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1. General Experimental Procedures. 1D and 2D NMR spectra were recorded on a Brucker 700
Avance III HD (‘"H NMR - 700.47 MHz; *C NMR 176.13 MHz) in CDCls: J in ppm, J in Hz. Low
resolution electrospray ionisation mass spectrometry measurements (LRESIMS) were recorded in
positive or negative ionization mode on a Bruker Esquire HCT (High Capacity 3D ion trap)
instrument with a Bruker ESI source. High resolution electrospray ionisation (HRESIMS) accurate
mass measurements were recorded in positive mode on a Bruker MicrOTOF-Q (quadrupole — Time of
Flight) instrument with a Bruker ESI source. Accurate mass measurements were carried out with
external calibration using sodium formate as reference calibrant.



2. ESI HRMS of the sample 1d/1e (2/1) in negative mode.

Analysis Info

Analysis Name
Method
Sample Name
Comment

D:\Data\Williams\APM69-neg.d
tune_wide_pos_June 2016.m

Acquisition Parameter

Acquisition Date  9/8/2016 4:49:05 PM

Operator
Instrument

BDAL@DE

micrOTOF-Q  228888.00070

Source Type ESI lon Polarity Negative Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 4000 V Set Dry Heater 180 °C
Scan Begin 50 m/z Set End Plate Offset ~ -500 V Set Dry Gas 4.0 I/min
Scan End 3500 m/z Set Collision Cell RF 550.0 Vpp Set Divert Valve Source
Intens. APM69-neg.d: -MS, 0.7-1.7min #44-100
x1051
2.01
| 325.1878
1.5
1.0
0.5+
445.2229
ﬁ 729.4926
00 l : \ A Y e A ul il T A I“ A k A * ‘L r 89'3‘:‘652 i :}033;9843 - r AL -
300 400 500 600 700 800 900 1000 1100 1200 m/z
Intens. -MS, 0.7-1.7min #44-100|
x1041
2.59
] 4452229
2.01
1.5 447.2370
1.04
446.2262
0.5 448.2408
443.2029 4492315
00 . . . 44.1'2444 . Jk . J . . ’ A 451)}_936 ' 453.1827 '
438 440 442 444 446 448 450 452 454 m/z
Meas.m/z # lon Formula m/z err[ppm] mSigma #mSigma Score rdb e Conf N-Rule
4452229 1 C25H3307 4452232 0.7 291.4 1 100.00 9.5 even ok



3. ESI HRMS of the sample 1d/1e (2/1) positive mode.

Analysis Info

Analysis Name  D:\Data\Williams\APM69-pos.d

Acquisition Date

9/8/2016 4:54:41 PM

Method tune_wide_pos_June 2016.m Operator BDAL@DE
Sample Name Instrument micrOTOF-Q  228888.00070
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Not active Set Capillary 4500 V Set Dry Heater 180 °C
Scan Begin 50 m/z Set End Plate Offset ~ -500 V Set Dry Gas 4.0 I/min
Scan End 3500 m/z Set Collision Cell RF ~ 550.0 Vpp Set Divert Valve Source
Intens. APM69-pos.d: +MS, 0.5-1.5min #31-92
x105]
1 469.2192
4_
915.4805
3.
2_
Ly 311.1717 690.3375
oL u,l.l‘.l‘ll lt,.. l Mo, 170 -oweysar
200 400 600 800 1000 1200 1400 m/z
Intens. +MS, 0.5-1.5min #31-92
x1097
4692192
4
3_
2] 471.2332
470.2224
1_
4851929
472.2369
{L 473.2256 Jt 487.2044
— : 8 el : : : S LI G G -
468 470 472 474 476 478 480 482 484 486 m/z
Meas. m/z # lon Formula m/z err [ppm] mSigma #mSigma Score rdb e Conf N-Rule
469.2192 1 C25H34NaO7 469.2197 1.1 166.9 1 100.00 8.5 even ok
485.1929 1 C25H34KO7 485.1936 1.5 63.3 1 100.00 8.5 even ok



4. Tabulated NMR data for 1d compound recorded in CDCl; at 176/700 MHz.

No. Bc 'H Multiplicity (J in Hz)

1 160.28 7.56 s

2 133.41

3 208.80

4 73.49

5a 38.74 2.44 m

5b 38.74 2.54 m

6 140.74

7 129.29 5.63 m

8 38.99 3.09 m

9 79.17

10 56.77 3.17 br d (2.54)

11 43.50 2.15 m

12 87.36 4.84 d (9.81)

13 60.83

14 35.19 0.90 m

15 27.69

16 22.27 1.16 s

17 17.03 1.01 s

18 16.08 1.03 u

19 10.14 1.77 dd (2.91, 1.27)
20a 67.97 3.98 m
20b 67.97 4.03 m

1 170.51

2 128.13

3 138.66 6.85 qd (7.08, 1.27)
4 14.51 1.78 m

5 12.05 1.80 d (1.09)

9-OH 4.93 brs




5. 'TH NMR spectrum and assignments for 1d recorded in CDCls. In expansions the signals of the

minor components are observed.
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6. °C NMR spectrum and assignments for 1d recorded in CDCl;. In expansions the signals of the

minor components are observed.
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7. DEPT spectrum for 1d recorded in CDCls.
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8. COSY spectrum for 1d recorded in CDCl;.
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9. HSQC edit spectrum for 1d recorded in CDCls.
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10. HSQC spectrum for 1d recorded in CDCls, 0.7-2.0%5-45 ppm expansion.
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11. HMBC spectrum for 1d recorded in CDCl;.
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12. HMBC spectrum for 1d recorded in CDCl;, 1.40-7.40%2-218 ppm.
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13. NOESY spectrum for 1d recorded in CDCl;.
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14. Tabulated NMR data for 1e compound recorded in CDCl; at 176/700 MHz.

No. BcC 'H Multiplicity (J in Hz)
1 160.18 7.55 brs
2 133.42
3 208.77
4 73.47
5a 38.70 2.44 brd (16.35)
5b 38.70 2.54 d (19.07)
6 140.84
7 129.17 5.63 br d (5.09)
8a 38.96 3.09 brd (5.63)
9 79.12
10a 56.82 3.16 brd (3.27)
11 43.28 2.11 dq (9.99, 6.72)
12 87.41 4.83 d (9.99)
13 60.89
14a 35.14 0.89 d (7.63)
15 27.63
16 2237 1.17 s
17 17.24 1.04 s
18 15.92 1.00 d (6.50)
19 10.13 1.77 dd (2.91, 1.27)
20a 67.92 3.98 d (12.90)
20b 67.92 4.03 d (12.90)
I 179.68
2! 4131 2.39 td (13.94, 6.99)
3! 26.90 1.65 m
3! 26.90 1.48 tt (13.74, 7.43)
4 11.67 0.90 t(5.99)
5 16.47 1.13 d (6.90)

11



15. "H NMR spectrum and assignments for 1e recorded in CDCls, expansions are shown for selected
regions to present the signals of the minor component.
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16. "H NMR spectrum expansions for 1e recorded in CDCls.
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17. >C NMR spectrum and assignments for 1e recorded in CDCl;, expansions are shown for the

selected carbons.
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18. *C NMR spectrum expansions for 1e recorded in CDCls.
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19 DEPT spectrum and assignments for 1e recorded in CDCl;.
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20. COSY spectrum for 1e recorded in CDCl;, peak picking was performed for the minor component.
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21. HSQC edit spectrum for 1e recorded in CDCl;, peak picking was performed for the minor

component.
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22. HSQC spectrum for 1e recorded in CDCls, 0.7-3.1%5-58 ppm expansion, peak picking was

performed for the minor component.
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23. HMBC spectrum for 1e recorded in CDCl;, peak picking was performed for the minor component.
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24. HMBC spectrum for 1e recorded in CDCl;, 0.7-2.6%5-95 ppm expansion, peak picking was

performed for the minor component.
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25. NOESY spectrum for 1e recorded in CDCl;, peak picking was performed for the minor

component.
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26. NOESY spectrum for 1e recorded in CDClj, 0.5-5.0%0.7-3.3 ppm expansion, peak picking was

performed for the minor component.

T
35

2016-09-0451-700.007.001.217.e5p A—Lﬁq
J 3.09,0.89 117,089 ot
3.09,089 e o
) . o= 10
] PEERE
2139, 713 r
7 .5
BA —
W L
\ : g
3.09, 2111 e 20
] i ] < [
[
2 St = — e L
= =i == F25
= A r
= fs.0
b} e
= 271,3.09 T.04,3.09 £
7 fs.5
F4.0
244,403 r
F4.5
1.00,4.83
1 | P | | —
3.0 25 20 1.5 1.0
ppm

ppm

ppm

17



