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Table S1. The!H and®®*C NMR chemical shifts (ppmmultiplicity and coupling constants (Hz) of the
22 methyl groups (numbering according to their chemical shift, starting upfield) observed ¥ MTX
Spectra wereauired inCDsOD using aB00 MHzspectrometer

Methyl group ® | Gn (multi, Jin Hz) | Uc Type

1 0.86 (d, 6.9 Hz) 164 Secondary
2 0.90 (d, 6.8 Hz) 16.48 Secondary
3 0.9 (d, 6.8 Hz) 10.7 Secondary
4 0.98(d, 6.8 Hz) 176 Secondary
5 1.03 (d, 6.8 Hz) 16.9 Secondary
6 1.202 106 Tertiary

7 1.205 156 Tertiary

8 1.23 15.0 Tertiary

9 1.271 16.2 Tertiary
10 1.274 221° Tertiary

11 1.30 179 Tertiary
12 1.307°¢ 202 Tertiary
13 1.307°¢ 214 Tertiary
14 1.313 192 Tertiary
15 1.32 18.2 Tertiary
16 1.33 16.52 Tertiary
17 1.35¢ 256 Tertiary

18 1.35¢ 27.1 Tertiary
19 1.36 221° Tertiary

20 1.4 194 Tertiary
21 1.44 22.2 Tertiary
22 1.8 15.5 Tertiary

MTX = Maitotoxin.

NMR chemical shifts are reported relative td@OD (3.31 ppm) an€D:0D (49.0 ppm).
2 The22 methyl group signals are numbemeetording taheir *H NMR chemical shift
b.¢.dCo-occurring signals observdar these sets of methyl groups.
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Table S2. The!H and®*C NMR chemical shifts (ppm) of the five methine groups and the respective
secondary methyl groups (the chemical shift corresponds to the underlinedSjtent)a wereaguired
in CDsOD using a800 MHzspectrometer

Methine group Chemical shift (ppm)
CH(CH3) | CH(CHs) | CH(CH>»)

1 39.8 1.48 0.86

2 34.3 1.77 0.90

3 35.8 2.08 0.%

4 37.2 1.65 0.98

5 33.1 2.04 1.03

NMR chemical shifts are reported relative to GIA@ID (3.31 ppmjor *H signalsand CROD (49.0 ppm)

for 13C signals
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Table S3. The!H and**C NMR chemical shift{ppm; 800 MHz) of the aliphatic sidehain atoms
connected to ring A in MTX. Spectra wereauired inCD;OD using a800 MHzspectrometer

Atom Un Uc

1 420 (2H) | 59.6
2 5.68 127.3
3 T 155.7
4 T 137.3
5 4.50 70.0
6 1.47,1.82 41.1
7 2.04 33.2
8 3.69 77.8
9 4.41 81.7
10 1.61, 1.89 335
11 1.22,1.87 26.8
12 1.65 37.2
13 3.35 79.5
14 2.08 35.8
15 3.97° 74.9
3-CHs; (C-143) | 1.8 15.5
4=CH, (C-144) |5.12,5.26 |110.4
7-CHs (C-145) 1.03 16.9
12-CHs (C-146) | 0.9 176
14-CHs (C-147) | 0.94 10.7

MTX = Maitotoxin.

NMR chemical shifts are reported relative to GIAID (3.31 ppmjor *H signals and CEDD (49.0 ppm)
for 13C signals

& Tentative assignment based on the HMBC correlation observed.
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Figure S@. (A) 3.13 ppm H135 slice from the 160 msec ZBDCSY spectrum, and the 16tsec
ID-SELTOCSY spectra acquired for tBhl893CH\M0B63rppnm) g
and (C) 138CH;5(0.900 ppm)n MTX-7 acquired in CBOD at 800MHz.
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Figure S6L. A NOESY slice ex the 138H; (0.900 ppm) methyl group protons of MTXacquired in
CDs0OD at 800 MHzshowing correlations tbl-134 (3.92 ppm), HL.35 (3.31 ppm), HL36(3.70 ppm),
H-137.5(1.20, 1.56 ppm), K38 (1.76 ppm) and 39 (1.48 ppm) protons.
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Table $4. The!H and®*C NMR chemical shifts (ppm) of the aliphatic sicleain atoms connected to
ring F Nj i n7. 9gdcika wereauired inCDs;OD using a800 MHzspectrometer

Atom Un Uc
134 3.93 75.8 or 76.7
135 3.13 77.4
136 3.70 iP
137 1.20, 1.56 37.6
138 1.76 34.3
139 1.48 39.8
140 1.85, 2.15 39.1
141 5.81 139.6
142 4.96,4.99 | 115.6
163 (138CHb) 0.90 (3H) | 165
164 (139-CHy) 0.86 (3H) | 164

MTX = Maitotoxin.

NMR chemical shifts are reported relative to GIAID (3.31 ppmjor H signals and CEDD (49.0 ppm)

for 13C signals

#HSQC and SHSQC spectra showed two coincident proton signals occurred @, 3Berefore the
C-134 carbon chemical shift could not be assigned.
® HSQC and SHSQC spectra showed six coincident proton signals occurred @8, Aberefore the
C-136 cabon chemical shift could not be determined.
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Table S5. The'H and®*C NMR chemical shifts (ppm) and the HMBE&C correlations observed for the
22 methyl groups (numbered according to their chemical shift, starting upfield) inM3$pectra were
acquired inCDsOD using a800 MHzspectrometer

“Methyl group | U (multi, JinHz) [Oc | HMBC C correlations
1 0.86 (d, 6.9 Hz) 164 34.3,39.1,39.8
2 0.90 (d, 6.8 Hz) 16.48 34.3,37.6,39.8
3 0.9 (d, 6.8 Hz) 10.7 35.8,74.9,79.5
4 0.9 (d, 6.8 Hz) 176 26.8, 37.2,79.5
5 1.03 (d, 6.8 Hz) 16.9 33.2,41.1,77.8
6 1.202 106 76.0, 81.9, 84.8
7 1.205 156 43.1,71.8,74.2
8 1.3 15.0 75.0%, 76.4
9 1.271 16.2 44.0,79.1, 80.1
10 1.274 221° 79.8, 84.5,142.2
11 1.30 179 44.9,57.7, 86.0
12 1.307¢ 202 43.1¢, 73.8% 77.5°
13 1.307¢ 214 48.1¢ 75.0% 79.9°
14 1.313 192 38.7,72.5,79.9
15 1.32 18.2 53.3, 73.8, 84.3
16 1.33 16.52 40.9, 74.5, 78.6
17 1.35¢ 256 41.1¢ 77.09 83.2°
18 1.35¢ 27.1 49.99 80.0¢, 84.9¢
19 1.36 221° 72.1,76.0, 77.3
20 1.42 194 49.3,75.7,81.3
21 1.44 22.2 53.3, 76.4, 86.7
22 1.8 15.5 126.9, 136.6, 155.4

HMBC = Heteronuclear multiple bond correlation; MTX = maitotoxin.

NMR chemical shifts are reporteelative to G1D-OD (3.31 ppmJor H signals and CEDD (49.0 ppm)
for 13C signals

& Correlation believed to arise from two carbon signals with identical chemical shifts.

b.¢. dHMBC correlations are interchangeable.
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Figure S&. Expansion of the NOESY spectrudH( 1.15 1.50 ppm;*H : 1.1511.507 ppm)
acquired in CROD at 800 MHalisplaying the three sets of mutual NOESY correlations pertaining to the
three methyl gro&pjs | ocated in rings CN;j
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Figure S63. *H NMR spectrum of MTX6 acquired iracquired in CBOD at 800 MHz
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Figure S&4. COSY NMR spectrum of MT>6 acquired irCD;OD at 800 MHz.

Figure S&. TOCSY NMR spectrum of MT>6 acquired irCDsOD at 800 MHz.
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