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General Information
Solvents were dried according to standard procedures where needed. All reagents and solvents
were purchased from commercial suppliers. Column chromatography was carried out on silica gel
(160-200 mesh). Melting points were measured on microscope melting point apparatus. IR spectra
were recorded on a Thermo Nicolet 5700 FT-IR microscope Centaur U s spectrophotometer. NMR
spectra were recorded on 400 or 600 MHz NMR spectrometer. Chemical shifts are referenced to
the residual solvent peak and reported in ppm (J scale) and all coupling constant (J) values are
given in Hz. The following multiplicity abbreviations are used: (s) singlet, (d) doublet, (t) triplet,
(q) quartet, (m) multiplet, and (br) broad. ESI-HRMS data were measured on orbitrap mass

spectrometer.



HPLC analysis: Column: Pinnade II C18 Column size: 0.46 cm [.D. x 25 cm L x 5 1 m; column
temperature: 35°C; injection volume: 20uL; mobile phase: CH;CN/H,0/0.1%HCOOH; flow rate:
1.0mL/min Wavelength : 272nm; a gradient program was used as follows:

Time(min) CH;CN(%) H,0(%)
0 5 95
5 5 95
35 90 10
40 90 10
50 5 95
55 5 95
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HPLC spectra of compound 7 and 7” ( entry 11 in Table 1)




HPLC ANALYSIS
Determination of the enantiomeric excess of compound 6 and 16. column: CHIRALPAK OJ-H

0.46 cm ID. x 25 cm L x 5 1 m; column temperature: 25°C; injection volume: 10uL; mobile phase:
hexane/i-PrOH (9/1); flow rate: 0.3mL/min  Wavelength: 272 nm
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HPLC spectra of rac-6
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Data File E:\DATA\EYH\201503180000003.D
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HPLC spectra of rac-16




Data File E:\DATAM\EYH\ZD1S06130000006.0
Sample Wame: #2-9-BL

Aog. Operator R Seg. Line

Bog. Instrument : Agilent 1260 Location :

Injection Date 8/18/2015 4:10:35 aM Inj
Inj Velume :

Aog. Method s
Last changed : BA17/2015 3:24:45% PM by O O
hnalysis Method @ C:WZCHEM3Z\2WMETHODS\150818.M

19 pl

CiAChem3Z2WINDATANEYEN 20150727 2015-0B-19 12-24-45%201508168. 4

Last changed : H/19/8015 L0:34:01 AM
I " DAGT A Sge27 4 RereaeD, 100 |E AT AZY AR 505150000006 0] : —
P omaAl
0
ED
4]
Al |
304 ! |
b g ||
104 =
i P A\ ——
e O 3 —— . . T
W 20 el ] 8 :fH] T min|
Area Percent Eeport
Sorted By H Sigmal
Multiplier : 1.0000
Dilution 1 10000
Use Multiplier & Mlution Factor with ISThs
Signal 1: DAD1 A, Sig=272,.4 Ref=360,100
Peak HetTims Type Widekh Braa Height Area
¥ [min] [mir] [mAl*s] [man] %
il Bl Rt Bt ] e AL L AL bt E Y|
1 47,639 BB D.681B  244.94820 4.4%483  4.7715
2 B5l.634 BB 0.9497 4588 .53838  TB.1641% G95.22ES
Totals : 3133,53456  BX.65E83
“id End of Report #¥
Instrument 2 3/15/2015 10:34:04 AM Fage 1 of 1

HPLC spectra of 16




HPLC analysis for compound 1, 24 and natural xiamenmycin A: CHIRALPAK OZ-H; Column

size: 0.46 cm 1.D. x 25 cm L x 5 b m; column temperature: 35°C; injection volume: 5 puL; mobile
phase: n-Hexane/EtOH/TFA =80/20/0.1 (V/V/V); flow rate: 1.0 mL/min Wavelength: 254 nm
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B) Compound 1 (synthetic sample)
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C) Compound 24 (synthetic sample)
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D) Xiamenmycin sample (natural product)
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—— Calculated ECD of 17
Calculated ECD of enantiomer of 17
Experimental ECD of 17
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The theoretical CD spectrum and experimental CD spectrum of 17



JXZ22-16400M TH-NMR in CDCI3
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"H NMR spectra of compound 4

100M 13C-NMR JXZ22-16 in CDCI3
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13C NMR spectra of compound 4
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400M IH-NMR JXZ21-39 in CDCI3
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400M 1H-NMR IXZ21-44 in CDCI3
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500M 1H-NMR JXZ21-50 in CDCI3
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Table the comparison of 1H and 13CNMR data of compound 1, 24 and reported natural

xiamenmycin A

Position S y(JinHz) 8¢
Natural Compound 24 Compound 1 Natural Compound | Compound
Xiamenmycin Xiamenmycin 24 1
Al Al
1 - - - - - -
2 - - - 79.8 79.3 79.2
3 3.77,t 3.74,4(5.4) 3.74, br. 66.3 65.9 66.6
4 2.71,dd (17.3, 2.69,dd 2.69, dd (16.8, 31.2 30.8 30.6
7.4) (16.8,7.8) 7.2)
2.98, dd 2.96,dd (16.8, | 2.96,dd (16.8,
(17.3,5.2) 5.4) 5.4)
4a -- -- -- 120.6 120.2 120.3
7.67,s 7.65,s 7.65, s 129.8 129.4 129.5
-- -- -- 126.0 125.5 125.5
7.63,d(8.4) | 7.61,d(8.4) 7.61,d (8.4) 127.2 126.8 126.7
6.81,d(8.4) 6.79,d (8.4) 6.78,d (8.4) 116.7 116.2 116.2
8a -- -- - 156.1 155.7 155.6
9 1.60, m 1.59, m 1.69-1.61 38.0 37.5 33.1
10 2.10, m 2.09, m 2.05, m 21.6 21.1 21.3
11 5.12, 5.10, t(6.6) 5.08,t(7.2) 124.8 124.3 124.4
dd(7.1,1.3)
12 -- -- -- 131.3 130.8 130.7
13 1.57,s 1.55,s 1.52,s 17.9 17.4 17.4
14 1.65,s 1.62,s 1.62,s 25.9 25.4 25.4
15 1.18, s 1.16, s 1.23,s 18.7 18.3 22.0
I’ -- - - 166.6 166.2 166.3
2’ 7.78,d (7.8) 7.77,d (8.4) 7.75,d (8.4) -- -- --
3 4.38, brd 4.38,dd(3.6,8.4) | 4.38,dd(3.6,8.4) 58.9 58.5 58.5
4 4.18, brs 4.17,m 4.17, m 67.1 66.6 67.2
5 1.12,d (6.0) 1.11,d(6.6) 1.11,d (6.6) 20.9 20.5 20.5
6’ - - 172.8 172.3 172.3
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