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Figure S1. NMR spectroscopy (400 MHz, CDCls) and HRESIMS of compound 1. (A) 'H NMR spectrum. (B) *C
NMR spectrum (75 MHz, CDCLs). (C) 'H-TH COSY spectrum. (D) HMQC spectrum. (E) HMBC spectrum. (F)
HRESIMS spectrum.
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Figure S2. NMR spectroscopy (400 MHz, CDCls) and HRESIMS of compound 2. (A) '"H NMR spectrum. (B) *C
NMR spectrum (75 MHz, CDCLs3). (C) 'H-'H COSY spectrum. (D) HMQC spectrum. (E) HMBC spectrum. (F)

HRESIMS spectrum.
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Figure S3. NMR spectroscopy (400 MHz, CDCls) and HRESIMS of compound 3. (A) '"H NMR spectrum. (B) 1*C
NMR spectrum (75 MHz, CDCLs3). (C) 'H-'"H COSY spectrum. (D) HMQC spectrum. (E) HMBC spectrum. (F)

HRESIMS spectrum.
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Figure S4. NMR spectroscopy (400 MHz, CDCls) and HRESIMS of compound 4. (A) '"H NMR spectrum. (B) 1*C
NMR spectrum (75 MHz, CDCLs). (C) 'H-'H COSY spectrum. (D) HMQC spectrum. (E) HMBC spectrum. (F)
HRESIMS spectrum.
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Figure S5. NMR spectroscopy (400 MHz, CDCls) and HRESIMS of compound 5. (A) '"H NMR spectrum. (B) 1*C
NMR spectrum (75 MHz, CDCLs). (C) 'H-TH COSY spectrum. (D) HMQC spectrum. (E) HMBC spectrum. (F)
HRESIMS spectrum.
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Figure S6. Western blot. (A) Western blot analysis of cleaved-caspase 7 in MCF10 and MCF7 cells treated for 6
h in the absence (CTRL, control) and in the presence of 30 pg/mL gibbilimbol B/eriopodol A or 10 pug/mL
erioquinol. The stain-free gel was used as loading control. Images are representative of three independent
experiments. (B) Western blot analysis of X-linked inhibitor of apoptosis protein (XIAP) and cleaved-caspase 7
in MCF7 cells transfected for 24 h with a XIAP-specific and scrambled targeting (scr) siRNA (100 nM). Vinculin
was used as internal standard. Images are representative of three independent experiments.
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Figure S7. Protein-ligand interactions fraction for evaluated ligands and X-linked inhibitor of apoptosis protein

(XIAP) baculovirus IAP repeat (BIR)-3 domain during the molecular dynamics trajectory of 50 ns. (A) embelin,
(B) erioquinol, (C) eriopodol A and (D) gibbilimbol B.



Table S1. 'H NMR (400 MHz) data for compounds 1-4 in CDCls and compound 5 in MeOD.

Position oH ( in Hz)
C-1 C-2 C-3 C-4 C-5

1 - - - - -

2 6.75 (2H, d, ] = 8.48) - 6.11 2H, d,[=9.94) 6.76 (2H, d, ] =8.3) -

3 7.04 2H, d, ] = 8.47) 6.71 (1H, s) 6.81 2H, d, ]=9.96) 7.04 (2H, d, ] =8.3) 6.51 (1H, s)
4 - - - - -

5 704 (2H,d, J=847) 6.60(1H,d,]=75) 6.81(2H,d,]=9.96) 7.04(2H,d,]=823) -

6 6.75(2H, d, [=8.48) 6.77 (1H,d,[=7.6) 6.11(2H,d,]=9.94) 6.76 (2H, d, ] =8.3) 6.69 (1H, s)
1 260 (2H,t,]=7.3) 254 (2H,t,]=7.3) 1.77 (2H, m) 2.69 (2H, m) 2.26 (2H, m)
X 2.26 (2H, m) 2.24 (2H, m) 1.93 (2H, m) 1.81 (2H, m) 2.04(2H, m)
3 5.42 (2H, brs) 5.42 (2H, brs) 5.34 (2H, m) 2.69 (1H, m) 5.26 (1H, brs)
& 5.42 (2H, brs) 5.42 (2H, brs) 5.34 (2H, m) 2.69 (1H, m) 5.26 (1H, brs)
5 1.97 (2H, m) 1.98 (2H, m) 1.93 (2H, m) 1.48 (2H, m) 1.91 (2H, m)
6 1.26 (2H, m) 1.27 (2H, m) 1.23 (2H, m) 1.27 2H, m) 1.29 (2H, m)
7’ 1.26 (2H, m) 1.27 (2H, m) 1.23 (2H, m) 1.27 (2H, m) 1.29 (2H, m)
8 1.26 (2H, m) 1.27 (2H, m) 1.23 (2H, m) 1.27 (2H, m) 1.29 (2H, m)
9 1.26 (2H, m) 1.27 (2H, m) 1.23 (2H, m) 1.27 2H, m) 1.29 2H, m)
10’ 0.89 (3H, t, ] = 6.8) 0.89 (3H,t, J=6.7) 0.85(3H,t J=6.75) 0.88(3H,t ]J=6.5) 1.29 (2H, m)
1 - - - - 1.29 (2H, m)
12/ - - - - 0.89 BH, t, ] = 6.8)

Table S2. *C NMR (100 MHz) data for compounds 1-4 in CDCls and compound 5 in MeOD.

. oC (ppm)

Position =15 3 2 s
1 1534 1413 1859 1541 1449
2 1150 1434 1283 1154 1433
3 1295 1156 1517 1295 1184
4 1344 1355 696 1333 1327
5 1295 1208 1517 1295 1339
6 1150 1153 1283 1154 1168
T 352 354 395 315 341
% 346 346 324 342 351
3 1292 1293 1279 596 131.0
¥ 1311 1311 1316 586 1316
5 325 326 266 321 335
7 295 295 293 292 2938
7 288 288 287 260 306
g 317 317 316 318 306
g 26 26 225 226 328
10 140 141 140 141 328
%% - - - - 236
12 - - - - 144




