Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry.
This journal is © The Royal Society of Chemistry 2021

Solid-phase synthesis of coralmycin Alepi-

coralmycin A and desmethoxycoralmycin A

Paige M. E. Hawkins,2? Dennis Y. Liu,° Roger G. Linington,® and Richard J.

Payne*ab

@ School of Chemistry, The University of Sydney, Sydney, NSW, 2006, Australia.

b Australian Research Council Centre of Excellence for Innovations in Peptide and
Protein Science, The University of Sydney, NSW 2006, Australia

¢ Department of Chemistry, Simon Fraser University, Burnaby, BC V5A 1S6, Canada.



Table of Contents

General Methods and Materials

Synthesis of Fmoc-PABA-OH (7)

Synthesis of PABA-OAII (8)

Synthesis of Fmoc-L-Asp-PABA-OAIl (6)

Synthesis of Fmoc-L-erythro-B-methoxy-Asp-PABA-OAIl (25)

NMR Data for Coralmycin A (1)

Analytical HPLC Trace of Coralmycin A (1/epi-1)

IH NMR Spectrum of Coralmycin A (1/epi-1) showing diastereomeric ratio
NMR Data for Desmethoxycoralmycin A (5)

Analytical HPLC Trace of Desmethoxycoralmycin A (5)

Analytical chiral LC Trace of Desmethoxycoralmycin A (5)

Conditions for the attempted amidation of resin-bound 11 with PABA-OAII (8)
Antimicrobial screening methods and data

References

NMR Spectra

Crystallographic Information File for nitrobenzaldehyde 20

ga A W W DN

10
12
12
13
14
15
16
17
18



General Methods and Materials

All reactions were carried out under an argon atmosphere and at room temperature (22 °C) unless the
reaction was performed under aqueous conditions or unless otherwise specified. The reactions carried
out at 0 °C employed a bath of water and ice and reactions carried at -40 °C employed a bath of dry ice
and MeCN. Anhydrous THF, CH2Cl2, MeOH, MeCN, DMF, and toluene were obtained using a
PureSolv® solvent purification system. The reactions were monitored by thin layer chromatography
(TLC) on aluminium backed silica plates (Merck Silica Gel 60 F254). Visualisation of TLC plates was
undertaken with an ultraviolet (UV) light at A = 254 nm and staining with solutions of vanillin, ninhydrin,
and potassium permanganate followed by exposure of the stained plates to heat. Silica flash column
chromatography (Merck Silica Gel 60 40 — 63 pm) was undertaken to purify crude reaction mixtures
using solvents as specified. Fractions were collected manually or with a Biotage Isolera Spektra

automated flash purification system.

All commercially available reagents were used as obtained from Sigma-Aldrich, Merck, Acros Organics
or AK Scientific. Amino acids, coupling reagents and Trityl-OH ChemMatrix® resins were obtained from
NovaBiochem, PCAS, GL Biochem, or Mimotopes and peptide synthesis grade DMF was obtained from
Merck or Labscan. All non-commercially available reagents were synthesized according to literature

procedures as referenced.

IH NMR spectra were obtained using a Bruker DRX 300, DRX 400 or DRX 500 at frequencies of 300
MHz, 400 MHz or 500 MHz respectively in CDCls, MeOD, acetone-d®, or DMSO-d® Chemical shifts are
reported in parts per million (ppm) and coupling constants in Hertz (Hz). 'H NMR data is reported as
follows: chemical shift values (ppm), multiplicity (s = singlet, d = doublet, t = triplet, g = quartet, m =
multiplet, br = broad), coupling constant(s) and relative integral. 23C NMR spectra were obtained using
a Bruker DRX 400 or DRX 500 at 100 MHz or 125 MHz in CDCls, MeOD, CD3:CN, DMSO-d®, and
acetone-d® unless otherwise specified. 13C NMR data is reported as chemical shift values (ppm). Any
rotamers were confirmed via variable temperature NMR experiments or saturation transfer NMR
experiments. Low resolution mass spectra for novel compounds were recorded on a Bruker amaZon
SL mass spectrometer (ESI) operating in positive/negative mode or on a Shimadzu 2020 (ESI) mass
spectrometer operating in positive/negative mode. High resolution mass spectra were recorded on a

Bruker-Daltronics Apex Ultra 7.0T Fourier transform (FTICR) mass spectrometer.

LC-MS was performed on a Shimadzu UPLC-MS instrument with an LC-M20A pump, SPD-M30A diode
array detector and a Shimadzu 2020 (ESI) mass spectrometer operating in positive mode. Separations
on the UPLC system were performed on a Waters Acquity 1.7 um, 2.1 x 50 mm (C18) column. These
separations were performed using a mobile phase of 0.1 vol % trifluoroacetic acid in water (Solvent A)
and 0.1 vol % trifluoroacetic acid in MeCN (Solvent B) using linear gradients. Preparative reverse-phase
HPLC was performed using a Waters 500 pump with a 2996 photodiode array detector and a Waters
600 Multisolvent Delivery System.



Synthesis of Fmoc-PABA-OH (7)
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4-Aminobenzoic acid (1.00 g, 7.29 mmol), Fmoc-OSu (2.58 g, 7.66 mmol) and NaHCOs (1.67 g) were
dissolved in 1,4-dioxane/water (1:1, v/v, 40 mL) and the reaction solution was stirred at room
temperature for 16 h. The resulting reaction mixture was acidified to pH 1 via addition of 2 M aqueous
HCI and the resulting precipitate was collected and dried in vacuo to afford the title compound (2.14 g,
5.94 mmol, 81%) as a white solid. *H NMR (DMSO-d®, 400 MHz) & (ppm); 12.63 (br s, 1H), 10.08 (s,
1H), 7.91 (m, 2H), 7.85 (m, 2H), 7.76 (M, 2H), 7.56 (M, 2H), 7.43 (m, 2H), 7.35 (m, 2H), 4.53 (d, J = 6.4
Hz, 2H), 4,33 (t, J = 6.4 Hz, 1H); 13C NMR (DMSO-d?, 125 MHz) 5 (ppm); 166.9, 153.3, 143.7, 143.2,
140.8, 130.4, 127.7, 127.1, 125.1, 124.5, 120.2, 117.4, 65.8, 46.6; LR-MS: (-ESI) m/z 358 [M-H]"; HR-
MS: (+ESI) Calc. for C22H1sNO4: 382.1050 [M+Na]*, Found: 382.1048 [M+Na]*; IR (ATR): vmax = 3347,
2971, 2941, 1709, 1676, 1610, 1592, 1526, 1511, 1450, 1412, 1311, 1282, 1223 cmt; mp: 240 — 241

°C. This data is in agreement with that previously reported by Van der Plas et al.l!
Synthesis of PABA-OAII (8)
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4-Aminobenzoic acid (3.98 g, 29.0 mmol) and K2COs (4.00 g, 29.0 mmol) were dissolved in DMF (116
mL) and to this solution was added allyl bromide (3.80 mL, 43.6 mmol). The resulting reaction mixture
was stirred at room temperature for 16 h. The reaction mixture was diluted with water (300 mL) and
extracted with ethyl acetate (2 x 150 mL). The combined organic extracts were washed with saturated
agueous NaHCOs solution (100 mL), water (100 mL) and brine (100 mL), dried over anhydrous Na2SOa,
filtered and concentrated in vacuo. The crude residue was purified by flash chromatography (30 — 40%
vlv EtOAc in n-hexanes) to afford allyl 4-aminobenzoate (3.43 g, 19.3 mmol, 67%) as a yellow solid. *H
NMR (CDCls, 500 MHz) & (ppm); 7.87 (m, 2H), 6.63 (m, 2H), 6.02 (ddt, J = 17.5, 10.4, 5.6, 1H), 5.38
(m, 1H), 5.25 (m, 1H), 4.77 (dt, J = 5.6, 1.4), 4.10 (br s, 1H); 3C NMR (CDCls, 125 MHz) & (ppm); 166.4,
151.1, 132.8, 131.8, 119.7, 117.8, 113.9, 65.1; LR-MS: (+ESI) m/z 178 [M+H]*; HR-MS: (+ESI) Calc.
for C10H11NO2: 178.0863 [M+H]*, Found: 178.0859 [M+H]*; IR (ATR): vmax = 3418, 3330, 3214, 1685,
1636, 1596, 1574, 1513, 1459, 1443, 1359, 1309, 1276, 1237 cm; mp: 53 — 54 °C. This data is in
agreement with that previously reported by Garrido-Hernandez et al.[@



Synthesis of Fmoc-L-Asp-PABA-OAIl (6)

Allyl (S)-4-(2-((((9H-fluoren-9-yl)methoxy)carbonyl)amino)-4-(tert-butoxy)-4-oxobutanamido)benzoate
(S1)
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Fmoc-L-aspartic acid 4-tert-butyl ester (1.23 g, 2.99 mmol), HATU (1.14 g, 2.99 mmol) and HOAt (813
mg, 5.97 mmol) were dissolved in DMF (4 mL) and to this solution was added iPr2NEt (1.04 mL, 5.97
mmol). The resulting reaction mixture was stirred at room temperature for 10 minutes at which point
PABA-OAIl (8) (353 mg, 1.99 mmol) was added. The reaction mixture was stirred at room temperature
for 16 h. The reaction solution was washed with saturated aqueous NaHCOs (50 mL) and extracted
with EtOAc (2 x 25 mL). The combined organic extracts were washed with brine (50 mL), dried over
anhydrous NaxSOs, filtered and concentrated in vacuo. The crude residue was purified by flash
chromatography (20 — 30% v/v EtOAc in n-hexane) to afford the title compound (998 mg, 1.75 mmol,
88%) as a pale brown solid. *H NMR (CDCls, 400 MHz) & (ppm); 8.82 (br s, 1H), 8.02 (m, 2H), 7.76 (m,
2H), 7.56-7.59 (m, 4H), 7.39 (m, 2H), 7.28 (m, 2H), 6.11 (br s, 1H), 6.04 (ddt, J = 17.2, 10.5, 5.6 Hz,
1H), 5.40 (m, 1H), 5.29 (m, 1H), 4.81 (dt, J = 5.6, 1.5 Hz, 2H), 4.67 (br s, 1H), 4.48 (d, J = 6.7 Hz, 2H),
4.22 (t,J = 6.7 Hz, 1H), 2.95 (dd, J = 16.6, 3.0 Hz, 1H), 2.70 (dd, J = 16.6, 6.4 Hz, 1H), 1.46 (s, OH);
13C NMR (CDCls, 100 MHz) & (ppm); 171.4, 169.0, 165.8, 143.7, 143.6, 141.8, 141.5, 132.4, 131.0,
128.0, 127.2,126.2, 125.0, 120.2, 119.2, 118.3, 82.5, 67.5, 65.6, 52.0, 47.3, 37.4, 28.1; LR-MS: (+ESI)
m/z 593 [M+Na]*; HR-MS: (+ESI) Calc. for CssH34N207: 593.2258 [M+Na]*, Found: 593.2256 [M+Na]*;
[a]o?° = -18.0° (c = 0.63 in CHCI3); IR (ATR): vmax = 3324, 3306, 3066, 2977, 2935, 1716, 1694, 1601,
1537 cmt; mp: 143 — 144 °C.

Fmoc-L-Asp-PABA-OAII (6)
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Allyl  (S)-4-(2-((((9H-fluoren-9-yl)methoxy)carbonyl)amino)-4-(tert-butoxy)-4-oxobutanamido)benzoate
ester (S1) (2.62 g, 4.60 mmol) was dissolved in CH2CI2/TFA (1:1, viv, 8 mL) and stirred at room



temperature for 1 h. The reaction mixture was concentrated in vacuo, azeotroping with toluene to afford
the title compound (2.37 g, 4.60 mmol, quantitative) as a brown solid. *H NMR (CDClz, 400 MHz) &
(ppm); 9.70 (br s, 1H), 7.80 (m, 2H), 7.82 (m, 2H), 7.68 (m, 2H), 7.37 (m, 2H), 7.28 (m, 2H), 7.14 (br d,
J = 8.2 Hz, 1H), 6.07 (ddt, J = 17.0, 10.7, 5.5 Hz, 1H), 5.41 (m, 1H), 5.25 (m, 1H), 4.78-4.81 (m, 3H),
4.33-4.43 (m, 2H), 4.22 (t, J = 6.9 Hz, 1H), 3.05 (dd, J = 16.8, 6.3 Hz, 1H), 2.90 (dd, J = 16.8, 6.9 Hz,
1H); 3C NMR (CDClz, 100 MHz) & (ppm); 172.4, 170.6, 165.9, 157.2, 144.8, 144.0, 142.0, 133.7, 131.2,
128.5, 127.9, 126.1, 126.0, 120.7, 119.8, 118.0, 67.5, 65.7, 53.4, 47.9, 36.5; LR-MS: (+ESI) m/z 515
[M+H]*; HR-MS: (+ESI) Calc. for C20H26N207: 537.1632 [M+Na]*, Found: 537.1632 [M+Na]*; [a]p?° = -
18.3° (¢ = 1.0 in DMSO); IR (ATR): vmax = 3326, 3068, 3047, 1703, 1599, 1540, 1512 cm™; mp: 182 —
183 °C.

Synthesis of a suitably protected erythro-B-methoxy-L-Asp-PABA-OAII
compound (25)

Methyl (E)-3-(4-methoxyphenyl)acrylate (S2)

o Rad
o

Thionyl chloride (4.06 mL) was added dropwise to anhydrous MeOH at 0 °C followed by E-methoxy
cinnamic acid (4.99 g, 28.0 mmol). The resulting reaction mixture was stirred at reflux for 1.5 h. The
reaction mixture was concentrated in vacuo redissolved in EtOAc (75 mL) and washed with water (50
mL) and saturated aqueous NaHCOs solution (50 mL). The organic layer was then dried over anhydrous
Na2SO04, filtered and concentrated in vacuo to afford the title compound as a white flaky solid which was
sufficiently pure to be used in the next step without purification (4.89 g, 25.5 mmol, 91%). *H NMR
(CDCls, 400 MHz) & (ppm); 7.65 (d, J = 16.1 Hz, 1H), 7.47 (m, 2H) 6.90 (m, 2H), 6.31 (d, J = 16.1 Hz,
1H), 3.83 (s, 3H), 3.79 (s, 3H); LR-MS: (+ESI) m/z 193 [M+H]*; mp: 91 — 92 °C. This data is in
agreement with that previously reported by Zhang et al.?!

Methyl (2S,3R)-3-((tert-butoxycarbonyl)amino)-2-hydroxy-3-(4-methoxyphenyl)propanoate (S3)

Boc.
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tert-Butyl carbamate (1.34 g, 11.4 mmol) was dissolved in n-PrOH (19 mL) and a freshly prepared
aqueous NaOH solution (0.31 M, 36 mL) was added. To this mixture was added tert-butyl hypochlorite
(7.4 M, 1.51 mL) dropwise followed by (DHQD)2PHAL in n-PrOH (17 mL). The resulting reaction mixture
was stirred at 25 °C for 10 min after which methyl (E)-3-(4-methoxyphenyl)acrylate (S2) (916 mg, 4.77



mmol) was added and mixture was sonicated until all the acrylate was dissolved. Upon dissolution of
the acrylate, potassium osmate (VI) dihydrate was added in one portion causing the solution to turn
black. The resulting reaction mixture was stirred at room temperature for 16 h providing a golden-brown
solution. The reaction mixture was extracted with EtOAc (3 x 50 mL) and washed with water (75 mL)
and brine (75 mL), dried over anhydrous Na2SO, filtered and concentrated in vacuo. The crude residue
was purified by flash chromatography (20 — 30% v/v EtOAc in n-hexanes) to afford the title compound
as a white flaky solid (1.17 g, 3.60 mmol, 75%). *H NMR (CDCls, 500 MHz) & (ppm); 7.29 (m, 2H), 6.88
(m, 2H), 5.32 (d, J = 9.1 Hz, 1H), 5.15 (d, J = 9.1 Hz, 1H), 4.43 (s, 1H), 3.83 (s, 3H), 3.79 (s, 3H), 3.13
(br s, 1H), 1.41 (s, 9H); 3C NMR (CDCls, 125 MHz) & (ppm); 173.6, 159.3, 155.3, 128.1, 127.4, 114.2,
80.0, 73.8, 55.4, 53.2, 28.4, 28.4; LR-MS: (+ESI) m/z 348 [M+Na]*; HR-MS: (+ESI) Calc. for C16H23NOs:
348.1418 [M+Na]*, Found: 348.1417 [M+Na]*; [a]o?° = -4.7° (c = 0.96 in MeOH); IR (ATR): vmax = 3373,
2977, 2935, 1694, 1612, 1512, 1392, 1366, 1246 cm; mp: 81 — 83 °C. This data is in agreement with

that previously reported by Mishra et al.[4

(1R,2R)-1-((tert-Butoxycarbonyl)amino)-3-methoxy-1-(4-methoxyphenyl)-3-oxopropan-2-yl 4-

nitrobenzoate (S4)

NO,

Methyl (2S,3R)-3-((tert-butoxycarbonyl)amino)-2-hydroxy-3-(4-methoxyphenyl)propanoate (S3) (1.33
g, 4.10 mmol), triphenylphosphine (2.37 g, 9.02 mmol) and p-nitrobenzoic acid (1.51 g, 9.02 mmol) was
dissolved in THF (55 mL) and to this solution was added DIAD (1.78 mL, 9.02 mmol) at O °C. The
resulting reaction mixture was protected from light, warmed to room temperature and stirred for 16 h.
The reaction mixture was concentrated in vacuo. The crude material was purified by repeated flash
chromatography (50% v/v CH2Clz in n-hexanes to 2% v/v MeOH in CH2Cl) to afford the title compound
as a white crystalline solid (1.42 g, 2.99 mmol, 73%). *H NMR (CDCls, 500 MHz) d (ppm); 8.28 (m, 2H),
8.18 (m, 2H), 7.28 (m, 2H), 6.90 (m, 2H), 5.65 (d, J = 4.8 Hz, 1H), 5.38 (br s, 1H), 5.32 (br d, J = 7.9
Hz, 1H), 3.80 (s, 3H), 3.68 (s, 3H), 1.42 (s, 9H); 13C NMR (CDCls, 125 MHz) & (ppm); 167.9, 164.0,
159.7, 155.0, 151.0, 134.6, 131.2, 128.7, 128.4, 123.8, 114.3, 80.5, 75.5, 55.4, 54.6, 52.7, 28.4; LR-
MS: (+ESI) m/z 497 [M+Na]*; HR-MS: (+ESI) Calc. for Ca23H2sN209: 497.1531 [M+Na]*, Found:
497.1530 [M+Na]*; [a]p?® = -24.9° (c = 0.52 in CHCI3); IR (ATR): vmax = 3323, 3062, 2976, 1698, 1601,
1536 cmt; mp: 142 — 144 °C. This data is in agreement with that previously reported by Mishra et al.[*



Methyl (2R,3R)-3-((tert-butoxycarbonyl)amino)-2-hydroxy-3-(4-methoxyphenyl)propanoate (S5)

Boc.

(1R,2R)-1-((tert-Butoxycarbonyl)amino)-3-methoxy-1-(4-methoxyphenyl)-3-oxopropan-2-yl

4-nitrobenzoate (S4) (1.51 g, 3.17 mmol) was dissolved in anhydrous MeOH (45 mL) and to this solution
was added sodium azide (1.03 g, 15.9 mmol). The resulting reaction mixture was stirred at 45 °C for 48
h. The reaction mixture was concentrated in vacuo. The crude material was purified by flash
chromatography (30% v/v EtOAc in n-hexanes) to afford the title compound as a white solid (956 mg,
2.94 mmol, 93%). *H NMR (CDCls, 500 MHz) & (ppm); 7.16 (m, 2H), 6.82 (m, 2H), 5.54 (brd, J = 7.6
Hz, 1H), 5.04 (br d, J = 7.6 Hz, 1H), 4.57 (br s, 1H), 3.77 (s, 3H), 3.70 (s, 3H), 2.90 (br s, 1H), 1.42 (s,
9H); 3C NMR (CDCls, 125 MHz) & (ppm); 172.6, 159.5, 155.1, 129.1, 128.6, 114.0, 80.0, 73.5, 56.3,
55.3, 52.7, 28.5; LR-MS: (+ESI) m/z 348 [M+Na]*; HR-MS: (+ESI) Calc. for Ci6H23NOs: 348.1418
[M+Na]*, Found: 348.1422 [M+Na]*; [a]o® = -47.0° (c = 2.0 in MeOH); IR (ATR): vmax = 3394, 2976,
2937, 2843, 1740, 1712, 1613, 1512, 1367, 1295, 1248 cm'}; mp: 151 — 152 °C. This data is in

agreement with that previously reported by Mishra et al.!

Methyl (2R,3R)-3-((tert-butoxycarbonyl)amino)-2-methoxy-3-(4-methoxyphenyl)propanoate (S6)

Boc.
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Methyl (2R,3R)-3-((tert-butoxycarbonyl)amino)-2-hydroxy-3-(4-methoxyphenyl)propanoate (S5) (227
mg, 0.70 mmol) was dissolved in anhydrous MeCN (6 mL) and to this solution was added silver (I) oxide
(827 mg, 3.57 mmol) and iodomethane (443 pL, 7.14 mmol). The resulting reaction mixture was
protected from the light and stirred at room temperature for 16 h after which additional silver (1) oxide
(827 mg, 3.57 mmol) was added. The reaction mixture was stirred for a further 16 h then filtered through
Celite® eluting with EtOAc (100 mL) and concentrated in vacuo. The crude material was purified by
flash chromatography (20% v/v EtOAc in n-hexanes) to afford the title compound as a white solid (230
mg, 0.68 mmol, 97%). *H NMR (CDCls, 500 MHz) & (ppm); 7.20 (m, 2H), 6.81 (m, 2H), 5.45 (brd, J =
6.9 Hz, 1H), 5.06 (br s, 1H), 4.41 (br s, 1H), 3.77 (s, 3H), 3.60 (s, 3H), 3.46 (s, 3H), 1.42 (s, 9H); *C
NMR (CDCls, 125 MHz) & (ppm); 170.4, 159.3, 155.1, 130.0, 128.8, 113.9, 83.0, 79.9, 59.4, 55.4, 55.3,
52.0, 28.5; LR-MS: (+ESI) m/z 362 [M+Na]*; HR-MS: (+ESI) Calc. for C17H2sNOe: 362.1574 [M+Na]*,
Found: 362.1573 [M+Na]*; [a]p?°® = -5.1° (c = 1.46, CHCI3); IR (ATR): vmax = 3370, 2975, 2956, 2934,
2837, 1753, 1709, 1612, 1511 cm; mp: 90 — 91 °C.



Allyl 4-((2S,3R)-2-((tert-butoxycarbonyl)amino)-3,4-dimethoxy-4-oxobutanamido)benzoate (S7)

Boc.

Oxidation:

Methyl (2R,3R)-3-((tert-butoxycarbonyl)amino)-2-methoxy-3-(4-methoxyphenyl)propanoate (S6) (504
mg, 1.48 mmol) was dissolved in EtOAc/MeCN (1:1, v/v, 34 mL) and to this solution was added sodium
periodate (5.75 g, 26.9 mmol) in water (135 mL). The resulting reaction mixture was stirred mechanically
at room temperature for 30 min after which ruthenium (lll) trichloride trihydrate (77 mg, 0.30 mmol) was
added followed by NaHCOs (485 mg, 5.80 mmol). The resulting reaction mixture was stirred
mechanically at room temperature for 16 h. The reaction mixture was poured onto saturated aqueous
NaHCOs solution (600 mL) and washed with CH2Cl2 (2 x 200 mL). The organic layer was further
extracted with saturated aqueous NaHCO3z solution (600 mL). Aqueous extracts were combined,
acidified to pH 1 via addition of 2 M aqueous HCI, extracted with EtOAc (6 x 300 mL), dried over
anhydrous Na:SO., filtered and concentrated in vacuo) to afford (2S,3R)-2-((tert-
butoxycarbonyl)amino)-3,4-dimethoxy-4-oxobutanoic acid as a brown foam which was sufficiently pure

to be used in the next step without purification.

Amidation: The crude residue, HATU (562 mg, 1.48 mmol), HOAt (402 mg, 2.96 mmol) and allyl 4-
aminobenzoate (8) (1.05 g, 5.92 mmol) were dissolved in DMF (15 mL) and to this solution was added
iPraNEt (516 pL, 2.96 mmol) at 0 °C. The reaction mixture was warmed to room temperature and stirred
for 16 h. The reaction mixture was poured onto water (100 mL) and extracted with EtOAc (2 x 50 mL).
Organic extracts were combined and washed with 2 M HCI (100 mL), saturated agueous NaHCOs
solution (100 mL), water (100 mL), brine (100 mL), dried over anhydrous Na:SOs, filtered and
concentrated in vacuo. The crude material was purified by flash chromatography (10 — 30% v/v EtOAc
in n-hexanes) to afford the title compound (419 mg, 0.96 mmol, 65% over 2 steps) as a pale brown
solid. *H NMR spectroscopic analysis indicated a 5:1 mixture of rotamers through integration of the
singlets at 8 3.81 and 3.77 ppm. 'H NMR (CDCls, 400 MHz, rotamers) & (ppm); 8.51 (br s, 1H), 8.04
(m, 0.3H), 8.01 (m, 1.7H), 7.62 (m, 0.3H), 7.59 (m, 1.7H), 6.03 (ddt, J = 17.2, 10.5, 5.6 Hz, 1H), 5.61
(br d, 0.8H), 5.51 (br d, 0.2H), 5.40 (m, 1H), 5.28 (m, 1H), 4.80 (dt, J = 5.7, 1.4 Hz, 2H), 4.78 (m, 1H),
4.15 (d, J = 5.0 Hz, 1H), 3.81 (s, 2.5H), 3.77 (s, 0.5H), 3.52 (s, 2.5H), 3.49 (s, 0.5H), 1.48 (s, 7H), 1.47
(s, 2H); 3C NMR (CDCls, 100 MHz, rotamers) & (ppm); 170.6, 167.3, 165.8, 141.6, 132.4, 131.0, 126.2,
119.3,119.2, 118.3, 80.1, 65.6, 59.7, 59.5, 52.7, 28.4, 28.3, 1.2; HR-MS: (+ESI) Calc. for C21H2sN20s:
459.1738 [M+Na]*, Found: 459.1739 [M+Na]*; [a]o?° = -3.0° (c = 1.15, CHCI3); IR (ATR): vmax = 3331,
2977, 2962, 2905, 2836, 1714, 1689, 1600, 1530, 1514 cm!; mp: 143 — 144 °C.



(2R,3S)-3-((((9H-fluoren-9-yl)methoxy)carbonyl)amino)-4-((4-((allyloxy)carbonyl)phenyl)amino)-2-

methoxy-4-oxobutanoic acid (25)

OAllyl

Methyl ester deprotection: Allyl  4-((2S,3R)-2-((tert-butoxycarbonyl)amino)-3,4-dimethoxy-4-

oxobutanamido)benzoate (S7) (392 mg, 0.90 mmol) was dissolved in THF (15 mL) and to this solution
was added a 0.6 M aqueous LIOH solution (1.8 mL) at 0 °C. The resulting reaction mixture was stirred
at 0 °C for 40 min, poured onto 2 M HCI (25 mL) and extracted with EtOAc (2 x 25 mL). The organic

layer dried over anhydrous NazSO4, filtered and concentrated in vacuo.

Boc-deprotection: The crude residue was dissolved in trifluoroacetic acid:CH2Clz (1:1, v/v, 6 mL) and

stirred at room temperature for 1 h. The reaction mixture was concentrated in vacuo.

Fmoc-protection: The crude residue was suspended in THF/saturated aqueous NaHCO3 solution (2:1

viv, 6 mL) and to this suspension was added Fmoc-OSu (353 mg, 0.95 mmol). The resulting reaction
mixture was stirred at room temperature for 16 h. The reaction mixture was then acidified to pH 1 via
addition of 2 M aqueous HCI and extracted with ethyl acetate (3 x 25 mL). The combined organic
extracts were washed with brine (50 mL), dried over anhydrous Na2SOa, filtered and concentrated in
vacuo. The crude residue was purified by flash chromatography (0 — 10% v/v MeOH in CH2Cl>) to afford
the title compound (272 mg, 0.51 mmol, 57% over 3 steps) as a yellow solid. *H NMR spectroscopic
analysis indicated a 1:3 mixture of rotamers through integration of the singlets at  3.43 and 3.41 ppm.
H NMR (MeQOD, 400 MHz, rotamers) & (ppm); 8.00-7.93 (m, 2H), 7.78-7.64 (m, 6H), 7.38-7.27 (m, 4H),
6.05 (ddt, J = 17.3, 10.5, 5.4 Hz, 1H), 5.39 (br dd, J = 1.5, 17.3 Hz, 1H), 5.27 (br dd, J = 1.4, 10.5 Hz,
1H), 4.79 (br dt, J = 1.3, 5.5 Hz, 2H), 4.71 (br d, J = 5.8 Hz, 1H), 4.44-4.33 (m, 2H), 4.22 (brt, J = 6.8
Hz, 1H), 4.02 (br d, J = 5.4 Hz, 1H), 3.43 (s, 0.8H), 3.41 (s, 2.2H); **C NMR (MeOD, 100 MHz) & (ppm);
167.2,145.2, 145.1, 144.0, 142.6, 133.8, 131.5, 131.5, 128.8, 128.2, 126.7, 126.3, 126.2, 120.9, 120.7,
120.6, 118.4, 68.4, 68.3, 66.5, 59.4, 59.2, 58.7; LR-MS: (+ESI) m/z 545 [M+H]*; HR-MS: (+ESI) Calc.
for CaoH28N20s: 567.1738 [M+Na]*, Found: 567.1737 [M+Na]*; [a]p?®° = -13.0° (c = 0.6 in MeOH); IR
(ATR): vmax = 3308, 2938, 1715, 1695, 1600, 1529, 1450, 1410, 1271, 1251 cmt; mp: 126 — 129 °C.



NMR Data for Coralmycin A (1)
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Table S1 'H-NMR (500 MHz) and *C-NMR (125 MHz) of synthetic coralmycin A (1) in DMSO-d®
referenced at 2.50 and 39.52 ppm, respectively. 13C signals were extracted from the HSQC and HMBC

spectra. All assignments were made based on COSY, HSQC and HMBC data, in comparison the

isolated natural product.®! Only the correct diastereomer was assigned. *Assignment difficult due to

signal overlap. n.d. = not determined (due to overlapping signals, preventing assignment). “value

reported by Kim et al. does not match their included spectra.l!

Natural & !H
Residue bosition jopm  (mult, J Synthetic & H Nppm Natural & 3C | Synthetic & *C Appm
H2) /ppm (mult, J Hz) /ppm /ppm
1 n.d. n.d.
2 n.d. n.d.
3 n.d. n.d.
4 n.d. n.d.
5 n.d. n.d.
A 6 n.d. n.d. n.d. n.d.
7 n.d. n.d. n.d. n.d.
8 4.72 (m) 4.69 (m) 0.03 72.3 72.7* 0.4
9,10 1.23 (d, 6.0) 1.23(d, 6.1) 0 21.9 22* 0.1
NH n.d. n.d.
1 n.d. n.d.
2 n.d. n.d.
3 n.d. n.d.
4 n.d. n.d.
B 5 n.d. n.d.
6 n.d. n.d. n.d. n.d.
7 n.d. n.d. n.d. n.d.
8 4.38 (my" 4.65 (m) 75.2 72.7% 05
9.10 1.26 (d, 6.5) 1.25(d, 6.0) 0.01 22 22* 0
NH 9.53 (br s) n.d.
C 1 n.d. n.d.
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2 128.6 n.d.
37 7.96 (d, 8.5) n.d. 128.4 n.d.
4,6 7.83 (d, 8.5) 7.82 (m) 0.01 118.8 119.0 0.2
5 142 n.d.
NH 10.56 (s) n.d.
aC=0 n.d. n.d.
a CH 492 (ad, 80, 4.92 (m) 0 55.7 55.7 0
8.5)
B CH 4.10 (d, 8.5) 4.14 (d, 7.9) 0.04 79.9 80.0 0.1
L-Asn B OMe 3.31(s) 3.30 (s) 0.01 57.9 57.8 0.1
B C=0 n.d. n.d.
a NH 8.48 (d, 8.0) n.d.
7.48 (brs) n.d.
v NH;
7.56 (brs) n.d.
1 n.d. n.d.
2 128.5 n.d.
3,7 7.91 (m) n.d. 128.2 n.d.
P 46 7.91 (m) 7.92 (m) 0.01 119.4 119.5 0.1
5 141.8 n.d.
NH 10.8 (s) n.d.
1 164.2 n.d.
2 140.2 140.1 0.1
E 37 8.21(d, 8.5) 8.22 (m) 0.01 129.3 129.1 0.2
46 8.39 (d, 8.5) 8.36 (d, 7.5) 0.03 123.4 123.4 0
5 149.2 149.1 0.1
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Analytical HPLC Trace of Coralmycin A (1/epi-1)

S -
£100- 934 [M-H]
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Figure S1 RP-HPLC trace of coralmycin A (1/epi-1) with mass spectrum (+ESI) insert. Gradient: 0 —
100 vol % MeCN:water (0.1% TFA) linear gradient over 5 min. A = 220 nm.

'H NMR Spectrum of Coralmycin A (1/epi-1) showing diastereomeric ratio

502
492

470

—4.65
q
414

o oM iPr CH BH  PBH

§

| 098

51 50 49 48 47 46 45 44 43 42 41 40 39 38 37 36 35 34 33
ppm
Figure S2 'H spectrum of synthetic coralmycin A (1/epi-1) showing expected signals (green) and

additional signals observed (blue).
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NMR Data for Desmethoxycoralmycin (5)
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Table S2 H-NMR (500 MHz) and 3C-NMR (125 MHz) of 5 in DMSO-d® referenced at 2.50 and 39.52

ppm, respectively. 13C signals were extracted from the HSQC and HMBC spectra. All assignments were

made based on COSY, HSQC and HMBC data. *Assignment difficult due to signal overlap.

Residue Position 3 H /ppm (mult, J Hz) 5 3C /ppm
1 1635
2 1111
3 151.7
4 135.2
5 137.3

A 6 7.99 (m)* 117.3
7 7.42 (m)* 123.7
8 4.32 (m) 71.5%
9,10 1.25 (m)* 21.9
NH 11.28 (s)
1 163.6
2 116.3
3 150.4
4 138.2

B 5 136.2
6 7.51(d, 8.7) 115.0
7 7.79 (m)* 124.8
8 4.70 (m) 71.4*
9,10 1.25 (m)* 21.9
NH 9.6 (m)
1 164.3
2 128.4
3,7 7.82 (m)* 128.4

¢ 46 7.98 (m)* 1188
5 142.3
NH 7.79 (m)*

L-Asn a C=0 170.6

13



aCH 4.92(dd, 7.1, 7.1) 51.7
B CH, 2.70 (d, 6.9) 36.8
B C=0 171.3
aNH 8.69 (d, 7.3)
7.42(s)
y NH
6.98 (s)
1 165.7
2 129.2
3,7 7.96 (m)* 128.3
P 46 7.92 (m)* 119.6
5 1415
NH 10.81 (s)
1 164.2
2 140.3
E 3,7 8.22 (d, 8.4) 129.3
46 8.38 (d, 8.4) 1235
5 149.3

Analytical HPLC Trace of Desmethoxycoralmycin A (5)

0.5 < HT"
<100- 904 [M-H]
P
(] (7)
2 o
5 £ 50
o o
n >
o] ]
< S0 - . L/
04 500 1000
m/z
0.0 — T
1 2 3

Retention time (min)

Figure S3 RP-HPLC trace of desmethoxycoralmycin A (5) with mass spectrum (+ESI) insert. Gradient:
0 — 100 vol % MeCN:water (0.1% TFA) linear gradient over 5 min. A = 220 nm.
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Analytical chiral LC Trace of Desmethoxycoralmycin A (5)

907 [M+H]*
~ 1007
4% 105+ S
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o 2
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m 0 Llh Ln l." 'I 1 ' T L 1
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Figure S4 Liquid chromatography-MS chiral trace of desmethoxycoralmycin A using a Daicel Chiral
CHIRALCEL® 0OJ-RH analytical column (pore size 5 um, 4.6 x 150 mm) with mass spectrum (+ESI)
insert. Gradient: 30 — 70 vol% MeCN:H20 (0.1% formic acid) linear gradient over 60 min (0.2 mL/min).
A =210 nm.

15



Conditions for the attempted amidation of resin-bound 11 with PABA-OAII (8)

o
Q. .

HHN N
OoN 1

Deprotection: Pd(PPh3),, PhSiH3, CH,Cly, 20 min
Conditions, 8

QI
HN I ;

L O

o) OAllyl

/@)J\H y

0
O,N

2 S8

Scheme S1 Attempted synthesis of resin-bound S8.

Table S3 Conditions trialled for the amidation of 11. Results based on integration of peaks via UPLC-
MS analysis. SM = starting material;, HATU = 1-[bis(dimethylamino)methylene]-1H-1,2,3-
triazolo[4,5b]pyridinium  3-oxid hexafluorophosphate; HOAt = 1-hydroxy-7-azabenzotriazole;
DMTMM.BF4 = 4-(4,6-dimethoxy-1,3,5-triazin-2-yl)-4-methylmorpholinium tetrafluoroborate; TFFH =

tetramethylfluoroformamidinium hexafluorophosphate.

Entry Conditions Result
1 HATU (4 eq.), HOAt (8 eq.), iPr2NEt (8 eq.), in SM:HOA active ester (7:3)
DMF, rt, 16 h
5 HATU (4 eq,), HOAt (8 eq.), iPr2NEt (8 eq.), cat. Product:HOAt active ester:dimethylamide
DMAP in DMF, rt, 16 h x 2 product” (6:14:4)
HATU (8 eq.), HOAt (16 eq.), iPr2NEt (16 eq.), HOAt active ester:dimethylamide product®
3 cat. DMAP in DMF, uW, 50 °C, 1 h (7:3)

4 N-ethoxycarbonyl-2-ethoxy-1,2-dihydroquinoline SM
(4 eq.), DMF, 1t, 16 h

DMTMM.BF4 (4 eq.), iPraNEt (5 eq.) in DMF, pW, '
> 50°C.2h SM:HOAL active ester (8:2)

6* TFFH (4 eq,), iPr2NEt (4 eq.) in DMF, rt, 16 h SM:acid fluoride (17:3)

*Reaction trialled on desnitro 11
AProduct arising from the amidation of 11 with dimethylamine impurities (present in low quantities in
DMF)

16



Antimicrobial data

Table S4 Target Panel Bacterial Strains and Growth Conditions

Strain Name Strain Designation BSL | Growth Medium GrO\{vTh
Condition
Gram-Positive

Bacillus subtilis ATCC 6051 1 NB 37°C
Enterococcus faecalis ATCC 29212 2 BHI 37°C
Enterococcus faecium ATCC 6569 2 BHI 37°C
Staphylococcus aureus (Methicillin- BAA-44 2 TSB 37°C
Resistant/Multidrug-Resistant)

Staphylococcus aureus (Methicillin-Sensitive) ATCC 29213 2 TSB 37°C
Staphylococcus epidermidis ATCC 14990 TSB 37°C
Streptococcus pneumoniae ATCC 49619 2 BHI 37°C; 5% CO,

Gram-Negative

Acinetobacter baumanii ATCC 19606 2 TSB 37°C
Escherichia coli K-12 MG1655 1 NB 37°C
Klebsiella aerogenes ATCC 35029 1 NB 37°C
Klebsiella pneumoniae ATCC 700603 2 NB 37°C
Providencia alcalifaciens ATCC 9886 1 TSB 37°C
Pseudomonas aeruginosa ATCC 27853 2 TSB 37°C
Salmonella enterica ATCC 13311 2 NB 37°C
Shigella sonnei ATCC 25931 2 NB 37°C
Vibrio cholerae A1552 El Tor 2 TSB 37°C
Yersinia pseudotuberculosis ATCC 6904 2 BHI 37°C

Table S5 Biological activity of coralmycin A (1/epi-1), desmethoxycoralmycin A (5), and various controls

against a range of Gram-negative and Gram-positive bacteria.

MIC (uM)
. . Desmethoxy
Gram-negative Coralmycin . . - ) . . ) )
i . coralmycin Ampicillin Gentamicin Ciprofloxacin | Levofloxacin | Sparfloxacin | Norfloxacin
Bacteria A (1/epi-1)
A (5)
E. coli 2 0.83 0.09 0.25 0.17 0.10 0.13 0.25
K. aerogenes 21 1.7 >128 0.5 2.8 0.33 0.25 2
K. pneumoniae 128 21 >128 1 2 4 8 5.8
P. alcalifaciens 19 1 1.8 9.3 0.13 0.42 1.7 0.25
S. enterica 4 1 0.02 2 0.05 0.06 0.06 0.17
S. sonnei 15 0.15 0.03 0.25 0.08 0.13 0.06 0.25
Y.
. 32 5.3 0.02 1.3 0.14 0.13 0.06 0.5
pseudotuberculosis
A. baumanii 8 1 >128 1.7 2 1 0.08 32
P. aeruginosa 128 21 >128 1.7 0.5 33 4 5.3
V. cholerae 1.3 0.46 0.75 0.83 0.02 0.02 0.004 0.15
Gram-positive Penicillin . . .
. Vancomycin | Azithromycin
Bacteria G
B. subtilis 2.2 0.5 2.13 0.19 12 0.38 0.19 0.19 128
MSSA 2.8 0.38 14 1.5 1.3 1.2 1 0.25 8
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MRSA 3.3 0.8 >128 2 >128 64 32 128 >128
S. epidermidis 2.7 0.5 >128 4 1 13 1.7 1 8
E. faecium 0.33 0.06 8 1 10.7 0.67 1 0.5 2
E. faecalis 2 0.33 8 26.7 4 1 2.7 13 8
S. pneumoniae 0.13 0.05 0.33 32 0.1 >128 0.83 1 2
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Carrent Data Paramsters 2SN CALALLUN 20O Ng D2 3
NAME PH-5-89 L T Y )~ <t 00 =
EXPNO 2 NOWM <F PN AN 000N OG0 . - .
PROCNO 1 O n TN NN NN A ~ o - pXe]

i B B B B B B e I R B B B B A [XequNe} oo o
F2 - Acguisition Parameters /; / /_///_//_/# Xz\_\_ /\ _ _ _
Date_ 20191220
Time 20.48 h
INSTRUM spect
PROBHD 2108618_0516 (
PULEROG zgpg30
TD 65536 ()
SOLVENT Acetcne
NS 1346
Ds 1 OH
SWH 25252,525 Hz o)
FIDRES 0.770646 Hz FmocHN
AQ 1.2976128 sec
RG 203 HN
DW 19.800 usec
DE 6.50 usec
TE 300.0 K OAllyl
D1l 2.00000000 sec
D11 0.03000000 sec 6 O
TDO 25
SFO1 100.6228303 MHz
NUC1 13C
Pl 9.80 usec
PLW1 77.98300171 W
SFo2 400.1316005 MHz
NUC2 1H
CPDPRG[2 waltzlé
PCPD2 90.00 use
PLW2 11.99499989% W
PLW12 0.32877001 W
PLW13 0.16537000 W
F2 - Procegsing parameters
SI 65536
SF 100.6126896 MHz
WDW EM
S55B 0
LB 1.00 Hz
GB 0
PC 1.40

| ! I .

_ _ _ " T " T , T " T i T _ T " T i T " , " T " T
220 200 180 160 140 120 100 80 60 40 20 0 ppm



9.877

Current Data Parameters

2.439

—0.976

—0.194

NAME PH-7-05A
EXPNO 1
PROCHNO 1
F2 - Acgquisition Parameters HWM/O
Date_ 20171025
Hwam, 13.14 h \O 0O
INSTRUM spect Ts
PROBHD 2108618_0516 (
PULPROG zg 19
TD 48076
SOLVENT CDC13
NS 8
DS 0
SWH 8000.000 Hz
FIDRES 0.332806 Hz
AQ 3.0047500 sec
RG 7.12
DW 62.500 usec
DE 10.20 usec
TE 300.0 K
o1 5.00000000 sec
TDO 1
SFOLl 400.1324008 MHz
NUC1 11
Pl 14.90 usec
PLW1 11.99499989 W
F2 - Processing parameters
ST 32768
SF 400.1300000 MHz
WDW EM
S55B 0
LB 0.30 Hz
GB 0
PC 1.00
) S N |
L L N U N A R I I B |
10.0 9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 ppm
O O O] O O O O O O
O O O O O O O O O
O O O O O O O O O
o wl 1Nl vl ~al e ol o ~|
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Current Data mmﬁmamﬁmﬁm f/h/J//rfbﬂhW&mmv“WHﬂ\k f f \

NAME PH-T7-05A

EXPNO 2

PROCNO 1

F2 - Acquisition Parameters

Date_ 20171025

Time 13.19 h

INSTRUM spect ﬂwmxo H

PROBHD 2108618_0516 (

PULPROG zgpg30 T \o 0

D 65536 s

SOLVENT CDC13 19

Ns 55

DS o]

SWH 25252.525 H=z

FIDRES 0.770646 Hz

AQ 1.2976128 sec

RG 203

DW 19.800 usec

DE 6.50 usec

TE 300.2 K

D1l 2.00000000 sec

D11 0.03000000 sec

TDO 25

SFO1 100.6228303 MHz

NuCl 13C

Pl 9.80 usec

PLW1 77.98300171 W

SFO2 400.1316005 MHz

NuUc2 1H

CPDPRG[2 waltzle

PCPD2 90.00 usec

PLW2 11.99499989 W

PLW12 0.32877001 W

PLW13 0.16537000 W

F2 Processing parameters

SI 65536

SF 100.6127690 MHz

WDW EM

SSB 0

LB .00 Hz

GB 0

PC .40

| _

220 200 180 160 140 120 100 80 60 40 20 0 ppm



10.528
—10.153

2.490

Current Data mmwm_.:m.nmu—m

NAME PH-7-38

EXPNO 2

PROCNO 1

F2 - Acguisition Parameters

Date_ 20180224

Time 0.28 h OoN

INSTRUM spect

PROBHD 2119470_0008 ( H

PULPROG z.qf _l_o

D 65536

SOLVENT CDC13 (o) 0

NS 1 Ts”

DS 0 20

SWH 10000.000 H=z

FIDRES 0.305176 Hz

AQ 3.2767999 sec

RG 25.4

DW 50.000 usec

DE 6.50 usec

TE 300.0 K

D1 2.00000000 sec

TDO 1

SFO1 500.1330008 MH=z

NUC1 1H

Pl 12.50 usec

PLW1 15.48799992 W

F2 - Processing parameters

5I 32768

SF 500.1300125 MHz

WDW EM

SSB o]

LB 0.30 Hz

GB 0

PC 1.00

. Lf WL
11.0 10.0 9.0 8.0 7.0 2.0 1.0 ppm
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mw mm ™M~ N MWA& O W W
- ata Par: 5 oM NN <
i ) 90NN ®N® N0 2
EXPNO 1 Vo] VWO A~ OO WmM .
PROCNO 1 [so} LU e B e B 40 o IR GV IR QN I | —
— L B I B I T O B B B | ™
F2 - Acquisition mmHmEmﬂmﬂ% f/f/ //r/; f\W\\f\x \
Date_ 20180224
Time 4.01 h
INSTRUM spect
PROBHD 2119470_0008 (
PULPROG zgpg30 O,N
TD 65536
SOLVENT CDC13
NS 40986 HO H
bs 4
SWH 31250.000 Hz
FIDRES 0.953674 Hz ._.m\O S
AQ 1.0485760 sec 20
RG 203
DW 16.000 usec
DE 6.50 usec
TE 300.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 4
SFOl 125.7716224 MHz
NUC1 13C
Pl 10.10 use
PLW1 88.91999817 W
SFO2 500.1320005 MHz
NucC2z 1H
CPDPRG[2 waltzlé
PCPD2 80.00 usec
PLW2 15.48799992 W
PLW12 0.34847999 W
PLW13 0.17528000 W
F2 - Processing parameters
SI 65536
SF 125.757778%9 MH
WDW EM
SSB ol
1B 1.00 Hz
GB 0
PC 1.40 7
L " L L (' ) L
T T T T i T T T i T i I I T T T T T
220 200 180 160 140 120 100 80 60 40 20 ppm



Current Data Parameters

S\l

7.892
7.875
7.840
7.823
T.726
7.699
7.682
7.374
7.225
7.209

5.487

_—4.039
T~3.997

2.389

NAME PH-12-96B

EXPNO 1

PROCNO 1

ONZ OMe

F2 - Acquisition Parameters ZnuN

Date_ 20191128

Time 13.07 h o oM

INSTRUM spect e

PROBHD 4119470_0008 (

PULPROG zg OTs

D 65536

SOLVENT CcDC13 “

NS 8 0 21

Ds 0

SWH 10000.000 Hz

FIDRES 0.305176 H=z

AD 3.2767999 sec

RG 90.5

DW 50.000 usec

DE 6.50 usec

TE 300.0 K

D1 2.00000000 sec

TDO 1

SFOl1 500.1330008 MHz

NUC1 1H

P1 12.50 usec

PLW1 15.487992992 W

F2 - Processing parameters

ST 32768

SF 500.1300135 MHz

WDW EM

SSB 0

LB 0.30 Hz

GB 0

PC 1.00

_ K ﬁ _ i | AN
......... IR R D I D B I
10.0 9.0 8.0 7.0 .0 5.0 4.0 3.0 2.0 1.0 ppm
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GCHH,m:w Data Parameters 0 0 WO~ OO OW 00O ~ . ’ 5 )
NAME PH-12-968B @ DT TTTTONMMNNNCNO O ™ 0 o —
EXPNO 2 — A A A A A A A A A A A A A A A r~ n ™~
H S AN e oV
F2 - Acguisition Parameters
Date_ 20191128
Time 20.01 h
INSTRUM spect
PROBHD  7119470_0008 ( O2N OMe
PULEROG zgpg30 NO;
TD 65536 (o)
SOLVENT cDCL3 OMe
NS 1024
DS 4
SwH 31250.000 Hz OTs
FIDRES 0.953674 Hz _
AQ 1.0485760 sec (@) 21
RG 203
Dw 16.000 usec
DE 6.50 usec
TE 300.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFol 125.7716224 MHz
NUC1l 13C
Pl 10.10 usec
PLW1 88.91999817 W
SFO2 500.1320005 MHz
Nucz 1H
CPDPRG[2 waltzlé
PCPD2 80.00 usec
PLWZ2 15.48799992 W
PLW12 0.3484799%% W
PLW13 0.17528000 W
F2 - Processing parameters
ST 65536
SF 125.7577712 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB o]
PC 1.40
) T ) I ) I T I I T " I I T T I i
220 200 180 160 140 120 100 80 60 40 20 ppm



—10.233
7.810
7.804
7.787
T.777
7.756
7.694
7.682
7.673
7.636
T.614
7.587
7.496
7.491
7.488
7.480
7.472
7.469
7.464
7.371
7.367
7.350
7.346
T.325
7.260
5.684
5.359

fﬁ%m&\\

Current Data Parameters

—3.984
T-3.904

NAME PH-12-98A2

EXPNO 3 o

PROCNO 1 Me

NO,

F2 - Acquisition Parameters /o)

Date_ 20181002 OMe

Time 14.52 h

INSTRUM spect

PROBHD  Z108618_0516 ( O\/g

PULPROG zZg

D 48076 “

(o}

SOLVENT CDC13 22

NS 8

DS 0

SWH 8000.000 Hz

FIDRES 0.332806 Hz

AQ 3.0047500 sec

RG 128

DW 62.500 usec

DE 10.20 usec

TE 298.0 K

D1 5.00000000 sec

TDO 1

SFO1 400.1324008 MHz

NUC1 1H

Pl 14,30 usec

PLW1 11.9949%989 W

F2 - Processing parameters

sI 32768

SF 400.1300098 MHz

WDW EM

SSB 0

LB 0.30 Ez

GB 0

PC 1.00

T I T I T I T T T 1

10.0 9.0 8.0 7.0 6.0 5.0 4.0 2.0 1.0 ppm
O o) | <) Q| [~ o — Ol |
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— | | ] N —| ™~ ™~ o ™)



™ DOWOWNAOEOMOE T AN W™ WOOD
O NOMC~-OMWOWNMCE-OWOOWMWsTr<ToOOO 0Oy -~ o ~ o
[e)] NGO ANOOMNONWOWWrWWWw WO owao (K= Vo] ~ ™M
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s e SRR [V

NAME PH-12-98A2

EXPNO 4

PROCNO 1

F2 - Acquisition Parameters

Date_ 20191002 NO, O2N OMe

Time 15.40 h

INSTRUM spect (0]

PROBHD  7108618_0516 ( OMe

PULPROG zgpg30

SOLVENT CDC13

NS 781 7

s 4 9]

SWH 25252.525 Hz 22

FIDRES 0.770646 Hz

AQ 1.2976128 sec

RG 203

DW 19.800 usec

DE 6.50 usec

TE 298.1 K

D1 2.00000000 sec

D11 0.03000000 sec

TDO 25

SFO1 100.6228303 MHz

NUC1 13C

Pl 9.80 usec

PLW1 77.98300171 W

SFO2 400.1316005 MHz

NUC2 1H

CPDPRG[2 waltzlé

PCPD2 90.00 usec

PLW2 11.99499983% W

PLW12Z2 0.32877001 W

PLW13 0.16537000 W

F2 - Processing parameters

ST 65536

SF 100.6127577 MHz

WDW EM

SSB 0

LB .00 Hz

GB 0

- N

220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 ppm



10.853
7.941
7.925
7.913
7.902
7.881
7.867
7.859
7.852
7.844
7.676
7.672
7.655
7.651
7.520
7.511
7.503
7.495
7.487
7.478
7.294
7.271
5.964
5.949
5.938
5.935
5.923
5.906
5.895
5.892
5.880
5.866
5.369
5.333
5.329
5.254
5.251
5.228
5.225
4.771

4.768
4.754

/r;é\ Z%\?\%&w\t

Current Data Parameters

NAME PH-12-116A

EXPNO 1

PROCNO 1

F2 - Acquisition Parameters

Date_ 20191007

Time 19.57

INSTRUM spect

PROBHD Z108618_0516 ( O>__

PULPROG zg

D 48076 23

SOLVENT CDC13

NS 8

DS 0

SWH 4807.692 Hz

FIDRES .,200004 Hz

AQ 4,9999042 sec

RG 114

DW 104.000 usec

DE 10.17 usec

TE 298.0 K

Dl 5.00000000 sec

TDO 1

SFol 400.1322007 MH=z

NUC1 1H

Pl 14.90 usec

PIW1 11.99499989 W

F2 - Processing parameters

SI 32768

SF 400.1300105 MHz

WDW EM

SSB 0

LB 0.30 Hz

GB 0

PC 1.00

Q a1 o
[rorrrreTT [rorrrTTT [rerrrrTT [rorrrrTT [rorr T [rorrrreTT L | I I I B
11.0 10.0 9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 ppm
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MMMMm:w Data WWWMW:WMMWM DT NHOT MM 00NN S o) r—~
. - . . . . . . . . . . . . . . . . . — [Ve)

EXPNO 2 T OWW T MM WS~ OO0 . .

PROCNO 1 LOW=T N MMM NN A A A o] e}
A A A 44" A" A A~~~ A~ r~ o

F2 - Acqguisition Parameters /..//,%@/ZX\&\\& 7 _

Date_ 20191007

Time 20.10 h

INSTRUM spect

PROBHD 2108618_0516 (

PULPROG zgpg30

D 65536 NO,

SOLVENT CDC13

NS 208 OH

Ds Q

SWH 25252.525 Hz

FIDRES 0.770646 Hz 9

AQ 1.2976128 sec

RG 203 0”7 TOAllyl

bW 19.800 usec

DE 6.50 usec 23

TE 298.0 K

D1 2.00000000 sec

D11 0.03000000 sec

TDO 25

SFO1 100.6228303 MHz

NUC1 13C

Pl 9.80 usec

PLW1 77.98300171 W

SFO2 400.1316005 MHz

Nucz2 1H

CPDPRG[2 waltzlé

PCPD2 90.00 usec

PLW2 11.99499989 W

PLW12 0.32877001 W

PLW13 0.16537000 W

F2 - Processing parameters

SI 65536

SF 100.6127571 MH=z

WDW EM

S5B 0

1B 1.00 Hz

GB Q

PC 1.40

I " T T I T I T I T T " I I T I I I
220 200 180 160 140 120 100 80 60 40 20 ppm



Current Data Parameters

NAME PH-12-31A

EXPNO 1

PROCNOC 1

NH,

F2 - Acquisition Parameters

Date_ 20190808 OH

Time 14.36 h

INSTRUM spect

PROBHD 2119470_0008 ( (@

PULPROG zg

TD 65536

SOLVENT cpels O~ "OAllyl

NS 8

DS 0 17

SWH 10000.000 Hz

FIDRES 0.305176 Hz

AQ 3.2767999 sec

RG 45.2

DW 50.000 usec

DE 6.50 usec

TE 300.0 K

D1 2.00000000 sec

TDO 1

SFO1 500.1330008 MH=z

NUC1 1H

Pl 12.50 usec

PLW1 15.487999%2 W

F2 - Processing parameters

SI 32768

SF 500.1300134 MHz

WDW EM

55B 0

LB 0.30 Hz

GB 0

PC 1.00

L I r rl A a s
I T I T R R 1
9.0 8.0 7.0 6. 5. .0 3.0 2. .0 ppm
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S M) | 00 o ™ <[ cof —| O )
| ™M O] O o [ee) (| O S| 07 i
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- NOT AN A O WMo M

Current Data Parameters VAN ANV T TNOONOT TN -~ L

NAME PH-12-31A OWOWWIH-ONDN~INT —OMT O o ™~
P Te) 2}

EXPNO 5 N WO WS MO 0OIMMSWWWs oN O . .

PROCNO 1 O TN NN A A A -~ L
e s B M B B M B B B B B e B e I R ~ e}

F2 - Acquisition Parameters / __//_/_%J_/é&\\,\, 7 _

Date_ 20190809

Time 8.41 h

INSTRUM spect

PROBHD Z119470_0008 (

FULPROG zgpg30

D 65536

SOLVENT CDC13 NH,

NS 14398

Ds 4 OH

SWH 31250.000 Hz

FIDRES 0.953674 Hz

AQ 1.0485760 sec (6)

RG 203

DW 16.000 usec o) O>__<_

DE 6.50 usec

TE 300.0 K 17

D1 2.,00000000 sec

D11 0.03000000 sec

TDO 25

SFOl 125.7716224 MHz

NUC1 13C

Pl 10.10 usec

PLW1 88.91999817 W

SFO2 500.1320005 MH=z

NUCz 1H

CPDPRG[2 waltzl6

PCPD2 80.00 usec

PLW2 15.487999%2 W

PLW12 0.34847999% W

PLW13 0.17528000 W

F2 - Processing parameters

ST 65536

SF 125.7577723 MHz

WDW EM

SSB 0

LB 1.00 Hz

GB 0

BC 1.40

T T T I " I T T T T i T T I I T T T "
220 200 180 160 140 120 100 80 60 40 20 ppm



Current Data Parameters AN RO AN DD DN Y
OO WW OO W ™M N
NAME PH-4-60 664444998832 W r~
EXENO 4 NN
PROCNO 1 777777666666 ™Mm ™M
F2 - Acquisition Parameters é /S_ d\ /\
Date_ 20170614
Time 15.29 h
INSTRUM spect
PROBHD 2108618_0516 ( 0
PULPROG zg30
T 65536 NN -
SOLVENT cDel13 o
NS 8
DS 0 o 2
SWH 8012.820 Hz
FIDRES 0.244532 Hz
AQ 4.0894465 sec
RG 32
Dw 62.400 usec
DE 6.50 usec
TE 298.0 K
Dl 1.00000000 sec
TDO 1
SFO1 400.1324708 MHz
NUC1 11
Pl 14.90 usec
PLW1 11.9949998% W
F2 - Processing parameters
ST 65536
SE 400.1300000 MHz
WDwW EM
SSB 0
LB 0.30 Hz
GB 0
BC 1.00
B R ]
[ I I I I I I I I I 1
9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 ppm
=T - e O o [ e
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Current Data Parameters oﬂ m m w DZJ H WJJ m w % Mn. w

NAME PHE-4-61 00 Co M A o r~ — <1

vaIUZO H“_. . . . 0 . - - . - - . .

PROCNO 1 -~ 0o w0 w o™ o o —

F2 - Acquisition Parameters /\ /\ /d _\ /\ 7

Date_ 20180719

Time 15.43 h

INSTRUM spect

PROBHD 72119470_0008 ( Boc

PULPROG zg SNH O

TD 65536

SOLVENT CDC13 o~

NS 8

DS 0 ~ OH

SWH 10000.000 Hz 0 3

FIDRES 0.305176 Hz

AQ 3.2767999 sec

RG 45,2

DW 50.000 usec

DE 6.50 usec

TE 300.0 K

D1 2.00000000 sec

TDO 1

SFO1 500.1330008 MHz

NUCI 1H

Pl 12.50 usec

PLW1 15.4875999%2 W

F2 - Processing parameters

SI 32768

SF 500,1300118 MHz

WDW EM

SSB 0

LB 0.30 Hz

GB 0

PC 1.00

I G W _
I I I I [ I I I I 1
9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 ppm
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-~ 0 o [eaNTe} ™
at s ars 3 o [anliNe] -~ o el -~ o [ oD
Curzent Data Zarametess o RS =3 3 N o @ o
. P . . oo~ < = ™
EXPNO 22 ™ lex N Ts) o~ <t . . . . P
PROCNO 1 r~ n o N — o ™ ™ co o
— — — — [o.0 B [Epiuty] [aNENaN]
P2 Acguisition Parameters _ _ _ /\\ _ _ 7 / \ f(\
Date_ 20180719
Time 15.31 h
INSTRUM spect
PRCBHD 2119470_0008 ( Boc
PULPROG zZgpg30 “NH O
TD 65536
SOLVENT CDC13 -
NS 880 o
DS 4 ~ OH
SWH 31250.000 Hz O
FIDRES 0.953674 Hz S3
AQ 1.0485760 sec
RG 203
DW 16.000 usec
DE 6.50 usec
TE 300.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFO1 125.7716224 MHz
NUC1 13C
P1 10.10 usec
PLW1 88.91999817 W
SFO2 500.1320005 MHz
NUC2 1H
CPDPRG[2 waltzlé
PCPD2 80.00 usec
PLW2 15.48799%92 W
PLW12 0.34847999% W
PLW13 0.17528000 W
F2 - Processing parameters
SI 65536
SF 125.7577708 MHz
WDW EM
SSB 0
1B 1.00 Hz
GB 0
PC 1.40

220 200 180 160 140 120 100 80 60 40 20 0 ppm



—3.7%96
T3.676

1.418

=T O g O -~ S nr-
[SXN ualie e JaNe] 0 W O
NN ™ N Oy 0
Current Data Parameters oo . e .
NAME PH-7-57 @ ©© W ~ -~ Ww
NP VY
PROCNO 1
F2 - Acguisition Parameters
Date_ 20180803
Time 9.53 h Bocsh o
INSTRUM spect
PROBHD 7119470_0008 ( s
PULPROG zg Y O
TD 65536 A
SOLVENT cDC13 ~0 0.0
Ns 1
Ds 0
SWH 10000.000 Hz
FIDRES 0.305176 Hz
AQ 3.2767989 sec
RG 22.6
DW 50.000 usec NO,
LE 6.50 usec
TE 300.0 K S4
Dl 2.00000000 sec
TDO 1
SFOl 500,1330008 MHz
NUC1 1H
Pl 12.50 usec
PLW1 15.487999%92 W
F2Z - Processing parameters
ST 32768
SF 500.1300116 MHz
WDW EM
SSB 0
LB 0.30 Hz
GB 0
PC 1.00
T T T T
9.0 8.0 7.0 6.0
o) =1 ™~ —
(o) Kool ™ (=
N — O
i (o] ™

0.998
0.823
1.058

3.093
3.000

9.012

ppm



™o M- O YN O WOy (e
Current Data Parameters ¥ O N I~ 0 HunaaNY o o = o N
NAME PH-7-57 0o~ O O A>T~ ™M [T w o ™ o

PRI . . P T R . < < o O~ o

EXPNO 2 o s O < < wmn [ .
PROCNO 1 (NeJNe Te RaTe o] MmN o N 0 < [oo]

Lo e e e B | L B B B B | — [o o T [TaTpute] ™~
F2 - Acquisition Parameters _ % _ ; _ f/r/ f\\\\ _ _ 7 f/\\\
Date_ 20180803
Time 11.22 h
INSTRUM spect
PROBHD 2119470_0008 (
PULPROG zgpg30
D 65536 WOO/ZI 0
SOLVENT CDC13
NS 1693 e
DS 4 Y
SWH 31250.000 Hz O 0
F'IDRES 0.953674 Hz O
AQ 1.0485760 sec
RG 203
DW 16.000 usec
DE 6.50 use
TE 300.0 K
D1 2.00000000 sec
D11 0.03000000 sec NO,
TDO & sS4
SFO1 125.7716224 MHz
NUC1 13C
P1 10.10 usec
PLW1 88.91999817 W
SFO2 500.1320005 MHz
NUCZ2 1H
CPDPRG[2 waltzlé
PCPD2 80.00 usec
PLW2 15.48799992 W
PLW12 0.34847999 W
PLW13 0.17528000 W
F2 - Processing parameters
SI 65536
F 125.7577758 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB 0
PC 1.40

| )
e
! I T i T I I ) T I I " I i T I j
220 200 180 160 140 120 100 80 60 40 20 prm



Current Data Parameters w E3J .mm ﬂ % w H M % w _._lu % wm. n_H_ _m.JJ % ﬂ

NAME PH-7-59 — — 0O 0O G0 O O W o oo N ~ w0 o)) SN

mxmzo H . . . . . . . . . . . . . . . . .

PROCNG 1 ~ - W Yo www w L = ™M o (o] —

F2 - Acquisition Parameters }_é /\ < _ /\ _

Date_ 2018071¢9

Time 13.45 h

INSTRUM spect

PROBHD 72119470_0008 (

PULPROG Zg

D 65536 Boc.

SOLVENT CDC13 NH

NS g

DS 0 Y

SWH 10000.000 Hz =

FIDRES 0.305176 Hz /O OH

AQ 3.2767999 sec

RG 40.3 S5

Dw 50.000 usec

DE 6.50 usec

TE 300.0 K

D1 2.00000000 sec

TDO 1

SFO1 500,1330008 MHz

NUC1 1H

Pl 12.50 usec

PLW1 15.487989%2 W

F2 - Processing parameters

SI 32768

SF 500.1300113 MHz

WDW EM

55B 0

LB 0.30 Hz

GB 0]

PC 1.00

9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 ppm

al e o N O | o [ @
L r~ ™~ o O —i| o0 [es] ~
(=] [ep! [e) (o) [ ™| O [se] =
™~ i (=] O — o) ™) (=] [e2]



M % 3 @ m m [« IV} ™ oY 0
At a —
Cucrent Dats Paranelers 5 A S5 35 S = A =
. .. ) . o o= ™1 O S
EXPNO 2 ol [&x T3] o O < B . P .
PROCNO 1 ~ 00 oo — o o w0 A o
— — — — — @ W ™
F2 - Acquisiticn Parameters _ 7 _ /\\ 7 _ _ f/\ \
Date_ 20180719
Time 14.39 h
INSTRUM spect
PROBHD Z119470_0008 ( Boc
PULPROG zgpg30 “NH O
TD 65536
SOLVENT CDC13 v
NS 1024 )
DS 4 A
SWH 31250.000 Hz ~0 OH
F'IDRES 0.953674 Hz
A0 1.0485760 sec §5
RG 203
DW 16.000 usec
DE 6.50 usec
TE 300.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFO1 125.7716224 MHz
NUC1 13cC
Pl 10.10 usec
PLW1 88.91999817 W
SFo2 500.1320005 MHz
NUC2 1
CPDPRG[2 waltzlé
PCPD2 80.00 usec
PLW2 15.487999%92 W
PLW12 0.34847999 W
BLW13 0.17528000 W
F2 - Processing parameters
S1 65536
SF 125.7577728 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB 0
PC 1.40
| | |
I I I I | I I I I | I
220 200 180 160 140 120 100 80 60 40 20 ppm



Current Data Parameters w M M... % % M.._ Q M r_.nﬂv m_ & B
NAME PH-T7-61 ol — 00 00 s O — ~ O <r <r
EXPNO 1 e e s . . . . PN .
PROCNO 1 ~ -~ WY o te] ip] = oo oM —
E2 Acguisition Parameters /\ /\ < _ _ / H \
Date_ 20180224
Time 15.05 h
INSTRUM spect Boc
PROBHD  Z119470_0008 ( “NH O
PULPROG zg
D 65536 O\\
SOLVENT CcDC13 m
NS 1 ~
DS 0 o >
SWH 10000.000 Hz S6
FIDRES 0.305176 Hz
AQ 3.2767999 sec
RG 45.2
Dw 50.000 usec
DE 6.50 usec
TE 300.0 K
o1 2.00000000 sec
TDO 1
SFO1 500.1330008 MHz
NUCL 1H
Pl 12.50 usec
PLW1 15.48799992 W
F2 - Processing parameters
SI 32768
SF 500.1300128 MHz
WDW EM
SEB o]
LB 0.30 Hz
GB Q
EC 1.00
g[[g Cﬁ L _r\L J
T L B e B e e I e |
9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 ppm
[ap/ | [ee] (=] O Q0| | W} (o
r~ L) (e i (a=] ] O] = —
(o8] o) Q0| (e (el | o =1 =T
™ ™ O O — o) o) ) [



~—~ o o N o
Current Data Parameters N o N = = R N
NAME PH-7-61 < m o o = o)) o T O 0

. LI L . [eaINe) = s =t

EXPNO 2 o o w0 o ) . e .
PROCNO 1 - w0 ol N — [a e W [}

— — — — — e~ w0 wn W [
F2 - Acquisition Parameters 7 7 7 /\ _ f \ /<\
Date_ 20180224
Time 18.38 h
INSTRUM spect WOO/ZI [e)
PROBHD Z119470_0008 (
PULPROG zgpg30 -
™ 65536 T O
SCLVENT CDC13
NS 4096 /O o<
Ds 4
SWH 31250.000 Hz S6
FIDRES 0.953674 Hz
AQ 1.0485760 sec
RG 203
DW 16.000 usec
DE 6.50 usec
TE 300.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 4
SFO1 125.7716224 MHz
NUC1 13¢C
Pl 10.10 usec
PLW1 88.91999817 W
SFO2 500.1320005 MHz
NUC2 1H
CPDPRG[2 waltzlé
PCPD2 80.00 usec
PLW2 15.48799992 W
PLW12 0.34847999% W
PLW13 0.17528000 W
F2 - Processing parameters
SI 65536
SF 125.7577724 MHz
WDW EM
SSB o]
LB 1.00 Hz
GB 0
PC 1.40

..__ h J
T T I I I I I T T ! T
220 200 180 160 140 120 100 80 60 40 20 ppm



Current Data Parameters

NAME PH-6-25

EXFNO 1 Boc

PROCNO 1 ~

H NH O

F2 - Acguisition Parameters Z/ﬁ\k//\\:/ -

Date_ 20191220 Y (@)

Time 18.17 h =

INSTRUM spect 0 0] o//

PROBHD 4108618_0516 (

PULPROG zg30

TD 65536 O>=E §7

SOLVENT cpcl3

NS 16

Ds 2

SWH 8012.820 Hz

FIDRES 0.244532 Hz

AQ 4.0894465 sec

RG 203

DW 62.400 usec

DE 6.50 usec

TE 300.0 K

D1 1.00000000 sec

TDO 1

SFO1 400.1324708 MHz

NUC1 1H

Pl 14.90 usec

PLW1 11.99499589 W

F2 - Processing parameters

sI 65536

SF 400.1300105 MHz

WDW EM

S8B 0

LB 0.30 Hz

GB 0

PC 1.00 12
~ | % _ I _

......... I ] I R N
9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1

r~ Ol | | =1 O O | Of =r| 1) ™) o) [ | eof Lof oy | o
LN | &N | 0] Oy < | oo S| O (&3] O | O] & O] ) | o
(o] o) = | 0] WO (e | —| O O — | | W =1 =1 o ™)
(] O H| | O | O O] | | o) Ol | N Ol N D =] i



n \o - — O wMmAaWm
Current Data Parameters % % % r.lo_ M m_ E_I_.u w ﬂ ﬁ m Wuq H % M._J w B )
NAME PH-6-25 . s e e e e o O~ oy M [Ep]
EXPNO 2 o~ w0 — OO OO @ . Coe e .o -
PROCNO 1 ~ O W MM N A A o n ooy 0 .

—~ —~ — L B e B B B B | [ee] O W o N —
F2 - Acquisition Parameters / f\ 7 /% f /\\ _ ; < 7 <
Date_ 20191220
Time 19.26 h
INSTRUM spect
PROBED  2108618_0516 ¢( _won/z_._ o
PULPROG zgpg30 H
TD 65536 N e
SOLVENT €DCl3 Y 0
NS 1200 A
DS 4 0 0O
SWH 25252.525 Hz
FIDRES 0.770646 Hz OAllyl s7
AQ 1.2976128 sec
RG 203
DWW 19.800 usec
DE 6.50 usec
TE 300.1 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 25
SFO1 100.6228303 MHz
NUC1 13C
Pl 9.80 usec
PLW1 77.98300171 W
SFO2 400.1316005 MHz
NucCz2 1H
CPDPRG[2 waltzlé
PCPD2 90.00 usec
PLW2 11.99499989 W
PLW12 0.32877001 W
PLW13 0.16537000 W
F2 - Processing parameters
sI 65536
SF 100.6127540 MHz
WDW EM
SSB Q
LB 1.00 Hz
GB 0
PC 1.40

_ " W N - — , —— T O r oo
T T T T T T T T T T T T T

220 200 180 160 140 120 100 80 60 40 20 0 ppm



7.986
7.965
7.952
7.780
7.762
7.724
7.711
7.702
7.662
7.644
7.378
7.359
7.341
7.317
7.301
7.286
7.271
6.105
6.091
6.078
6.065
6.048
6.035
6.022
65.008
5.422
5.419
5.415
5.376
5.372
5.284
5.280
5.258
5.254
4.798
4.795
4.787
4.784
4.718
4.703
4.445
4.428
4.419
4.401
4,387
4.371
4,354
4,343
4,328
4,237
4,220
4,203
4,030
4.017
3.430
3.414

ffﬁﬁ%/ﬂ\ %./\\_Eika._%ill{tt

Current Data Parameters

NAME PH-6-30

EXPNO 1

PROCNO 1 _uaoox

F2 - Acquisiticn Parameters

Date_ 20170614

Time 15.41 z

INSTRUM mvmnﬁ

PROBHD Z108618_0516 (

PULPROG zg30

™ 65336 OAlyl 25

SOLVENT MeOD

NS 8

Ds 0

SWH 8012.820 Hz

FIDRES 0.244532 Hz

AQ 4.0894465 sec

RG 203

Dl 62.400 usec

DE 6.50 usec

TE 298.0 K

D1 1.00000000 sec

TDO 1

SFO1 400.1324708 MH=z

NUC1 1H

P1 14.90 usec

PLW1 11.99499989 W

F2 - Processing parameters

ST 65536

SF 400.1300074 MHz

WDW EM

SSB 0

LB 0.30 Hz

GB 0

PC 1.00

| _ d
......... T T R D D D L
9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0 ppm

| | O (ot Hip] o~ | L | Oy \O| coff <O LO| |
™~ =T [ee] NaV [ | | O Q| || o) Ol
— O Q) = [e)] O Of LO| WO o) QOf| =1 | O
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~ DWW NN 0L WO W

Current Data Parameters % M M r_.m N ﬂQ.w ﬁl& w w _ﬂ-ul.. QOJ _m!:/, w Mﬁ %

NAME PH-6-30 . e e e e e e e e e e e

EXPNC 2 0 MO NANOOSOn TN

PROCNO 1 Xe] TN NNNN A A A
— A A A A A A A A A A A A

F2Z - Acquisition Parameters 7 /,///}/\\\&\.

Date_ 20170614

Time 16.25 h

INSTRUM spect Fmoc.

PROBHD  Z108618_0516 ( NH O

PULPROG zgpg30 H

TD 65536 N OH

SOLVENT MeOD z

NS 703 (0] (0] (@]

DS 4 ~

SWH 24038.461 Hz

FIDRES 0.733596 Hz OAllyl 25

AD 1.3631488 sec

RG 203

DW 20.800 usec

DE 6.50 use

TE 298.1 K

D1 2.00000000 sec

D11 0.03000000 sec

TDO 1

SFO1 100.6228298 MH=z

NUCL 13C

Pl 9.80 usec

PLW1 77.98300171 W

SKroz 400.1316005 MHz

NUC2 1H

CPDPRG[2 waltzlé

PCPDZ2 90.00 usec

PLWZ2 11.9949998% W

PLW12 0.32877001 W

PLW13 0.16537000 W

F2 - Processing parameters

SI 32768

SF 100.6127685 MHz

WDW EM

SSB 0

LB 1.00 Hz

GB 0

PC 1.40

I I I I I
200 180 160 140 120

117.001
67.038
66.866
58.016
57.817
57.332

T—65.102

/
<
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Current Data Parameters

NAME FH-13-74C

EXPNC 1

PROCHNGC 1

I'2 - Accuisition Parameters

pH c
Imz -
7
1

—4.920

—4.318

2.695

1.276

Date_ 201921218

Time 16.45 5 7

INSTRUM spect

PROBED  710861%_0516 0

PULPROG zg

D 18076 m

SOLVENT DM3O OI o aQH

we iONZ 5 w

o1 m

SWH 4801. nw\ Hz OI o)

FIDRES 0.139748 Bz Desmethoxycoralmycin A (5)

ite] 5.0063143 sec

RG 151

LW 104,133 usec

DE 10.50 usec

TE 29%9.7 K

ol 5.000000C0 sec

TDO 1

5FO1 400.1322007 MHz

NuUcl 11

Pl 14.90 usec

PLW1 11.994%9389 W

F2 - Processing parameters

51 32768

5F 400.1300035 MHz

WOW EM

35B o}

LB 0.30 Hz

GE G

T frorrrTTT T T [T [rrrrrrrT I T frorrrTTT [rorrrTTT 1
11.0 10.0 9.0 8.0 7.0 6.0 5.0 4.0 2.0 1.0 epm
[aN] O ol | ™ | =) | o] o | o)) Sy )| o] Of | [a/ Rew o] ™~ =
oo | = =] = o O O =l O —| O | | Of | wof | o | — s>
— || ™ W) O N | o] | MO 00 =+ 00| | =T | < [aN| — ™
— [ || — S A R B R e e I e - |- ™~ o
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e N e s L [Xe] [ee] o o
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L T e B B O T I e e s IO e O e s O s e e O e I IO e ey IO IO s B e B e IO A s e Iy T o By Iy B Al [Tyl [e2] ol ™
Current Data Param=sters /%//%// \ _k\\\% / \ 7 _ <
NAME PH-13-74C
EXPNO 2 O
PROCNO 1
BH
F2 Aoguigition Parametersg INZ H c
Date_ 20191220 D oH N_s B
Time 10.24 h HN 7
INSTRUM spect E 7 1 H
PROBHD 2108618 0516 ( (0] 1._N5 7 A
PULFROG Zgpg30 o @)
Coag 7 3 H
TD 655036 le) 1_N_5
SOLVENT DME0 1N75 3 0 7
IE! 16118 H e 3
D3 s 3 L/ OH O 1_OH
SWH 22058.824 Hz ONZ 5 9 10 O 3
FIDRES 0.673182 Hz 8
AO 1.4854827 sec OH O
RG 203 A 9 10
e 25 667 nsoc Desmethoxycoralmycin A (5)
DE 6.50 usec
TE 300.0 K
L1 2.00000000 sec
Dll 0.C3000000 sec
TD 25
SFOL 100.6223244 MHz
NUC1 13¢
Pl 9.80 usec
PLWL 77.98300L71L W
ST0Z 400.1316005 MHz
NUC2 1H
CEDFRG[2 waltzlé
PCPLZ 90.00 usec
PLWZ 11.9949%989 W
PLWL2 0.32877001 W
PLWL3 0.16537000 W
I'2 - Preocessing paramsters
s8I 65536
SE 100.6128192 MHZ
WOW EM
55B o
LB 1.00 Hz
CB
PC
T I T T I T T T I T T I T T T I T T I T I
200 1%0 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 erm
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Current Data Parameters 7

NAME pPH-13-74C 3 5 7
EXPNO 8 1 ﬂ 5

3 m ox 5 1_OH
3

PROCNO 1

F2 - Acguisition Parameters OMZ 8 w 10

Date_ 20200202 \F OH O

Time 2.17 h . 9 10

INSTRUM spect Desmethoxycoralmycin A (5)

PROBID Z2108618_0516 (

PULFPROG cosygpgf

D 2048

SOLVENT DMS0

w3 48

Ds 16

AW 3597.122 He ppm
FIDRES 3.512815 Hz E

AQ 0.2848720 sec . E-1
RG 203 ! E

DW 139.000 usec £

DE 6.50 usec ks> P
TE 300.0 K =4 0
oo 0.00000300 sec F

Dl 1.95000005 sec £
D13 0.00000400 sec E 1l
Dlé 0.00020000 gec E
INO 0.00020800 sec E
TDav 1 = o2
SFO1 400.1318006 MEZ £
NUC1 1H E

3¢ 8,02 usec E

Pl 16.05 usec E 3
ELW1 11.95489889 W F
GPNAM[ 1] SMSG10.100 £
Grzl 10.00 % !
Flé 1000.00 usec £

Fl - Acguisition parameters F

D 256 E 5
2Fol 400.1318 MEz E
FIDRES 37.560097 Hz E

oW 12.015 ppm E 5
FnMCDE QF £

EF2 Processing parameters E 7
ST 1024 E

SF 400.1300054 MEz E
WoOW SINE E
SSBE ] E 8
13 v Hz F

GB o £

BC 1.40 E g
Fl - Frocessing parameters ® E

5I 1024 E
MCZ £10
SF E
WDW f , f T

3SB 3 7 6 4 Ppm
;]

GE




o}
Iwz PH c

aH Z 5
R TR E H
: H
o 5
i H OI (6] 1_OH
I O,N75 9 3 o 3

s on o

Desmethoxycoralmycin A (5) 9 10 g

sitior varametars o - 120

r140

160

11 10 9 8 7 6 5 4 3 2 1 Ppm



Current Data Para
HEML FIl—
SH N

DROCND

1615 _0blée
ambcgplpndsf
2048

DMET
32

GENAM [1]

Milx

1.40

— Frooessing parameters
1024

Gk

_oo.eléezll

STINC

Desmethoxycoralmycin A (5)

i

ppm

-,
=

r1z20

160

180

ppm
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Current Data Parameters

—— Li.324

NAME PH-13-73 (e}
EXPNO 13
OMe

PROCNO 1 H-N o Cc

2N BH wm H
F2 - Acgquisition Parameters D N5 7 B
Date_ 20200110 , HN H
Time 16.56 h E 1 o) 1 _N_5
INSTRUM spect e} (o) 7 A
PROBHD  £124031_0002 ( 7 3 H
PULPROG zg SN 3 ) o 1_NS 7
TD 65536 H 3
SOLVENT DMS0 3 \F OH O 1_OH
NS 64 ONZ 5 9 10 (0] 3
D3 0 Coralmycin A (1/epi-1) \F OH O
SWH 10000.000 Hz
FIDRES 0.305176 Hz 9 10
A0 3.276799%9 sec
G 101
DW 50.000 usec
DE 6.50 usec
TE 300.0 K
Dl 2.00000000 sec
TDO 1
SFol 500.1330008 MHz
NUC1 10
Pl 4.90 usec
PLW1 5.59759998 W
F2Z - Processing paramsters
ST 32768
SF 500.1300029% MHz
WDW EM

35B 0
LB 0.30 Hz
GB ]

PC 1.00




0]

,,O_<_m
Imz phY' c

aH Z 5
Current Data FParamsters E I
NAME PH-13-73 N
EXPNO 2 H
PROCNO 1 N_s

7

F2 - RARoequiszition Parameters H
Date_ 20200113 m OI O 1_OH
Time 9.32 h ONZ 5 w 10 3
LNSTRUM speat Coralmycin A (1/epi-1)

8
PROBHD 42124031_0002 ¢ \F OH O

PULFE cosygpaf 9 10
D 4096
SOLVENT DMEC
NS 48
Ds 16 D = . bpm
SWH 6009.615 ¢ =0
FIDRES 2.934382 E
AD 0.3407872 E
RG 203 F
D £3.200 F 1
DE 6.50 E
TE 300.0 3
Lo 0.00000300 E 2
ol 2.50000000 E
D13 0,coooc4oo F
Lle 0.oacGzeo00 E 3
TNO 0.00016660 E
TDhav 1 et
501 500.13228507 F
NUC1 14 E 4
B 2.45 E
Pl 4,90 E
PLW1 5.58752998 ~ 5
GPNAMI[1] SMSQ10.100 £
Pzl 1C.00 E
Plé 1c0C.00 0? £

v 3 6
Fl - Acquiszition paramsters E
D 159 ° E
SFO1 500.132 MHz % E o7
FIDRES 75.501%00 Hz & F
SW 12.002 ppm W E
EFnMODE oF o ! E

6 3 F o8

F2 Processing parameters © E
ST 1024 . ' £
SF 500.12%9995 MHz & : E 9
WDW SINE k S F
55B 0 y
LB 0 Hz . B
GE 0 o ¢ E 10
PC 1.40 o ¢ ' E
Fl - Proccessing parameters @ m E 11
SI 1024 .M E
w\%.m I S T T T T T T T T T T T sl
L )
WDW SINE 11 10 9 g 7 6 5 4 3 2 1 0 rprm
SSB o
LB 0 Hz

GB 0



n.A__!‘.‘m«_ﬁ Data Param=ters INZ UI

TZ - Acygalsllion

Jate_ SUEL0
mmMmyg< ...“» 7 i ° : (e} 1 H 5
mcwwmmn Nﬁﬂmwnu? cph 1°'N°5 3 ) 3 !
’ O H 8
SOLVENT O.N"5 3 \F OH O 1_OH
e : 2 . 9 10 0" 3
Coralmycin A (1/epi-1) \F OH O
Ahn ppm

8
q
FIDRLE

SEa2 Hn.u .
e
CEDPRG[2
B3

L)

oe 120

140

11 10 9 8 7 6 5 4 3 2 1 0 Ppm



Curzrent Data P
HEZML
SHIND

TROCHD 1 H
1 5
.o ONS OH O J OH
_ Coralmycin A (1/epi-1) i
ppm

sPNAN[1]

SMEG

SMEQ

. r120

. ‘ 160

500

L1300

1.40

— Frogessing parameters
1024 L




Crystallographic Information File for 20

Table 1 Crystal data and structure refinement for rjp18pt2_s1634.

Identification code rjpl8pt2_s1634
Empirical formula C14H11NO;S

Formula weight 337.30
Temperature/K 100(2)

Crystal system monoclinic

Space group P2i/c

alA 10.61747(19)

b/A 13.02984(15)

c/A 10.52228(16)

a/° 90

B/ 101.8819(16)

y/° 90

Volume/A3 1424.50(4)

z 4

Pecacg/cm?® 1.573

p/mm-? 2.397

F(000) 696.0

Crystal size/mm? 0.167 x 0.151 x 0.078
Radiation Cu Ka (A = 1.54184)
20 range for data collection/° 8.51 to 152.934

Index ranges -13<h<13,-16<k<16,-13<1<13
Reflections collected 29696

Independent reflections 2981 [Rin; = 0.0259, Rsigma = 0.0110]

Data/restraints/parameters ~ 2981/0/212
Goodness-of-fit on F? 1.076



Final R indexes [I>=20 (I)]

Final R indexes [all data]

Largest diff. peak/hole / e A® 0.41/-0.39

R1 = 0.0344, wR, = 0.0975
R1 =0.0358, wR; = 0.0992

Table 2 Fractional Atomic Coordinates (x10% and Equivalent Isotropic Displacement Parameters (A2x103) for

rjp18pt2_s1634. Uy is defined as 1/3 of of the trace of the orthogonalised U,; tensor.

Atom

S1
o1
02
03
04
05
06
o7
N1
C1
C2
C3
C4
C5
C6
Cc7
C8
C9
C10
Ci11
C12
C13
Ci14

X

8732.8(3)
8743.1(10)
6737.1(10)
5956.9(11)
7259.2(12)

12425.1(11)
9990.0(10)
8253.4(11)
7042.7(13)
8960.7(14)
7872.8(14)
8105.1(14)
9339.8(14)

10377.4(14)

10195.7(14)

11347.1(15)
7619.8(13)
8001.5(15)
7118.8(16)
5877.7(17)
5519.0(17)
6380.4(16)

4953(2)

7080.0(2)
7471.6(7)
8710.5(8)
10604.7(9)
11823.0(9)
8544.6(10)
6687.2(8)
7887.3(7)
10928.2(10)
8519.4(10)
9157.7(11)
10200.3(11)
10578.2(11)
9934.7(11)
8887.2(11)
8206.8(13)
6080.0(10)
5129.6(11)
4331.4(12)
4468.3(13)
5430.9(15)
6245.3(13)
3574.9(17)

z

9276.9(3)
10739.7(9)
10341.6(11)
10420.5(14)
11222.6(13)
11702.8(13)
9295.4(11)
8394.8(10)
10908.4(14)
10985.1(13)
10793.1(13)
11104.5(14)
11579.5(14)
11735.0(13)
11431.3(13)
11579.4(15)
9147.5(13)
9688.4(15)
9506.2(17)
8785.4(17)
8269.2(18)
8444.6(17)
8544(2)

U(eq)

22.94(12)
26.7(2)
32.1(3)
44.4(3)
41.0(3)
41.6(3)
31.9(3)
29.2(2)
32.3(3)
23.7(3)
25.8(3)
27.3(3)
27.7(3)
26.9(3)
25.8(3)
31.6(3)
24.2(3)
28.5(3)
34.5(3)
37.4(4)
42.3(4)
35.7(4)
56.4(6)

Table 3 Anisotropic Displacement Parameters (A2x103) for rjp18pt2_s1634. The Anisotropic displacement factor

exponent takes the form: -2mw?[h2a*2U,;+2hka*b*U ,+...].

Atom

S1
o1
02
03
04
05
06
o7
N1

26.9(2)
39.0(6)
26.6(5)
25.2(6)
40.1(7)
30.2(6)
26.0(5)
41.4(6)
30.8(7)

Uz,

19.35(19)

19.7(5)
27.0(5)
34.1(6)
25.9(5)
41.5(7)
33.7(6)
22.6(5)
25.7(6)

Uss
23.10(19)
22.9(5)
43.8(6)
73.7(9)
56.3(8)
50.2(7)
36.8(6)
24.0(5)
42.4(7)

Uzs
-2

45(11)
-1.4(4)
-9.7(4)
12.1(6)
13.1(5)

7.6(5)
-6.0(4)

0.6(4)
-8.2(5)

Uis

6.42(13)
9.4(4)
9.6(5)
9.5(6)
8.2(5)
1.7(5)
8.4(4)
7.2(4)
11.9(5)

U

-2.49(11)
5.2(4)
-6.5(4)
-4.2(5)
-1.8(5)
1.2(5)
-2.5(4)
-3.2(4)
-3.3(5)



C1
C2
C3
Cc4
C5
C6
C7
C8
C9
C10
Cl11
C12
C13
C14

32.8(7)
27.7(7)
30.0(7)
34.3(8)
29.0(7)
30.6(7)
33.8(8)
25.6(7)
28.5(7)
41.0(9)
38.1(9)
28.8(8)
31.6(8)
58.7(13)

19.9(6)
26.0(7)
23.8(7)
24.6(7)
28.9(7)
28.0(7)
31.3(7)
20.2(6)
22.6(7)
20.7(7)
33.5(8)
48.5(10)
30.5(8)
49.8(11)

Table 4 Bond Lengths for rjp18pt2_s1634.

Atom Atom
S1 O1
S1 06
S1 O7
S1 C8
01 cC1
02 cC2
03 N1
04 N1
o5 C7
N1 C3
Ci1 cC2
Cl Ce6

Length/A
1.6194(10)
1.4259(11)
1.4256(11)
1.7454(14)
1.3998(16)
1.3354(17)
1.2355(18)
1.2208(17)

1.208(2)
1.4556(19)
1.404(2)
1.384(2)

Atom Atom
Cc2 C3
C3 C4
C4 C5
C5 Cé6
cé6 C7
c8 C9
C8 Ci13
C9 C10
Cl0 C11
Cl1 Ci12
Cll Ci14
Cl2 Ci13

Table 5 Bond Angles for rjp18pt2_s1634.

Atom Atom Atom

o1
06
06
o7
o7
o7
C1
03
04
04

S1
S1
S1
S1
S1
S1
o1
N1
N1
N1

C8
o1
C8
o1
06
C8
S1
C3
03
C3

Angle/’

100.45(6)
106.08(6)
110.48(7)
108.54(6)
118.78(7)
110.78(7)
116.82(8)
117.79(13)
123.09(14)
119.12(13)

19.6(6)
25.5(6)
30.4(7)
25.5(7)
22.0(6)
18.5(6)
26.6(7)
26.3(6)
33.9(7)
43.3(9)
40.8(9)
44.7(9)
41.6(8)
61.2(13)

Length/A

1.407(2)
1.393(2)
1.367(2)
1.406(2)
1.492(2)
1.388(2)
1.387(2)
1.387(2)
1.390(2)
1.388(3)
1.510(2)
1.388(2)

Atom Atom Atom

C4 C3
C5 C4
C4 C5
Cl1 Ce6
Cl1 Ce6
C5 Ce6
05 C7
C9 cC8
C13 C8
C13 C8

C2
C3
C6
C5
C7
Cc7
C6
S1
S1
C9

-1.4(5)
-3.9(5)
-4.7(5)
-5.2(5)
-1.7(5)
1.1(5)
3.6(6)
-2.3(5)
0.0(6)
-1.1(6)
-9.8(7)
-0.6(8)
4.7(6)
-18.0(10)

Angle/

122.11(14)
120.12(13)
119.91(13)
119.29(14)
121.89(13)
118.81(13)
122.18(15)
119.88(11)
118.57(11)
121.47(14)

8.2(5)
9.6(5)
11.3(6)
9.5(6)
3.9(5)
4.2(5)
-0.9(6)
4.3(5)
5.1(6)
12.0(7)
8.9(7)
-4.0(7)
-0.2(6)
13.7(10)

-4.6(5)
-5.9(5)
-2.0(5)
-7.1(6)
-8.3(6)
-2.1(6)
0.3(6)
-2.1(5)
0.5(5)
-2.6(6)
-13.4(7)
-6.4(7)
1.8(6)
-31.9(10)



01 Ci1 c2 116.85(12) C10
C6 Ci1 oO1 120.60(13) C9
C6 Ci1 cC2 122.53(13) C10
02 Cc2 cC1 116.65(13) C12
02 C2 cC3 127.32(14) C12
Ci1 Cc2 cC3 116.03(13) C13
C2 C3 N1 120.16(13) C8
C4 C3 N1 117.72(13)

Table 6 Hydrogen Bonds for rjp18pt2_s1634.

DH A d(D-Hy/A d(H-A)A
02H2 03 0.87(2) 1.85(2)
02H203! 0.87(2) 2.24(2)
11-X,2-Y,2-Z

Table 7 Torsion Angles for rjp18pt2_s1634.

A B C D Angle/ A B C
S101C1 C2 90.13(13) N1 C3 C4
S101C1 C6 -91.66(14) C1 C2 C3
S1C8C9 C10 -176.25(12) C1 C2 C3
S1C8C13C12 175.83(14) C1 C6 C7
01S1C8 C9 -80.33(13) C2 C1 C6
01S1C8 C13 102.78(13) C2 C1 C6
01Cc1C2 02 -2.74(18) C2 C3 C4
01Cci1cC2 C3 177.04(12) C3 C4 C5
01C1C6 C5 -176.63(12) C4 C5 C6
01C1C6 C7 4.4(2) C4 C5 C6
02C2C3 N1 -1.8(2) C5 C6 C7
02C2C3 C4 179.55(14) C6 C1 C2
O3N1C3 C2 -2.6(2) C6 C1 C2
O3N1C3 C4 176.10(14) C8 S1 O1
O4N1C3 C2 177.73(14) C8 C9 C10
O4N1C3 C4 -3.5(2) C9 C8 C13
06S101 C1 96.97(11) C9 Ci10C11
06S1C8 C9 31.36(14) C9 C10C11
06S1C8 C13 -145.53(12) C10C11C12
07S101 C1 -31.72(12) C11C12C13
07S1C8 C9 165.10(11) C13C8 C9

07S1C8 C13 -11.79(15) C14C11C12

Cc9

C10
Cil1
Cil1
Ci11
C12
C13

D
C5
N1
C4
05
C5
Cc7
C5
C6
C1
Cc7
05
02
C3
C1
Ci1
C12
C12
Ci14
C13
C8
C10
C13

C8

Ci1
C14
C10
Ci14
Ci1
C12

d(D-A)/A
2.6103(16)
2.9456(17)

Angle/

-177.52(13)
178.48(12)
-0.2(2)
164.24(15)
1.5(2)
-177.47(13)
1.2(2)
-0.9(2)
-0.4(2)
178.53(13)
-14.7(2)
179.08(13)
-1.1(2)
-147.98(10)
0.7(2)
-1.0(2)
-1.5(3)
176.99(17)
1.0(3)
0.2(3)
0.5(2)
-177.45(18)

118.72(14)
121.13(15)
120.20(17)
118.83(14)
120.95(18)
121.22(15)
118.61(15)

D-H-A/°
145(2)
138(2)



Table 8 Hydrogen Atom Coordinates (Ax10% and Isotropic Displacement Parameters (A2x10%) for rjp18pt2_s1634.

Atom X y z U(eq)
H2 6180(20) 9207(19) 10250(20) 48
H4 9461 11284.18 11795.62 33
H5 11220.03 10195.05 12047.86 32
H7 11228.51 7484.09 11576.53 38
H9 8851.01 5027.96 10174.11 34
H10 7366.63 3679.83 9880.52 41
H12 4668.38 5534.04 7787.02 51
H13 6126.46 6902.18 8090.74 43
H14A 5009.77 3242.45 7722.62 85
H14B 4074.03 3823.31 8498.8 85
H14C 5176.69 3079.17 9255.66 85

Experimental

Single crystals of C14H1:NO-S [rjp18pt2_s1634] were [crystallised from a mixture of ethyl acetate and petroleum
benzine]. A suitable crystal was selected and [in paratone on a nylon loop] on a SuperNova, Dual, Cu at home/near,
Atlas diffractometer. The crystal was kept at 100(2) K during data collection. Using Olex2 [1], the structure was solved with the
olex2.solve [2] structure solution program using Charge Flipping and refined with the SHELXL [3] refinement package using Least

Squares minimisation.

1. Dolomanov, O.V., Bourhis, L.J., Gildea, R.J, Howard, J.A.K. & Puschmann, H. (2009), J. Appl. Cryst. 42, 339-341.
2. Baurhis, L.J., Dolomanov, O.V., Gildea, R.J., Howard, J.A.K., Puschmann, H. (2015). Acta Cryst. A71, 59-75.
3. Sheldrick, G.M. (2015). Acta Cryst. C71, 3-8.

Crystal structure determination of [rjp18pt2_s1634]

Crystal Data for Ci,H:3NO;S (M =337.30 g/mol): monoclinic, space group P2i/c (no. 14),a= 10.61747(19) A, b =
13.02984(15) A, ¢ = 10.52228(16) A, B = 101.8819(16)°, V = 1424.50(4) A3, Z = 4, T = 100(2) K, u(Cu Ka) = 2.397 mm™, Dcalc =
1.573 g/lcm?®, 29696 reflections measured (8.51° < 20 < 152.934°), 2981 unique (Rint = 0.0259, Rsigma = 0.0110) which were used
in all calculations. The final R; was 0.0344 (I > 20(l)) and wR, was 0.0992 (all data).

Refinement model description

Number of restraints - 0, number of constraints - unknown.

Details:
1. Fixed Uiso

At 1.2 times of:

All C(H) groups

At 1.5 times of:

All C(H,H,H) groups, All O(H) groups
2.a Aromatic/amide H refined with riding coordinates:

C4(H4), C5(H5), C7(H7), C9(H9), C10(H10), C12(H12), C13(H13)
2.b Idealised Me refined as rotating group:
C14(H14A,H14B,H14C)



