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'H NMR spectrum data of the isolated compounds in CD;0D
Tellimagrandin | (1, mixture of a, 3-anomer)

HO OH

OH
HO

Tellimagrandin | (1)
IH NMR (500 MHz, CDsOD, rt) a-anomer: 3.82 (1H, d, /= 12.8 Hz), 4.63 (1H, dd, J= 6.9, 9.9 Hz),
5.09 (1H, dd, J=3.7,9.9 Hz), 5.12 (1H, dd, /= 9.9, 10.0 Hz), 5.31 (1H, dd, J/= 6.9, 12.8 Hz), 5.48 (1H,
d, J=3.7Hz), 5.83 (1H, dd, J= 9.9, 10.0 Hz), 6.49 (1H, s), 6.60 (1H, s), 6.92 (2H, s), 7.01 (2H, s) ppm;
B-anomer: 3.89 (1H, d, J=12.9 Hz), 4.20 (1H, dd, J= 6.3, 9.5 Hz), 4.95 (1H, d, /= 7.9 Hz), 5.14 (1H, t,
J=10.2 Hz), 5.19 (1H, t, J= 8.9 Hz), 5.34 (1H, dd, /= 6.3, 13.2 Hz), 5.58 (1H, t, J= 9.6 Hz), 6.44 (1H,
s), 6.60 (1H, s), 6.88 (2H, s), 6.99 (2H, s) ppm

This report was created by ACD/NMR Processor Academic Edition. For more information go to www.acdlabs.com/nmrproc/

Acquisition Time (sec) 31718 Comment Bruker AMX-500./ GG-MS & NMR Lab. Fac. Agric. Hokhaido Univ. | Date 05 Nov 2014 11:48:32
Date Stamp 05 Nov 2014 11:48:32 Fite Name Di¥ bt bbby b b EDPP B HEHP0150121 HoHHHENMR B BT elimagrandin pdata¥ 1¥1r
Fraquency (MHz) 50013 | Nuclous 1H Number of Transients 16 Origin spect
Original Points Count 32768 | Owner nme Points Count 32768 | Pulse Sequence. El ]
Receiver Gain 36200 | Shoyclical) (Hz 10330.58 . Sohvent METHANOL-d4 | Spectrum Offset (Hz] 15851184
Spectrum Tipe STANDARD | Sweep Width (He) 10330.26
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Chemical Shift {ppm)
No. | (ppm) | (Hz) No. (ppm) | (Hz) No. (ppm) | (Hz) Mo. | (ppm) | (Hz) No. | (ppm) | (Hz) No. | (ppm) | (Hz)
1| 33 | 18697 10 462 | 23087 19 510 | 25483 || 28 | 530 | 26517 37 | 558 | 27920 46 | 652 | 34600
2 | 380 | 1%028 " 463 | 23158 20 511 | 25581 29 | 532 | 26583 38 | 560 | 28018 47 699 | 34960
3 | 383 | 19156 || 12 | 484 | 23182 21 | 513 | 25682 || 30 | 532 | 26618 | 39 | 580 | 29030 | 48 | 701 | 35054
4 | 388 | 18411 13 465 | 23248 2 514 | 25707 31 | 533 | 26649 40 | sEz | 20131
S | 381 | 19540 14 | 495 | 24739 23 | 516 | 25811 32 | 535 | 747 | 4 | 584 | 29228
6 | 418 | 20924 || 15 | 496 | 24818 24 | 517 | 25842 || 33 | 536 | 26810 || 42 | 644 | 32223 |
7 | 420 | 20087 16 507 | 25360 25 519 | 25834 34 | 548 | 27387 43 | sa48 | 32431
8 | 420 | 21019 17 | 508 | 25398 2 | 520 | 26019 || 35 | 548 | 27422 || 44 | 680 | 32995
9 | 422 | 2182 18 500 | 25464 27 520 | 28451 || 36 | 556 | 27825 45 | 688 | 34418 |
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Rugosin B (2)
OH
HO

OH
HO

g O O "OH

HO o OH

Rugosin B (2)I-Io >
TH NMR (500 MHz, CD3OD, rt) a-anomer: 3.75 (1H, d, J= 13.2 Hz), 4.59 (1H, dd, /= 6.6, 10.1 Hz),
5.05-5.10 (2H, m), 5.16-5.27 (1H, m), 5.45 (1H, d, J= 3.8 Hz), 5.80 (1H, t, J = 9.9 Hz), 6.21 (1H, s),
6.50 (1H, s), 6.93 (2H, s), 7.02 (2H, s), 7.09 (1H, s) ppm;
B-anomer: 3.83 (1H, d, J=13.2 Hz), 4.16 (1H, dd, /= 6.6, 10.1 Hz), 4.93 (1H, d, J= 8.2 Hz), 5.05-5.10
(1H, m), 5.16-5.27 (2H, m), 5.56 (1H, t, J= 9.8 Hz), 6.20 (1H, s), 6.46 (1H, s), 6.89 (2H, s), 7.00 (2H, s),

7.09 (1H, s) ppm

This report was created by ACD/NMR Processor Academic Edition. For more information go to www.acdlabs.com/nmrproc/

Acquisition Time (sec) 31712 Comment EK-28-127-2. CDICD. Date. 12 Apr 2016 09:14:56
Date Stamo 12 Apr 2016 03:14.56 | File Name 0. NI PG v (RN [l RO P P BB N M RY Rugosin BY1YPOATA¥1¥1r
Fraquancy. (MHz) 500.13 . Nucleus 1H | Mumber of Transients 1024 Origin spect Original Points Count 32768
Owner e Points Count 32768 | Pulse Sequence 2230 | Receiver Gain 1024.00 | SWleyclical) (Hz) 1033058
Sabvent METHANOL-d4  Spectrum Offset (Hz) 1991.3806 Spectrum Type STANDARD Sweep Width (Hz) 10330.26
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Chemical Shift (ppm)
No. | (ppm) | (Hz) No. fppm) | (Hz) No. {ppm) |  (Hz) Mo. | (ppm) | (Hz) || MNo. | {ppm) | (Hz) No. | (ppm) | (Hz)
1 335 | 16750 || 10 | 459 | 22932 19 | S09 | 25470 || 28 | 523 | 26167 || 37 | 578 | 28906 || 46 | 700 | 34985 |
2 374 | 18720 11 | 458 | 22970 || 20 | 510 | 28511 || 29 | 525 | 26233 || 38 | s5BO | 29007 || 47 | 701 | 35082 |
3 377 | 18853 12 461 | 23033 21 516 | 25810 30 | 5268 | 26203 38 | se | 20108 48 7.08 3546.4
4 382 | 19088 || 13 | 482 | 24808 22 | 518 | 25905 || 31 | 528 | 26384 || 40 | 620 | 30993
5 384 | 19221 14 494 | 24801 23 518 | 25930 32 | 545 | 27245 41 | B2 | 3038
& 414 | 20725 15 504 | 25230 24 520 | 25990 33 | 545 | 27283 || 42 | 645 | 32299
7 416 | 20798 16 508 | 25331 25 | 521 | 26066 || 34 | 554 | 27696 || 43 | 650 | 32510 |
8 417 | 20870 17 507 | 25368 28 522 | 26101 3/ | 558 | 27793 44 | B89 | 34471
9 457 22866 18 508 | 25426 27 523 | 26135 £ 558 2789.1 a5 693 34644



Heterophyllin A (3)
HO OH

o) OH
(o)

o OH

Heterophyllin A (3)
TH-NMR (270 MHz, CDsOD, rt): 3.82 (1H, d, J=13.3 Hz), 4.15 (1H, dd, J= 4.1, 9.9 Hz), 4.52 (1H, dd,
J=6.2,10.2 Hz), 5.13 (1H, dd, /= 10.0, 10.2 Hz), 5.28 (1H, dd, /= 6.2, 13.3 Hz), 5.66 (1H, dd, /= 9.9,
10.0 Hz), 6.40 (1H, d, /= 4.1 Hz), 6.48 (1H, s), 6.59 (1H, s), 7.03 (2H, s), 7.21 (2H, s)

This report was created by ACD/NMR Processor Academic Edition. For more information go to www.acdlabs.com/nmrproc/

Acquisition Time (sec! 30331 | Date 16 Dec 2014 18:33:22 Date Stamp. Tue Deo 16 18:32:44 2014
File Name D¥ bt bEEEER N HEHY201 59201 5.5 I ity Erbly bEEE PR By HEERHEE EiEHeterophyllin A¥Rd-E-3-3-5-5.als
Frequeney (MHz) 270,05 | Nuclous 1H | Mumber of Transients 128 Original Points Count 16384
Points Count 16384 | Puise Sequence. HON | Receiver Gain 2200 Salvent. METHANOL-¢4
Soectrum Cffset (Hz) 15020287 | Swoep Width (Hz) 540176 Temperature (degrea G 21.500
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Chemical Shift (ppm)
No. | (ppm) | (Hz) No. {ppm) | (Hz) Mo {ppm) | (Hz) || MNo. | {ppm) | (Hz) | Mo. | (ppm} | (Hz) No. | (ppm) | (Hz)
1 335 | 9044 || 6 | 416 | 11237 || 11 | 454 | 12272 || 16 | 527 | 14224 || 21 | 569 | 15375 || 26 | 703 | 18975 |
2 379 | 10241 7 | 418 | 11276 || 12 | 509 | 13753 || 17 | 529 | 14203 || 22 | 640 | 17274 || 27 | 721 | 19463
3 384 | 10373 8 448 | 12111 13 513 | 13855 18 | 532 | 14356 2 | sa1 | 17313
4 412 | 11138 9 | 45 | 12170 || 14 | 517 | 13954 || 19 | 562 | 15177 | 24 | 648 | 17501 |
5 414 | 11181 10 452 | 12213 15 524 | 14158 20 586 | 15278 25 650 | 17788
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Rugosin B ethyl ester (4)

OH
HO

HO
HO

HO
Rugosin B ethyl ester (4)

This report was created by ACD/NMR Processor Academic Edition. For more information go to www.acdlabs.com/nmrproc/
Comment

| Acquisition Tm{na..’. 31119 ! Bruker AMX-500/ GC-MS & NMR Lab. Fac. Agric.. Hokkaida Univ. | Date 17 Feb 2015 10:01:52
Date Stamp 17 Feb 2015 10:01:52 | File Name D¥ bk HH R b H2014%201 4 b HoEEYE2014 iy b Y 901501 21 HrH HrERMR_E Hrugosin B ethyl
+ ester¥] 4¥pdata¥1 ¥l
Frequency (MHz) 500.13 + Nucleus 1H | Number of Transients 16 . Origin spect
| Criginal Poirts Count 32768 L Owner nme Points Cournt. 32768 _ Pulse Sequence zg30
| Receiver Gain _256.00 | Stfoyclicall (Hz! 10330.58 . Solvent METHANOL-d4 _ Spectrum Offset (Hz) 39804346
Spectrum Type. STANDARD Sweep Width (Hz) 10330.26 Temperature (degree C)  24.200
Hesp VerlicalScaleFactor = 1 Methanol
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Chemical Shift (ppm)
No. {ppm) (Hz) No. {ppm} (Hz) Ne {ppm) (Hz) No. | (ppm) | (Hz) Mo {ppm). (Hz) || Mo {ppm).
1 1.18 580.5 1 4.15 20732 21 458 2296.0 3 519 | 25848 | Ll 554 | 27889 || 51 689
2 1.20 5477 12 4.15 20776 22 460 23030 32 520 | 28012 | 42 556 | 2rvav || 52 6493
3 121 | 6040 13 417 | 20845 23 494 | 24888 3 520 | 28031 || 43 558 | 27885 || 53 7.00
4 1.21 6047 14 4.18 20889 24 5.04 25186 2] 521 | 28072 | 44 578 | 28891 54 701
. 122 | 810 || 15 418 | 20014 25 506 | 25287 35 523 | 26141 || 45 580 | 28081 || 85 7.05
6 374 | 18695 || 16 419 | 20859 26 508 | 25388 38 524 | 26182 || 46 582 | 29085
7 376 | 18815 | 17 420 | 20884 27 508 | 25423 a7 525 | 26252 || 47 616 | 30798
8 381 | 19054 || 18 421 | 21081 28 510 | 254889 38 526 | 26321 || 48 617 | 30836 |
9 384 | 19184 || 19 457 | 20863 29 510 | 25524 39 545 | 27254 || 49 646 | 32302 |
10 414 20725 20 458 22932 30 517 25858 40 5.45 2729.2 50 650 3251.0
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______ This report was created by ACD/NMR Processor Academic Edition. For more information go to www.acdlabs.com/nmrproc/

| Acquisition Time (sec) 10027 Bruker AMX=500/ GC-MS & NMR Lab. Fac. Agric. Hokkaide Univ. | Date 17 Feb 2015 15:26:08
| Date Stamp 17 Feb 2015 152608 . . File Narme Di¥ b bt by HrbitER b BDPP. in B ethyl ester ¥lr
| Frequency (MHz) 125.76 I 13C | Mumber of Transients 20224 . Origin spect.
| Original Points Count 32768 | Owner nme | Points Gount 32768 | Pulse Sequence 2g0030
| Receiver Gain 16384.00 | Sieyelical) (Hz) 32679.74 | Salvent METHANOL-d4 Spectrum Offset (Hz) 15261.0410
Spectrum Type STANDARD | Sweep Width (Hz) 32678.74
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Eugeniin (5)
HO OH

o o
[0}
o

fo) OH

o o OH

Eugeniin (5)

1H-NMR (270 MHz, CDsOD, rt): 3.93 (1H, d, J=13.4 Hz), 4.43 (1H, dd, /= 6.6, 10.0 Hz), 5.23 (1H, dd,
J=9.5,10.0 Hz), 5.38 (1H, dd, /= 6.6, 13.4 Hz), 5.55 (1H, dd, J= 8.2, 9.2 Hz), 5.76 (1H, dd, J= 9.2,

9.5 Hz), 6.11 (1H, d, J= 8.2 Hz), 6.49 (1H, s), 6.62 (1H, s), 6.92 (2H, s), 6.95 (2H, s), 7.06 (2H, s)

This report was created by ACD/NMR Processor Academic Edition. For more information go to www.acdlabs.com/nmrproc/

Acquisition Time (sec! 30331 | Date 22 Jan 2015 1232.28 Date Stamp. Thu Jan 22 12:31:37 2015
File Name D bk ErrbER b FEHY 201 5%201 5.1 b Eihy by b PrbD By B EEHER PR ugeniin®201 501 22Rd-E-3-5-2.als
Frequency (MHz) 270,05 + Nucleus 1H Number of Transients 64 . Original Podnts Count: 16384
Points Count 16384 | Pulse Sequence HNON. | Receiver Gain 2000 | Solvent METHANOL-d4
Soectrum Cffset (Hz) 15020287 Sweop Width (Hz) 540176 Temperature (degroe G 22 800
Eugeniin_CD30D.esp  vedicalScaleFactor = 1 Methanal
Methanol &
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Chemical Shift (ppm)
No. | (ppm) | (Hz) MNo. {ppm) | (Hz) No (ppm) | (Hz) || MNo. | (ppm) | (Hz) | MNo. | (ppm) | (Hz) No. | (ppm) | (Hz)
1 335 | 9044 || 6 | 444 | 11992 || 11 535 | 14442 || 16 | 554 | 14969 || 21 | 580 | 15662 | 26 | 682 | 18692
2 350 | 10538 7 | 44 | 12054 || 12 | 537 | 14508 || 17 | 555 | 14878 || 22 | 610 | 18478 || 27 | 685 | 1877.7 |
3 385 | 10673 8 519 | 14026 13 540 | 14574 18 | 558 | 15062 23 | 813 | 16558 ) 705 | 19051
4 440 | 11890 9 | 523 | 14125 || 14 | 542 | 14639 || 18 | 573 | 15470 || 24 | 648 | 17534
5 4.43 119586 10 527 14224 15 5.51 14887 20 578 15566 25 662 1788.4
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Rugosin A (6)

OH
HO

o OH

o
O&&o OH
o

Rugosin A (6)

1H-NMR (500 MHz, CDsOD, rt): 3.85 (1H, d, /= 13.3 Hz), 4.38 (1H, dd, /= 6.4, 9.9 Hz), 5.18 (1H, dd,
J=9.5,9.9 Hz), 5.29 (1H, dd, J= 6.4, 13.3 Hz), 5.54 (1H, dd, J= 8.4, 9.4 Hz), 5.74 (1H, dd, J=9.4, 9.5
Hz), 6.09 (1H, d, J= 8.4 Hz), 6.23 (1H, s), 6.49 (1H, s), 6.93 (2H, s), 6.95 (2H, s), 7.05 (2H, s), 7.07 (1H,
s)

This report was created by ACD/NMR Processor Academic Edition. For more information go to www.acdlabs.com/nmrproc/

Acquisition Time (sec! 30331 Date. 21 Jan 2015 15:18:10 Date Stamp Wed Jan 21 15:17:04 2015
File Name D bk ErEER b FEHY 201 5201 5.6 o By bty b ProbD By P ERHER PR Rugosin A¥20150121 Rd-E-3-5-Jals
Frequency (MHz) 270,05 | Nueleus IH | Number of Transients a2 . Original Paints Count 16384
Points Count 16384 Pulse Sequence NON | Receiver Gain 17.00 | Solvent METHANOL-d4
Soectrum Cffset (Hz) 15020287 | Swoep Width (Hz) 540176 Temperature (degree CJ._24.000
Rugosin A_methanol.esp vedicalScaleFactor = 1 Methanol
w "
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70 65 6.0 55 50 45 40 35 30
Cherical Shift (ppm)
No. | (ppm) | (Hz) MNo. {ppm) | (Hz) No (ppm) | (Hz} || No. | (ppm) | ({Hz) Mo. | (ppm) | (Hz) No. | (ppm) | (Hz)
1 335 | o044 6 | 439 | 11860 || 11 | 525 | iM78 || 16 | 553 | 14946 | 21 | 577 | 15586 || 26 | 693 | 18702 |
2 383 | 10337 7| a4 | 11923 12 | 527 | 14241 || 17 | 554 | 14856 || 22 | 60B | 18413 || 27 | 695 | 18768 |
3 388 | 10469 8 514 | 13878 13 530 | 14310 18 | 557 | 15042 23 | 811 | 16496 28 705 | 19028
4 436 | 11761 9 | 518 | 13977 || 14 | 532 | 14376 || 19 | 570 | 15385 | 24 | 623 | 16832 || 29 707 | 19087
5 438 11824 10 521 1407 6 15 5.50 1486.0 20 574 1548.0 25 649 1753.4
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Rugosin A decarboxylated (7)

OH
HO

HO

e on
o

HO o) OH

OH
HO
decarboxylated Rugosin A (7)

1H-NMR (500 MHz, CDsOD, rt): 3.86 (1H, d, /= 13.4 Hz), 4.40 (1H, dd, J/= 6.3, 10.0 Hz), 5.20 (1H, dd,
J=19.8,10.0 Hz), 5.31 (1H, dd, /= 6.3, 13.4 Hz), 5.54 (1H, dd, J= 8.6, 9.3 Hz), 5.74 (1H, dd, /= 9.3,
9.8 Hz), 6.09 (1H, d, /= 8.6 Hz), 6.36 (1H, d, /= 9.2 Hz), 6.43 (1H, s), 6.44 (1H, d, /= 9.2 Hz), 6.50
(1H, s), 6.93 (2H, s), 6.95 (2H, s), 7.04 (2H, s)

This report was created by ACD/NMR Processor Academic Edition. For more information go to www.acdlabs.com/nmrproc/
Acguisition Time (sec) 31718 | Comment 5 mm DUL 13C-1H/D Z-GRD ZE418/0006 Date 02 Mar 2015 17:23:28
Date Stamp 02 Mar 2015 17:23.28 . File Name. Doy bbbk £ HEFERy FEHEER B EDPP HYNMRY Rugosin A decarbaxylated COI0D¥1I¥PDATA¥ 1 ¥ir
50013

Frequency (MHz) ! 5 1H | Number of Transients 16 | Ol spect Original Points Count 32768
Owner nme | Points Count 32768 | Pulse Sequence 2530 | Receiver Gain 32250 Stleyelical) (Hz) 10330.58
Sabvent METHANOL-d4 | Spectrum Offset (Hz) 33901156 Spectrum Tyoe STANDARD Sweep Width (Hz) 10330.26
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Chemical Shift (ppm)
No. | (ppm) | (Hz) No. {ppm) | (Hz) Mo fppm) | (Hz) || MNo. | {ppm) | (Hz) | Mo. | (ppm} | (Hz) No. | (ppm) | (Hz)
1 335 | 16747 | 6 | 440 | 22015 || 11 | 529 | 28435 || 16 | 554 | 27721 || | B0 | 30451 || 26 645 | 32273
2 385 | 19247 7 | 442 | 22081 || 12 | 530 | 26504 || 17 | 556 | 27808 || 22 | &A1 | 30533 |[ 27 650 | 32494 |
3 | 387 | 19378 8 518 | 25018 13 531 | 20573 18 | 572 | 28632 23 | 835 | 3744 28 | 693 | 34644
4 438 | 1917 9 | 520 | 26018 || 14 | 533 | 26636 || 19 | 574 | 28727 || 24 | B36 | 31832 | 29 655 | 34755
5 4.40 21983 10 522 | 28116 15 552 | 27630 20 5.76 2882.4 25 643 32179 30 7.04 35221
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NMR spectrums of rugosin A decarboxylated (7) in DMSO-ds
1H, 13C spectrum in DMSO-ds

This report was created by ACD/NMR Processor Academic Edition. For more information go to www.acdlabs.com/nmrproc/

| Acquisition Time (sec) 31719 i Uenishi Rugosin A decarboxylated DMS0-d8 | Date. 29 Sep 2015 13:20:16.
| Date Stamp 20 Sep 2015 13:20:16 | File Name o IMPC UGOSIN A YLATED DMSO¥1 1 ¥POATA¥INIR
| Frequency. (MHz) 500.1 | 1H | Mumber of Transients 16 I spect Paints Count 32768
| Owner nmr | Points Count 32768 | Puise Sequence 2430 | Receiver Gain 90.50 Sitlcyciical) (Hz) 1033058
Salvent DMSO-db Offset (Hz) | 5o Tipe STANDARD | Sweep Width (Hz) 10330.26
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Chemical Shift (ppm)
Mo, | (ppm) | (Hz |[ Mo | (pm) | (Hz) || No. | (ppm) | (Hz) Mo. | (ppm) | (Hz) Mo. | (ppm) | (M) |[ No. | (ppm) | (Hz)
1 380 18998 L] 492 | 24816 | 1 536 | 26804 | 16 578 | 28926 2 627 | 31382 % | 68 34065
2 383 | 19131 7 494 | 244 || 12 538 | 26882 || 17 6.11 30571 2 628 | 31473 27 650 | 34531
3 450 | 22052 8 496 | 24812 || 13 530 | 26981 || 18 616 | 30811 23 836 | 31817
L} 460 | 23030 9 504 | 25208 || 14 575 | 28733 || 18 618 | 30893 24 638 | 31905
5 462 | 23103 10 506 | 25284 15 576 | 28831 20 627 | 31334 25 679 | 33957
___ This report was created by ACD/NMR Processor Academic Edition. For more information go to www.acdlabs.com/nmrproc/
| Acquisition Time (sea) 10027 | Uenishi Rugosin A decarbaxylated DMSO-d6 | Date 20 Sep 2015 09:55.28
| Date Stamp 29 Sep 2015 09:55:28 | File Name. o. ¥R A Ir .
| Frequency. (MHz) 12576 ! 13C Number of Transients 2096 | Origin spect | Original Points Count 32763
| Owner nme | Points Count 32768 Pulse Sequence 220230 | Receiver Gain 16384.00 | Sifcychicall (Hz) 32679.74
Sabvent DMS0-d6 | Spectrum Offset (Hz) 150397285 Spectrum Tipe STANDARD Sweep Width (Hz) 32678.74 | Temperature {degrea ) 25,500
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Chemical Shift (ppm)
No. | (ppm) | (Hz) No. | (ppm) | (Hz) No. | (ppm) | (Ha) No. | (ppm) | (Ha) No. | (ppm) | (Ha) No. | (ppm) | (Hz) |
1 | 3900 | 48045 10 7062 | 88808 || 19 | 108906 | 137148 | 28 | 13453 | 169182 37 | 14436 | 181538 4 | 16510 | 207737 |
2 3917 | 49255 1 7130 | 89666 || 20 | 11155 | 140280 | 29 | 13556 | 17047.8 8 14502 | 182376 47 | 16693 | 208922
3 3933 | 49465 12 7182 | 90325 21 1510 | 144748 || 30 | 13620 | 1712856 39 14528 | 182705 48 | 16733 | 210430
4 3950 | 49674 13 9208 | 115796 || 22 | 117.40 | 147640 || 31 | 13684 | 172084 40 145.42 | 182875
5 3967 | 49884 14 10467 | 131633 || 23 11754 | 147818 || 32 | 13886 | 174627 4 14548 | 18205.4
6 3983 | 50093 || 15 10533 | 132461 || 24 | 11798 | 148368 | 33 | 13891 | 174687 42 14564 | 18315.4
7 4000 | 50303 || 18 10579 | 133038 | 25 | 11823 | 148687 || 34 | 139.11 | 174936 43 145.76 | 183303
8 6203 | 78008 || 17 10879 | 136809 || 26 | 12340 | 155178 || 35 | 13960 | 175554 44 16401 | 20625.1
9 6871 | 87662 18 10895 | 137018 27| 12387 | 155778 36 | 14324 | 180132 45 164.43 | 20678.0
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1H-1H COSY spectrum in DMSO-ds
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HMQC spectrum in DMSO-ds
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HMBC spectrum in DMSO-ds
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ROESY spectrum in DMSO-ds
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UPLC-MS quantitation of rugosin A, B in rose buds extract powder

Condition

Column: Inertsustain C18 (¢2.1x100 mm, GL Science Co.)
Mobile phase: gradient elution, 5% aq. MeCN with 0.1% TFA to 95% MeCN with 0.1% TFA (20 min)

Flow rate: 0.2 mL/min

Temperature: room temperature

Detection: negative mode ([M-H]-)

Samples: 4 pL injection (Rose buds extract powder dissolved in water : 1 mg/mL)

Rose buts 1 mg/mL
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Supplementary Figure 1. UPLC-MS analysis of rugosin A in the rose buts extract powder.

Top: Rugosin A (isolated sample); Middle: Selected ion chromatogram of rose buts extract powder;

Bottom: Total ion chromatogram of rose buts extract powder.
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Rugosin B_10uM

kato20150313_28 1: TOF MS ES-
100 953.03 0.05Da
1.35e3
\
n #

“Too 200 300 400  s00 600 700 800 900 1000 1100 1200 1300 1400  15.00

kato20150313_33 1. TOF MS ES-

953.03 0.05Da

1% ' 2.88¢3
2

100 200 300 400 500 600  7.00 800 800 1000 1100 1200 1300 1400  15.00

Kalo20150313_33 1: TOF MS ES-
. TIC
6.96e5
1
2

. . . - : - . . . Time
1.00 2.00 3.00 4.00 5.00 6.00 7.00 8.00 9.00 10.00 11.00 12.00 13.00 14.00 15.00

Supplementary Figure 2. UPLC-MS analysis of rugosin B in the rose buts extract powder.
Top: Rugosin B (isolated sample); Middle: Selected ion chromatogram of rose buts extract powder;

Bottom: Total ion chromatogram of rose buts extract powder.
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