size 32768

Spectral Size 65536

I I
|
|
|
f 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 T T T T T
10 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 -
f1 (ppm)



(E)-tetradec-2-enoic acid (14) *H NMR (500 MHz, methanol-d,)

6.97
6.96
6.95
6.94
6.93

6.91

5.81
5.81
5.80
5.78
5.78
5.77
2.24
2.24
2.22
2.21
2.20
2.19
1.50
1.49
1.47
1.46
1.44
1.43

1.35
1.34
1.32
1.51

1.29

1.28

0.91

0.90

0.89

£
|

Parameter Value
Title LC.10.041.1.fid
H CH,

Comment X

Instrument  spect (e}

Solvent MeOD

Temperature 300.0

Pulse zg

Sequence

Experiment 1D

Probe Z119470_0008 (PA

BBO 500S1 BBF-H-
D-05 Z SP)

Number of 1

Scans

Receiver Gain 45.2

Relaxation 2.0000

Delay

Pulse Width  12.5000

Acquisition  3.2768

Time

Acquisition 2018-04-30T17:28:29

Date

Modification  2018-04-30T17:28:29

Date

Spectrometer 500.13

Frequency

Spectral 10000.0

Width

Lowest -2009.4

Frequency

Nucleus 1H

Acquired Size 32768

Spectral Size 65536 Jt
mL e Jt \N_, N N
o O o~ O ()} o]
< < N ] N
~— ~— o~ o~ (o] <

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 T T T T T T T T T T T T T
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

f1 (ppm)
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(E)-tetradec-2-enoic acid (14) **C NMR (126 MHz, methanol-dy)

Parameter Value
Title LC.10.041.2.fid
Comment
Instrument spect
Solvent MeOD

Temperature 300.1
Pulse Sequence zgpg30

Experiment 1D

Probe 7119470_0008 (PA BBO
500S1 BBF-H-D-05 Z SP.

Number of 1459

Scans

Receiver Gain  203.0

Relaxation Delay 2.0000

Pulse Width 10.1000

Acquisition Time 1.0486

Acquisition Date 2018-04-30T18:46:34

Modification 2018-04-30T18:46:35
Date

Spectrometer  125.77

Frequency

Spectral Width  31250.0
Lowest -1615.0
Frequency

Nucleus 13C

Acquired Size 32768
Spectral Size 65536

170.26

|
|
i JWMJﬁ nMWMwﬁmmhunmhluwwmmmmmmmwmwnﬂwnn
(i Ao TP ATV AN P

151.11

AUNETTER

122.61

33.12
33.06
30.74
30.72
30.66
30.49
30.46
30.26
29.25
— 23.73
14.42

|

10

200 190 180

170

160

150

140

130

120

110

100
f1 (ppm)

90

80

70
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50



14-methylpentadecanoyl analogue (18) *H NMR (600 MHz, DMSO-ds)
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14-methylpentadecanoyl analogue (18) COSY (600 MHz, DMSO-ds)

- IS WY §

o L
»\,‘ Parameter Value
HO 3 o "
N/<_NH< Title LC.10.030.2.ser
HI o NH -1 Comment Ccosy
cﬁ) & Instrument spect
NH L Solvent DMSO
Temperature 298.1
" r‘" o Pulse Sequence cosygpmfppqf
O H CHy NH —2
>\ CHy Experiment Cosy
e Probe 5 mm CPTCI
N o L 1H-13C/ 15N/ D
o) Z-GRD 744896/
Hy OH 0030
ﬂ -3
Number of 16
L Scans
i g 0 0 Receiver Gain  2050.0
@O 4 Relaxation Delay 1.5000
B Pulse Width  9.0500
9 @ g_ Acquisition Time 0.2272
@ 0 I 2 Acquisition Date 2017-10-26T15:0
P 6:37
Modification 2017-10-27T13:5
-5 Date 8:05
Spectrometer  (600.13, 600.13)
L Frequency
Spectral Width  (9014.4, 9009.0)
] Lowest (-598.6, -606.1)
~6 Frequency
Nucleus (1H, 1H)
@ L Acquired Size (2048, 256)
Spectral Size (2048, 256)
~7
0 0 |
& ]
o e 0P B
4 8
| ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I '
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.0 3.5 3.0 2.5 2.0 1.5 1.0
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14-methylpentadecanoyl analogue (18) HSQC (600/150 MHz, DMSO-ds)

VLW NN

emn o UL

° —0
HOH o I
N
' 10
Parameter Value H,\X: %NH Q@
Title LC.10.030.3.ser J %Q 7 > -
Comment  HSQC " © o oH . @ fo@ 5 L 20
Instrument spect " I < © D> R - L
Solvent DMSO H0—< o N iy Hr @ @ . ° 30
NH o
Temperature 298.1 O Hi CH, o ]]/\/\/\/\/\/\)\CHS %
Pulse hsqcedetgpsp. o ° ° =) ap < . ® i
Sequence 3 NI T @ < @ Qg:@ - 40
Experiment  HSQC-EDITED o === ® i
Probe 5 mm CPTCI Hy OH <@ @ ’ b
1H-13C/ 15N/ =R ' - 50
D Z-GRD ° Py
744896/ 0030 @ o i
- @ : L 60
Number of 32 ® L
Scans ° L 70
Receiver Gain 2050.0
Relaxation ~ 1.5000 i
Delay 80
Pulse Width  9.0500 L
Acquisition 0.1136
Time 90
Acquisition 2017-10-26T17 L
Date :10:03
Modification ~ 2017-10-27T13 100
Date :57:56 L
Spectrometer (600.13, 110
Frequency 150.92) B
Spectral Width (9014.4, L
27173.9) , 120
Lowest (-604.0,
Frequency -102.1) -
Nucleus (1H, 13C) 130
Acquired Size (1024, 400)
Spectral Size (1024, 1024)
140
150
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 T T T T 1
.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)

f1 (ppm)
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14-methylpentadecanoyl analogue (18) HMBC (600/150 MHz, DMSO-ds)

e EUSIER EY §

- ~0
Parameter Value ; H
Title LC.10.030.4.ser e @ S —10
Comment HMBC : - LI r
Instrument  spect . ¢ , ’ M . 20
L 3 [] L] L
Solvent DMSO : 0 ol 0
® . . b I o, 30
Temperature 298.1 . 4 ;
[} ® o r
Pulse hmbcetgpl3nd ol o PN
Sequence ' L] ©® ] 40
Experiment ~ HMBC . ' v “e v H r
"
Probe 5 mm CPTCI 1H-13C/ " °°"ﬂz" : - 50
15N/ D Z-GRD . X L
744896/ 0030 ° o 0o . $ | 60
o] HE

H ® ° é . r

Number of 40 L N ' » ¢ ~70

Scans N/<_ H< - - Lo L
H

Receiver Gain 2050.0 ° %Q ‘ - 80

Relaxation 1.5000 o ’ i

Delay NH ioﬁ OH 90 _
Pulse Width  9.0500 Hinars F €
Acquisition  0.2272 HO"< s‘o " ™ i L - 100 a8
o o H;\ o, CH;E “/\/\/\/\/\/\/\CHB 4 I =
Acquisition  2017-10-26T23:00:46 o o 110
Date N
Modification  2017-10-27T13:57:57 j\k"‘” L "L i20
Date Hy " OH |
Spectrometer (600.13, 150.92) .
Frequency ~130
Spectral Width (9014.4, 33112.6) . I
Lowest (-596.2, -32.6) . 140
Frequency 3
Nucleus (1H, 13C) ' 150
Acquired Size (2048, 512) . L
Spectral Size (2048, 2048) . 160
N ‘Q'.. . Im o Y 0] M n' 3%“ _ 'U" ¢ ® ° 170
o 180
—190
! L 200
[ 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 T T T T T T 1
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)
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14-methylpentadecanoyl analogue (18) Analytical HPLC, low and high-resolution ESI+ MS

Intensity

Intensity

Analytical HPLC-UV chromatogram (214 nm)
1 21
1.64 S >218
4 HO NI ©
1.4 HN Yo %}H\Q
i HO—-<"' sﬁo NH Y ChHy
o NH NH]‘/\/\/\/\/\/\)\
1.04 N;\ . o ohy S S CHy
1 N
0.8 RS
Hy OH
1 Formula Adduct / Loss m/z
0.6
| 1 C58H94N12019 H + / — 1263.68310
0.4 2 C58H94N12019 Na + / —  1285.66504 ’J t
0.2 A
0.0
I 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 T
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5 5.0 5.5 6.0 6.5
Retention time (min)
Low resolution ESI+ spectrum
20000004 1286.800
1 1285.65(
1500000+
i 1264.85(
10000004 1263.65
5000004
0 L 1

300 400 500 600 700 800

900 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 2000

m/z (Da)

Relative Abundance

High-resolution ESI+ mass spectrum

1285.66492

1286.66788

1287.67127

1288.67531
‘IZBQ.EETSEI 1291.0311

Predicted spectrum

1286.66804

1287.67079

1288.67344
[ j 1289.67602
T A T

T |' TrprrTTyT TYTyETT '|
1288 1290
m/z
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14-methylpentadec-2-ynoyl analogue (19) *H NMR (500 MHz, DMSO-db)
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14-methylpentadec-2-ynoyl analogue (19) COSY (500 MHz, DMSO-ds

b AL
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[ o L
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f2 (ppm)

f1 (ppm)

Parameter
Title
Comment
Instrument
Solvent
Temperature
Pulse Sequence
Experiment
Probe

Number of
Scans

Receiver Gain

Relaxation Delay 1.3000

Pulse Width

Acquisition Time 0.4547
Acquisition Date 2017-12-18T18:0

Modification
Date

Spectrometer
Frequency

Spectral Width

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

Value
LC.10.038.3.ser
Cosy
spect
DMSO
300.0
cosygpaf
cosy

7124031_0002
(PA TXI 50051
H/ C-N-D-01.7
z)
20

203.0

5.2500

6:29

2017-12-18T20:3
8:32

(500.13, 500.13)

(4504.5, 4500.5)
(-5.2,-5.1)

(1H, 1H)
(2048, 256)

(2048, 256)
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14-methylpentadec-2-ynoyl analogue (19) TOCSY (500 MHz, DMSO-ds)

e ALl

8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0
f2 (ppm)

f1 (ppm)

Parameter
Title
Comment
Instrument
Solvent
Temperature
Pulse Sequence
Experiment
Probe

Number of
Scans

Receiver Gain

Value
LC.10.038.4.ser
TOCSY
spect
DMSO
300.0
dipsi2etgpsi
2D-TOCSY

7124031_0002
(PA TXI 50051
H/ C-N-D-01.7
Z)
20

203.0

Relaxation Delay 1.3000

Pulse Width

Acquisition
Time

5.2500
0.4547

Acquisition Date 2017-12-18T20:

Modification
Date

Spectrometer
Frequency

Spectral Width

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

39:36

2017-12-18T23:
18:26

(500.13, 500.13

(4504.5, 4500.5
(-4.7, -3.6)

(1H, 1H)
(2048, 256)
(2048, 256)
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14-methylpentadec-2-ynoyl analogue (19) HSQC (500/126 MHz, DMSO-dp)

ol A

Parameter Value

Title LC.
10.038.2.ser

Comment HSQC

Instrument spect

Solvent DMSO

Temperature  300.0

Pulse hsqcedgpph

Sequence

Experiment HSQC-EDITED

Probe 7124031_0002
(PA TXI 50051
H/ C-N-D-01.7
2)

Number of 20

Scans

Receiver Gain  203.0

Relaxation 1.3000

Delay

Pulse Width ~ 5.2500

Acquisition 0.2048

Time

Acquisition 2017-12-18T15

Date :55:27

Modification ~ 2017-12-18T18

Date :05:11

Spectrometer (500.13,

Frequency 125.77)

Spectral Width (2500.0,
20833.3)

Lowest (246.9,

Frequency -1078.9)

Nucleus (1H, 13C)

Acquired Size (512, 256)

Spectral Size (512, 512)

(<]
o
(@] ot

0 y CHy NH N \/\/\/\/\/\/\ Chy

Hy OH

]

L 10
L 20
30
o> - ¢ 40
50
60

70

o
f1 (ppm)

80

90

100

110

120

130

. 140

- 150

T T T T T T T T T T T T
5.0 4.5 4.0 3.5 3.0 2.5
f2 (ppm)

2.0

1.5 1.0
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14-methylpentadec-2-ynoyl analogue (19) HMBC (500/126 MHz, DMSO-ds)

Parameter Value
Title LC.10.038.5.ser
Comment HMBC
Instrument spect
Solvent DMSO
Temperature 300.0

Pulse hmbcgplpndqf

Sequence

Experiment ~ HMBC

Probe 7124031_0002 (PA
TXI 500S1 H/ C-N-
D-01.7 Z)

Number of 128

Scans

Receiver Gain 203.0

Relaxation 1.3000
Delay

Pulse Width ~ 5.2500
Acquisition 0.4547

Time

Acquisition ~ 2017-12-18T23:23:02
Date

Modification ~ 2017-12-19T09:08:42
Date

Spectrometer (500.13, 125.77)
Frequency

Spectral Width (4504.5, 25125.6)
Lowest (-4.7,-41.4)
Frequency

Nucleus (1H, 13C)

Acquired Size (2048, 152)
Spectral Size (2048, 1024)

—100

—110

—120

130

140

150

160

—170

180

190

8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0
f2 (ppm)

f1 (ppm)
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14-methylpentadec-2-ynoyl analogue (19) Analytical HPLC, low and high-resolution ESI+ MS

Intensity

Analytical HPLC-UV chromatogram (214 nm)

o 5127 High-resolution ESI+ spectrum
| 100+ 1281.63371
1.5 N/<‘ H~< 90
g 80
Ho < ]
1.04 2 7 1282.63729
o 7’/\/\/\/\/\/\CH3 % 605
'Q\ CHy 0 2 3
T \ ] € 50
o Formula Adduct / Loss m/z 2 ]
0.5 o 1 C58H90N12019 H + / — 1259.65180 @ 407
2 C58H90N12019 Na + / — 1281.63374 .
YJ 30
1 A .
V 20 1283.64073
0.0 ]
104
] 1284.64358
T T T T T T T T T T T T T T T T T T T T T T T 1 ] J J ] ) ‘|E35‘_-,95300
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5 5.0 5.5 6.0 6.5 7.( 108 ]
Retention time (min) B Predicted spectrum
Low resolution ESI+ spectrum 1
90
5.0x10 803
1259.847 ]
5 70 1282.63674
4.0x10' ]
60
7 m
3.0x10' 50
1281.847 -
2.0x10- a0
5 30§ 1283.63949
1.0x10' ]
20
0.04 _ Al lia 103 1284.64213
] * 1285.64472
r—+~ 1 -+ 1+~ 1 * 1 + 1 ‘* T ‘ T * T ~ T ‘ T ‘ T T T T T T T T T T T T 1 0 s '\"'l!‘w""\ R e SRRARAL LA Rss T
300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 2000 1282 :n?ZB"' 1286
1

m/z (Da)
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(2)-14-methylpentadec-2-enoyl analogue (20) *H NMR (500 MHz, DMSO-ds)
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CHy
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N
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TXI 500S1 H/ C-N-

Value
D-01.7 Z)

LC.10.039.1.fid

1H
spect
DMSO
9
1D
Z124031_0002
11
2.0000

Parameter
Temperature 299.8

Title
Receiver Gain 128.0

Comment
Instrument
Solvent
Pulse
Sequence
Experiment
Probe
Number of
Scans
Relaxation
Delay

Pulse Width  4.9000

3.2768

Acquisition
Time

2017-12-09T17:53:12

Acquisition
Date

2017-12-09T17:53:13

Modification
Date

Spectrometer 500.13
Frequency

Spectral
Width

10000.0

-2003.4

Lowest

Frequency
Nucleus

1H

Acquired Size 32768

Spectral Size 65536
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(2)-14-methylpentadec-2-enoyl analogue (20) TOCSY (500 MHz, DMSO-ds)
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Parameter Value
Title LC.10.039.3.ser
Comment TOCSY
Instrument spect
Solvent DMSO

Temperature 300.0
Pulse Sequence dipsi2etgpsi

Experiment 2D-TOCSY

Probe 7124031_0002
(PA TXI 500S1
H/ C-N-D-01.7
2)

Number of 36

Scans

Receiver Gain  203.0
Relaxation Delay 1.1500

Pulse Width 5.2500
Acquisition 0.4547
Time

Acquisition Date 2017-12-09T21:

Modification 2017-12-10T01:
Date 47:36
Spectrometer  (500.13, 500.13
Frequency

Spectral Width  (4504.5, 4500.5
Lowest (-4.7, -4.6)
Frequency

Nucleus (1H, 1H)

Acquired Size (2048, 256)

(2048, 256)

Spectral Size
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(2)-14-methylpentadec-2-enoyl analogue (20) HSQC (500/126 MHz, DMSO-ds)

VAV NV SV

AN

I Y

—0
o
Parameter Value >\\ o © - 10
Title LC. H:\/{‘N% : L
o T S co ol
omment fe=ce o)
o © ?D (o) L
Instrument spect J on Py o E o%
Solvent DMSO - ° J@/ T Po . < = - 30
"I;elmperature iOO.Od ) \/""S‘O NY o CESSD - (e} i
ulse sqcedgpp 2 = = —B> < o>
Sequence o CH, N N Chy @ o «@- . - 40
) CHy == '
Experiment HSQC-EDITED o} C L
p Q N;\ o Ho [}
Probe 7124031_0002 N SN @ o L 50
(PA TXI 500S1 NH o
H/ C-N-D-01.7 © © S, |
7) Hy OH * Se
ha O -
Number of 36 60
Scans ) L
Receiver Gain 203.0 = 70
Relaxation 1.1500 N
Delay L
Pulse Width ~ 5.2500 |80
Acquisition 0.1137
Time i
Acquisition 2017-12-09T18| 90
Date :06:29
Modification ~ 2017-12-09T21 I
Date :23:07 - 100
Spectrometer (500.13, |
Frequency 125.77)
Spectral Width (4504.5, 110
20833.3) r
Lowest (-4.2, -1072.9)
Frequency 120
o
Nucleus (1H, 13C) L
Acquired Size (512, 256,
q : ( ) | 130
Spectral Size (512, 512)
140
(<] L
150
f 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 T T T T T T 1
5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)

f1 (ppm)
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(2)-14-methylpentadec-2-enoyl analogue (20) HMBC (500/126 MHz, DMSO-ds)

P e A NN MM
~0
—10
Parameter Value i
Title LC.10.039.4.ser -20
Comment HMBC P @ L 30
Instrument  spect
Solvent DMSO ° 'Y - 40
Temperature 300.0 )\\ L
Pulse hmbcgplpndgf HO N 0 L 50
Sequence N/<_
Experiment  HMBC o v r €0
Probe 7124031_0002 (PA g 4
TXI 500S1 H/ C-N- o OH i
D-01.7 2) NH O/ 70
Number of 128 ° NH Y i
Scans ; : - 80
. o NH NH _—
Receiver Gain 203.0 H R o \n/_\/\/\/\/\/\r‘}‘s L
Relaxation ~ 1.1500 o ° FC L 90
Delay L
. NH
Pulse Width ~ 5.2500 o ' ' 100
Acquisition  0.4547 e oH i
Time —110
Acquisition 2017-12-10T01:51:50 L
Date 120
Modification ~ 2017-12-10T17:00:18 ® - B
Date L
Spectrometer (500.13, 125.77) - 130
Frequency +
Spectral Width-(4504.5, 25125.6) - 140
Lowest (-3.7, -40.4) ° @ r
Frequency . —150
Nucleus (1H, 13C) +
Acquired Size (2048, 256) 160
Spectral Size (2048, 1024) 00 L
s —170
o0
180
—190
T T T T T T T T T T T T T T T T T T T T
5 8.0 7.5 6.5 6.0 5.5 5.0 4.5 4.0 3.5 2.5 0.5

f2 (ppm)

f1 (ppm)



(2)-14-methylpentadec-2-enoyl analogue (20) Analytical HPLC, low and high-resolution ESI+ MS

Intensity

Intensity

Analytical HPLC-UV chromatogram (214 nm)

High-resolution ESI+ spectrum

2.0 0)\\ 100+ 1261.66805
HO o .
NI -
90
I HM<O_ %}H‘Q 5.199 ]
1.5+ w Oj)\j/OH ]
—_— ?O:
. Ho_<' Sﬁo NY . 1262.67156
NH NH = © 7
0 cH, o \nf\/\/\/\/\/\rcw % 603
1.04 o © e -
N NH é 50
1 H oH ° Formula Adduct / Loss m/z g ]
S 4p-
0.5 1 C58H92N12019 H + / — 1261.66745 ¢ 3
) 2 C58H92N12019 Na + / —  1283.64939 J 307
| ) 3
yy 207 1263.67467
0.0 107
] 1264.67801
T 1260.77288 | | 1266.64233
I 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 0 1261.66744 =
Retention time (min) 7
Low resolution ESI+ spectrum 903
5.0x101 80
] 705 1262.67045
4.0x10- 1261.792 :
1 60
3.0x10- ;
: 1283.826 03
7 40:
2.0x10'1 ]
] 30; 1263.67319
1.0x10- 7
20
0.04 " T Wt L 105 1264.67584
i 3 1265.67843 067 sgn4s
1 1 1 1 71 1 1T 1T 717 "~ 1T 1 " 1T " T " 1T ©~ 1T ™ T T* 1 O~ rrrrprrrrprerr e ettt e e e peeeepee
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(E)-Tetradec-2-enoyl analogue (21) *H NMR (500 MHz, DMSO-ds)
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Value

LC.10.042.1.fid

1H
2017-12-14T15:10:16

Z124031_0002
2017-12-14T15:10:16

spect
DMSO
Temperature 300.0
zg
1D
2.0000
3.2768
10000.0
-2002.9
1H

Parameter

Title
Spectral Size 65536

Spectrometer 500.13
Acquired Size 32768

Frequency

Spectral

Pulse Width  4.9000
Width

Receiver Gain 114.0
Modification

Experiment
Date

Comment
Instrument
Solvent
Pulse
Sequence
Probe
Number of
Scans
Relaxation
Delay
Acquisition
Time
Acquisition
Date
Lowest
Frequency
Nucleus
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(E)-Tetradec-2-enoyl analogue (21) TOCSY (500 MHz, DMSO-dp)
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Parameter
Title
Comment
Instrument
Solvent
Temperature
Pulse Sequence
Experiment
Probe

Number of
Scans

Receiver Gain

Value
LC.10.042.3.ser
TOCSY
spect
DMSO
300.0
dipsi2etgpsi
2D-TOCSY

7124031_0002
(PA TXI 500S1
H/ C-N-D-01.7
Z)

25

203.0

Relaxation Delay 1.4000

Pulse Width

Acquisition
Time

5.3500
0.4547

Acquisition Date 2017-12-14T19:

Modification
Date

Spectrometer
Frequency

Spectral Width

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

17:09

2017-12-14T22:
46:19

(500.13, 500.13

(4504.5, 4500.5
(-5.2,-3.1)

(1H, 1H)
(2048, 256)
(2048, 256)
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(E)-Tetradec-2-enoyl analogue (21) HSQC (500/126 MHz, DMSO-ds

JMMM ) j

oAl

—0
Parameter Value - 10
Title LC. -8 -
10.042.2.ser o o> 20
Comment HSQC °
<> o O
Instrument spect ® = =) B
Solvent DMSO So. e %ﬁ 30
Temperature  300.0 _ L
- > o
Pulse hsqcedgpph ® > o> > % 40
Sequence o == ° B
Experiment HSQC-EDITED -
{ o o
Probe Z124031_0002 )\1 S | 50
(PA TXI 500S1 e % o -
H/ C-N-D-01.7 ) NH.< o © L
2 < =
NH -
Numberof 36 o 60
Scans L
Receiver Gain 203.0 © o oH @®o 70
Relaxation 1.4000 NH g
Delay — |
NH Y
Pulse Width ~ 5.3500 H0—< o o, | 80
Acquistion 0.1137 o W oH, NH NHN/\/\/\/\/
Time CH;, o r
Acquisition 2017-12-14T15 o - 90
Date :20:43 N
Modification ~ 2017-12-14T19 A S "
Date :15:34 H, oy - 100
Spectrometer (500.13,
Frequency 125.77) i
Spectral Width (4504.5, 110
20833.3)
Lowest (-4.2, -1081.7) I
Frequency 120
Nucleus (1H, 13C) X |
Acquired Size (512, 256) 130
Spectral Size (512, 512) B
140
D
150
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 T T 1
.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5

f2 (ppm)
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(E)-Tetradec-2-enoyl analogue (21) HMBC (500/126 MHz, DMSO-ds)

PRI S | |

Parameter
Title
Comment
Instrument
Solvent
Temperature

Pulse
Sequence

Experiment
Probe

Number of
Scans

Receiver Gain

Relaxation
Delay

Pulse Width
Acquisition
Time
Acquisition
Date

Modification
Date

Spectrometer
Frequency

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

Value
LC.10.042.4.ser
HMBC
spect
DMSO
300.0
hmbcgplpndqgf
HMBC
Z124031_0002 (PA
TXI 500S1 H/ C-N-
D-01.7 2)

128

203.0
1.4000

5.3500
0.4547

2017-12-14722:51:10
2017-12-15T15:51:02

(500.13, 125.77)

Spectral Width (4504.5, 25125.6)

(-3.2, -89.4)

(1H, 13C)
(2048, 250)
(2048, 1024)

OH

8y

g

T )

100

—110

—120

—130

140

150

160

—170

180

—190

8.5

8.0

7.5

7.0

6.5

6.0

5.5

5.0

T
4.5
f2 (ppm)

4.0 3.5 3.0 2.5 2.0

1.5

1.0

0.5

f1 (ppm)
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(E)-Tetradec-2-enoyl analogue (21) Analytical HPLC, low and high-resolution ESI+ MS

Intensity

Analytical HPLC-UV chromatogram (214 nm)

2.5 o 4.864
HO>\"‘. NH< n
2.0 Hb/<o‘ NH
S
¢ °°U )
1.5] S‘
CHa
o 5%?3
Formula Adduct / Loss m/z
o 1 C56H88N12019 H + / — 1233.63615
0.5 2 C56H88N12019 Na + / — 1255.61809
Y M
0.0
I 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 T T 1
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5 5.0 5.5 6.0 6.5 7.
Retention time (min)
Low resolution ESI+ spectrum
5.0x 101
4.0x101
3.0x101
| 1255.887
2.0x101
1.0x10-
0.0 —an —— S l . LA, lm

300 400

500 600

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 T T
700 800 900 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 200(
m/z (Da)

Relative Abundance

1004

High-resolution ESI+ spectrum
1233.63668

1234.63987

1235.64340

1236.64628
’ 1237.64862 1239.61707

90

[es]
o

70

60

50

[#]
o

na
[=]

—_
[=]

[=]

1233.63614
Predicted spectrum

1234.63913

1235.64186

1236.64448
|| 1237.64705 1239 65206




(E)-Dodec-2-enoyl analogue (22) *H NMR (500 MHz, DMSO-ds)
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(E)-Dodec-2-enoyl analogue (22) COSY (500 MHz, DMSO-ds)

A

oot _amd A

7.0

6.5

f1 (ppm)

Parameter
Title
Comment
Instrument
Solvent
Temperature
Pulse Sequence
Experiment
Probe

Number of
Scans

Receiver Gain

Relaxation Delay 1.8000

Pulse Width
Acquisition Time
Acquisition Date

Modification
Date

Spectrometer
Frequency

Spectral Width

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

Value
LC.10.015.2.ser
cosy
spect
DMSO
300.0
cosygpqf
Cosy

7124031_0002
(PA TXI 50051
H/ C-N-D-01.7
z)
16

203.0

5.1500
0.3408
2017-11-06T11:1

2017-11-06T13:4
2:34

(500.13, 500.13)

(6009.6, 6002.4)
(-259.6, -254.0)

(1H, 1H)
(2048, 256)
(2048, 256)
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(E)-Dodec-2-enoyl analogue (22) HSQC (500/126 MHz, DMSO-ds)

ot sl M

o —0
Parameter Value N/<‘ H‘< &> —10
Title LC. cl&s— |
10.015.3.ser o e 20
Comment HSQC -
O DD = |
Instrument spect NH () =
- o 2
Solvent DMSO = o 30
Temperature  300.0 HO—<._ o} H —— L
Pulse hsqcedgpph o T“ CH3 —= - ©
H = > > e o> L 40
Sequence O E===— -
Experiment ~ HSQC-EDITED o] +
S
Probe Z2124031_0002 N % @ |50
(PA TXI 500S1 oo
H/ C-N-D-01.7 - > L
2) Hy OH %Q
Number of 32 60
Scans _ L
Receiver Gain 144.0 = 20
Relaxation 1.8000
Delay -
Pulse Width ~ 5.1500 80
Acquisition 0.0852
Time B
Acquisition 2017-11-06T13 90
Date :44:15
Modification ~ 2017-11-06T20, I
Date :30:04 - 100
Spectrometer (500.13,
Frequency 125.77) i
Spectral Width (6009.6, —110
28901.7)
Lowest (-256.1,
Frequency -698.0) —120
Nucleus (1H, 13C) [ L
Acquired Size (512, 400
q : ( ) —130
Spectral Size (512, 512)
140
(= |
150
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 T T 1
5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)

f1 (ppm)
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Parameter
Title
Comment
Instrument
Solvent
Temperature

Pulse
Sequence

Experiment
Probe

Number of
Scans

Receiver Gain

Relaxation
Delay

Pulse Width
Acquisition
Time
Acquisition
Date
Modification
Date

Spectrometer
Frequency

Value
LC.10.015.4.ser
HMBC
spect
DMSO
300.0
hmbcgplpndqf
HMBC
7124031_0002 (PA

TXI 50051 H/ C-N-
D-01.7 2)
72

203.0
1.8000

5.1500
0.3408

2017-11-06T20:33:23
2017-11-07T10:03:36

(500.13, 125.77)

Spectral Width (6009.6, 28901.7)

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

(-258.1, -707.5)

(1H, 13C)
(2048, 307)
(2048, 2048)

MM AR A A

9904,

(E)-Dodec-2-enoyl analogue (22) HMBC (500/126 MHz, DMSO-ds)

M
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88
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—70

— 80

—90

100

—110
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—130

L 140

150

160

—170

180

—190

8.0

6.5

6.0

2.5

L 200

0.5

f1 (ppm)
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(E)-Dodec-2-enoyl analogue (22) Analytical HPLC, low and high-resolution ESI+ MS

Analytical HPLC-UV chromatogram (214 nm) High-resoltuion ES|+ spectrum
2.04 Q 3.447 100, 122758800
}-K))\\ 0 i
| N 90
H’(<o_ H~<NH ]
1.5 30;
NH OJ’jOH 705
. g \ : mg‘O MY 3 E
B o 4 cHy NH NH\n/\/\/\/\/\/C”“ & 503 1228.59152
c 1.04 ChHy £
3 'l v ° 2 507
= A E s ]
E Y Formula Adduct / Loss m/z % 40:
oH 2 *
0.5l A 1 C54H84N12019 H + / — 1205.60485 -
' 2 C54H84N12019 Na + / —  1227.58679 807
- v J - 20§ 1229.59463
b 10
0.04 ] 1230.59685
o ) ) I 1231.60013
I T T T T T T T T T T T T T T T T T T T T T T 1 100: H
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5 5.0 5.5 6.( 1 Predicted spectrum
) Retention time (min) 90]
1000000- Low resolution ESI+ spectrum 1
1204.850 80—
800000 70
. 1228.58976
60
6000004 ]
50
4000004 1226.800 40 ‘
307
2000004 603,600 ] 122959246
1 ' 204
0 . S e l . L-....A.A...L.‘.... S TSP W ' E | |
107 1230.59507
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 T T T T T T T T T T T T E | 1231.59761
200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 200C Ly ey ey
m/z (Da) 1227 1228 1229 1230 1231 1232 1233

m/z
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(E)-But-2-enoyl analogue (23) *H NMR (500 MHz, DMSO-ds)

o
wn
&
LONLMOANTM SO T OLNTANANNLANNOOVOTATOONODOMEARAONNOIIONT AN ATONONNANEH—=FHONOVOLMOAOAINOVOTANTHNIDOMM —TRAOLTANARNLLTMAN—TOOOONONVDOMITMOHOANTNONDMNLMNONWOON DO
MOANNNNA"T1T00N00O0YVVYANNNROVVONINNILTMMANNNNNAATOOEEARNKNNNNNNROOOUOUONMNNMNNTMANNNOOVOVOVLOVENNAHAHOHOHOTARNNRNNRNNNNDNODNLNALLTNOOOOORAONKNN
WWOWPOVWOWOORNNNOLOLOVLONMINNNTTTFTTFTTFTTFTTFTTFTTFTTFTEFTFTsmommmMmMmMmMmMmMmMmMmMmmMmMmmmmammmmmommmmaAaaNNAaNNANNANNANNANNANNANNANENANNSS S A A A A A A A A A A A A A" -0 0000
L &IW
Parameter Value o
Title LC.10.012.1.fid >\_
Comment LC.10.012 HO ’
Instrument  spect NH~<
Solvent DMSO H o NH
Temperature 300.0
Pulse z9
o
Sequence OH
Experiment 1D NH o e}
Probe 7124031_0002 (PA —
TXI 50051 H/ C-N- NH v
D-01.7 ) H o H
NH Cl
Number of 16 0 n NH \n/\/ Hy
Scans
Receiver Gain 101.0
Relaxation 2.0000
Delay
Pulse Width  4.9000
Acquisition  3.2768
Time
Acquisition  2017-11-02T13:13:03|
Date
Modification  2017-11-02T13:13:03
Date
Spectrometer 500.13
Frequency
Spectral 10000.0
Width
Lowest -2005.4
Frequency
Nucleus 1H

Acquired Size 32768
Spectral Size 65536

0.3:
0.8
1.82.

0:65%
5]

By

0.5
0.6.

1.00J

3.3
1.01
0.82
2.02
2.9

10.0

9.5 9.0 8.5 8.0

6.0

5.5

5.0
f1 (ppm)
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(E)-But-2-enoyl analogue (23) COSY (500 MHz, DMSO-ds)

Parameter Value
Title LC.10.012.2.ser
Comment LC.10.012
Instrument spect
Solvent DMSO

Temperature 300.0
Pulse Sequence cosygpqf
Experiment Cosy

Probe 7124031_0002
(PA TXI 500S1
H/ C-N-D-01.7
2)

Number of 16

Scans

Receiver Gain ~ 203.0

Relaxation Delay 2.7000
Pulse Width 5.1750
Acquisition Time 0.4547

~
Cl d £ Acquisition Date 2017-11-02T13:1
+CHy o) Q .
[} o i, # % L g 9:56
00@,04 N \__/ " » o Modification ~ 2017-11-02T16:5
N . (4 ° - Date 6:48
[] ° -5 Spectrometer  (500.13, 500.13)
Hy " OH Frequency
L Spectral Width  (4504.5, 4500.5)
" Lowest (-13.7,-3.1)
Frequency
ﬁ p ¢ -6 Nucleus (1H, 1H)
" 0 Acquired Size (2048, 256)
o L Spectral Size (2048, 256)
@ @
Q
-7
[} o L

S50



)-But-2-enoyl analogue (23) HSQC (500/126 MHz, DMSO-ds)

L S L VP L AT

—0
o} 10
Parameter Value >\_ SC OPRE
% <
Title LC. HO % o o@D+
10.012.3.ser N AR
TS o> 20
Comment HSQCEDGPPH H NH ) = 7 5=~ oo
Instrument  spect 0 @ '1 (@< °
Solvent DMSO (o=t © 30
Temperature  300.0 |
Pulse hsqcedgpph NH
Sequence s 40
Experiment  HSQC-EDITED HO—< o L
Probe Z124031_0002 O y |50
(PA TXI 500S1
H/ C-N-D-01.7 o L
Z)
Number of 32 N 60
Scans 5 ] |
Receiver Gain 203.0 o = 20
Relaxation 2.7000 & i
Delay o L
Pulse Width ~ 5.1750 80
Acquisition 0.1137
Time F
Acquisition 2017-11-02T16 90
Date :59:17
Modification ~ 2017-11-02T22| B
Date :10:42 100
Spectrometer (500.13,
Frequency 125.77) r
Spectral Width (4504.5, 110
20833.3)
Lowest (-6.7, -1074.5) i
Frequency 120
Nucleus (1H, 13C)
Acquired Size (512, 207) ©
Spectral Size (512, 512) —130
© 140
- 150
f 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 T T T 1
5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)

f1 (ppm)
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(E)-But-2-enoyl analogue (23) HMBC (500/126 MHz, DMSO-ds)

i

—0
« & o 10
Parameter Value > P o ° ° °a0 o . [ +
Title LC.10.012.4.ser ® ¢ e -20
“ * o &6 L
Comment LC.10.012 30
Instrument  spect : ' B
Solvent DMSO o® @ N ' . aP 40
Temperature 300.0 ' ) |
Pulse hmbcgplpndqf . . o0 s N
Sequence ° o e gm po 50
Experiment ~ HMBC >\. I
P % o A4 L 60
Probe Z124031_0002 (PA HO % N
TXI 50051 H/ C-N- “~< . a8 -
D-01.7 Z) —70
H ° NH
Number of 64 F
Scans . L 80
Receiver Gain 203.0 X o L
Relaxation 2.7000 NH - 90
Delay - ' L
Pulse Width  5.1750 HO——< fe) L 100
%cnﬂ:isition 0.4547 o y CH, NH L
wCHy —110
Acquisition 2017-11-02T22:15:07 o S o, |
Date \ 7 120
Modification  2017-11-03T17:26:05 N N e
Date Lo 9 r
Spectrometer (500.13, 125.77) ""'mOH 130
Frequency H L
Spectral Width (4504.5, 27933.0) L 140
Lowest (-14.7, -1451.8) F
Frequency 150
Nucleus (1H, 13C) L
Acquired Size (2048, 336) - 160
Spectral Size (2048, 2048) X 2 : -1 [ ® ) F
% P .
°% e o . By P n B o8028uB . e p17o
180
—190
L 200
r 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 T T 1
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)

f1 (ppm)
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(E)-But-2-enoyl analogue (23) Analytical HPLC, low and high-resolution ESI+ MS

2.5 2.081 ?_
2.0
OH
LY
1.5 HO——< sﬁ i"‘“ H
. R ChHy
: PSS N
0 -~ . o
g -
; p
S 1.04
-
"M Eormula Adduct/ Loss  myz
1 C46H68N12019 H + / — 1093.47965
0.5 2 C46H68N12019 Na + / — 1115.46159
0.0
I T T T T T T T T T T T T T T T
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5
Retention time (min)
Low-resolution ESI+ spectrum
5000000
1092.700
40000004
3000000
2000000
1000000+ 1114.650
1 547.400 l

Analytical HPLC-UV chromatogram (214 nm)

5.(

200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400

m/z (Da)

1500 1600 1700 1800 1900 200(

Relative Abundance

100

=5 [a%) w P (5] [=1] ~l
o [=] o o o =] o
Lol b b b b |

o

1114.41974 [

High-resolution ESI+ spectrum
1115.46021

1116.46317

1117.46694

1120.39421

1118.47035
i

100

na W P (5} [=1] =~ [s5] (=]
o o [=) [=) [=) o o ?
111

iy
[=)

1115.46159 .
Predicted spectrum

1116.46449

1117.46707

1118.46959
1119, 4?205

1121.47689

1114

1116 1118

miz

1120
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Tetradecanoyl analogue (24) *H NMR (600 MHz, DMSO-ds)
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Tetradecanoyl analogue (24) COSY (600 MHz, DMSO-ds)

Parameter Value
Title LC.10.017.2.ser
Comment Cosy
Instrument spect
Solvent DMSO

Temperature 298.1
Pulse Sequence cosygpmfppgf
Experiment Cosy

Probe 5 mm CPTCI
1H-13C/ 15N/ D
Z-GRD 744896/
0030

Number of 16
Scans

Receiver Gain ~ 2050.0
Relaxation Delay 1.5000

~

E | pusewidth  8.5000

& | Acquisition Time 0.2272

p Acquisition Date 2017-10-23T13:2

2:04

Modification 2017-10-25T11:0
Date :
Spectrometer  (600.13, 600.13)
Frequency
Spectral Width ~ (9014.4, 9009.0)
Lowest (-597.4, -603.7)
Frequency
Nucleus (1H, 1H)
Acquired Size (2048, 256)
Spectral Size (2048, 256)
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Tetradecanoyl analogue (24) HSQC (600/151 MHz, DMSO-ds)

VALY PN

—0
] - 10
Parameter Value >\=—__ o B
Title LC.10.017.3.ser HO j NH.< @9 B
Comment HSQC HN/<: NH . & o @ 20
Instrument  spect )\Q [ SWS @ < L
Solvent DMSO o} OH o > | 30
Temperature 298.1 NH %o
Pulse hsqcedetgpsp. J N |
Sequence 3 HO—< o) NH Y ® - <@ L 40
Experiment ~ HSQC-EDITED O u CH, NH NH“/\/\/\/\/\/\/ CHy = <= -
Probe 5 mm CPTCI ~CHs > [
1H-13C/ 15N/ ';\ o K o A —N - 50
D Z-GRD N \ / ©
744896/ 0030 N I
. o < L 60
H,e~ “OH
Number of 48 F
[=3
Scans
. : 70
Receiver Gain 2050.0
Relaxation 1.5000 i
Delay 80
Pulse Width ~ 8.5000
Acquisition  0.1136 I
Time 90
Acquisition 2017-10-23T15 |
Date :25:38
Modification ~ 2017-10-25T11 — 100
Date :05:28 |
Spectrometer (600.13,
Frequency 150.92) 110
Spectral Width (9014.4, L
27173.9)
Lowest (-604.0, - 120
Frequency -109.5) L
Nucleus (1H, 13C) | 130
Acquired Size (1024, 400)
Spectral Size (1024, 1024) i
140
150
f T T T T T T T T T T T T T T T T T T T T T T 1
5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)

f1 (ppm)
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Tetradecanoyl analogue (24) HMBC (600/151 MHz, DMSO-ds)

i A

Parameter Value
Title LC.10.017.4.ser
Comment HMBC
Instrument spect
Solvent DMSO
Temperature 298.1

Pulse hmbcetgpl3nd ‘e

Sequence o

Experiment ~ HMBC

Probe 5 mm CPTCI 1H-13C/ % o

15N/ D Z-GRD
244896/ 0030

Number of 40 # o

Relaxation 1.5000
Delay

Pulse Width  8.5000
Acquisition 0.2272

Acquisition  2017-10-24T00:10:25 NH
Date oy °©
Modification  2017-10-25T11:05:39| - Hs OH
Date

Spectrometer (600.13, 150.92)

Frequency

Spectral Width (9014.4, 33112.6)

Lowest (-596.8, -32.9)

Frequency

Nucleus (1H, 13C)

Acquired Size (2048, 491) ) ..

Spectral Size (2048, 2048)

: OH
Scans NH °o
Receiver Gain 2050.0 -
H < o NH Y

O H CH, NH NH“/\/\/\/\/\/\/ CHy
[ o St . )
Time

1] ’.
' ' « W
b [} A
LT e 9 *
" . : ©Weow P
o © e D
“'”ﬁ we od
0
® ¢ N 1
N .

10

20

30

L 40

50

60

—70

80

90

—100

—110

—120

—130

L 140

150

160

~170

180

190

8.5 8.0 7.5 7.0 6.5 6.0

5.5 5.0 4.0 3.5 3.0 2.5 2.0 1.5

4.5
f2 (ppm)

1.0

=200

f1 (ppm)
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Tetradecanoyl analogue (24) Analytical HPLC, low and high-resolution ESI+ MS

Intensity

Analytical HPLC-UV chromatogram (214 nm)

u
=}

2.0+ o
| HO>\E
H NH
1.5 )\Q
OH 3.873
| NH U
HO—< gﬁo x H
1.0 0 H N “/\/\/\/\/\/\/CHS
Ay
| i/\‘\‘j\\( \—J Formula  Adduct/ Loss m/z
0.5 H,C~ “OH 1 C56H90N12019 H + / — 1235.65180
2 C56H90N12019 Na + / — 1257.63374
1 Y
0.04 V
I T T T T T T T T T T T T T T T T 1
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5
Retention time (min)
Low resolution ESI+ spectrum
10000004 1256.950
800000
600000+
1234.85(
400000
2000004
(o8 i R J...

T T T T T T T T T T T T T T T T T T T T T T T T
200 300 400
m/z (Da)

500 600 700 800 900 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 2000

Relative Abundance

100

90

~ ©
o o

=2}
[=]

na w P
(=] (=] (=]

o
[=]
Lt bbb b v b bbb

-
(=]

o

High-resolution ESI+ spectrum
1257.63375

1258.63710

1259.64074

1260.64395
. 1262.615635

=] o
TF
I

-~ [==]
[=] (=]
Lirr ol

-
(=]
Ll

Predicted spectrum

1258.63673

1259.63945

1260.64208
I l 1261.64465
Fl
T T e

1263.64966
T

1262 1264
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Dodecanoyl analogue (25) *H NMR (600 MHz, DMSO-db)
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108
80'8
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v1'8
sz'8
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Value
LC.10.016.1.fid

1H
2017-10-24T15:22:09

5 mm CPTCIL

1H-13C/ 15N/ D Z-
GRD 744896/ 0030
2017-10-25T11:05:26|

spect
DMSO
Temperature 298.1
2930
1D
16
2.0000
2.7263
12019.2
-2110.0
1H

Parameter

Title
Spectral Size 131072

Spectrometer 600.13
Acquired Size 32768

Frequency

Spectral

Pulse Width ~ 8.5000
Width

Comment
Instrument
Solvent
Pulse
Sequence
Experiment
Probe
Number of
Scans
Receiver Gain 12.7
Relaxation
Delay
Acquisition
Time
Acquisition
Date
Modification
Date
Lowest
Frequency
Nucleus

0.0
S59

0.5

3.5 3.0 2.5 2.0 1.5 1.0

4.0

4.5

5.0

f1 (ppm)

5.5

6.0

6.5

7.0

7.5

8.0

8.5

9.0

9.5

10.0




Dodecanoyl analogue (25) COSY (600 MHz, DMSO-ds)

TN N SN

Parameter Value
Title LC.10.016.2.ser
Comment Cosy
Instrument spect
Solvent DMSO

Temperature 298.1
Pulse Sequence cosygpmfppaf
Experiment COosy

Probe 5 mm CPTCI
1H-13C/ 15N/ D
Z-GRD 744896/
0030

Number of 16
Scans

Receiver Gain ~ 2050.0
Relaxation Delay 1.5000
Pulse Width 8.5000
Acquisition Time 0.2272
Acquisition Date 2017-10-24T15:2

f1 (ppm)

HO 3% N o 3:31
K H« Modification 2017-10-25T11:0
H o NH Date :
Spectrometer  (600.13, 600.13)
(o] Frequency
NH Spectral Width  (9014.4, 9009.0)
Lowest (-595.0, -604.3)
e} Frequency
{ O Hi CHg Nucleus (1H, 1H)
o e Acquired Size (2048, 256)
N
N \_/ Spectral Size (2048, 256)
3 NH
.., o
H,c” “OH
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Dodecanoyl analogue (25) HSQC (600/151 MHz, DMSO-dé)

.,JMN\/\-A«/\J\\,_M_A A

Parameter Value
Title LC.10.016.3.ser
Comment HSQC
Instrument spect

Solvent DMSO
Temperature 298.1
Pulse hsqcedetgpsp.
Sequence 3
Experiment HSQC-EDITED
Probe 5 mm CPTCI
1H-13C/ 15N/
D Z-GRD
744896/ 0030
Number of 32 L
Scans D .
Receiver Gain  2050.0 f ~70 g
Relaxation 1.5000 B c
Dela
- - 80 b
Pulse Width ~ 8.5000
Acquisition 0.1136 B
Time 90
Acquisition 2017-10-24T17
Date :26:57 r
Modification ~ 2017-10-25T11 100
Date :05:11
Spectrometer (600.13, i
Frequency 150.92) 110
Spectral Width (9014.4,
27173.9) i
Lowest (-602.8, 120
Frequency -110.4)
Nucleus (1H, 13C)
Acquired Size (1024, 400) - 130
Spectral Size (1024, 1024) l -
140
L 150
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 T T T T T T 1
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5

f2 (ppm)

Se1



Dodecanoyl analogue (25) HMBC (600/151 MHz, DMSO-ds)

e,

A

Parameter Value
Title LC.10.016.4.ser
Comment HMBC
Instrument spect . @
Solvent DMSO o "
°
Temperature 298.1
Pulse hmbcetgpl3nd P L
Sequence
Experiment ~ HMBC v o
Probe 5 mm CPTCI 1H-13C/ >\—,
15N/ D Z-GRD
744896/ 0030

Number of 40
Scans

Receiver Gain 2050.0 NH
Relaxation ~ 1.5000 HO—< Sﬁ o
Delay

Pulse Width ~ 8.5000

O H
Acquisition 0.2272 Q\
Time N

n-..

+-

. .

oAbt

L] . u - -
» @ o6 @

©
i - ﬂ#‘;
D o,

o3 O obecll

C @

&

10
L 20
L 30
40
L 50
L 60
70
L 80
L 90
L 100
110
L 120
130
L 140
L 150
L 160
170
L 180

—190

o
Acquisition  2017-10-24T23:17:40 NH
Date oy °
o Hg OH
Modification  2017-10-25T11:05:20
Date
Spectrometer (600.13, 150.92)
Frequency
Spectral Width (9014.4, 33112.6)
Lowest (-596.8, -32.2)
Frequency
Nucleus (1H, 13C) @
Y] A ) @ " g g - y

Acquired Size (2048, 502) ®opgi e ® N w 03 LI R - (Gl | g o @ ‘o
Spectral Size (2048, 2048)

r 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 T T T T T

8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.0 3.5 3.0 2.5 2.0 1.5 1.0

=200

f1 (ppm)
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Dod

Intensity

ecanoyl analogue (25) Analytical HPLC, low and high-resolution ESI+ MS

Analytical HPLC-UV chromatogram (214 nm)

o

0.7 ant NH<
0.6 HN/<: ;‘1@ 3.490

i °§(J o
0.5 \H Oﬁ/OH

] HO_‘< ;0 NH Y

fo) NH CHs
0.4 H “/\/\/\/\/\/
A JSh
0.3 ;/u\
" OH
0.2 Y i
Formula Adduct / m/z
0.14 Loss
1 C54H86N12019 H + / — 1207.62050
0.04 2 C54H86N12019 Na + / — 1229.60244
I T T T T T T T T T T T T T T T T
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5
Retention time (min)
Low resolution ESI+ spectrum
1228.950
10000004
1206.90(
500000+
604.000
0 s . R |

Relative Abundance

5.0

200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 2000

m/z (Da)

1005

40

High resolution ESI+ spectrum
1229.60141

1230.60435

1231.60776

1232.61188
l .\ 1233.61548 1235 25576

J

[=-]
T

ﬂ
T

=1}
o

1)
o

I
o

A
1229.60244
Predicted spectrum

1230.60541

1231.60811

123261072
A 1233.61327

R R L R LA L ANRASENCARacaaes e
1232 1234
m/z
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Decanoyl analogue (26) *H NMR (500 MHz, DMSO-ds)

940
840
640
€80
S8°0
98°0
£8°0
68°0
06°0

00T
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€0'T
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S
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S6'L
170°8
€0'8
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80°8 ]
11°8
218 ]
718 ]
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97'8 |
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ve'g -

OH

CH,

et Z

98°0

Value
LC.10.014.1.fid

Parameter
1H NMR
spect

Title

Comment

Instrument

DMSO

Temperature 300.0

Solvent

29

Pulse

Sequence

1D

Experiment
Probe

(PA

TXI 500S1 H/ C-N-
D-01.7 Z)

7124031_0002
1

Number of
Scans

Receiver Gain 90.5

2.0000

Relaxation
Delay

Pulse Width  4.9000

3.2768

Acquisition
Time

2017-10-23T14:46:41

Acquisition
Date

2017-10-23T14:46:41

Modification

Date

Spectrometer 500.13

Frequency

10000.0

Spectral
Width

-2005.4

Lowest

Frequency

1H

Nucleus

Acquired Size 32768

Spectral Size 65536

i 85°¢
86°'S
[X384

(434}
€82
€6'C
86°0
T
1€
€20

H( 89°C

STT
619

F oot

W S€€
S0

H\. €91

90°T
LLT

290

60
L0
Lo
260
SE'T
€L'T
veE'T
89°0

9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)

10.0
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Decanoyl analogue (26) COSY (500 MHz, DMSO-dé)

WM

Parameter Value
Title LC.10.014.2.ser
Comment Cosy
Instrument spect
Solvent DMSO

Temperature 300.0
Pulse Sequence cosygpqf
Experiment Ccosy

Probe 2124031_0002
(PA TXI 50051
H/ C-N-D-01.7
2)

Number of 24

Scans

Receiver Gain  203.0

Relaxation Delay 1.8000
Pulse Width 5.1000
Acquisition Time 0.3408

~~

g_ Acquisition Date 2017-10-23T14:5

(=X 3:11

-

ol Modification 2017-10-23T18:3
Date 4:19
Spectrometer  (500.13, 500.13)
Frequency
Spectral Width ~ (6009.6, 6002.4)
Lowest (-267.1, -262.0)
Frequency
Nucleus (1H, 1H)

Acquired Size (2048, 256)
Spectral Size (2048, 256)

Hoe” OH ; | 5
)
[}
. @ \ |
e N N
L8
ﬁ?& 0 Q}
T I T I T I T I T I T I T I T I T I T I T I T I T I T |
7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)
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Decanoyl analogue (26) TOCSY (500 MHz, DMSO-ds)

1 Parameter Value
Title LC.10.014.3.ser
Comment TOCSY
I Instrument spect
Solvent DMSO
2 Temperature  300.0
Pulse Sequence dipsi2etgpsi
Experiment 2D-TOCSY
Probe 2124031_0002
(PA TXI 500S1
3 H/ C-N-D-01.7
- 2)
Number of 24
| Scans
Receiver Gain  101.0
Relaxation Delay 1.8000
-4 Pulse Width ~ 5.1000
~
€ | Acquisition 0.3408
I S | Time
-
— Acquisition Date 2017-10-24T04:
Y .
-5 Modification 2017-10-24T08:
Date 36:52
Spectrometer  (500.13, 500.13
i Frequency
Spectral Width  (6009.6, 6002.4
-6 Lowest (-261.1, -248.5)
Frequency
Nucleus (1H, 1H)
I Acquired Size (2048, 256)
Spectral Size (2048, 256)
-7
-8

S66



Decanoyl analogue (26) HSQC (500/126 MHz, DMSO-dé)

(0]

Lo

Hi oS>
Parameter Value N
H~< O&
Title LC. H o NH
10.014.4.ser o o>
=
Comment HSQC o [SX=>}
Instrument  spect o OH —
NH (9] oo [} g
Solvent DMSO — Q
Temperature  300.0 HO—< o NH = T
Pulse hsqcedgpph O H CH NH NH CH, =) = S o = ’
Sequence : 8 cH ! i <= o
) S lo) -
Experiment ~ HSQC-EDITED (e} - "y > =
Probe 7124031_0002 N \__/ _ ==
(PA TXI 50051 NH @ >
H/ C-N-D-01.7 o @
Z) Hy " OH %
Number of 48
Scans [(>>ng
Receiver Gain 144.0
Relaxation 1.8000
Delay
Pulse Width ~ 5.1000
Acquisition 0.0852
Time
Acquisition 2017-10-23T18|
Date :36:31
Modification ~ 2017-10-24T04
Date :45:10
Spectrometer (500.13,
Frequency 125.77)
Spectral Width (6009.6,
28901.7)
Lowest (-260.6,
Frequency -697.0)
Nucleus (1H, 13C)
Acquired Size (512, 400)
Spectral Size (512, 512)
f 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 T T T T T
5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0
f2 (ppm)

100

—110

—120

130

140

- 150

f1 (ppm)
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Decanoyl analogue (26) HMBC (500/126 MHz, DMSO-dp)

Parameter
Title
Comment
Instrument
Solvent
Temperature

Pulse
Sequence

Experiment
Probe

Number of
Scans

Receiver Gain

Relaxation
Delay

Pulse Width

Acquisition
Time

Acquisition
Date

Modification
Date

Spectrometer
Frequency

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

Value
LC.10.014.5.ser
HMBC
spect
DMSO
300.0
hmbcgplpndqf
HMBC
7124031_0002 (PA

TXI 50081 H/ C-N-
D-01.7 2)
54

203.0
1.8000

5.1000
0.3408

2017-10-24T11:48:00
2017-10-25T01:00:52

(500.13, 125.77)

Spectral Width (6009.6, 28901.7)

(-267.1, -678.1)

(1H, 13C)
(2048, 400)
(2048, 2048)

WM _n

il

§o_ o
s -

~aptR g

100

—110

—120

—130

140

150

160

—170

180

190

8.5 8.0 7.5

7.0

6.5

6.0

5.5

5.0 4.5

f2 (ppm)

4.0 3.5 3.0 2.5 2.0 1.5 1.0

L 200

0.5

f1 (ppm)
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Decanoyl analogue (26) Analytical HPLC, low and high-resolution ESI+ MS

Analytical HPLC-UV chromatogram (214 nm)

3.130
0
Ojj\ﬁ/ OH
Z NA 7Y
8 NH T\IH“/\/\/\/\/CH;,
% +CHs3 & o
— N 'l,
o Formula Adduct / Loss m/z
1 C52H82N12019 H + / — 1179.58920
2 C52H82N12019 Na + / — 1201.57114
0.0
I T T T T T T T T T T T T T T T T T T 1
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5 5.
Retention time (min)
Low resolution ESI+ spectrum
3000004 1201.050
2000004
| 1179.05(
1000004
590.550
O At ..J.LL.‘ALL.__. [ DU S TUNIE W T YY) DO _Lth.a.. S

200 300 400 500 600 700

T
800

900 1000 1100 1200 1300 1400 1500

m/z (Da)

1600 1700 1800 1900 200!

Relative Abundance

1004

2] (]
f. 8

~J
[=]

60

50

40

n
=]

-
o

[=]

High-resolution ESI+ spectrum

1201.56914

1202.57216

1203.57539

1204.57946

| 1205.58308 1207.58431

100

[a+]
[=]

~
[=]

[4]
=]
prr bbb b v brrvn bbbt

u
1201.57114

Predicted spectrum

1202.57410

1203.57677

1204.57936
| | 120558188 1507 5g683

A REARIL T T
1204 1206 1208
m/z
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Hexanoyl analogue (27) *H NMR (500 MHz, DMSO-ds)

YA
120
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S'€
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n
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L0
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~
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N
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©
-

TT T T OTTUTT

Wummd

OH

\L_:7

HO
H o
NH
o
HO——< o
CH,
O K CH, 3
«CHs
o
.., o
o J)\M\}\JL‘ M k\/ M
v PO T
& = 8§ 0 & N’
— — ™ o~ o ~ 0

NH

N

S0
2.0
9°0
T
8°0
7'C
T
9°0

0002 (PA
TXI 5001 H/ C-N-
D-01.7 2)

16

Value
LC.10.013.1.fid

1H NMR
2017-11-01T11:11:45

spect
DMSO

g
1D
Z124031_0002
2.0000
3.2768
2017-11-01T11:11:45
10000.0
-2005.4
1H

Parameter
Acquired Size 32768

Title
Spectrometer 500.13

Frequency

Pulse Width  4.9000
Spectral
Width

Comment
Instrument
Solvent
Temperature 300.0
Pulse
Sequence
Experiment
Probe
Number of
Scans
Receiver Gain 101.0
Relaxation
Delay
Acquisition
Time
Acquisition
Date
Modification
Date
Lowest
Frequency
Nucleus

9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)

10.0
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Hexanoyl analogue (27) COSY (500 MHz, DMSO-ds)

NH

I
5.0

)
3
:

o
» “,%

4.5
f2 (ppm)

f1 (ppm)

-6
L7
.Be ° I
¥ 3 ' =
I ' I ' I ' I ' I ' I ' I ' I-
4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5

Parameter
Title
Comment
Instrument
Solvent
Temperature
Pulse Sequence
Experiment
Probe

Number of
Scans

Receiver Gain

Value
LC.10.013.2.ser
Ccosy
spect
DMSO
300.0
cosygpqf
Cosy

7124031_0002
(PA TXI 50051
H/ C-N-D-01.7
2)

16

203.0

Relaxation Delay 2.0000

Pulse Width

5.3000

Acquisition Time 0.4547
Acquisition Date 2017-11-01T11:2

Modification
Date

Spectrometer
Frequency

Spectral Width

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

2017-11-01T14:1
5:29

(500.13, 500.13)

(4504.5, 4500.5)
(-13.7, -6.1)

(1H, 1H)
(2048, 256)
(2048, 256)
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Hexanoyl analogue (27) HSQC (500/126 MHz, DMSO-dé)

N LR AL

f2 (ppm)

—0
HO %
Parameter Value NH~< o@—- |10
Title LC. NH i - %% : -
10.013.3.ser = (o = ' 20
Comment HSQC = > o .
Instrument spect” . o OH Lo o g . =<t
Solvent DMSO © < = <>c&bo - o © 30
Temperature  300.0 -
oul P hsacedaonh Ho__< ggo P e ] — > e r
ulse sqcedgppl H <]
Experiment ~ HSQC-EDITED CH, = L
o o e &
Probe Z124031_0002 o % -
50
(PA TXI 500S1 [ o
H/ C-N-D-01.7 T, L
2) g %ﬁ)
Number of 32 " OH © e ’ - 60
.| Scans |
Receiver Gain  203.0 o 70
Relaxation  2.0000 i
Delay 4 -
Pulse Width ~ 5.3000 L 80
Acquisition 0.1137
Time r
Acquisition 2017-11-01T14 90
Date :117:20
Modification ~ 2017-11-01T21 i
Date :52:03 100
Spectrometer (500.13,
Frequency 125.77) L
Spectral Width (4504.5, 110
20833.3)
Lowest (-7.2, -1070.4) i
Frequency - 120
Nucleus (1H, 13C) L
Acquired Size (512, 400)
Spectral Size (512, 512) . - 130
140
° L
150
f 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 T 1
5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5

f1 (ppm)
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Hexanoyl analogue (27) HMBC (500/126 MHz, DMSO-dp)

N L]

—0
a’ ~10
R 2" 8 L
Parameter Value e o
» Q ° 20
Title LC.10.013.4.ser @ @3
o« C - ® L
Comment HMBC .
° @ o é® ~30
Instrument  spect l
oer @ » > = . 3w L
Solvent DMSO 0 L 40
Temperature  299.9 Q L
Pulse hmbcgplpndgf B H s o | 5o
Sequence HO % N E s
Experiment ~ HMBC N/<‘ o L 60
Probe 7124031_0002 (PA H o NH |
TXI 500S1 H/ C-N- - o £ 7
D-01.7 2) y ~70
Number of 54 o OH r
Scans NH 0 80
Receiver Gain 203.0 - “ L
. H o 90
Relaxation 2.0000 H cl
Delay : [ o, \“/\/\/ Hy |
Pulse Width ~ 5.3000 . CH,; 100
Acquisition  0.4547 o L
Time N —110
Acquisition  2017-11-01T21:55:06 NH L
Date o, o —120
“ OH
Modification  2017-11-02T12:35:45 My L
Date 130
Spectrometer (500.13, 125.77) L
Frequency
) 140
Spectral Width (4504.5, 27933.0)
Lowest (-14.7, -1444.1)
Frequency —150
Nucleus (1H, 13C) i
) . 160
Acquired Size (2048, 389) o 9
Spectral Size (2048, 2048) © °
. . @pun. L
T & P Rt W @ - o 170
180
—190
L 200
f 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 T T T 1
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
2 (ppm)

f1 (ppm)
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Hexanoyl analogue (27) Analytical HPLC, low and high-resolution ESI+ MS

Analytical HPLC-UV chromatogram (214 nm)

2.420

o )
NS

0 CH, NH T\IH CH3
>\ o < jo\/\/\/
0.5. . Formula Adduct / Loss m/z
NH
(o]

1 C48H74N12019 H + / — 1123.52660
H,c” "OH 2 C48H74N12019 Na + / — 1145.50854

Intensity

0.0+

f T T T T T T T T T T T T T T
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5
Retention time (min)

v

Low resolution ESI+ spectrum
E 1122.900

3000000+

2000000+

1&4.900
1000000+

562.650
0 Y SV S RS W U DU

Relative Abundance

High-resolution ESI+ spectrum

1145.50839
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@ | [55)
o [=] ?

o
o

n [#+] Py
o [=] o
Lol b b b b b b

-
o

o

1 1'44._0060? )

1146.51167

1147.51508

- 1148.51836
| , | 1151.48598
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©
T

[=1] =~ 23]
o [=] ?

o
o

[#5]
[=]

na
o

B
o
Lttt b b bov it bl

—_
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Predicted spectrum

1146.51146

1147.51407

1148.51662
| | 114951910 115152397

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 T T T T T T T T T T T T
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o
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5-Cyclohexanepentanoyl analogue (28) *H NMR (500 MHz, DMSO-db)
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[44
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/5T
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09'C
29T
v9'C
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19T
69'C
0Lt
4
15°€
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bS'E
[S°€
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(7%
(7%
vLE
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L€
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8T
6T
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1€
7€
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S5
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(5
65'b
8L'b
26°2
10°8 -
20'8
£0'8
118
€1'8
v1'8
€2'8 1
vz'8 -

"

-

MMWMM ”

My

(PA

TXI 50051 H/ C-N-
D-01.7 2)

1

Value
LC.10.018.1.fid

1H

2017-10-20T12:35:00
2017-10-20T12:35:00

Z124031_0002

spect
DMSO
Temperature 300.0
zg
1D
2.0000
3.2768
10000.0
-2005.9
1H

Parameter

Title
Spectral Size 65536

Spectrometer 500.13
Acquired Size 32768

Frequency

Spectral

Pulse Width  4.9000
Width

Comment
Instrument
Solvent
Pulse
Sequence
Experiment
Probe
Number of
Scans
Receiver Gain 71.8
Relaxation
Delay
Acquisition
Time
Acquisition
Date
Modification
Date
Lowest
Frequency
Nucleus

o
<
[

£8'CT

TeT

£€9°C
06'0
14
€TC
290

00°'T

L8'S

98°0

o
o
-

o
N
N

o
N
N

@
<
—

LT'T
8LC

8T'€

60T
L0

e et e e R

Fev0
w0

59°0
+6'0
26'0
€T
wt
0
Fsso

0.0
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5-Cyclohexanepentanoyl analogue (28) COSY (500 MHz, DMSO-ds)

LV

O H

s o
Hy " OH ®
@§ % 9 %
I T I T I T I T I T I T I T I T I T I T I T I
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0
f2 (ppm)

oy

f1 (ppm)

Parameter
Title

Comment
Instrument
Solvent
Temperature
Pulse Sequence
Experiment
Probe

Number of
Scans

Receiver Gain

Relaxation Delay 1.8000

Pulse Width

Acquisition Time 0.3408
Acquisition Date 2017-10-20T13:2

Modification
Date

Spectrometer
Frequency

Spectral Width

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

Value

171018_lcor9948
_17001829413.2
ser

cosy
spect
DMSO
300.0
cosygpaf
cosy

7124031_0002
(PA TXI 50051
H/ C-N-D-01.7
2)
24

203.0

5.1500

6:17

2017-10-20T17:0
7:24

(500.13, 500.13)

(6009.6, 6002.4)
(-166.1, -159.0)

(1H, 1H)
(2048, 256)
(2048, 256)
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5-Cyclohexanepentanoyl analogue (28) TOCSY (500 MHz, DMSO-ds)

1 Parameter Value
B Title 171018 _lcorg94:
_17001829413.3.
ser
Comment TOCSY
Instrument spect
-2 Solvent DMSO
Temperature 300.0
L Pulse Sequence dipsi2etgpsi
Experiment 2D-TOCSY
Probe Z124031_0002
-3 (PA TXI 50051
H/ C-N-D-01.7
2)
B Number of 24
Scans
4 Receiver Gain ~ 203.0
~ | Relaxation Delay 1.8000
E | pulse width  5.1500
r £ | Acquisition 0.3408
o | Time
5 Acquisition Date 2017-10-20T17:
B 08:51
Modification 2017-10-20T20:
| Date 59:13
Spectrometer  (500.13, 500.13
Frequency
-6 Spectral Width  (6009.6, 6002.4
Lowest (-160.1, -153.5)
Frequency
i Nucleus (1H, 1H)
Acquired Size (2048, 256)
-7 Spectral Size (2048, 256)
-8
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5-Cyclohexanepentanoyl analogue (28) HSQC (500/126 MHz, DMSO-ds)

O>\€ -
Parameter Value HO % N 0 B
Title 171018_Icor99 N/<‘ H‘< -
48_170018294 H re) NH |
13.4.ser
Comment HSQC 4 B
OH
Instrument spect H 04
Solvent DMSO |
Temperature  300.0 HO g o NH i |
Pulse hsqcedgpph NH NH
Sequence O n Ch, +
Experiment ~ HSQC-EDITED o Chy o RS L
"y
Probe Z124031_0002 N \ / i @
(PA TXI 500S1 <> 54 B
H/ C-N-D-01.7 NH . B
2) ., °
Hy "OH |
Number of 40 o
Scans |
Receiver Gain 203.0
Relaxation 1.8000 I
Delay -
Pulse Width ~ 5.1500 |
Acquisition 0.0852
Time I~
Acquisition 2017-10-20T21 L
Date :01:21
Modification ~ 2017-10-21T07, B
Date :51:18 L
Spectrometer (500.13, _ —_— - |
Frequency 125.77)
Spectral Width (6009.6, L
28901.7)
Lowest (-162.1,
Frequency -716.4) -
Nucleus (1H, 13C) -
Acquired Size (512, 512)
Spectral Size (512, 512)
f 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 T T T T T T 1
5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)
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60
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140
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f1 (ppm)
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5-Cyclohexanepentanoyl analogue (28) HMBC (500/126 MHz, DMSO-dp)

Parameter
Title
Comment
Instrument
Solvent
Temperature

Pulse
Sequence

Experiment
Probe

Number of
Scans

Receiver Gain

Relaxation
Delay

Pulse Width
Acquisition
Time
Acquisition
Date

Modification
Date

Spectrometer
Frequency

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

Value
LC.10.018.5.ser
HMBC
spect
DMSO
300.0
hmbcgplpndgf
HMBC
7124031_0002 (PA

TXI 5001 H/ C-N-
D-01.7 2)
48

203.0
1.8000

5.1500
0.3408

2017-10-21T07:53:55

2017-10-21T22:57:26

(500.13, 125.77)

Spectral Width (6009.6, 28248.6)

(-168.6, -386.0)

(1H, 13C)
(2048, 512)
(2048, 2048)

o
Sy
. HC OH -

@ S, " wR

¢ Oy OB O

e A

— g e
° - B Bate WP

cpBS @ e Y

. 100

—110

—120

—130

140

150

160

—170

— 180

190

- 200

8.5

8.0

7.5

T T T T T T T T T T T T T T T T
7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5
f2 (ppm)

2.5 2.0 1.5 1.0

0.5

f1 (ppm)
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5-Cyclohexanepentanoyl analogue (28) Analytical HPLC, low and high-resolution ESI+ MS

Intensity

1.0+

0.8+

0.6+

0.4+

0.04

0.0

10000004

500000+

Analytical HPLC-UV chromatogram (214 nm)
[0)

3.098

Formula

1 C53H82N12019 H + / —
2 C53H82N12019 Na + / —

Adduct / Loss

m/z

1191.58920
1213.57114

1004

60

50

Relative Abundance

40

30

20

—_
[=]

High resolution ESI+ spectrum

1213.56948

1214.57228

1215.57547

1216.57938
1 | | 1217.58303

0.5 1.0 1.5

Low resolution ESI+ spectrum

596.350

Lo

2.0

T T T T T
2.5 3.0
Retention time (min)

1191.100
1212.700

20

10

200 300 400 500 600 700 800

m/z (Da)

o

900 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 2000

121 3?5?1 14 .
Predicted spectrum

1214.57411

‘ 1215.57679

1216.57938
1217.58192

1214 1216

miz

1218
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3-Phenylpropanoyl analogue (29) *H NMR (500 MHz, DMSO-db)

o

(%]

&
VOVWOONT—HORTMMOVDOMOVOMONONOVIIHDIONNOODNT M HODNDONTMOHAHATAONOULNONNTANODINDNODDLMOHANNOMANOAONNINTNOOVOLTMHMMAN—TOONITRNNTNODDIOMNILMNMAN—TOONMNM—HOONUOIT
NNNAA 14500 NNNNAA-4enNNNTMNNNNNNAGEREERRRNRNNNNNCOLOONNNNNATTRRIAENNNNOCLOOEONHNNNOBNDTITTLLLRRNNNDNONNTTILINCSOCOCSRBRRRRNKNN
WWWWWWOWRVONNNNNRNRNNRNNYTSTTTTTITTTIFTSTTFSTTIFETTEMMOMmMMOMmOMmOMOMMMOMOMmOMmMnMmMmmmmmonmmmmaAaNaNaNNANaNNANNANaNNANNANdNaANaNNANdNANdNANN"A S A A A A A A A A A A A A A A 000000000
AR AR e N N e

Parameter Value
Data File Name LC.10.019
(0]
Comment 1H >\" o
- . HO
Origin Bruker BioSpin GmbH NI
Owner iluc1588 '\/<\
Site H o NH
Instrument spect
Author o o OH
NH O
Solvent DMSO
.
Temperature  300.0 H o NH
Pulse Sequence zg
Experiment 1D O y NH
Probe Z124031_0002 (PA TXI
500S1 H/ C-N-D-01.7 Z o
Number of 32
Scans N
Receiver Gain  114.0
Relaxation 2.0000 y
Delay HsC "OH
Pulse Width 4.9000
Presaturation
Frequency
Acquisition 3.2768
Time
Acquisition Date 2017-10-21T723:04:11
Modification 2017-10-21T23:04:11
Date
Class
Spectrometer  500.13
Frequency
Spectral Width 10000.0
Lowest -2005.4
Frequency
Nucleus 1H U
Acquired Size 32768
Spectral Size 65536
' )y —1 " ' PR
TS aead 44 ST L A S N O L O A N
NN T T o—ininn - < RN NN © - @ < a @ e ©° - a - Q -
[=N=NeNoNeNoioNelNeNe) N ™ — oNO-O o < (=)} ~— o o~ o — o~ ™ — ™ 0
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 T T T T T T T T T T
10.0 9.5 9.0 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)
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3-Phenylpropanoyl analogue (29) COSY (500 MHz, DMSO-ds)

%w o Mt

oo OH |
NH Y _6
NH

A L

L7
b}
1]
@ L
o .

. 8

I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' 1
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5

f2 (ppm)

f1 (ppm)

Parameter Value

Data File Name 171020_lcor994
817001832068/

2/ ser

Title 171020_lcor9948
_17001832068.2
ser

Comment Cosy

Origin Bruker BioSpin
GmbH

Owner iluc1588

Site

Instrument spect

Author

Solvent DMSO

Temperature 300.0
Pulse Sequence cosygpgf
Experiment Ccosy

Probe 7124031_0002
(PA TXI 50051
H/ C-N-D-01.7 2)

Number of 24
Scans

Receiver Gain ~ 203.0
Relaxation Delay 2.1000
Pulse Width 5.2250

Presaturation
Frequency

Acquisition Time 0.3408

Acquisition Date 2017-10-21T23:0

6:07
Modification 2017-10-22703:1
Date 7:52

Class

Spectrometer  (500.13, 500.13)
Frequency

Spectral Width  (6009.6, 6002.4)

Lowest (-168.1, -158.5)
Frequency

Nucleus (1H, 1H)
Acquired Size (2048, 256)

Spectral Size (2048, 256)
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3-Phenylpropanoyl analogue (29) TOCSY (500 MHz, DMSO-ds)

M M WMW e -
Data File Name 171020_Icor994

8_17001832068,

3/ ser

Title 171020_lcor9948
_17001832068.3
ser

Comment TOCSY

Origin Bruker BioSpin
GmbH

Owner iluc1588

Site

Instrument spect

Author

Solvent DMSO

Temperature ~ 300.0
Pulse Sequence dipsi2etgpsi
Experiment 2D-TOCSY

Probe 7124031_0002

(PA TXI 50051
H/ C-N-D-01.7

3 2)

S | Number of 24

~ | Scans

bl

Y

Receiver Gain  203.0
Relaxation 2.1000

Delay

Pulse Width 5.2250

Presaturation

Frequency

Acquisition 0.3408

Time

Acquisition Date 2017-10-22T03:
19:29

Modification 2017-10-22T07:

Date 40:25

Class

Spectrometer  (500.13, 500.13)

Frequency

Spectral Width (6009.6, 6002.4)
Lowest (-158.1, -150.0)
Frequency

Nucleus (1H, 1H)

Acquired Size (2048, 256)
Spectral Size (2048, 256)

8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0
f2 (ppm)
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3-Phenylpropanoyl analogue (29) HSQC (500/126 MHz, DMSO-ds)

Parameter
Data File Name

Comment
Origin

Owner
Site

Instrument
Author

Solvent
Temperature
Pulse Sequence
Experiment
Probe

Number of
Scans

Receiver Gain

Pulse Width

Presaturation
Frequency

Acquisition
Time

Modification
Date

Class

Spectrometer
Frequency

Spectral Width

Lowest
Frequency

Nucleus
Acquired Size
Spectral Size

Relaxation Delay 2.1000

Acquisition Date 2017-10-22T07:4

Value

171020_Icor994
817001832068/
4/ ser

HSQC

Bruker BioSpin
GmbH

iluc1588

spect

DMSO

300.0
hsqcedgpph
HSQC-EDITED

7124031_0002
(PA TXI 50051
H/ C-N-D-01.7
2)

36

203.0

5.2250

0.0852

2:40

2017-10-22T18:5
9:37

(500.13, 125.77)

(6009.6,
28901.7)

(-158.6, -706.2)

(1H, 13C)
(512, 512)
(512, 512)

= e

OH

NH
HO-—< (@)
O H
N
Hg
r . r
8.0

P —)
E=2 > = @
e = o
o &
&=
@o
=2
[ S>)x5N
T T T T T T T T T T
4.5 4.0 3.5 3.0 2.5
f2 (ppm)
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130
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f1 (ppm)
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3-Phenylpropanoyl analogue (29) HMBC (500/126 MHz, DMSO-ds)

Parameter

Value

Data File Name 171020_lcor9948 | 0
17001832068/ 5/ I
ser ° ~10
Title 171020_Icor9948_ * : r
17001832068.5.ser - e °© 20
Comment HMBC - e -] L
Origin Bruker BioSpin 0 .e e = @ : . ~30
GmbH )\ o ° - - -
Owner iluc1588 HO % o ] 40
Site NH~< R L
- H NH cu D 50
Instrument spect o K L
Author R - 60
° OH -
Solvent DMSO NH Op ° 70
Temperature 300.0 L
Pulse Sequence  hmbcgplpndqgf HO < o NH H - 80
Experiment HMBC 5 o, NH NH L
Probe Z124031_0002 (PA —90
TXI 50051 H/ C- LI o L
N-D-01.7 Z) [ “n L 100
Number of Scans 40 NI N \__/ L
Receiver Gain 203.0 o 1110
Relaxation Delay 2.1000 Hy " OH L
Pulse Width 5.2250 —120
Presaturation Y r
Frequency oo QG@e > e [ 130
Acquisition Time  0.3408 r
Acquisition Date .210317-10—22T19:02 ®- - - - 140
Modification Date 2017-10-23T09:17 - 150
21
Class 160
. .
Spectrometer  (500.13, 125.77) . " . i
Frequency ® %o o B B @ o & il - - 170
Spectral Width ~ (6009.6, 28248.6) r
Lowest Frequency (-168.1, -374.0) - 180
Nucleus (1H, 13C) I 190
Acquired Size (2048, 512) |
Spectral Size (2048, 2048) L 200
r 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 T T 1
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
2 (ppm)

f1 (ppm)
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3-Phenylpropanoyl analogue (29) Analytical HPLC, low and high-resolution ESI+ MS

Analytical HPLC-UV chromatogram (214 nm) High resolution ESI+ spectrum
1 Q 1179.49210
2.437 _
1.4 >\‘ ] 1005
| HO kY N ” .
(<‘ % ]
1.2 w N, i ]
1.0 ¢ on ]
' NH fojf\j/ ?OE
g 0-8j o o o, " A § 605 1180.49521
£ o o o 2 507
< 0.6 Formula Adduct / Loss m/z é ]
z
; " N 1 C51H72N12019 H + / — 1157.51095 5 407
0.4 h” om ° 2 C51H72N12019 Na + / —  1179.49289 =4
_ %
0.2 zoé 1181.49861
0.0 104
3 1182.50234
| o ) 1 ‘ 1183.50484
' A ' ' ' L ! ' ! A ' ' ' L ' ' ' ooy TR calculated spectrum
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5 5 2 P
Retention time (min) a0
Low resolution ESI+ spectrum ]
2000000 1156.700 ao§
1 ?oé
15000004 605 1180.49584
| 502
10000004 ]
1179.300 407
5000004 303 ‘ |
] 1181.49849
1 578.900 | 20
. |
[0 RE— S ll..._.. S VRN § & SU— - ‘
103 1182.50106
L s O B e e e OE 1183.50357
200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 2000 T e e e
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Geranylgeranoyl analogue (30) *H NMR (500 MHz, DMSO-ds)
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LC.10.029.1.fid

1H

Parameter

Title

Comment

spect

Instrument

DMSO

Temperature 300.1

Solvent

2g

Pulse

Sequence

1D

Experiment

(PA

TXI 50051 H/ C-N-
D-01.7 2)

Z124031_0002
32

Probe

Number of
Scans

Receiver Gain 203.0

2.0000

Relaxation
Delay

Pulse Width  4.9000

3.2768

Acquisition
Time

2017-10-18T11:54:56|

Acquisition
Date

2017-10-18T11:54:56|

Modification

Date

Spectrometer 500.13

Frequency

10000.0

Spectral
Width

-2005.4

Lowest

Frequency
Nucleus

1H

Acquired Size 32768

Spectral Size 65536
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Geranylgeranoyl analogue (30) COSY (500 MHz, DMSO-dé)

FULUTINY

Parameter
Title
Comment
Instrument
Solvent
Temperature
Pulse Sequence
Experiment
Probe

Number of
Scans

Receiver Gain

Relaxation Delay 2.0000

Pulse Width

Value
LC.10.029.2.ser
Ccosy
spect
DMSO
300.0
cosygpqf
Ccosy

7124031_0002
(PA TXI 50051
H/ C-N-D-01.7
2)
16

203.0

8.7500

E | Acquisition Time 0.4547
a
) Acquisition Date 2017-10-18T12:0
= .
Modification 2017-10-18T14:5
Date 6:34
Spectrometer ~ (500.13, 500.13)
Frequency
- Spectral Width ~ (4504.5, 4500.5)
Lowest (-18.2, -7.1)
Frequency
Nucleus (1H, 1H)
Acquired Size (2048, 256)
Spectral Size (2048, 256)
[}
]
)
t
| ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' I ' 1
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5

f2 (ppm)
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Geranylgeranoyl analogue (30) HSQC (500/126 MHz, DMSO-dé)

,_,J\/‘—/AV\A’\/LA/\_\JL

IR A STV

—0
o o L
o -
Parameter Value HO 10
Title LC. -
10.029.3.ser > g
> = > 20
Comment HSQC
Instrument  spect %%9 D g = L
Solvent DMSO ; = & 30
Temperature  300.0 H CH,
O H CH, N A B == r
Pulse hsqcedgpph CH,
CcH, c CH, CH, £ L= = = - - > 40
Sequence o Hy =
Experiment HSQC-EDITED L
Probe 7124031_0002 NH e = &= 50
(PA TXI 500S1 % OH - B
H/ C-N-D-01.7 H @ L
Z) @ °
Number of 32 ° 60
Scans |
Receiver Gain 144.0 o
Relaxation 2.0000 70
Delay ° L
Pulse Width ~ 8.7500 o - 80
Acquisition 0.1137
Time 3
Acquisition 2017-10-18T15 .90
Date :21:49
Modification ~ 2017-10-18T22 i
Date :56:32 | 100
Spectrometer (500.13,
Frequency 125.77) F
Spectral Width (4504.5, 110
20833.3)
Lowest (-13.7, B
Frequency -1083.0) L | 120
Nucleus (1H, 13C) S
Acquired Size (512, 400) i
Spectral Size (512, 512) 130
140
150
f 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
5 8.0 7.5 7.0 6.5 6.0 5.5 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)

f1 (ppm)

S89



Geranylgeranoyl analogue (30) HMBC (500/126 MHz, DMSO-dp)

J MWWU WL

—0
(o] . . . ) L
)\-a__ ’ . B . ' 10
: HO % o . .
N : . : : -
Parameter Value H‘< . ' 20
Title LC.10.029.6.5er ;H\Q ' Lo - R I
Commeht ~ HMBC - : ' '
D¥ 3 ] —30
Instrument  spect ) ' %6 OH . . , L
Solvent DMSO ¢ - ' U : ' ' : 40
Temperature 300.0 ’ , 'NH Y . , L
Pul hmbcgplpndaf : N ~p G B 50
pulse mbegplpndg . o NHEAN A > -
equence CH3 1 cl CH CHs CHy L
Experiment  HMBC [ o 0 Hs ° . : . |60
Probe 7124031_0002 (PA ' ' . : . . -
TXI 50081 H/ C-N- ' . ' " . Lo
D-01.7 2) b ' ’ :
Number of 32 OH : ' : il
Scans . . — 80
Receiver Gain 203.0 . . I
Relaxation ~ 2.0000 . . ' o . . -0 =
Delay . ' . i g_
Pulse Width ~ 8.7500 ’ - . ' : 100 8
Aequisition  0.4547 : : . : T e
Time . . . . E . . —110
Acquisition  2017-10-19T14:40:25 : ' o v
Date . - : . . 120
Modification ~ 2017-10-19T20;23:05 ] ' ] . ' ' o T 3
Date . , . o0 —130
Spectrometer (500.13, 125.77) o . @ L
Frequency ' . L 140
Spectral Width (4504.5, 28248.6) . . . . . L
Lowest (-19.7, -328.7) ' . ) : ' . | 150
Frequency e - ! ' L
Nucleus (1H, 13C) . ! ’ ¢ ) . . . ! | 160
Acquired Size (2048, 256) . . N
Spectral Size (2048, 1024) ' ) ) . - . ' : o 170
, ; . . . : - 180
1 ' " ' -
—190
. 200
[ 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 T T T T T T 1
.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5

f2 (ppm)
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Geranylgeranoyl analogue (30) Analytical HPLC, low and high-resolution ESI+ MS

Analytical HPLC-UV chromatogram (214 nm)

2.5+ O 5.119
”%ﬁ(g
. O¥ o oo OH
s Qf L
F HO—< S‘ NHE CHg
@ o H NH A ~ N >
S 1 CH ChHy
9 b\ ‘«CHa O CHs CHy 3
= 1.0
4 o Formula Adduct / Loss m/z
0.5 1 C62H94N12019 H + / — 1311.68310
2 C62H94N12019 Na + / — 1333.66504 !_J
i A
0.0+
I 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 T 1
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5 5.0 5.5 6.0 6.5 7.0
Retention time (min)
Low resolution ESI+ spectrum
3000000+ 1311.950
20000004
1333.950
1000000+
910.600
(8 — — — _L e i L SO ________L
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 T T T T T T T T T T
300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900 2000

m/z (Da)

Relative Abundance

50

[#]
o

na
o

High-resolution ESI+ spectrum

1333.66537
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1336.67544
| | 1337.67849

1339.57315

80

~J
o
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o
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o

w
o
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o

—
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s
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T T T Y A

o
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1336.67354
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I}

Predicted spectrum

1339 681 2?

1336 1338

miz

T
1334
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1H AND 13C CHEMICAL SHIFTS FOR GLYCINOCIN ANALOGUES AS DERIVED FROM HSQC AND HMBC

Assignment | 14- (2)-14- 14-methylpentadec-2- (E)-2-butenoyl (E)-2-dodecanoyl (E)-2-tetradecanoyl

methylpentadecanoyl methylpentadec-2- ynoyl analogue (19) analogue (23) analogue (22) analogue (21)

analogue (18) enoyl analogue (20)

6H 6C 8H 8C 8H 8C 8H 8C 6H 6C 6H 6§C
1Aspl - 170.2 - 170.3 - 169.4 - 170.1 - 169.9 - 169.8
1Asp2 4.53 49.1 4.56 49.1 4.52 49.6 4.59 49.1 4.60 49.2 4.61 49.1
1Asp2NH 8.03 - 8.14 - 8.69 - 8.13 - 8.14 - 8.14 -
1Asp3 2.62 2.44 35.9 2.62 2.48 35.9 2.61 2.50 35.6 2.63 2.48" 35.8" 2.63 2.490 35.90 2.63 2.49 35.90
1Asp4 - 171.7 - * - 171.5 - 171.6 - 171.4 - 171.4
2Dapl _ * - * - * - * _ * _ *
2Dap2 4.66 48.4 4.65 48.3 4.64 48.2 4.65 48.7 4.65 48.3 4.66 48.7
2Dap2NH 8.14 - 8.25 - 8.28 - 8.23 - 8.23 - 8.24 -
2Dap3 354 311 | 39.6 3.54 3.11 | 396 3.56 3.12 | 395 357 311 39.5 3.55 3.11 39.6 3.55 3.11 | 395
2Dap3NH 7.52 - 7.53 - 7.50 - 7.49 - 7.49 - 7.52 -
3Pipl - 170.2 - * - * - 170.4 - 170.3 - 169.8
3Pip2 4.78 55.9 4.79 55.8 4.79 55.8 4.80 55.9 4.79 56.0 4.80 55.8
3Pip3 2.19 1.51 26.5 2.18 1.54 26.6 2.18 1.49 26.5 2.18 1.53 26.4 2.17 1.53 26.4 2.18 1.53 26.4
3Pip4 1.55 1.39 20.2 1.55 1.39 20.2 1.53 1.38 20.0 1.53 1.39 20.1 1.53 1.38 20.0 1.53 1.38 20.0
3Pip5 1.58 1.25 24.3 1.57 1.25 24.3 1.58 1.25 243 1.58 1.23 24.2 1.58 1.22 24.2 1.58 1.23 24.2
3Pip6 435 2.86 | 39.6 434 2.84 | 39.6 4.36 2.86 | 394 435 2.86 39.5 4.34 2.86 39.6 4.35 2.86 | 39.5
4Glyl - 169.1 - * - * - 169.2 - 169.0 - 168.9
4Gly2 3.99 366 | 416 3.96 3.66 | 415 3.97 3.64 | 416 397 3.64 41.5 3.96 3.64 41.6 3.97 3.65 | 41.5
4Gly2NH 8.08 - 8.10 - 8.09 - 8.08 - 8.08 - 8.09 -
5Aspl - 170.3 - * - 171.0 - 170.9 - 170.9 - 170.7
5Asp2 4.58 49.3 4.56 49.2 4.57 49.5 4.58 49.1 4.57 49.3 4.57 49.1
5Asp2NH 8.24 - 8.28 - 8.26 - 8.26 - 8.27 - 8.27 -
5Asp3 271 253 | 36.10 | 2.72 2.54 | 3597 | 2.73 2.52 | 36.27 274 2527 | 35.70 | 2.74 2.53 35.77 2.73 2.53 | 36.0"
5Asp4 - 172.0 | - * - 171.87 - 1716 | - 171.5 - 171.4
6Glyl - - - * - - - 169.6 | - 169.6 - *
6Gly2 3.75 4197 | 3.75 419" | 3.76 41.97 3.77 41.8" | 3.76 42.07 3.76 41.87
6Gly2NH 8.16 - 8.17 - 8.14 - 8.11 - 8.11 - 8.15 -
7Aspl - 1705 | - * - * - 170.7 | - 170.7 - 170.4
7Asp2 4.48 49.9 4.48 49.8 4.48 49.8 4.49 49.8 4.48 49.6 4.48 49.6
7Asp2NH 8.35 - 8.34 - 8.35 - 8.34 - 8.34 - 8.34 -
7Asp3 270 254 | 35.6" | 2.68 2.56 | 35.9" | 2.68 2.56 | 35.8" 270 2.557 | 35.77 | 2.70 2.56" | 35.6" 2.68 2.56 | 3547
7Asp4 - 1721 | - * - 171.77 - 1715 | - 171.5 - 170.9
8Glyl - * - * - 168.3 - 168.4 | - 168.3 - 168.0
8Gly2 3.75 42.1~ | 3.79 3.68 | 42.1 3.78 3.68 | 41.9" 378 371 41.9" | 3.75 42.27 3.79 3.69 | 4197
8Gly2NH 7.91 - 7.95 - 7.92 - 7.91 - 7.92 - 7.93 -
9Thrl - * - * - 169.2 - 169.3 | - 169.3 - *
9Thr2 4.28 58.2 4.26 58.3 4.26 58.2 4.27 58.2 4.26 58.2 4.27 58.2
9Thr2NH 7.90 - 7.88 - 7.88 - 7.86 - 7.85 - 7.87 -
9Thr3 3.83 66.6 3.83 66.6 3.82 66.5 3.82 66.5 3.82 66.5 3.82 66.5
9Thr4 1.03 19.3 1.03 19.3 1.03 19.3 1.03 19.3 1.03 19.4 1.03 19.3
10llel - 169.6 | - * - 170.1 - * - * - *
10lle2 4.30 54.2 431 54.1 4.32 54.1 4.31 54.0 4.31 54.1 4.31 54.0
10lle2NH 7.76 - 7.74 - 7.71 - 7.70 - 7.68 - 7.73 -
10lle3 1.73 35.8 1.73 35.6 1.73 35.8 1.71 35.7 1.73 35.7 1.73 35.7
10lle3Me 0.86 14.7 0.86 14.6 0.86 14.7 0.87 14.5 0.86 14.6 0.86 14.6
10lle4 1.51 1.06 | 24.0 1.50 1.05 | 24.2 1.51 1.06 | 24.0 1.51 1.06 24.0 1.51 1.04 24.1 1.51 1.05 | 24.1
10lle5 0.78 10.4 0.77 10.4 0.78 10.4 0.78 10.4 0.77 10.3 0.78 10.4
11Prol - 1719 | - * - * - 1720 | - 171.7 - *
11Pro2 4.19 59.4 4.19 59.4 4.19 59.4 4.18 59.3 4.18 59.5 4.18 59.3
11Pro3 202 175 | 29.1 2.00 1.72 | 29.1 2.02 1.72 | 29.1 201 171 29.1 2.01 1.71 29.1 2.01 1.71 | 29.1
11Pro4 1.94 181 | 244 1.91 1.79 | 24.5 1.94 1.81 | 24.4 1.92 181 24.2 1.91 1.79 24.2 1.92 1.80 | 24.3
11Pro5 3.78 3.53 | 46.9 3.74 3.51 | 47.0 3.78 3.53 | 46.9 376 3.52 46.9 3.76 3.52 47.0 3.76 3.52 | 46.9
FA1 - 1723 | - 1656 | - 152.5 - 164.8 | - 164.8 - 164.6
FA2 2.09 35.0 5.79 122.1 | - 76.1 5.94 1253 | 5.92 123.7 5.92 123.5
FA3 1.46 24.9 5.95 1446 | - 87.1 6.63 138.1 | 6.63 143.2 6.63 142.9
FA4 1.23 26.6 2.57 27.7 2.32 17.5 1.79 17.1 2.12 31.0 2.11 31.0
FAS 1.23 28.9 1.227 28.8" | 1.46 27.0 - - 1.38 27.5 1.37 27.3
FA6 1.23 28.9 1.227 28.8" | 1.34 27.7 - - 1.247 28.6" 1.237 28.6"
FA7 1.23 28.9 1.227 28.8" | 1.247 28.7° - - 1.247 28.6" 1.237 28.6"
FA8 1.23 28.9 1.227 28.8" | 1.247 28.7° - - 1.247 28.6" 1.237 28.6"
FA9 1.23 28.9 1.227 28.8" | 1.247 28.7° - - 1.247 28.6" 1.237 28.6"
FA10 1.23 28.9 1.227 28.8" | 1.247 28.7° - - 1.23 31.0 1.237 28.6"
FA11 1.23 28.9 1.227 28.8M | 1.247 28.7° - - 1.25 21.9 1.237 28.6"
FA12 1.23 28.9 1.22 26.5 1.23 26.5 - - 0.84 14.2 1.22 31
FA13 1.12 38.4 1.12 38.2 1.12 38.2 - - - - 1.24 21.8
FA14 1.49 27.3 1.48 27.1 1.48 27.4 - - - - 0.85 13.9
FA15 0.84 22.4 0.83 22.3 0.84 22.3 - - - - - -

*No HMBC observed for this atom or assignment is ambiguous

AValue represents a best approximation from overlapping HSQC and/or HMBC signals
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Assignment Hexanoyl analogue (27) Decanoyl analogue (26) Dodecanoyl analogue (25) Tetradecanoyl analogue (24) 5-Cyclohexanepentanoyl analogue (28) 3-Phenylpropanoyl analogue (29) Geranylgeranoyl analogue (30)
6H 6C 6H 6C 6H 6C 6H 6C 6H 6C 6H 6C 6H 6C
1Aspl - 170.3 - 170.1 - 170.7 - 170.2 - 169.9 - 170.0 - *
1Asp2 4.53 49.4 4.53 49.0 4.53 49.1 4.53 49.1 4.53 49.1 4.57 49.2 4.56 49.2
1Asp2NH 8.04 - 8.02 - 8.02 - 8.02 - 8.02 - 8.14 - 7.99 -
1Asp3 2.62 2.45 35.8 2.62 2.46 35.87 2.62 2.44 35.8 2.61 2.44 359 2.61 2.44 35.8 2.62 2.44 35.7 2.62 247 35.9
1Asp4 - 171.7 - 171.7 - 171.7 - 171.7 - 171.5 - 171.5 - *
2Dapl N * N * N * N * N * N * N *
2Dap2 4.66 48.4 4.66 48.3 4.66 48.4 4.65 48.3 4.66 48.4 4.67 48.4 4.66 48.3
2Dap2NH 8.13 - 8.11 - 8.13 - 8.14 - 8.12 - 8.19 - 8.18 -
2Dap3 3.55 3.08 39.7 3.54 3.08 39.7 3.54 3.10 39.5 3.52 3.13 39.5 3.54 3.11 39.6 3.56 3.10 39.6 3.56 3.10 39.6
2Dap3NH 7.51 - 7.51 - 7.51 - 7.52 - 7.52 - 7.52 - 7.52 -
3Pipl - 170.5 - 170.4 - 170.2 - 170.2 - 170.1 - 170.3 - *
3Pip2 4.78 55.9 4.78 55.9 4.79 55.8 4.78 55.9 478 55.8 4.80 55.9 4.79 55.8
3Pip3 2.18 153 26.5 2.18 1.53 26.5 2.18 151 26.4 2.19 1.51 26.4 2.18 1.51 26.3 2.18 1.52 26.4 2.18 1.52 26.4
3Pip4 1.54 137 20.1 1.54 137 20.1 1.54 1.39 20.1 1.55 1.39 20.1 1.55 1.39 20.2 1.54 1.38 20.0 1.54 1.38 20.0
3Pip5 1.58 1.22 24.2 1.57 1.22 24.1 1.57 1.25 24.2 1.58 1.24 24.2 1.58 1.25 243 1.58 1.24 241 1.55 1.21 241
3Pip6 4.35 2.84 39.6 4.34 2.85 39.6 4.34 2.86 39.5 4.35 2.85 39.6 4.35 2.86 39.5 435 2.86 39.5 434 2.85 39.5
4Gly1l - 169.2 - 169.2 - 169.2 - * - 168.9 - 169.0 - *
4Gly2 3.96 | 3.66 41.6 3.98 3.66 41.6 3.98 3.66 415 3.99 3.66 416 3.98 3.66 41.6 3.97 3.66 415 3.97 3.66 41.5
4Gly2NH 8.08 - 8.07 - 8.07 - 8.07 - 8.07 - 8.08 - 8.09 -
5Aspl - 171.2 - 1711 - 170.6 - * - 170.9 - 170.9 - *
5Asp2 4.58 49.4 4.58 49.4 4.59 49.2 457 49.3 4.58 49.2 4.58 49.2 4.57 49.2
5Asp2NH 8.27 - 8.25 - 8.25 - 8.21 - 8.24 - 8.27 - 8.27 -
5Asp3 2.74 2.527 35.8 2.74 2.55 35.77 2.747 2.537 35.87 2.697 2.537 36.47 2.71 2.53 35.87 2.74 2.54 35.77 2,737 2.557 36.07
S5Asp4 - 171.87 - 171.77 - 171.97 - 172.27 - 171.7 - 171.6" - *
6Glyl - 169.7 - 169.6 - 169.4 - * - * - 169.5 - -
6Gly2 3.76 41.8 3.77 42.00 3.75 41.8 3.75 4217 3.76 419 3.77 4197 3.77 41.97
6Gly2NH 8.12 - 8.11 - 8.13 - 8.18 - 8.14 - 8.11 - 8.15 -
7Aspl - 170.7 - 170.7 - 168.2 - 170.6 - 170.5 - 170.5 - *
7Asp2 4.48 49.4 4.49 49.8 4.5 49.7 4.47 50.0 4.48 49.8 4.49 49.8 4.48 49.8
7Asp2NH 8.34 - 8.33 - 8.33 - 8.37 - 8.34 - 8.35 - 8.34 -
7Asp3 2.7 2.557 35.7 2.71 2.56 35.87 2,717 2.547 35.67 2.667 2.567 36.07 2.66 2.55 35.87 2.70 2.54 35.77 2.707 2.577 35.97
7Aspd - 171.87 - 171.50 - 171.87 - 172.00 - 1713 - 171.57 - *
8Gly1l - 168.5 - 168.3 - 170.6 - * - 168.1 - 168.2 - *
8Gly2 3.73 41.8 3.76 42.00 3.74 41.8 3.75 4217 3.73 421 3.75 419 3.79 3.69 41.87
8Gly2NH 7.93 - 7.90 - 7.88 - 7.92 - 7.92 - 8.03 - 7.94 -
9Thrl - 169.4 - 169.4 - 169.4 - * - 169.2 - 169.3 - *
9Thr2 4.27 58.2 4.28 58.2 4.29 58.1 4.28 58.2 4.27 58.1 4.27 58.1 4.26 58.2
9Thr2NH 7.85 - 7.86 - 7.88 - 7.92 - 7.87 - 7.84 - 7.87 -
9Thr3 3.82 66.5 3.82 66.5 3.82 66.5 3.83 66.5 3.82 66.5 3.83 66.5 3.82 66.5
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9Thra 1.02 19.4 1.03 19.3 1.03 193 1.03 193 1.03 193 1.03 193 1.03 193
10lle1 - 1701 | - 1701 | - 1698 | - 169.6 - 169.7 - 169.7 - *

10lle2 431 541 430 541 430 540 430 541 430 54.0 430 54.0 430 540

10lle2NH 7.69 - 7.70 - 7.74 - 7.77 - 771 - 7.68 - 7.72 -

10lle3 1.72 35.8 1.72 35.8 1.73 35.8 1.74 35.7 1.74 35.6 1.70 35.7 1.72 35.6

10lle3Me 0.87 145 0.86 143 0.85 138 0.86 14.5 0.86 14.7 0.82 14.6 0.86 14.5

10lle4 147 | 1.05 245 1.50 1.05 | 241 1.50 1.06 24.0 1.51 1.06 24.0 1.51 1.06 24.0 1.51 1.05 24.0 1.50 1.04 24.0

10lle5 0.78 10.4 0.78 10.4 0.78 10.4 0.78 10.4 0.78 10.4 0.76 10.2 0.7 10.3

11Prol - 1721 | - 1720 | - 172 - * - * - 171.9 - *

11Pro2 4.19 59.5 4.19 59.5 4.19 59.4 419 59.4 4.19 59.3 4.20 59.4 419 59.4

11Pro3 201 | 1.73 29.2 2.02 174 | 29.1 2.02 1.75 29.0 2.01 1.75 28.9 2.02 1.75 29.1 2.02 1.74 29.0 1.99 1.71 29.0

11Prod 192 | 1.81 243 1.93 1.81 | 243 1.93 1.82 24.2 1.93 1.81 243 1.94 1.81 24.4 1.94 1.81 2422 1.91 1.81 2422

11Pro5 376 | 352 | 470 377 | 352 | 470 377 | 353 46.9 3.77 3.52 46.9 3.78 3.53 46.9 3.76 3.50 46.9 3.76 3.50 46.9

FAL - 1725 | - 1724 | - 1723 - 1723 - 1721 - 1715 - *

FA2 2.09 35.0 2.09 35.0 2.09 35.0 2.09 35.0 2.10 35.0 2.80 30.7 5.70 117.8

FA3 1.47 24.4 1.46 24.7 1.46 24.9 1.46 24.9 1.44 25.2 2.42 36.4 - (2.06)2 152.9 (17.6)2
FA4 1.21 30.6 1.23 31.1 1.23 31.1 1.22 311 1.23 25.7 - 14101 2.04 40.0

FAS 1.25 216 1.247 28.6" 1237 28.6" 1.237 28.8" 1.13 36.4 7191 128.01 2.09 255

FA6 0.85 136 1.247 28.6" 1230 28.6" 1.237 28.8" 1181 36.8 7.261 128.11 5.10 123.02

FA7 - - 1.240 28.6" 1237 28.6" 1.237 28.8" 1641 0811 3251 7171 125.7 1 - (1.57)23 | 13523 (15.4)23
FAS - - 1.240 28.6" 1230 28.6" 1237 28.8" 1.61 1A 1.16 1A 2561 - - 1.92 38.9

FA9 - - 1.240 218 1230 28.6" 1.237 28.8" 1.61 1A 1.13 1A 2551 - - 2.02 25.8

FA10 - - 0.85 14.2 1230 28.6" 1.237 28.8" - - - - 5.07 123.23

FA11 - - - - 1.26 21.9 1.237 28.8" - - - - - (1.55)23 | 134.53(15.5)23
FA12 - - - - 0.87 14.4 1.237 28.8" - - - - 1.92 38.9

FA13 - - - - - - 1.26 21.9 - - - - 2.02 25.8

FA14 - - - - - E 0.85 1338 E - - - 5.06 1237

FA15 - - - - - - - - - - - - - 130.8

FA16 1.63 (1.55)2 25.2 (17.3)

*No HMBC observed for this atom or assignment is ambiguous

AValue represents a best approximation from overlapping HSQC and/or HMBC signals

1Signal corresponding to the FA Phenyl or cyclohexyl group

2Signal corresponding to a FA side chain methyl group

3Ambiguity exists between the following pairs of assignments (FA6/FA10, FA7/FA11, FA7Me/FA11Me)
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ANTIMICROBIAL SCREENING DATA

Glycinocin Analogues Screening Average (uM)

|S. aureus (ATCC 29213) B. subtilis (ATCC 23857) P. aeruginosa (ATCC 27853)

MHB CAMHB (50) MHB CAMHB (50) MHB ICAMHB (50)
Rifampin 0.0060 0.0080 0.15 0.11 >66 >66
Daptomycin 22 0.34 22 0.94 >66 >66
Vancomycin 0.94 0.51 0.097 0.11 >66 >66
Gentamicin 1.3 4.4 0.39 0.064 1.0 8.4
Glycinocin A (1) >66 11 >66 17 >66 >66
Glycinocin B (2) >66 5.5 >66 8.3 >66 >66
Glycinocin C (3) >66 17 >66 11 >66 >66
(E)-But-2-enoyl analogue (23) >66 >66 >66 >66 >66 >66
(E)-Dodec-2-enoyl analogue (22) >66 >66 >66 55 >66 >66
Hexanoyl analogue (27) >66 >66 >66 >66 >66 >66
Decanoyl analogue (26) >66 >66 >66 >66 >66 >66
Dodecanoyl analogue (25) >66 >66 >66 >66 >66 >66
Tetradecanoyl analogue (24) >66 16.5 >66 17 >66 >66
5-cyclohexanepentanoyl analogue (28) >66 >66 >66 >66 >66 >66
3-Phenylpropanoyl analogue (29) >66 >66 >66 >66 >66 >66

Glycinocin Analogues Screening Average (ug/mL)

ls. aureus (ATCC 29213)

|B. subtitis (ATCC 23857)

P. aeruginosa (ATCC 27853)

MHB CAMHB (50) MHB CAMHB (50) MHB ICAMHB (50)
Rifampin 0.0049 0.0066 0.12 0.091 >54 >54
Daptomycin 36 0.55 36 1.5 >110 >110
Vancomycin 1.4 0.74 0.14 0.16 >96 >96
Gentamicin 0.62 2.1 0.19 0.031 0.48 4.0
Glycinocin A (1) >82 14 >82 21 >82 >82
Glycinocin B (2) >83 6.9 >83 10 >83 >83
Glycinocin C (3) >81 21 >81 14 >81 >81
(E)-But-2-enoyl analogue (23) >72 >72 >72 >72 >72 >72
(E)-Dodec-2-enoyl analogue (22) >80 >80 >80 66 >80 >80
Hexanoyl analogue (27) >74 >74 >74 >74 >74 >74
Decanoyl analogue (26) >78 >78 >78 >78 >78 >78
Dodecanoyl analogue (25) >80 >80 >80 >80 >80 >80
[Tetradecanoyl analogue (24) >82 20 >82 21 >82 >82
5-cyclohexanepentanoyl analogue (28) >79 >79 >79 >79 >79 >79
3-Phenylpropanoyl analogue (29) >76 >76 >76 >76 >76 >76

Glycinocin Analogues Screening Average (LM) Glycinocin Analogues Screening Average (ug/mL)

E. faecium (ATCC 6569) E. faecium (ATCC 6569)

MHB CAMHB (50) |CAMHB (100){CAMHB (200) |VHB CAMHB (50) |CAMHB (100) |CAMHB (200)
Rifampin 0.69 0.69 0.86 1.0 0.57 0.57 0.71 0.85
Daptomycin 8.3 0.17 0.03 0.04 13 0.28 0.04 0.06
[Vancomycin 0.26 0.52 0.52 0.52 0.37 0.75 0.75 0.75
Glycinocin A (1) 33 4.1 4.1 2.1 41 5.2 5.2 2.6
Glycinocin B (2) 17 4.1 2.1 2.1 21 5.2 2.6 2.6
Glycinocin C (3) A4 14 4.1 4.1 54 17 5.1 5.1
Tetradecanoyl analogue (24) 55 8.3 4.1 4.1 68 10 5.1 5.1
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Glycinocin Analogues Screening Average (uM)

IS. aureus (ATCC 29213) B. subtilis (ATCC 23857) E. faecium (ATCC 6569) P. aeruginosa (ATCC 27853)
CAMHB CAMHB CAMHB CAMHB

MHB CAMHB (50) [CAMHB (100) [CAMHB (200) [MHB CAMHB (50) 100) 200) MHB CAMHB (50) (100) (200) MHB CAMHB (50)
Rifampin 0.0054 0.0054 0.004 0.004 0.35 0.35 0.52 0.34 0.52 0.52 1.0 1.0 33 33
Daptomycin 5.5 0.86 0.26 0.26 8.3 1.0 0.52 0.43 6.2 0.11 0.02 0.02 >66 >66
Vancomycin 0.69 1.4 1.6 2.1 0.13 0.26 0.43 0.43 0.26 0.34 0.52 0.52 >66 >66
Gentamicin 2.8 1.7 2.1 4.1 0.18 0.13 0.13 0.17 11 8.3 17 25 2.1 4.1
Glycinocin A (1) >66 17 8.3 4.1 >66 17 4.1 4.1 28 5.5 2.1 2.1 >66 >66
Glycinocin B (2) 66.0 8.3 8.3 4.1 >66 17 8.3 4.1 14 2.1 2.1 2.1 >66 >66
Glycinocin C (3) >66 17 17 8.3 >66 33 8.3 4.1 66 6.9 4.1 2.8 >66 >66
gy penadecanoylanalogue g 17 8.3 4.1 66 29 17 83 |8 a1 1 1 pes >66
(Z)-14-methylpentadec-2-enoyl
alogus (20) 66 17 8.3 6.2 66 33 17 11 28 4.1 2.1 2.1 >66 >66
14-methylpentadec-2-ynoyl
natogue (19) >66 33 17 8.3 >66 66 17 11 66 8.3 4.1 4.1 >66 >66
(E)-Tetradec-2-enoyl analogue (21) [>66 22 8.3 4.1 >66 33 11 4.1 >66 6.9 2.1 3.1 >66 >66
Geranylgeranoyl analogue (30) 33 8.3 4.1 4.1 66 29 11 8.3 11 3.4 2.1 2.1 >66 >66

Glycinocin Analogues Screening Average (pg/mL)
IS. aureus (ATCC 29213) IB subtilis (ATCC 23857) E. faecium (ATCC 6569) P. aeruginosa (ATCC 27853)
CAMHB CAMHB CAMHB CAMHB

MHB ICAMHB (50) [CAMHB (100) [CAMHB (200) |[MHB CAMHB (50) (100) (200) MHB CAMHB (50) (100) (200) MHB ICAMHB (50)
Rifampin 0.0044 0.0044 0.0033 0.0033 0.29 0.29 0.42 0.28 0.42 0.42 0.85 0.85 27 27.16
Daptomycin 8.9 1.4 0.42 0.42 13 1.7 0.84 0.70 10 0.17 0.04 0.04 >110 >110
Vancomycin 1.0 2.0 2.2 3.0 0.19 0.37 0.62 0.62 0.37 0.50 0.75 0.75 >96 >96
Gentamicin 1.3 0.82 0.98 2.0 0.08 0.06 0.06 0.08 5.3 3.9 7.9 12 0.98 2.0
Glycinocin A (1) >82 21 10 5.2 >82 21 5.2 5.2 34 6.9 2.6 2.6 >82 >82
Glycinocin B (2) 83 10 10 5.2 >83 21 10 5.2 17 2.6 2.6 2.6 >83 >83
Glycinocin C (3) >81 20 20 10 >81 41 10 5.1 81 8.5 5.1 3.4 >81 >81
14-methylpentadecanoyl analogue
(18) 83 21 10 5.2 83 36 21 10 35 5.2 2.6 2.6 >84 >84
(Z)-14-methylpentadec-2-enoyl
alogus (20) 83 21 10 7.8 83 42 21 14 35 5.2 2.6 2.6 >84 >84
14-methylpentadec-2-ynoyl
ot (19 >84 42 21 10 >84 83 21 14 83 10 5.2 5.2 >84 >84
(E)-Tetradec-2-enoyl analogue (21) [>82 27 10 5.1 >82 a1 14 5.1 >82 8.5 2.5 3.8 >82 >82
Geranylgeranoyl analogue (30) 43 11 5.4 5.4 87 38 14 11 14 4.5 2.7 2.7 >87 >87
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