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Figure 1. RP-C18 HPLC chromatogram, chemical structure and MS/MS spectrum of
compound 1

Figure 2. 'H NMR spectrum of compound 1
Figure 3. 13 C NMR spectrum of compound 1
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Figure 8. TOCSY spectrum of compound 1

Figure 9. RP-C18 HPLC chromatogram, chemical structure and MS/MS spectrum of
compound 2
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Figure 13. DQCOSY spectrum of compound 2
Figure 14. HSQC spectrum of compound 2
Figure 15. HMBC spectrum of compound 2

Figure 16. RP-C18 HPLC chromatogram, chemical structure and MS/MS spectrum of
compound 3

Figure 17. 'H NMR spectrum of compound 3.
Figure 18. DQCOSY spectrum of compound 3.
Figure 19. HSQC spectrum of compound 3 from 60 - 110 ppm.
Figure 20. HSQC spectrum of compound 3 from 10 — 60 ppm.
Figure 21. HSQC spectrum of compound 3 from 60 — 88 ppm.

Figure 22. HSQC spectrum of compound 3 from 60 — 63 ppm.

Page

10

11
11
12
12
13

13



Figure Page

Figure 23. HMBC spectrum of compound 3. 14
Figure 24. HMBC spectrum of compound 3 from 5 — 105 ppm. 14
Figure 25. HMBC spectrum of compound 3 from 10 — 80 ppm. 15
Figure 26. HMBC spectrum of compound 3 from 60 — 105 ppm. 15
Figure 27. 'H-'H band-selective TOCSY spectrum of compound 3 with a mixing time 16
of 50 ms.

Figure 28. 'H-'H band-selective TOCSY spectrum of compound 3 with a mixing time 16
of 70 ms.

Figure 29. 'H-'H band-selective TOCSY spectrum of compound 3 with a mixing time 17
of 100 ms.

Figure 30. 'H-'H band-selective TOCSY spectrum of compound 3 with a mixing time 17
of 150 ms.

Figure 31. RP-C18 HPLC chromatogram, chemical structure and MS/MS spectrum of 18
compound 4.

Figure 32. 'H NMR spectrum of compound 4. 19
Figure 33. DQCOSY spectrum of compound 4. 19
Figure 34. DQCOSY spectrum of compound 4. 20
Figure 35. HSQC spectrum of compound 4 from 0 - 120 ppm. 20
Figure 36. HSQC spectrum of compound 4 from 60 - 86 ppm. 21
Figure 37. HSQC spectrum of compound 4 from 10 - 60 ppm. 21
Figure 38. HMBC spectrum of compound 4 from 10 - 200 ppm. 22
Figure 39. HMBC spectrum of compound 4 from 10 - 80 ppm. 22
Figure 40: 'H spectrum, bottom, and TOCSY 1D spectra with selective excitation at 23

4.55 ppm, and mixing times from lower to upper, 30, 60, 90, 120 and 150 ms.

Figure 41: 'H spectrum, bottom, and TOCSY 1D spectra with selective excitation at 23
4.65 ppm, and mixing times from lower to upper, 30, 60, 90, 120 and 150 ms.

Figure 42: 'H spectrum, bottom, and TOCSY 1D spectra with selective excitation at 24
4.81 ppm, and mixing times from lower to upper, 30, 60, 90, 120 and 150 ms.



Rebaudioside Z
(compound 1)

100 =
&l =
60 —

40—

3936

20—

x10 2 |-ESI Product lon (0.499 min) Frag=100.0V CID@10.0 (965.4235[z=1] -> **) (-)007-133.13 (965.423..

14 803.3703
10d.00 965.4222
39.44
0.5 409.1429 496.3628 641.3186 -
0.79 0.78 2.01 ‘ ‘l
0- | !

x10 2 |-ESI Product lon (0.549 min) Frag=100.0V CID@40.0 (965.4235[z=1] -> **) (-)007-133.13 (965.423..

1 803.3691
10d.00
0.5 461.2576 641.3168
0.60 3.89 ‘
0- | *

x10 1 |-ESI Product lon (0.583 min) Frag=100.0V CID@70.0 (965.4235[z=1] -> **) (-)007-133.13 (965.423...

4 803.3703
10d.00
479.2635 641.3185
2317.2146 29.81 24.04
4.96
0 3 “ ‘| .o . ‘l L *

300 350 400 450 500 550 600 650 700 750 800 850 900 950
Counts (%) vs. Mass-to-Charge (m/z)

Figure 1. RP-C18 HPLC chromatogram, chemical structure and MS/MS spectrum of compound 1.
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Figure 2. 'H NMR spectrum of compound 1.
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Figure 3. 13 C NMR spectrum of compound 1.
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Figure 4. DEPT 135 spectrum of compound 1.
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Figure 5. DQCOSY spectrum of compound 1.
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Figure 6. HSQC spectrum of compound 1.
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Figure 7. HMBC spectrum of compound 1.
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Figure 8. TOCSY spectrum of compound 1.

0.5

r1.0

F15

2.0

2.5

3.0

3.5

r4.0

r4.5

F5.0

5.5

6.0

F6.5

f1 (ppm)



Rebaudioside Z,
(compound 2)

mu—:
au-:
su—:
4u—:

204

L;Z_:_a 316

x10 2 |-ESI Product lon (0.718 min) Frag=100.0V CID@10.0 (803.3707[z=1] -> **) 007-126.3.1 ms803.d

14 8038721
100{00
0.5 479.2737 641.3194
0.13 0.14
0,

x10 2 |-ESI Product lon (0.751 min) Frag=100.0V CID@40.0 (803.3707[z=1] -> **) 007-126.3.1 ms803.d

8038727
100L00
0.5 317.2127 409.4703 479.2635 641.3160 723.3657
0.89 0.24 2.54 3.16 0.12
0,
x10 1 |-ESI Product lon (0.667 min) Frag=100.0V CID@70.0 (803.3707[z=1] -> **) 007-126.3.1 ms803.d
479.2648
14 317.2115 100.00 641.3196 803.3698
37.24 392.1073 31.53 43.61
0.5+ 1.76 M

0 . S L . . ‘|I. ‘I
300 325 350 375 400 425 450 475 500 525 550 575 600 625 650 675 700 725 750 775 800 825
Counts (%) vs. Mass-to-Charge (m/z)

Figure 9. RP-C18 HPLC chromatogram, chemical structure and MS/MS spectrum of compound 2.
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Figure 10. 'H NMR spectrum of compound 2.
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Figure 11. 13 C NMR spectrum of compound 2.
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Figure 12. DEPT 135 spectrum of compound 2.
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Figure 13. DQCOSY spectrum of compound 2.
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Figure 14. HSQC spectrum of compound 2.
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Figure 15. HMBC spectrum of compound 2.
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13-[(2-0-B-D-glucopyranosyl-3-0-B-D-glucopyranosyl-B-D-glucopyranosyl)
oxy]ent-hydroxyatis-16-en-19-oic acid -B-D-glucopyranosy ester (compound 3)
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Figure 16. RP-C18 HPLC chromatogram, chemical structure and MS/MS spectrum of compound 3.
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Figure 20. HSQC spectrum of compound 3 from 10 — 60 ppm.
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Figure 19. HSQC spectrum of compound 3 from 60 - 110 ppm.
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Figure 22. HSQC spectrum of compound 3 from 60 — 63 ppm.
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Figure 21. HSQC spectrum of compound 3 from 60 — 88 ppm.
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Figure 24. HMBC spectrum of compound 3 from 35 — 105 ppm.
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Figure 25. HMBC spectrum of compound 3 from 10 — 80 ppm.
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Figure 26. HMBC spectrum of compound 3 from 60 — 105 ppm.
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Figure 27. 'H-'H band-selective TOCSY spectrum of compound 3 with a mixing time of 50 ms.
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Figure 28. 'H-'H band-selective TOCSY spectrum of compound 3 with a mixing time of 70 ms. 16
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Figure 29. 'H-'H band-selective TOCSY spectrum of compound 3 with a mixing time of 100 ms.
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13-[(2-0-B-D-glucopyranosyl-3-0-B-D-glucopyranosyl-B-D-glucopyranosyl)
oxy]ent-hydroxyatis-16-en-19-oic acid (compound 4)
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Figure 31. RP-C18 HPLC chromatogram, chemical structure and MS/MS spectrum of compound 4.
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Figure 33. DQCOSY spectrum of compound 4.
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Figure 35. HSQC spectrum of compound 4 from 0 - 120 ppm.
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Figure 34. DQCOSY spectrum of compound 4.
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Figure 37. HSQC spectrum of compound 4 from 10 - 60 ppm.
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Figure 36. HSQC spectrum of compound 4 from 60 - 86 ppm.
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Figure 38. HMBC spectrum of compound 4 from 10 - 200 ppm.
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Figure 39. HMBC spectrum of compound 4 from 10 - 80 ppm.

22



h |
A )\NlF\Ul’K/\_,Jﬂ'uIl I\J“L Jl'lul Uk S

— e H,_;wﬂ \J J\UL ;U'Ua A

U“ULJN A U .
U U \I;_;w’uw -

N Lfk._._.JIM”IVﬁLM

.27 .18

6.1 3.0 5

k) Ei\] == Hp»%%x“: I"""“-"l""lz.-a\n ‘H -' ks ed lr |r’“1
— hdr"“’ “-——_.__J\«NI\/I l";MILWI llu\"'\,____ I _;\_ﬂu'm\_)l‘kw' W/

L S B Sy B S S S B S B B B B S B S S —
3.9 3.8 3.7 3.6 3.5 3.4 3.3 3.2 Ppm

Figure 40: 1H spectrum, bottom, and TOCSY1D spectra with selective excitation at 4.55
ppm, and mixing times from lower to upper, 30, 60, 90, 120 and 150 ms.
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Figure 41: 1H spectrum, bottom, and TOCSY1D spectra with selective excitation at 4.65
ppm, and mixing times from lower to upper, 30, 60, 90, 120 and 150 ms.

23



Jluﬂ i ﬂ M’"’L{

MM ~ VN

[ o N o N | W | W, W

UJ ':“w”v"\w J L” UL

LW ] M
\'L'w A LA

A KJ UL

.18

__]r_ | 85
= T sls 8.0

3. 5 3.70 3 4
.f_! jil
|1 17lsl]li11664
[ Ii{ ]z_qs T‘Lj Tlals |s 627

s
_Juxfw \ oM,

'nlu'l‘_f"' '

3.9 3.8 3.7 3.6 3.5

Figure 42: 1H spectrum, bottom, and TOCSY1D spectra with selective excitation at 4.81
ppm, and mixing times from lower to upper, 30, 60, 90, 120 and 150 ms.
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