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Figure S1. '"H NMR spectrum of compound 2.
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Figure S2. 3C NMR spectrum of compound 2.

Figure S3. HSQC spectrum of compound 2
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Figure S4. HMBC of compound mixture of 1 and 2. The HMBC of the pure compound 2 was not
resolved to convey the highlighted correlation here. The circled couplings are for the caffeoyl carbonyl
carbon to the hydroxy-proton of the adjoining ester link.

yacon stems inne#1753 RT: 6.41 AV: 1 NL: 1.94E6
F: FTMS - p ESI Full ms [125.0000-1800.0000]
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Figure S5. HRMS spectrum of compound 2.



yacon roots #8731 RT: 30.15 AV: 1 NL: 1.62E6
F: FTMS - p ESI Full ms [125.0000-1800.0000]
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Figure S6. HRMS spectrum of compound 9.

yacon roots#8708 RT: 30.08 AV: 1 NL: 1.20E5
F: ITMS - ¢ ESIrd Full ms2 709.1404@cid35.00 [190.0000-720.0000]
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Figure S7. M2 spectrum of compound 9.

yacon roots #8762 RT: 30.25 AV: 1 NL: 3.39E4
F: ITMS -c ESIrd Full ms3 709.1404@cid35.00 385.0361@cid35.00 [101.0000-396.0000]
352.98602

100

90

80

~
o

D
o

Relative Abundance
N W A Q
S & © o
el b b b b b bevr b b

N
o

o

Figure S8. M? spectrum of ion at 385 m/z in MS?, compound 9.
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Figure S10. *C NMR spectrum of compound 9.
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Figure S11. HSQC NMR spectrum of compound 9.
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Figure S12. HMBC NMR spectrum of compound 9.



Table S1. NMR shifts (ppm) of 2,3,5- or 2,4,5-tricaffeoylaltraric acid methyl ester (compound 9).

Altraric acid methyl ester

2(5)-O-caffeoyl'

13C lH 13C 1H

16) 17217 - 1 127.78 -
2(5) 73.41 5.28,d,1.9 Hz 27 115.26 7.09,d,1.8 Hz

3(4) 69.75 4.78,dd,99,19Hz 3  146.77 -

4(3) 7234 563,dd,22,99Hz 4  149.72 -
5(2) 72.53 5.70,d,2.2 Hz 5  116.49 6.79,d, 8.2 Hz

6(1)  169.26 - 6’ 12338 6.99,dd,2.0,82Hz

O-CHs 53.04 3.83, 3Hs 7 14854 7.64,d,15.9 Hz
8 11431 6.37,d,15.9 Hz

9 168.34 -

3(4)-O-caffeoyl” 5(2)-O-caffeoyl””’

17 127.47 - 177 127.56 -
2" 115.23 7.02,d,1.8 Hz 277 115.19 7.09,d,1.8 Hz

3” 146.83 - 37 146.75 -

4" 149.89 - 4 149.93 -
5" 116.51 6.74,d,8.2 Hz 57 116.5 6.79,d, 8.2 Hz

6" 12342 691,dd,2.0,82Hz 6 12324 6.97,dd, 2.0,82Hz

7" 148.43 7.52,d,15.9 Hz 77 148.02 7.66,d,15.9 Hz
8” 113.74 6.21,d, 159 Hz 87 11381 6.38,d, 159 Hz

9” 167.32 - 9”7 167.93 -

Table S2. 1H NMR shifts (ppm) of compounds 5 (2,3,5- or 2,4,5-triCAA), 6 (2- or 5-mCAA), 7 (3- or 4-
mCAA) and 8 (2,4- or 3,5-diCAA).

2,3,5- or 2,4,5- ] 2- or 5-mCAA 3- or 4-mCAA
triCAA 2A4- or 3,5-diCAA (MeOD:D20) (MeOD:D20)
altraric
acid 6(pm) J(Hz) o(ppm) J(Hz) o6(ppm) J(Hz)  6(ppm) J(Hz)
2(5) 568,d 18 5.25,d 1.8 5.3,d 19,d 4.35,d 19
1.8, 18, 1.9, 84, 19,
3(4) 566,dd o 477,dd 0 437,dd d 540,dd )
9.9, 8.4,1.9, 9.2,
4(3) 484dd 7 5.49,d 98  3.93,dd i 438,dd 7
5(2) 529,d 1.8  4.54,brs - 4.16,d 19,d 3.99,d 13
2(5)-O- ] ) ] ] ] ] ) ]
caffeoyl
2 409,d 19 7.08,d 2.1 7.13,d 2.1 - -
5 6.78,d 8.1 6.78,d 8.3 6.82,d 8.2 - -
1.9, 2.1,
6 697,dd | 69,dd 7 70Ldd 21,82 - -
7 766,d 159  764,d 159  7.65d 16.0 - -
8 637,d 159  635d 159  6.46,d 16.0 - -
3(4)-O- ) ) ) ) ) ) ) )
caffeoyl
2 702,d 19 - - - - 7.15,d 2.1
5 674,d 81 - - - - 6.87,d 8.2
1.9, 2.1,
6 691, dd o - - - 707,dd




7

8
4(3)-O-
caffeoyl

2

5

6

7

8
5(2)-O-
caffeoyl

2

5
6
7
8
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