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Figure S1. Key HMBC (solid line arrows), COSY (bold line) and NOESY (dashed line arrows) correlations observed in 1.
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Figure S2. '"H NMR spectrum (500 MHz, CDCl3) of compound 1.
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Figure S3. 3C NMR spectrum (125 MHz, CDCI3) of compound 1.
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Figure S4. gCOSY spectrum (500 MHz, CDClI3) of compound 1.
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Figure S5. gHSQC spectrum (500/125 MHz, CDCls) of compound 1.
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Figure S6. gHMBC spectrum (500/125 MHz, CDCls) of compound 1.
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Figure S7. NOESY spectrum (500 MHz, CDCls) of compound 1.
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Figure S8. ESI HR-MS report for compound 1.
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MS SpectrumPeakList

Diff
m/z Calc m/z | (ppm) | z Abund Formula Ion
(M+H)"-
307,2635 | 307,2632 | -1,07 | 1 8316,4 C20H3502 H>O
325,2739 | 325,2737 | -0,42 | 1 1742,8 C20H3703 (M+H)"
347,2559 | 347,2557 | -0,77 | 1 | 510740,9 | C20H36NaO3 (M+Na)*
348,2594 | 348,2591 | -0,78 | 1 | 105320,6 | C20H36NaO3 (M+Na)"
349,2618 | 349,262 0,37 1 12928,4 | C20H36NaO3 (M+Na)"
(2M+H)"-
631,528 | 631,5296 | 2,54 1 1036,3 C40H7105 H20
649,5395 | 649,5402 1,1 1 48327 C40H7306 (2M+H)"
671,5217 | 671,5221 0,65 1 | 36792,7 | C40H72NaO6 | (2M+Na)"
672,5252 | 672,5255 | 0,41 1 15971,7 | C40H72NaO6 | (2M+Na)"




Figure S9. FT-IR (ATR) spectrum of compound 1.
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Figure S10. Comparison of the calculated VCD spectra of some key conformers of both possible
stereoisomers. The green shaped area used to distinguish the isomers is found to be almost unaffected

by conformational changes.
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Figure S11. Correlation of experimental and predicted
(7R,135)-1.

BC-NMR chemical shifts of (75,135)-1 and
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Table S1. Comparison of experimental and calculated *C chemical shifts (CDCls).

Carbon Oc exp occalc (75,13S) occalc (7R,13S)
1 59.3 64.2 64.9
2 123.6 132.8 131.3
3 139.5 147.9 1534
4 39.9 421 48.1
5 22.0 235 28.7
6 41.7 43.2 43.7
7 72.7 81.2 79.4
8 41.3 48.9 52.2
9 22.8 27.7 28.8
10 128.6 138.8 138.2
11 131.6 141.4 142.5
12 48.1 53.0 53.9
13 65.9 72.0 69.7
14 127.5 1344 134.8
15 134.8 145.3 145.9
16 25.7 28.4 28.5
17 18.2 19.4 19.4
18 16.1 17.0 16.5
19 26.7 26.2 26.6
20 16.2 18.9 16.8
MAD® 3.0 3.2
R20) 0.9987 0.9971
DP4 100% 0%

@mean average deviation (in ppm), ® square of the correlation factor, ) DP4 probability [25].



Table S2. Calculated '3C-chemical shifts for (75,135)-1 and (7R,135)-1 (b3lyp/6-311++G(2d,p)/IEFPCM/CHCl3).

Calculated *C-chemical shifts for (7S,13S)-isomer (b3lyp/6-311++G(2d,p)/IEFPCM/CHCl3)

AE  AG _ pop-AE __ pop-AG 1 2 3 4 5 6 7 8 9 10 11 12 13 14 15 16 17 18 19 20
bifu4_isomerl_cl 0.00 0.00 34.86 19.86 62.79 136.54 15134 4738 23.81 47.67 80.14 4822 2841 14193 13781 5341 72.61 13444 14516 2844 1941 1698 2388 1648
bifu4_isomerl_c2 0.45 0.19 16.31 14.35 63.61 13645 14692 4266 23.61 4342 82.03 46.01 27.07 142.08 138.64 53.57 7195 134.67 14420 2834 1941 1658 2628 16.30
bifud_isomerl_c3 4.05 0.30 0.04 11.92 6522 12737 150.03 41.58 21.63 44.61 8149 5241 27.72 14028 14133 53.75 69.70 134.64 146.16 2853 1942 16.12 2292 19.75
bifud_isomerl_c4 4.04 043 0.04 9.58 65.19 12743 14999 41.63 21.61 4424 8155 5149 2757 14026 141.03 53.70 69.55 134.61 146.19 2853 1941 16.15 2282 19.73
bifud_isomerl_c5 1.05  0.67 5.93 6.41 6431 12934 14589 39.73 21.67 4120 79.61 4830 2736 13424 147.01 5031 7348 13439 14730 2854 19.13 1776 2838 19.66
bifu4_isomerl_c6 1.19  0.72 4.70 5.94 6525 13392 140.73 3927 2232 3810 8237 49.07 2734 13565 143.13 5328 73.14 13417 14514 2840 1944 1742 2999 19.80
bifu4_isomerl_c7 0.82 0.77 8.75 5.41 64.06 12995 14484 3958 2199 3853 8242 4930 2720 13565 14323 5230 73.27 13443 14423 2836 1938 17.68 30.03 19.55
bifu4_isomerl_c8 2.19 0.83 0.87 4.87 6425 129.07 14723 4222 2201 4438 8039 53.72 2954 13752 14448 53.10 7220 13295 14747 2849 1942 16.63 25.67 19.87
bifud_isomerl_c9 1.14  0.84 5.08 4.80 6450 136.85 147.61 3833 30.69 3934 81.26 4598 2731 13442 14441 5351 72.87 13456 144.19 2837 1943 17.66 2996 22.89
bifud_isomerl_c10 0.87 0.88 7.96 4.47 64.13 12976 14429 39.19 21.62 4047 8219 4651 27.17 13503 144.00 5233 73.18 13442 14431 2838 1940 17.82 3036 19.64
bifud_isomerl_cl1 1.54  1.06 2.57 3.30 64.60 136.75 147.62 3875 30.71 37.61 81.60 4884 2727 13461 143.81 5346 7292 13474 14371 2835 1940 1773 29.75 22.73
bifu4_isomerl_c12 142 125 3.16 2.40 64.54 13639 147.12 3825 29.14 4377 81.74 4624 27.14 14186 13893 53.68 7139 13420 14496 2838 1949 16.61 2586 22.82
bifud_isomerl_c13 1.77  1.32 1.76 2.15 65.64 13284 14199 39.53 21.83 4031 79.58 4779 2750 13377 14787 51.60 73.37 13446 14692 2850 19.11 1753 28.60 19.98
bifud_isomerl_c14 1.59 148 2.37 1.64 6397 134.67 148.15 4240 25.15 37.87 8218 49.04 28.17 13388 14151 46.66 73.73 13471 14262 2824 1926 2192 29.89 1637
bifud_isomerl_cl5 1.79  1.50 1.69 1.57 65.08 134.62 15031 39.15 3030 40.16 78.63 48.16 27.59 13396 146.81 51.07 73.03 13443 147.00 2852 19.09 17.72 2833 22.68
bifud_isomerl_cl16 133 1.70 3.67 1.12 6383 13356 15053 4330 22.01 50.89 80.17 4589 2924 139.74 13855 5323 71.87 134.88 14538 2851 1935 1696 2355 20.90
bifud_isomerl_c17 379 2.87 0.06 0.16 6295 12941 15035 3947 21.18 4135 8197 4893 27.04 13640 144.14 5288 7353 133.74 14520 2838 1945 1686 2693  20.60
bifu4_isomerl_c18 3.60 3.73 0.08 0.04 63.62 13925 148.16 4745 2391 4794 8045 4841 2873 140.09 13957 5199 7410 131.03 151.08 29.13 21.72 1731 2383 16.14
bifu4_isomerl_c19 396 4.56 0.04 0.01 63.63 127.88 149.07 38.51 2439 34.67 8320 5080 2836 133.89 14129 47.18 7392 13470 142.69 2824 1930 21.85 2934 1942
bifud_isomerl_c20 396 4.73 0.04 0.01 6395 136.52 14637 42770 23.70 43.08 8253 4579 27.12 141.67 13933 5190 7325 130.85 151.62 29.07 21.87 1643 2533 16.29
bifud_isomerl_c21 543 528 0.00 0.00 64.14 12972 14570 3955 21.70 40.88 80.07 48.18 27.12 132.82 14947 4948 77.15 133.52 152.15 2951 21.78 18.62 2827 19.70
bifud_isomerl_c22 497 535 0.01 0.00 6427 136.60 147.86 3799 30.73 39.890 81.48 4589 27.15 13384 14549 5151 7427 131.54 150.66 29.04 2220 18.04 29.78 22.84
bifu4_isomerl c23 529 6.23 0.00 0.00 6442  136.71 14773 3843 30.94 3795 81.87 4870 27.12 13423 144.69 5146 7424 13158 150.77 29.03 2232 18.07 29.62 22.64
Boltzmann average 64.18 13275  147.89 42.07 23.54 43.17 81.17 4886 27.71 138.79 141.44 52.99 72.03 13444 14533 2844 19.38 17.03  26.17  18.92
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Calculated *C-chemical shifts for (7R,13S)-isomer (b3lyp/6-311++G(2d,p)/IEFPCM/CHCl3)

AE  AG _ pop-AE _ pop-AG 1 2 3 4 5 6 7 8 9 10 11 12 13 14 15 16 17 18 19 20
bifu4_isomer2 cl 000 0.16 3505 3181 6482 13126 15407 47.09 2876 4330 7944 5297 2973 13823 14247 5408 69.66 13479 14598 28.52 1940 1647 2625 1636
bifud_isomer2_c2 0.00 0.00 3486 4186 6497 13142 153.03 48.62 2854 4338 7936 5299 2978 138.16 14247 5402 69.72 13479 14594 2852 1939 1652 2630 17.05
bifud_isomer2 c3 017 030 2650 2538 6493 13125 153.06 4852 2895 4500 79.19 50.15 2607 13819 14261 53.67 69.73 13483 14580 2851 1942 1643 2747 17.02
bifud_isomer2 c4 201 495 1.19 0.01 6457 13586 14633 45.63 2401 4231 8026 4847 2628 13342 14203 4897 7080 13228 14800 2849 1948 2034 2720 1521
bifu4_isomer2 c5 215 242 0.93 0.70 6487 12626 153.60 41.74 2597 3973 8071 5279 2680 13929 14209 53.69 6952 13480 14601 2853 1940 1655 2980 19.42
bifu4_isomer2 c6 278 392 0.32 0.06 64.69 132.63 15165 4623 2362 4511 7985 47.10 28.10 137.62 14641 5056 7569 13341 14635 28.63 19.03 2060 2420 16.10
bifu4_isomer2 c7 290 405 0.26 0.04 6500 13146 15323 4713 2987 5008 82.56 4177 2758 13631 14256 5373 7223 13606 14370 2846 1950 1698 30.61 1645
bifud_isomer2 c8 291 470 026 0.02 64.84 131.60 152.68 4842 3128 4665 8226 4273 2777 137.05 14129 5055 7543 13638 14075 2832 19.04 2005 3189 1692
bifu4_isomer2 c9 304 371 021 0.08 6475 13326 150.15 4721 2730 4432 7949 4285 2682 14006 14048 5087 7254 13662 14155 2827 1907 2062 31.74 1639
bifud isomer2 c10  3.10  4.29 0.19 0.03 6471 12990 15247 4853 2822 5263 8152 4066 2889 139.19 13875 50.61 7499 13671 14063 2832 1896 20.85 2980 17.47
bifud isomer2 cl1 323 604  0.15 0.00 6407 12728 15743 4698 28.10 4422 8012 4609 2951 13064 15111 5089 77.78 13938 14108 2829 1985 1989 3142 1651
bifu4 isomer2 c12 418  5.19 0.03 0.01 6470  132.64 15161 4630 23.62 4515 79.86 47.13 28.17 13640 14561 5306 7424 13502 15079 2932 2095 1639 2430 16.10
bifu4 isomer2 c13 425 542 0.03 0.00 6491 13129 15307 48.63 3073 49.58 7938 4407 2805 13392 147.67 5151 7507 13429 15037 2935 2085 1681 2632 17.02
bifud_isomer2 cl4 470  6.67 0.01 0.00 6521  132.60 15486 4273 3407 4737 79.62 4297 2937 13930 14128 49.01 7502 13446 14544 2854 1908 2073 2521 21.30
bifud isomer2 c15 520  9.81 0.01 0.00 63.68 12840 149.10 3840 2452 3485 8338 5165 2740 13691 14124 4929 7496 13376 14317 2847 19.12 2038 2953 19.53
bifud isomer2 cl6 574  8.76 0.00 0.00 6396 12742 15757 4708 2801 47.88 8046 4132 2874 13087 15116 5075 81.04 13680 14744 2940 2059 1957 3170 1647
bifud _isomer2 c17 583  8.99 0.00 0.00 6391 12780 15720 4701 2790 4643 80.11 4507 2906 130.82 15132 5060 81.18 13670 147.59 2939 2060 19.63 2824 1641
bifu4 isomer2 c18  7.04 1069  0.00 0.00 64.65 13258 14999 4638 29.11 47.65 8028 41.18 29.16 13529 14603 5031 8179 130.80 151.06 29.08 2145 20.77 3145 16.66
bifu4 isomer2 c19  7.18 1102  0.00 0.00 6654 13493 14874 4101 2723 3695 8151 5053 2697 12571 15024 4812 7294 13594 14843 2936 2082 19.60 2879 17.14
bifud isomer2 c20  7.23 1094  0.00 0.00 6494 130.12 15179 4701 27.03 47.02 79.88 3926 28.51 13416 14770 49.77 8090 13697 14673 29.61 2022 2086 3358 17.11
bifud isomer2 21 735 1115 0.00 0.00 64.67 133.00 14942 4634 2891 4627 79.93 4484 2950 13512 14629 5027 81.84 13075 15112 29.07 2145 2078 28.00 16.62
Boltzmann average 6491 13129 153.37 48.06  28.69 4375 7936 5224 28.80 138.20 142.50 53.94 69.71 13480 14591 2852 19.40 1649 26.61 16.84
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