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1. General remarks

Reagents were purchased from commercial suppliers and used as received. Solid reagents were
weighed on a semi-micro balance featuring one hundredth of a milligram precision. Solvents were
dried by standard techniques. Melting points were measured on a hot-stage Reichert Thermovar
apparatus and are uncorrected. '"H and 3C{'H} NMR spectra were recorded on a Varian instrument at
300, 400, or 500 MHz and 75, 100, or 125 MHz, respectively. IR spectra were measured on KBr
pastille. High resolution mass spectra (HRMS) were obtained on a sector-field mass spectrometer.
Elemental analyses were performed on a FISONS Instrument EA 108 or a Perkin Elmer 240C

elemental analyser.

2. General procedure

A mixture of [(COD)RACI], (11.82 mg, 0.024 mmol, 8 mol%) and AgOTf (18.54 mg, 0.072 mmol, 24
mol%) in chlorobenzene (600 pL) was stirred in a glass tube at room temperature for 30 minutes.
Dicyclopentadiene (13.0 uL, 0.096 mmol, 32 mol%) was added. Mixture turned instantaneously from
light yellow to dark orange. Then, substituted benzoic acid (0.3 mmol, 1.0 equiv), alkene (0.6 mmol,
2.0 equiv), Cu(OAc),-H,0 (239.7 mg, 1.2 mmol, 4.0 equiv), and chlorobenzene (900 pL) were added.
The tube was sealed and heated at 120 °C for 48 hours. After this time the reaction mixture was filtered
through a short pad of silica gel and eluted with ethyl acetate. The filtrate was concentrated under
reduced pressure. Purification of the crude mixture by flash chromatography, preparative thin-layer

chromatography (PTLC), or recrystallisation afforded the pure product.
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3. Characterisation data of products

4,5,6-Trimethoxy-3-(2-oxobutyl)isobenzofuran-1(3H)-one (1a)

White solid (82 mg, 93% yield); prepared following the general procedure from 3.4,5-
trimethoxybenzoic acid (63.6 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 puL, 0.6 mmol); purified by
recrystallisation (hexane/diethyl ether = 1:1); mp = 124—125 °C. 'H NMR (CDCl;, 300 MHz): 5 1.10
(t, 3H, J= 7.5 Hz), 2.53 (q, 2H, J = 7.5 Hz), 2.74 (dd, 1H, J = 16.5 Hz, J = 9.0 Hz), 3.16 (dd, 1H, J =
16.5 Hz, J= 3.0 Hz), 3.91 (s, 3H), 3.93 (s, 3H), 3.96 (s, 3H), 5.91 (dd, 1H, J=9.0 Hz, J=3.0 Hz), 7.12
(s, 1H). 3C NMR (CDCl;, 75 MHz): 6 7.6, 37.0, 45.6, 56.4, 61.1, 61.4, 75.7, 102.8, 121.3, 134.6,
147.0, 147.5, 156.0, 170.1, 207.0. IR (KBr): v 2940, 1765, 1717, 1479, 1420, 1342, 1110. HRMS

(ESI): m/z calcd for CysH;9O¢ [M + H]" 295.1176, found 295.1178.

5,6,7-Trimethoxy-3-(2-oxobutyl)isobenzofuran-1(3H)-one (1b)

White solid (35 mg, 40% yield); prepared following the general procedure from 2,3,4-
trimethoxybenzoic acid (63.6 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 pL, 0.6 mmol); purified by
PTLC (hexane/diethyl ether = 1:1); mp = 122—-123 °C. '"H NMR (CDCl;, 400 MHz): 5 1.11 (t, 3H, J =
7.2 Hz), 2.49 (dq, 1H, J=18.0 Hz, J= 7.2 Hz), 2.57 (dq, 1H, J=18.0 Hz, /= 7.2 Hz), 2.82 (dd, 1H, J
=17.2 Hz, J= 6.8 Hz), 3.10 (dd, 1H, J=17.2 Hz, J = 6.8 Hz), 3.86 (s, 3H), 3.92 (s, 3H), 4.13 (s, 3H),
5.76 (t, 1H, J = 6.8 Hz), 6.66 (s, 1H). 13C NMR (CDCl;, 75 MHz): 6 7.5, 36.9, 47.3, 56.5, 61.4, 62.4,
75.5,99.8, 110.3, 142.0, 147.4, 152.3, 159.7, 167.6, 207.8. IR (KBr): v 2975, 1737, 1599, 1474, 1418,

1346, 1249, 1196. HRMS (ESI): m/z calcd for C;sH1906 [M + H]"295.11761, found 295.11778.



5,6,7-tris(Benzyloxy)-3-(2-oxobutyl)isobenzofuran-1(3H)-one (1¢)

Incolor liquid (118 mg, 75%); prepared following the general procedure from 3.4,5-
tris(benzyloxy)benzoic acid (133.5 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 pL, 0.6 mmol) using
3.0 mL of solvent; purified by flash chromatography (hexane/diethyl ether = 1:1); 'H NMR (CDCl;,
400 MHz): 6 1.03 (t, 3H, J = 7.2 Hz), 2.40 (q, 2H, J = 7.2 Hz), 2.58 (dd, 1H, J=16.8 Hz, J = 9.2 Hz),
3.05 (dd, 1H, J=16.8 Hz, J = 2.8 Hz), 5.15 (m, 6H), 5.51 (dd, 1H, J=9.2 Hz, J = 2.8 Hz), 7.23-7.47
(m, 16H). 13C NMR (CDCl;, 75 MHz): 6 7.4, 36.8, 45.1, 71.3, 75.5, 75.6, 75.7, 104.6, 118,2, 121.3,
127.7, 128.4, 128.4, 128.5, 128.6, 128.7, 128.7, 135.5, 135.8, 136.4, 136.6, 146.6, 155.0, 169.8, 206.6.
IR (KBr): v 3065, 2976, 1762, 1717, 1471, 1451, 1339, 1103. HRMS (ESI): m/z calcd for C;3H30NaOg

[M + Na]* 545.1935, found 545.1937.

5-Methoxy-3-(2-oxobutyl)isobenzofuran-1(3H)-one (1d)

White solid (22 mg, 31% yield); prepared following the general procedure from 4-methoxybenzoic acid
(46.2 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 puL, 0.6 mmol); purified by PTLC (hexane/diethyl
ether = 1:1); mp = 70-71 °C. '"H NMR (CDCl;, 400 MHz): & 1.11 (t, 3H, J= 7.2 Hz), 2.49 (dq, 1H, J =
18.0 Hz, J = 7.2 Hz), 2.58 (dq, 1H, J = 18.0 Hz, J = 7.2 Hz), 2.85 (dd, 1H, J = 17.2 Hz, J = 6.4 Hz),
3.11 (dd, 1H, J=17.2 Hz, J = 6.4 Hz), 3.88 (s, 3H), 5.86 (t, 1H, J= 6.4 Hz), 6.89 (d, IH, J= 2.0 Hz),
7.04 (dd, 1H, J = 8.4 Hz, J= 2.0 Hz), 7.79 (d, 1H, J = 8.4 Hz). *C NMR (CDCl;, 75 MHz): 3 7.5,
36.8,47.0, 55.9, 76.2, 106.3, 116.8, 118.0, 127.2, 152.3, 164.8, 169.8, 207.5. IR (KBr): v 2977, 1758,
1715, 1607, 1492, 1289, 1053. HRMS (ESI): m/z calcd for C3H4;NaO4 [M + Na]* 257.0784, found

257.0784.



5-Methyl-3-(2-oxobutyl)isobenzofuran-1(3H)-one (1e)

White solid (28 mg, 43% yield); prepared following the general procedure from p-toluic acid (41.7 mg,
0.3 mmol) and ethyl vinyl ketone (61.6 uL, 0.6 mmol); purified by PTLC (hexane/diethyl ether = 1:1);
mp = 76-77 °C. '"H NMR (CDCls, 400 MHz): 6 1.11 (t, 3H, J= 7.2 Hz), 2.47 (s, 1H), 2.49 (dq, 1H, J =
18.0 Hz, J = 7.2 Hz), 2.57 (dq, 1H, J = 18.0 Hz, J = 7.2 Hz), 2.86 (dd, 1H, J = 17.2 Hz, J = 6.4 Hz),
3.08 (dd, 1H, J=17.2 Hz, J = 6.8 Hz), 5.89 (t, 1H, J = 6.8 Hz), 7.24 (dd, 1H, J = 1.2 Hz, J = 0.8 Hz),
7.33 (ddd, 1H, J = 7.6 Hz, J = 1.2 Hz, J = 0.8 Hz), 7.77 (d, 1H, J = 7.6 Hz). *C NMR (CDCl;, 75
MHz): § 7.5, 22.1, 36.8, 47.0, 76.6, 122.6, 123.2, 125.5, 130.6, 145.6, 150.0, 170.1, 207.4. IR (KBr):
v 2980, 1761, 1716, 1616, 1340, 1280, 1052. HRMS (ESI): m/z calcd for C;3H;4NaO; [M + Na]*

241.0835, found 241.0834.

3-(2-Oxobutyl)naphtho[1,2-c]furan-1(3H)-one (1f)

White solid (40 mg, 52% yield); prepared following the general procedure from a-naphthoic acid (52.8
mg, 0.3 mmol) and ethyl vinyl ketone (61.6 pL, 0.6 mmol); purified by flash chromatography
(hexane/diethyl ether = 1:1); mp = 144—145 °C. 'H NMR (CDCls, 400 MHz): 6 1.13 (t, 3H, J = 7.6
Hz), 2.52 (dq, 1H, J = 18.0 Hz, J = 7.6 Hz), 2.60 (dq, 1H, J = 18.0 Hz, J = 7.6 Hz), 2.94 (dd, 1H, J =
16.8 Hz, J = 6.0 Hz), 3.12 (dd, 1H, J = 16.8 Hz, J = 6.8 Hz), 6.03 (t, 1H, J = 6.8 Hz), 7.50 (d, 1H, J =
8.8 Hz), 7.64 (dd, 1H, J=8.0 Hz, J= 1.2 Hz), 7.72 (dd, 1H, J= 8.0 Hz, J = 1.2 Hz), 7.97 (d, 1H, J =
8.4 Hz), 8.13 (d, 1H, J = 8.8 Hz), 9.00 (d, 1H, J = 8.4 Hz). 3C NMR (CDCls, 100 MHz): & 7.5, 37.0,
46.8,76.2,118.7, 120.0, 123.6, 127.5, 128.4, 129.1, 129.2, 133.5, 135.7, 151.2, 170.3, 207.3. IR (KBr):
v 3058, 2977, 1748, 1716, 1519, 1331. HRMS (ESI): m/z calcd for C;¢H4,NaO; [M + Na]* 277.0835,

found 277.0842.



3-(2-Oxobutyl)isobenzofuran-1(3H)-one (1g)!

White solid (30 mg, 49% yield); prepared following the general procedure from benzoic acid (36.9 mg,
0.3 mmol) and ethyl vinyl ketone (61.6 uL, 0.6 mmol); purified by flash chromatography
(hexane/diethyl ether = 1:1). 'H NMR (CDCl;, 400 MHz): 6 1.09 (t, 3H, J= 7.2 Hz), 2.48 (dq, 1H, J =
18.0,J="7.2),2.56 (dq, 1H, J=18.0 Hz, J= 7.2 Hz), 2.88 (dd, 1H, J=17.2 Hz, J = 6.0 Hz), 3.08 (dd,
1H, J=17.2 Hz, J = 6.8 Hz), 5.94 (t, 1H, J = 6.8 Hz), 7.46 (dd, 1H, J = 7.6 Hz, J = 0.8 Hz), 7.52 (t,
1H, J=17.6 Hz), 7.65 (t, 1H, J= 7.6 Hz, J= 1.2 Hz), 7.88 (d, 1H, J= 7.6 Hz). 3C NMR (CDCl;, 100
MHz): 6 7.4, 36.8, 46.8, 76.9, 122.3, 125.7, 129.4, 134.2, 149.4, 170.0, 207.3. HRMS (ESI): m/z calcd

for C,H,NaO; [M + Na]* 227.0679, found 227.0684.

3-(2-Oxobutyl)-5-vinylisobenzofuran-1(3H)-one (1h)

Pale yellow liquid (28 mg, 40% yield); prepared following the general procedure from 4-vinylbenzoic
acid (45.9 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 pL, 0.6 mmol); purified by flash
chromatography (hexane/diethyl ether = 1:1). 'H NMR (CDCls;, 400 MHz): 6 1.12 (t, 3H, J = 7.2 Hz),
2.50 (dq, 1H, J=18.0 Hz, J= 7.2 Hz), 2.58 (dq, 1H, J = 18.0 Hz, J= 7.2 Hz), 2.88 (dd, 1H, J=17.2
Hz, J=6.8 Hz), 3.12 (dd, 1H, J=17.2 Hz, J= 6.8 Hz), 5.46 (d, 1H, J=11.2 Hz), 591 (d, 1H, J=17.6
Hz), 5.94 (t, 1H, J= 6.8 Hz), 6.79 (dd, 1H, J=17.6 Hz, J= 11.2 Hz), 7.45 (s, 1H), 7.57 (d, 1H, J= 8.0
Hz), 7.84 (d, 1H, J= 8.0 Hz). 3C NMR (CDCl;, 75 MHz): 6 7.5, 36.8, 47.0, 76.6, 118.0, 119.8, 124.9,
125.9, 127.5, 135.6, 143.8, 150.2, 169.8, 207.4. IR (KBr): v 1717, 1684, 1653, 1632, 1559, 1507.

HRMS (ESI): m/z caled for C4H14,NaO; [M + Na]*253.0835, found 253.0835.



3-(2-Oxobutyl)-5-phenylisobenzofuran-1(3H)-one (1i)

White solid (28 mg, 33% yield); prepared following the general procedure from [1,1’-biphenyl]-4-
carboxylic acid (60.6 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 pL, 0.6 mmol); purified by flash
chromatography (hexane/diethyl ether = 1:1); mp = 90-91 °C. 'H NMR (CDCl;, 400 MHz): & 1.12 (t,
3H, J=17.2 Hz), 2.50 (dq, 1H, J = 18.0 Hz, J = 7.2 Hz), 2.59 (dq, 1H, J = 18.0 Hz, J = 7.2 Hz), 2.93
(dd, 1H, J=17.6 Hz, J= 6.8 Hz), 3.16 (dd, 1H, J=17.6 Hz, J = 6.8 Hz), 6.00 (t, 1H, J = 6.8 Hz), 7.48
(m, 3H), 7.60 (d, 2H, J = 8.8 Hz), 7.65 (s, 1H), 7.75 (d, 1H, J = 8.0 Hz), 7.95 (d, 1H, J = 8.0 Hz). 13C
NMR (CDCls, 125 MHz): § 6.52, 35.8, 46.0, 75.8, 119.8, 123.5, 125.1, 126.5, 127.7, 127.8, 128.1,
138.6, 146.7, 149.3, 169.0, 206.3. IR (KBr): v 2980, 1761, 1717, 1615, 1338. HRMS (ESI): m/z calcd

for C3H;6KO;3 [M + K]"319.0731, found 319.0729.

5-Fluoro-3-(2-oxobutyl)isobenzofuran-1(3H)-one (1j)

White solid (14 mg, 21% yield); prepared following the general procedure from 4-fluorobenzoic acid
(42.6 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 puL, 0.6 mmol); purified by PTLC (hexane/diethyl
ether = 1:1); mp = 91-92 °C. 'H NMR (CDCl;, 500 MHz): & 1.12 (t, 3H, J= 7.5 Hz), 2.49 (dq, 1H, J =
22.0 Hz, J = 17.5 Hz), 2.57 (dq, 1H, J = 22.0 Hz, J = 7.5 Hz), 2.86 (dd, 1H, J = 17.5 Hz, J = 7.0 Hz),
3.18 (dd, IH, J=17.5 Hz, J= 6.0 Hz), 5.91 (t, I1H, J=7.0 Hz), 7.18 (ddt, 1H, J=8.0 Hz, J= 2.5 Hz, J
=0.5 Hz), 7.23 (tdd, 1H, J=9.0 Hz, J = 2.5 Hz, J = 0.5 Hz), 7.89 (dd, 1H, J= 8.5 Hz, J= 5.0 Hz). 13C
NMR (CDCls, 125 MHz): 6 7.5, 36.7, 46.7, 76.2 (d, J = 2.9 Hz), 110.0 (d, J = 25.4 Hz), 117.7 (d, J =
23.3 Hz), 121.9 (d, J = 2.0 Hz), 128.2 (d, J = 9.7 Hz), 152.3 (d, J = 9.8 Hz), 166.6 (d, J = 254.9 Hz),
168.9, 207.2. IR (KBr): v 2979, 2944, 1764, 1603, 1481, 1349. HRMS (ESI): m/z calcd for

Ci2H;1FNaO; [M + Na]* 245.0584, found 245.0574.



5-Iodo-3-(2-oxobutyl)isobenzofuran-1(3H)-one (1k)

White solid (15 mg, 15% yield); prepared following the general procedure from 4-iodobenzoic acid
(759 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 uL, 0.6 mmol); purified by PTLC
(dichloromethane/ethyl acetate = 58:2); mp = 132—133 °C. 'H NMR (CDCls, 500 MHz): 6 1.12 (t, 3H,
J=9.5 Hz), 2.49 (dq, 1H, J = 22.5 Hz, J = 9.5 Hz), 2.57 (dq, 1H, J = 22.5 Hz, J = 9.5 Hz), 2.86 (dd,
IH, J=17.5Hz, J="7.0 Hz), 3.14 (dd, 1H, J = 17.5 Hz, J = 6.5 Hz), 5.90 (t, 1H, J = 6.5 Hz), 7.61 (d,
1H, J = 1.0 Hz), 7.90 (m, 2H). 3C NMR (CDCl;, 125 MHz): & 6.5, 35.7, 45.6, 75.2, 101.2, 124 .4,
125.9, 130.9, 137.9, 150.1, 168.3, 206.5. IR (KBr): v 2980, 2940, 1762, 1716, 1559, 1541, 1457.

HRMS (ESI): m/z caled for C;,H ;INaO;3 [M + Na]" 352.9645, found 352.9641.

3-(2-Oxobutyl)naphtho(2,3-c]furan-1(3H)-one (11)

White solid (11 + 1I’ combined yield 53 mg, 69%); prepared following the general procedure from [3-
naphthoic acid (51.7 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 uL, 0.6 mmol); purified by flash
chromatography (hexane/diethyl ether = 1:1); isolated as a mixture with 1I’. '"H NMR (CDCl;, 400
MHz): 6 1.13 (t, 3H, J = 6.4 Hz), 2.57 (m, 2H), 2.98 (dd, 1H, J=17.6 Hz, J = 6.4 Hz), 3.21 (dd, 1H, J
=17.6 Hz, J = 6.4 Hz), 6.11 (t, IH, J = 6.4 Hz), 7.61 (m, 2H), 7.85 (m, 2H), 7.92 (m, 1H). 3*C NMR
(CDCl;, 125 MHz): 8 7.5, 36.9, 47.6, 77.0, 121.4, 123.5, 126.8, 127.1, 128.4, 129.1, 129.9, 132.1,
135.9, 143.1, 170.0, 207.5. HRMS (ESI): m/z calcd for Ci¢H;4NaO3; [M + Na]* 277.0835, found

277.0834.



3-(2-Oxobutyl)naphtho[1,2-c]furan-1(3H)-one (1I’)

White solid (11 + 1I’ combined yield 53 mg, 69%); prepared following the general procedure from [3-
naphthoic acid (51.7 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 pL, 0.6 mmol); purified by PTLC
(hexane/diethyl ether = 1.5:2); mp = 109—111 °C. 'H NMR (CDCl;, 400 MHz): & 1.14 (t, 3H, J=7.2
Hz), 2.54 (dq, 1H, J = 18.0 Hz, J = 7.2 Hz), 2.62 (dq, 1H, J = 18.0 Hz, J = 7.2 Hz), 2.89 (dd, 1H, J =
16.8 Hz, J = 9.2 Hz), 3.28 (dd, 1H, J = 16.8 Hz, J = 2.4 Hz), 6.39 (dd, 1H, J = 9.2 Hz, J = 2.4 Hz),
7.65-7.72 (m, 2H), 7.83-7.86 (m, 2H), 7.98 (d, 1H, J = 8.4 Hz), 8.04 (d, 1H, J = 7.6 Hz). *C NMR
(CDCl;, 75 MHz): 8 7.5, 37.2,47.2,76.7, 120.6, 123.5, 123.6, 126.4, 128.0, 129.2, 129.7, 130.7, 136.3,
148.8, 170.5, 206.8. IR (KBr): v 3060, 2977, 1757, 1717, 1459, 1328, 1052. HRMS (ESI): m/z calcd

for C¢H14NaO3 [M + Na]* 277.0835, found 277.0828.

5-Acetyl-3-(2-oxobutyl)isobenzofuran-1(3H)-one (1m)

White solid (12 mg, 16% yield); prepared following the general procedure from 4-acetylbenzoic acid
(54.6 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 upL, 0.6 mmol); purified by PTLC
(dichloromethane/ethyl acetate = 58:2); mp = 154—155 °C. 'H NMR (CDCls, 400 MHz): 8 1.12 (t, 3H,
J=17.2 Hz), 2.50 (dq, 1H, J=18.4 Hz, J=7.2 Hz), 2.58 (dq, 1H, J=18.4 Hz, J=7.2 Hz), 2.68 (s, 3H),
2.95(dd, 1H, J=17.6 Hz, J = 6.0 Hz), 3.15 (dd, 1H, J=17.6 Hz, J = 6.8 Hz), 6.01 (t, 1H, J= 6.4 Hz),
7.99 (d, 1H, J = 10.0 Hz), 8.04 (s, 1H), 8.11 (d, 1H, J = 10.0 Hz). 13C NMR (CDCl;, 75 MHz): § 7.5,
27.2,36.8,46.5,77.2,122,2, 126.2, 129.4, 129.5, 141.8, 149.7, 169.0, 197.0, 206.9. IR (KBr): v 2976,
1766, 1715, 1690, 1422, 1362, 1277, 1207, 1056. HRMS (ESI): m/z calcd for C14H4,NaO4 [M + Na]*

269.0784, found 269.0782.



6-Methoxy-3-(2-oxobutyl)isobenzofuran-1(3H)-one (1n)

White solid (24 mg, 34% yield); prepared following the general procedure from 3-methoxybenzoic acid
(46.2 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 uL, 0.6 mmol); purified by PTLC (hexane/ethyl
acetate = 85:15); mp = 63—-64 °C. 'H NMR (CDCl;, 500 MHz): 6 1.10 (t, 3H, J = 7.5 Hz), 2.48 (dq,
1H, J=18.0 Hz, J= 7.5 Hz), 2.56 (dq, 1H, J=18.0 Hz, J= 7.5 Hz), 2.83 (dd, 1H, J=17.0 Hz, J= 6.5
Hz), 3.09 (dd, 1H, J=17.0 Hz, J = 6.5 Hz), 3.86 (s, 3H), 5.89 (t, 1H, J= 6.5 Hz), 7.21 (dd, IH, J= 8.5
Hz, J= 2.5 Hz), 7.32 (d, 1H, J= 2.5 Hz), 7.35 (dd, 1H, J= 8.5 Hz, J = 0.5 Hz). 13C NMR (CDCl;, 75
MHz): 6 7.5, 36.9, 47.1, 55.8, 76.9, 107.5, 123.2, 123.3, 127.2, 141.9, 160.8, 170.2, 207.5. IR (KBr): v
2944, 2856, 1765, 1483, 1423, 1344, 1302, 1145. HRMS (ESI): m/z calcd for C13H4,NaO4 [M + Na]*

257.0784, found 257.0780.

4-Methoxy-3-(2-oxobutyl)isobenzofuran-1(3H)-one (1n’)

White solid (28 mg, 40% yield); prepared following the general procedure from 3-methoxybenzoic acid
(46.2 mg, 0.3 mmol) and ethyl vinyl ketone (61.6 uL, 0.6 mmol); purified by PTLC (hexane/ethyl
acetate = 58:2); mp = 94-95 °C. 'H NMR (CDCls, 500 MHz): 6 1.09 (t, 3H, J= 7.0 Hz), 2.52 (q, 2H, J
=7.0 Hz), 2.71 (dd, 1H, J = 16.5 Hz, J = 9.5 Hz), 3.28 (dd, 1H, J = 16.5 Hz, J = 3.0 Hz), 3.89 (s, 3H),
5.96 (dd, 1H, J = 9.5 Hz, J = 3.0 Hz), 7.10 (dd, 1H, J = 7.0 Hz, J = 1.5 Hz), 7.46-7.49 (m, 2H). 13C
NMR (CDCls, 75 MHz): 6 7.4, 36.9, 44.8, 55.6, 76.0, 115.0, 117.4, 127.8, 131.2, 136.8, 154.1, 170.0,
206.8. IR (KBr): v 2980, 1771, 1717, 1611, 1493, 1316, 1275. HRMS (ESI): m/z calcd for C3H4NaO,

[M + Na]* 257.0784, found 257.0777.



4,5,6-Trimethoxy-3-(2-oxobutyl)-7-(3-oxopentyl)isobenzofuran-1(3H)-one (2)

White solid (27 mg, 8% yield); prepared from 3,4,5-trimethoxybenzoic acid (63.6 mg, 0.3 mmol) and
ethyl vinyl ketone (61.6 uL, 0.6 mmol) following the general procedure but using [Cp*RhCl,], (14.82
mg, 0.024 mmol, 0.08 equiv), AgOTf (30.9 mg, 0.12 mmol, 0.40 equiv), and Ag,CO; (111.0 mg, 0.6
mmol, 2.0 equiv), in dioxane under argon, in the absence of DCPD; purified by PTLC
(dichloromethane/ethyl acetate = 58:2); mp = 108—109 °C. 'H NMR (CDCls, 300 MHz): 5 1.06 (t, 3H,
J=6.0Hz), 1.10 (t, 3H, J= 6.0 Hz), 2.47 (q, 2H, J= 7.2 Hz), 2.53 (q, 2H, J = 7.2 Hz), 2.67 (dd, 1H, J
=9.6 Hz, J= 6.9 Hz), 2.74 (dd, 1H, J=16.5 Hz, J = 9.0 Hz), 3.16 (dd, 1H, J = 16.5 Hz, J = 3.0 Hz),
3.25 (dd, 1H, J=9.0 Hz, J = 6.9 Hz), 3.85 (s, 3H), 3.91 (s, 3H), 3.95 (s, 1H), 5.86 (dd, 1H, J=9.0 Hz,
J=3.0 Hz). 3C NMR (CDCl;, 75 MHz): 6 7.4, 7.8, 19.1, 35.6, 37.0, 42.6, 45.4, 60.9, 61.3, 74.5, 77.2,
118.6, 131.5, 137.4, 145.7, 151.0, 153.6, 169.2, 206.8, 210.5. IR (KBr): v 2976, 1758, 1716, 1482,

1348, 1115, 1017. HRMS (ESI): m/z caled for Cy0H»;07 [M + H]* 379.17513, found 379.17483.

N,N-Dimethyl-2-(5,6,7-trimethoxy-3-0x0-1,3-dihydroisobenzofuran-1-yl)acetamide (3)

White solid (32 mg, 34% yield); prepared following the general procedure from 3,4,5-
trimethoxybenzoic acid (63.6 mg, 0.3 mmol) and N,N-dimethylacrylamide (62.1 uL, 0.6 mmol);
purified by flash chromatography (hexane/diethyl ether = 1:1); mp = 122—-123 °C. 'H NMR (CDCl;,
400 MHz): 6 2.65 (dd, 1H, J = 16.0 Hz, J = 9.2 Hz), 3.00 (s, 6H), 3.12 (dd, 1H, J=16.0 Hz, J= 1.6
Hz), 3.90 (s, 3H), 3.93 (s, 3H), 3.98 (s, 3H), 6.02 (dd, 1H, J=9.2 Hz, J = 1.6 Hz), 7.11 (s, 1H). 13C
NMR (CDCl;, 75 MHz): 6 35.7, 37.1, 37.4, 56.4, 60.9, 61.2, 76.7, 102.6, 121.3, 134.5, 146.8, 147.5,
155.8, 168.6, 169.9. IR (KBr): v 2948, 2835, 1762, 1480, 1420, 1344. HRMS (ESI): m/z calcd for

Ci5H19KNOg [M + K] 348.0844, found 348.0841.



Methyl 2-(5,6,7-trimethoxy-3-o0xo0-1,3-dihydroisobenzofuran-1-yl)acetate (4a)

White solid (59 mg, 66% yield); prepared following the general procedure from 3.4,5-
trimethoxybenzoic acid (63.6 mg, 0.3 mmol) and methyl acrylate (54.0 uL, 0.6 mmol); purified by
flash chromatography (hexane/diethyl ether = 1:1); mp = 76—77 °C. 'H NMR (CDCl;, 500 MHz):
8 2.64 (dd, 1H, J=16.5 Hz, J = 9.0 Hz), 3.20 (dd, 1H, J = 16.5 Hz, J = 3.5 Hz), 3.73 (s, 3H), 3.91 (s,
3H), 3.93 (s, 3H), 3.99 (s, 1H), 5.83 (dd, 1H, J=9.0 Hz, J= 3.5 Hz), 7.12 (s, 1H). 3C NMR (CDCl;,
125 MHz): 6 38.3, 52.2, 56.4, 60.9, 61.2, 75.7, 102.6, 121.2, 133.6, 146.7, 147.4, 156.0, 169.7, 169.8.
IR (KBr): v 2950, 2839, 1770, 1742, 1616, 1480, 1420, 1344. HRMS (ESI): m/z calcd for C4H;0; [M

+ H]* 297.09688, found 297.09678.

(E)-Methyl 3-(5,6,7-trimethoxy-1-(2-methoxy-2-oxoethyl)-3-0x0-1,3-dihydroisobenzofuran-4-
yDacrylate (4b)

White solid (23 mg, 20% yield); prepared following the general procedure from 3.4,5-
trimethoxybenzoic acid (63.6 mg, 0.3 mmol) and vinyl acrylate (54.0 uL, 0.6 mmol); purified by flash
chromatography (hexane/diethyl ether = 1:1); mp = 161-162 °C. 'H NMR (CDCls, 400 MHz): 6 2.63
(dd, 1H, J = 16.4 Hz, J = 8.8 Hz), 3.21 (dd, 1H, J = 16.4 Hz, J = 3.6 Hz), 3.74 (s, 3H), 3.82 (s, 3H),
3.88 (s, 3H), 3.97 (s, 3H), 4.03 (s, 3H), 5.78 (dd, 1H, J=8.8 Hz, J=3.6 Hz), 7.02 (d, 1H, /= 16.4 Hz),
8.51 (d, 1H, J = 16.4 Hz). 3C NMR (CDCl;, 125 MHz): & 38.1, 51.8, 52.2, 60.5, 61.0, 61.2, 74.5,
119.4, 123.4, 124.5, 133.9, 137.0, 148.1, 150.5, 156.0, 167.8, 168.4, 169.7. IR (KBr): v 2952, 2843,
1761, 1718, 1457, 1436. HRMS (ESI): m/z caled for CigsH,)NaOy [M + Na]™ 403.1000, found

403.0995.



4,5,6-Trimethoxy-3-((phenylsulfonyl)methyl)isobenzofuran-1(3H)-one (52)

White solid (27 mg, 24% yield); prepared following the general procedure from 3,4,5-
trimethoxybenzoic acid (63.6 mg, 0.3 mmol) and phenyl vinyl sulfone (102 mg, 0.6 mmol); purified by
flash chromatography (hexane/diethyl ether = 1:1); mp = 161-162 °C. 'H NMR (CDCls;, 400 MHz):
63.37 (dd, 1H, J=15.2 Hz, J=9.2 Hz), 3.89 (s, 3H), 3.91 (s, 3H), 4.01 (s, 3H), 4.03 (dd, 1H, J=15.2
Hz, J=2.0 Hz), 5.84 (dd, 1H, J=9.2 Hz, J = 2.0 Hz), 7.05 (s, 1H), 7.59 (m, 2H), 7.69 (m, 1H), 7.97
(d, 1H, J = 8.0 Hz). *C NMR (CDCls, 75 MHz): § 56.5, 59.0, 61.0, 61.3, 73.6, 102.5, 120.8, 128.4,
129.3, 131.6, 134.2, 139.4, 146.6, 147.3, 156.6, 168.8. IR (KBr): v 2992, 2847, 1772, 1615, 1480,
1422, 1343, 1143, 1107, 1060. HRMS (ESI): m/z caled for C;sH;sNaO,S [M + Na]" 401.0665, found

401.0662.

(E)-4,5,6-Trimethoxy-3-((phenylsulfonyl)methyl)-7-(2-(phenylsulfonyl)vinyl)isobenzofuran-
1(3H)-one (5b)

White solid (80 mg, 49% yield); prepared following the general procedure from 3.4,5-
trimethoxybenzoic acid (63.6 mg, 0.3 mmol) and phenyl vinyl sulfone (102 mg, 0.6 mmol); purified by
flash chromatography (hexane/diethyl ether = 1:1); mp = 80-81 °C. 'H NMR (CDCl;, 400 MHz):
63.39 (dd, 1H, J=14.8 Hz, J= 9.2 Hz), 3.85 (s, 3H), 3.91 (s, 3H), 4.00 (dd, 1H, J=14.8 Hz, J= 2.0
Hz), 4.07 (s, 3H), 5.78 (dd, 1H, J=9.2 Hz, J = 2.0 Hz), 7.55 (m, 7H), 7.68 (m, 1H), 7.92 (m, 4H), 8.34
(d, 1H, J = 16.0 Hz). *C NMR (CDCls, 125 MHz): 5 58.4, 60.8, 61.2, 61.4, 72.7, 119.3, 120.9, 127.8,
128.3, 129.3, 129.3, 131.2, 133.3, 133.8, 134.3, 135.0, 139.3, 140.5, 148.9, 150.0, 156.7, 167.2. IR
(KBr): v 3065, 2944, 2851, 1764, 1483, 1447, 1344, 1307, 1145, 1085. HRMS (ESI): m/z calcd for

Cy6H24KO0S, [M + K] 583.0493, found 583.0490.



(E)-3-((Ethylsulfonyl)methyl)-7-(2-(ethylsulfonyl)vinyl)-4,5,6-trimethoxyisobenzofuran-1(3 H)-one (6)
White solid (113 mg, 84% yield); prepared following the general procedure from 3,4,5-
trimethoxybenzoic acid (63.6 mg, 0.3 mmol) and ethyl vinyl sulfone (20.9 uL, 0.6 mmol); purified by
recrystallisation (hexane/diethyl ether = 2:1); mp = 147-148 °C. 'H NMR (CDCls, 400 MHz): & 1.40
(t, 3H, J=7.6 Hz), 1.44 (t, 3H, J = 7.6 Hz), 3.10 (q, 2H, J = 7.6 Hz), 3.21 (dd, 1H, J = 15.6 Hz, J =
10.0 Hz), 3.28 (q, 2H, J = 7.6 Hz), 3.77 (dd, 1H, J = 15.6 Hz, J = 1.6 Hz), 3.93 (s, 3H), 3.97 (s, 3H),
4.12 (s, 3H), 5.84 (d, 1H, J=10.0 Hz, J= 1.6 Hz), 7.53 (d, 1H, J = 16.0 Hz), 8.27 (d, 1H, J = 16.0 Hz).
3C NMR (CDCl;, 125 MHz): 6 6.4, 7.2, 49.2, 49.3, 54.7, 61.0, 61.3, 61.4, 73.2, 118.8, 121.1, 131.0,
133.2, 135.2, 149.0, 150.3, 156.8, 167.4. IR (KBr): v 2984, 1764, 1603, 1483, 1458, 1344, 1305.

HRMS (ESI): m/z caled for C;gH4NaOoS, [M + Na]* 471.0754, found 471.0746.

4. Preparation of 7

A solution of NaNO, (266 mg, 2.16 mmol, 1.01 equiv) in water (3 mL) was added dropwise to an ice-
cold suspension of 2-amino-3,4,5-trimethoxybenzoic acid (500 mg, 2.13 mmol, 1.00 equiv) in 48%
aqueous HBF, (864 uL, 5.40 mmol) under stirring. Stirring was continued at 0 °C for 1 h. After this
time, methanol (4 mL), methyl acrylate (262 mL, 2.92 mmol, 1.37 equiv), and Pd(OAc), (9.6 mg, 42.8
pmol, 0.02 equiv) were added to the mixture at 0 °C. Mixture was let warm up to room temperature,
then heated under reflux (70 °C) for 2 h. After this time, the mixture was cooled down to room
temperature, and the solvent removed under vacuum. Et,O (10 mL) was added to the residue, and the
resulting solution was extracted with H,O (3 x 2 mL). The organic layer was dried over MgSO, and
concentrated at reduced pressure. Purification of the crude mixture by column chromatography on
silica gel (eluent: hexane/ethyl acetate = 75/15) afforded methyl 2-carboxy-3,4,5-

trimethoxyphenylcynnamate 7 as a white solid (181 mg, 0.61 mmol, 29% yield). Compounds 4a (261
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mg, 0.88 mmol, 41% yield) and 4b (14 mg, 36.8 umol, 2% yield) were also recovered. mp = 147-149
°C. 'H NMR [(CDs),CO, 400 MHz]: 6 3.73 (s, 3H), 3.84 (s, 3H), 3.90 (s, 3H), 3.95 (s, 3H), 6.55 (d,
1H, J= 6.0 Hz), 7.34 (s, 1H), 8.13 (d, 1H, J=16.0 Hz). 3C NMR [(CD;),CO, 100 MHz]: 8 51.2, 56.0,
60.5, 60.6, 110.3, 121.9, 122.6, 128.3, 139.5, 145.9, 153.8, 154.4, 167.8, 168.0. IR (KBr): v 2952,

1698, 1682, 1583, 1490, 1325, 1125. Anal. calcd. for Ci4H;s07: C 56.60; H 5.44; found: C 56.76; H

5.44.

5. Conversion of 7 into 4a

A mixture of [(COD)RhICI]; (3.94 mg, 0.008 mmol, 8 mol%) and AgOTf (6.18 mg, 0.024 mmol, 24
mol%) in chlorobenzene (200 pL) was stirred in a glass tube at room temperature for 30 minutes.
Dicyclopentadiene (4.3 pL, 0.032 mmol, 32 mol%) was added. Mixture turned instantaneously from
light yellow to dark orange. Then, 7 (30 mg, 0.10 mmol, 1.0 equiv), Cu(OAc),-H,O (79.7 mg, 0.40
mmol, 4.0 equiv), and chlorobenzene (300 uL) were added. The tube was sealed and heated at 120 °C
for 48 hours. After this time the reaction mixture was quenched with 28% NH,OH (2 mL) and
extracted with ethyl acetate (3 x 2 mL). The organic layers were combined and filtered through a short

pad of silica gel. The filtrate was concentrated under reduced pressure to afford 4a as a white solid (27

mg, 0.091 mmol, 91% yield).

6. Conversion of 7 into 4a and 4b

A mixture of [(COD)RICI], (4.73 mg, 9.6 umol, 8 mol%) and AgOTTf (7.42 mg, 28.8 umol, 24 mol%)
in chlorobenzene (240 pL) was stirred in a glass tube at room temperature for 30 minutes.
Dicyclopentadiene (5.2 pL, 38.4 umol, 32 mol%) was added. Mixture turned instantaneously from

light yellow to dark orange. Then, 7 (35 mg, 0.12 mmol, 1.0 equiv), Cu(OAc),-H,0O (93.9 mg, 0.47
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mmol, 4.0 equiv), methyl acrylate (10.8 uL, 0.12 mmol, 1.0 equiv) and chlorobenzene (360 uL) were
added. The tube was sealed and heated at 120 °C for 48 hours. After this time the reaction mixture was
quenched with 28% NH4OH (2 mL) and extracted with ethyl acetate (3 x 2 mL). The organic layers
were combined and filtered through a short pad of silica gel. The filtrate was concentrated under
reduced pressure. Purification of the crude mixture by column chromatography on silica gel (eluent:
hexane/diethyl ether = 7/3) afforded 4a (14 mg, 0.048 mmol, 35% yield) and 4b (30 mg, 0.080 mmol,

65% yield) as white solids.



7. X-ray crystal structure determination of (COD),RhOTf

Figure S1 Molecular structure of (COD),RhOTf with displacement ellipsoids drawn at 50%
probability for non-H atoms.

[(COD)RKCI]; (200 mg, 0.40 mmol, 1.0 equiv) was dissolved in acetone (15 mL) under nitrogen.
Solution was orange. AgOTTf (208 mg, 0.81 mmol, 2.0 equiv) was added to this solution. The addition
resulted in the immediate formation of a white precipitate and in a color change of solution from
orange to pale yellow. After 5 min stirring, (endo)-dicyclopentadiene (114.5 pL, 0.81 mmol, 2.0 equiv)
was added. Solution color instantaneously turned dark red. After 30 min of additional stirring at room
temperature, the mixture was filtered by cannula under nitrogen. Filtrate was dried under vacuum
leaving a red solid residue. Single crystals were grown from Me,CO/Et,O (15 mL, 1/20 [v/v]) at —18
°C. The single crystal was mounted in a glass capillary. Data for (COD),RhOTf were collected at —70
°C on a Rigaku/MSC Mercury CCD area-detector diffractometer equipped with monochromated MoKa
radiation. Calculations for (COD),RhOTf were performed with the teXane crystallographic software
package of Molecular Structure Corporation. X-ray analysis of (COD),RhOTf was consistent with that

reported in the literature.?
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Table S1 Crystal data and structure refinement for (COD),RhOTT.

Empirical formula
Formula weight
Temperature
Wavelength
Crystal system
Space group

Unit cell dimensions

Volume

Z

Density (calculated)
Absorption coefficient

F(000)

Crystal size

Theta range for data collection
Index ranges

Reflections collected
Independent reflections
Completeness to theta = 27.44°
Max. and min. transmission
Refinement method

Data / restraints / parameters
Goodness-of-fit on F*

Final R indices [[>2sigma(I)]
R indices (all data)

Largest diff. peak and hole

C17H24F3 03 Rh S

468.33

230(2) K

0.71075 A

monoclinic

C2/c

a=14.084(4) A o=90°.

b=17.652(5) A B=95.320(3)°.

c=14.840(4) A v =90°.
3673.3(18) A®

8

1.694 Mg/m’

1.086 mm’!

1904

0.14x 0.10 x 0.05 mm’

2.31 to 27.44°.

-18<=h<=10, -15<=k<=22, -19<=I<=19
14349

4133 [R(int) = 0.0437]

98.4 %

0.9477 and 0.8629

Full-matrix least-squares on F
4133/7/228

1.083

R1=0.0618, wR2 = 0.1423
R1=0.0867, wR2 = 0.1580

0.748 and -0.722 ¢.A-3




Table S2 Selected bond lengths [A] and angles [°] for (COD),RhOTY.

Rh(1)-C(5)
Rh(1)-C(2)
Rh(1)-C(1)
Rh(1)-C(6)
C(-C2)
C(1)-C(®)
C(1)-H(1A)
C(2)-C3)
C(3)-C4)
C(3)-H(3A)
CH-CG)
C(5)-C(6)
C(6)-C(7)
C(7N)-C(®)
S(1)-003)
S(1)-0(2)
S(1)-0(1)
S(1)-C(17)
C(17)-F(3)
C(17)-F(1)
C(17)-F(2)

C(5)-Rh(1)-C(2)
C(5)-Rh(1)-C(1)
C(2)-Rh(1)-C(1)
C(5)-Rh(1)-C(6)
C(2)-Rh(1)-C(6)
C(1)-Rh(1)-C(6)
C(2)-C(1)-C(8)

C(2)-C(1)-Rh(1)
C(8)-C(1)-Rh(1)
C(2)-C(1)-H(1A)
C(1)-C(2)-C(3)

C(1)-C(2)-Rh(1)

2.214(7)
2.220(6)
2.231(7)
2.232(7)
1.343(10)
1.472(13)

0.9900
1.491(10)
1.479(13)
0.9800
1.492(14)
1.350(12)
1.480(13)
1.384(14)
1.315(8)
1.394(5)
1.405(7)
1.813(10)
1.218(12)
1.241(10)
1.292(11)

81.7(3)
90.8(3)
35.13)
35.4(3)
90.9(3)
79.0(3)

127.9(9)
72.0(4)

109.2(6)

113.2

124.8(8)
72.9(4)
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C(3)-C(2)-Rh(1) 108.0(5)

C(1)-C(2)-H(2A) 114.4
C(4)-C(3)-C(2) 118.7(8)
0(3)-S(1)-0(2) 113.2(6)
0(3)-S(1)-0(1) 119.5(8)
0(2)-S(1)-0(1) 110.1(5)
0(3)-S(1)-C(17) 105.2(6)
0(2)-S(1)-C(17) 105.0(4)
O(1)-S(1)-C(17) 102.0(5)
F(3)-C(17)-F(1) 109.1(14)
F(3)-C(17)-F(2) 108.3(11)
F(1)-C(17)-F(2) 105.8(9)
F(3)-C(17)-S(1) 112.9(7)
F(1)-C(17)-S(1) 109.7(9)
F(2)-C(17)-S(1) 110.7(9)

8. References
(1) H. Zhang, S. Zhang, L. Liu, G. Luo, W. Duan, W. Wang, J. Org. Chem. 2010, 75, 368—-374.

(2) L. Dahlenburg, N. Osthoff, F. W. Heinemann Acta Cryst. 2001, E57, m117-m118.
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9. NMR spectra of products
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285.1 ‘2862 2953 2054 2955 2958 2657 2958 2858 2860 HaCO
miz
120619-12ESIHR-Li-Andrea-AR-56-A-A#44-54 RT: 0.24-0.27 AV: 11
T: FIMS + p ESI Full ms [100.00-1000.00] H;CO
m/z= 295.10125-295,.13046
m/z Intensity Relative Resclution Charge - Theo. Mass Delta RDB Composition
i (ppm) equiv.
295.11778 3133532.3° 100.00.23623.0% 1.00: 295.11761 0.17 6.5 Ci1s H1s Og
295.11885 =1.17 11.5 C16H1502 N4
295.11627- k=l 7.0C13H1705N3
295.12029 ~2,91] 11.0C1gH1703N
295,11359, 4.19 2-5.C10H1903N;

'@ O ® S-69



Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 12/18/2012 2:25:21 PM
Analysis Name DADatalLin2012-12-17-Li-Renzetti AR-276-A +ve DIP.d

Method APCI_Tune_pos Mid_AW2.m Operator ADM

Sample Name Testing DIP test 22012-12-17-Li-Renzetti AR-276-A +ve D Instrument maXis impact 282001.00044
Comment

Acquisition Parameter

Source Type APCI lon Polarity Positive Set Nebulizer 5.0 Bar
Focus Active Set Capillary 4000V Set Dry Heater 150 °C
Scan Begin 100 m/z Set End Plate Offset -500 v Set Dry Gas 1.0 limin
Scan End 3000 miz Set Collision Cell RF 1000.0 Vpp Set Divert Valve Source
Intens. | +M3, 1.3-1.4min #77-82)
%1087
2.54
2.0
1 221.0836

1.5

1.0

0.57

0_0: ; ||.|]|JI,_llIL._ : y . y : r . - . . . ; . . r . . :

500 1000 1500 2000 2500 miz
Meas. m/z # lon Formula m/z e [ppm] mSigma Score rdb e Conf N-Rule
2951185 1 C15H1906 2951176 -30 204 1 10000 65 even ok OCH
3.0
H3CO
O
H3CO o
1b

Bruker Compass DatafAnalysis 4.1 printed: 12/18/2012 2:32:04 PM by: ADM Page 1 of 1
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 4/29/2013 3:14:02 PM
Analysis Name D:\Data\Li\2013-04-29-Li-Renzetti-AR-358-A ESI +ve.d
Method Tune_pos_Low_Na_Formate_100-1000.m Operator ADM
Sample Name 2013-04-29-Li-Renzetti-AR-358-A ESI +ve Instrument maXis impact 282001.00044
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500V Set Dry Heater 180 °C
Scan Begin 100 mfz Set End Plate Offset 500 v Set Dry Gas 4.0 Vimin
Scan End 1000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
!ntiress_ 545.1937 2013-04-29-Li-Renzetti-AR-358-A ESI +ve.d: +MS, 0.3-0.4min #20-25
A
6_
4-
24 353.2664
381.2977
| 135.0028 189,0730 e L G . S i 875.4731
100 200 300 400 500 600 700 800 900 miz
Intens. | 545,1937 +MS, 0.3-0.4min #20-25
X109
6
4_
546.1969
2_
1 547.1994
oL, . L . . : . . ; . . . OO
544 546 548 550 852 554 556 558 560 miz
= (0]
Meas. m/z # lon Formula m/iz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
5451937 1 (C33H30NaO6 545.1935 05 17.0 1 100.00 185 even ok
2 C34H26N4NaO2 545.1948 19 283 2 5262 235 even ok 0
H3C o
1c
Bruker Compass DataAnalysis 4.1 printed: 4/29/2013 3:16:58 PM by:  ADM Page 1 of 1
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 12/19/2012 3:26:47 PM
Analysis Name DAData\Li\2012-12-17-Li-Renzetti AR-320-A 2 +ved
Method Tune_pos_low_AW_NaFormate_cal_100-2000.m Operator ADM
Sample Name 2012-12-17-Li-Renzetti AR-320-A +ve 2 Instrument maXxis impact 282001.00044
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 1.0 Bar
Focus Active Set Capillary 3000V Set Dry Heater 200 °C
Scan Begin 50 miz Set End Plate Offset -500 v Set Dry Gas 4.0 lmin
Scan End 2000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
Intens. +M3, 0.2-0.3min #9-16
x10%]
1.5
1 257.0784
104
057 337.1048
135.0018 A 719.1072
' + 893.1389
0.0: .‘ll"'" .|||.I.I T, .J- bigames I N . 105?;16|84 i . . i i . i i
200 400 €00 800 1000 1200 1400 1600 1800 miz
Meas. m/z # lon Formula m/z e [ppm] mSigma Score rdb e Conf N-Rule
2570784 1 C13H14NaO4 257.0784 0.2 37 1 10000 65 even ok
(0]
0]
H
Nelo) o
1d
Bruker Compass DataAnalysis 4.1 printed: 12/19/2012 3:28:08 PM by: ADM Page 1 of 1
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 12/18/2012 10:57:41 AM
Analysis Name DA\Data\li\2012-12-17-Li-Renzetti AR-327 +ve.d
Method Tune_pos_low_AW_NaFormate_cal.m Operator ADM
Sample Name 2012-12-17-Li-Renzetti AR-327 +ve Instrument maxXis impact 282001.00044
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 1.0 Bar
Focus Active Set Capillary 3000V Set Dry Heater 200 °C
Scan Begin 50 miz Set End Plate Offset 500V Set Dry Gas 4.0 limin
Scan End 3000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
Intens. ] +MS, 0.8-0.8min #47-50

30007

25007

2000 241.0834

1500

00 365.1357

smi
1 S | S — — —— :
500 1000 1500 2000 2500 miz
Meas. m/z # lon Formula m/z e [ppm] mSigma Score rdb e Conf N-Rule
2410834 1 C13H14NaO3 241.0835 05 103 100.00 65 even ok
O
PhH,CO
0]
PhH,CO
OCH,Ph
1e

Bruker Compass DataAnalysis 4.1 printed: 12/19/2012 11:46:20 AM by: ADM Page 1 of 1
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_ Maes Spectrum SmartFormula Report

Analysis |nfo

Analysis Mame  Dr\Date\l 12013-08-08-L1-Renzett AR-440-CR-1 ES| +va.d

Method Turse_pos_l.ow_Na_Formate_100-1600.m
Sample Name  2013-08-06-Li-Renzettl AR-440-CR-1 ESI +ve.
Comment

Acguisition Date  8/62013 4:28:51 PM

Operator ADM
Instrument maXis impact 282001.00044

Acquisition Parameter : =
Saurce Type ESi lon Polarity Posltive Set Netulizer 0.8 Ber
Fodus Aciive Szt Capilia 4500V Set Dry Hester 180 °C
Scan Bagin 100 miz SeiEnd Plale Ofset 500V Set Dry Gas 4.0 Umen
Scan End 1000 miz Set Colision Cel' RF 500.0 \ap Set Divert Vaie Source
"’:053‘“ 2770842 2013-06-05- Li-Renzett AR-440-CR-1 ES1 +va.g: +M5, 0.0-0.1min #2-5|
5
4
a3 | 360.3252
; 5.0034 \ l
14
e | | IR (o Lo 697,614 8772094 D
1 200 300 400 500 600 780 800 960 miz
intems.] 777.0840 B M5, 0.00.Imin #2-
no: B C16H14Ma03, 277.083!
4]
3
2
13 278.0873
ol—y . : b oy s o
214 275 2m 217 E 278 280 257 262 283 miz
Meess. miz # lonFarmula miz ev[ppm] mSigma #Sigme Score rdb e Conf N-Rulke
2770842 1 C1GHI4NSO3 2770835 26 87 1 W000 55 even ak
(0]
1f
Brukerfampass DafoAnaiyeind 1 ponled /6720154 30.28 PM | by: ADM T Page 101
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 12/18/2012 4:44:33 PM
Analysis Name D:\Data\Li\2012-12-17-Li-Renzetti AR-325-A +ve d
Method Tune_pos_low_AW_NaFormate_cal.m Operator ADM
Sample Name 2012-12-17-Li-Renzetti AR-325-A +ve Instrument maXis impact 282001.00044
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 1.0 Bar
Focus Active Set Capillary 3000V Set Dry Heater 200 °C
Scan Begin 50 miz Set End Plate Offset -600'V Set Dry Gas 4.0 imin
Scan End 3000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
Intens. ] +MS, 0.2min #11
1087
4
] 7.

3] 227.0684

2]

13

04 e v — -— —

500 1000 1500 2000 2500 miz
Meas. m/z # lon Formula miz e [ppm] mSigma Score rdb e Conf N-Rule
2270684 1 C12H12NaO3 227.0679 22 76 1 10000 65 even ok o
O
O
19

Bruker Compass DataAnalysis 4.1 printed: 12/19/2012 12:20:16 PM by: ADM Page 1 of 1
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 4/29/2013 3:35:54 PM
Analysis Name D:\Data\Li2013-04-29-Li-Renzetti-AR-378-A ESI +ve.d

Method Tune_pos Low_Na_Formate_100-1000.m Operator ADM

Sample Name 2013-04-29-Li-Renzetti-AR-378-A ESI +ve Instrument maXis impact 282001.00044
Comment

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500 v Set Dry Heater 180 °C
Scan Begin 100 m/z Set End Plate Offset -500V Set Dry Gas 4.0 imin
Scan End 1000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
tntiress_ 253.0835 2013-04-29-Li-Renzetti-AR-378-A ESI +ve.d: +MS, 0.0-0.1min #2-4
x il
3:
2 -
] 360.3244
1 -
135.0028 301'E410 Rl 505.33365 827.7068
0_ ool iy i " LL.L " |-I |. i " n“u i l o) I'| 50.6311 3 III.LJL:.I. TR, '
100 200 300 400 500 €00 700 800 900 miz
Intens. 253.0835 +MS, 0.0-0.1min #2-4
%10%]
3_
2:
1 4
p ( 254,0868
” J 255.0886
2525 ' 253.0 2535 2540 " 2545 " 2550 ' miz
(0]
Meas. m/z # lon Formula m/z e [ppm] mSigma #Sigma Score rdb e Conf N-Rule
2530835 1 C14H14NaO3 253.0835 01 9. 1 10000 75 even ok
O
O
1h
Bruker Compass DataAnalysis 4.1 printed: 4/29/2013 3:37:34 PM by:  ADM Page 1 0of 1
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Mass Spectrum SmartFormula Report

Analysis Info

Analysis Name

Method

Sample Name
Comment

Acquisition Date

D:\Data\Li"\2013-04-29-Li-Renzetti-AR-377-ALL-A ES| +ve d
Tune_pos Low_Na_Formate_100-1000.m

2013-04-29-Li-Renzetti-AR-377-ALL-A ESI +ve

Operator
Instrument

4/29/2013 4:05:49 PM

ADM
maXis impact

282001.00044

Acquisition Parameter

Source Type ESI lon Polarty Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500V Set Dry Heater 180 °C
Scan Begin 100 miz Set End Plate Offset -500 v Set Dry Gas 4.0 Imin
Scan End 1000 m/z Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
!nte1n°56; 303.0996 2013-04-29-Li-Renzetti-AR-377-ALL-A ESI +ve.d: +MS, 2.5-2.7min #150-163
x il
2_
1 -
0' 135.0029 | 360.3242 583.2107
100 200 300 400 500 600 700 800 900 miz
Intens.3 303.0996 m +MS, 2,5-2.7min #150-163
x10 ' m C18H16Na03, 303.0992
2.59
2.0
1.59
1.04
051 3D4T028
i L L 305.1050
' 302 303 304 305 306 307 o miz
Meas. m/z # lon Formula m/z err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
303.0996 1 C18H16NaO3  303.0992 14 252 1 100.00 105 even ok
3190729 1 C18H16KO3 319.0731 0.5 11.2 1 100.00 105 even ok
Bruker Compass DataAnalysis 4.1 printed: 4/29/2013 4:24:47 PM by:  ADM Fage 1 of 1
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Mass Spectrum SmartFormula Report

Analysis Info

Analysis Name
Method
Sample Name
Comment

DA\Data\Li\2012-12-17-Li-Renzetti AR-323-A +ve d

Tune_pos_low_AW_NaFormate_cal.m
2012-12-17-Li-Renzetti AR-323-A +ve

Acquisition Date

Operator
Instrument

12/18/2012 11:05:42 AM

ADM
maXis impact

282001.00044

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 1.0 Bar
Focus Active Set Capillary 3000V Set Dry Heater 200 °C
Scan Begin 50 miz Set End Plate Offset -600'V Set Dry Gas 4.0 imin
Scan End 3000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
Intens. +M3, 1.0-1.1min #57-67|
¥103
6_
245.0574
4_
365.1348
2 E
0 fuodl L T " T " " r v T
500 1000 1500 2000 2500 miz
Meas. m/z # lon Formula miz e [ppm] mSigma Score rdb e Conf N-Rule
2450574 1 C2H9F3N6NaO3  245.0580 27 354 3 6189 05 even ok
2 CTH10F2N3NaO3 2450582 35 144 2 10000 30 odd ok
3 C12H11FNa03 2450584 43 107 1 9592 65 even ok @]
O
F
0
1j
Bruker Compass DataAnalysis 4.1 printed: 12/19/2012 11:48:52 AM by: ADM Page 1 of 1
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 12/18/2012 11:11:38 AM
Analysis Name D:\Data\Li\2012-12-17-Li-Renzetti AR-324-A +ve d
Method Tune_pos_low_AW_NaFormate_cal.m Operator ADM
Sample Name 2012-12-17-Li-Renzetti AR-324A +ve Instrument maXis impact 282001.00044
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 1.0 Bar
Focus Active Set Capillary 3000V Set Dry Heater 200 °C
Scan Begin 50 miz Set End Plate Offset -600'V Set Dry Gas 4.0 imin
Scan End 3000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
Intens. | +M3, 0.7-0.7min #39-44
x105]

4

3] 352.8641

2]

11 227.0676

0: - I-.ILJ.“ILJ L.Il A i o IEEZ.?Iﬂ-ﬂﬁ . , ' . , . . ' . . . , . . ' , .

500 1000 1500 2000 2500 miz
Meas. m/z # lon Formula m/z e [ppm] mSigma Score rdb e Conf N-Rule
3529641 1 C12H11INaO3  352.9645 13 43 1 10000 65 even ok o)
O
O
1k

Bruker Compass DataAnalysis 4.1 printed: 12/19/2012 11:50:13 AM by: ADM Page 1 of 1
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Mass Spectrum SmartFormula Report

Analysis Info
Analysis Name

D:\Data\Lit2013-04-29-Li-Renzetti-AR-380-A ESI +ve.d

Acquisition Date

4/29/2013 4:57:59 PM

Method Tune_pos Low_Na Formate 100-1000.m Operator ADM
Sample Name 2013-04-29-Li-Renzetti-AR-380-A ESI +ve Instrument maXis impact 282001.00044
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500V Set Dry Heater 180 °C
Scan Begin 100 miz Set End Plate Offset -500 V Set Dry Gas 4.0 lmin
Scan End 1000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
EMTOSG_ 577.0834 2013-04-29-Li-Renzetti-AR-380-A ESI +ve.d: +MS, 0.4-0.4min #24-25
1064
0.8
0.6
0.4+
921 135,002
00 " i 214.1409 AL 8436861
~100 200 300 400 500 600 700 900 miz
EHTEH%— 277.0834 +MS, 0.4-0.4min #24-25
x10%
0.8
0.6
0.4+
293.0572
0.27 278.0867
% | 279.0897 294.0606
' 275 280 285 290 295 300 miz
Meas. m/z # lon Formula mfz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule o]
277.0834 1 C14HINGO 277.0832 06 276 1 100.00 135 even ok o
1 C16H14NaD3 277.0835 04 285 1 100.00 95 even ok o) o
1 C13H18K04 277.0837 -1.0 40.3 1 100.00 45 even ok + (o]
293.0572 1 C1TH5NG6 293.0570 0.7 474 1 100.00 185 even ok 0
1 C19H10NaD2 293.0573 03 467 1 100.00 145 even ok
1 C16H14KO3 293.0575 08 251 1 100.00 95 even ok
11 1r
Bruker Compass DataAnalysis 4.1 printed: 4/29/2013 4:59:24 PM by: ADM Page 1 of 1
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Mass Spectrum SmartFormula Report

Analysis Info

Analysis Name
Method
Sample Name
Comment

D:\Data\Lit2013-04-29-Li-Renzetti-AR-332-A-A-A ES| +ved
Tune_pos Low_Na Formate 100-1000.m
2013-04-29-Li-Renzetti-AR-332-A-A-A ES| +ve

Acquisition Date 4/29/2013 3:26:25 PM
Operator ADM
Instrument maXis impact 282001.00044

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500V Set Dry Heater 180 °C
Scan Begin 100 miz Set End Plate Offset -500 V Set Dry Gas 4.0 lmin
Scan End 1000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
Ente1r1055.; 277.p828 2013-04-29-Li-Renzetti-AR-332-A-A-A ESI +ve.d: +MS, 0.2min #13|
X107
4 o
3:
2:
3 360.3233
oL_135.0026 ) \ i ‘ 591.4950
100 200 300 400 500 600 700 800 900 miz
Intens 3 277.0828 +MS, 0.2min #13]
%109
47
3]
2]
14 278.0860
0 3 279.0882
274 276 278 ' 280 ' 282 284 miz
Meas. m/z # lon Formula m/z err[ppm] mSigma #Sigma Score rdb e Conf N-Rule 0
277.0828 1 C16H14Na03 277.0835 2T 233 10000 95 even ok o
2 CH10N12Na04 277.0840 45 455 4252 25 even ok o)
3 H14N8NaO8 2rr.oezr -0.3 59.0 5018 -25 even ok
1r
Bruker Compass DataAnalysis 4.1 printed: 4/29/2013 3:30:53 PM by: ADM Page 1 of 1
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 12/18/2012 11:14:59 AM
Analysis Name D\Data\Lin2012-12-17-Li-Renzetti AR-322-A +ve d
Method Tune_pos_low_AW_NaFormate_cal.m Qperator ADM
Sample Name 2012-12-17-Li-Renzetti AR-322-A +ve Instrument maxXis impact 282001.00044
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 1.0 Bar
Focus Active Set Capillary 3000V Set Dry Heater 200 °C
Scan Begin 50 miz Set End Plate Offset -500 v Set Dry Gas 4.0 l/min
Scan End 3000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
Intens. | +MS, 0.7-0.8min #43-50
x108
1.54
1.0- 269.0782
0.5
00! P . . .
500 1000 1500 2000 2500 miz
Meas. m/z # lon Formula miz err [ppm] mSigma Score rdb e Conf N-Rule
269.0782 1 C14H14NaO4 269.0784 09 18.7 10000 7.5 even ok
O
O
O
@)
1m
Bruker Compass DataAnalysis 4.1 printed: 12/19/2012 11:53:12 AM by: ADM Page 1 of 1
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Mass Spectrum SmartFormula Report

Analysis Info

Analysis Name
Method
Sample Name
Comment

DAData\Li\2013-04-29-Li-Renzetti-AR-400-A-A ESI +ve.d

Tune_pos Low_Na_Formate_100-1000.m
2013-04-29-Li-Renzetti-AR-400-A-A ESI +ve

Acquisition Date 4/29/2013 2:20:36 PM

ADM
maXis impact

Operator

Instrument 282001.00044

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500V Set Dry Heater 180 °C
Scan Begin 100 miz Set End Plate Offset -500 v Set Dry Gas 4.0 Ifmin
Scan End 1000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
‘”tﬁ%%: 257.0780 2013-04-29-Li-Renzetti-AR-400-A-A ESI +ve.d: +MS, 5.6-5.7min #336-341
*10~3
5:
4]
34
2_
13 365.1043413.2664
], R | k 555.5111 608.3614 827,7054
i) L I ".l' ' - A Lo i . TRTRTAPNTIY kbl L e obab bu | " CTRATA - R T v
100 200 300 400 500 600 700 800 900 m/z
Entenss.' 257.0780 +MS, 5.6-5.7min #336-341
x1077
4_
34
2]
14 258,0813 273.0517
0 256.1514 | 256.?033 l 274.0550
2525 255.0 2575 260.0° ‘2625 ‘2650 2675 270.0 2725 275.0miz
(0]
Meas. m/z # lon Formula m/z em[ppm] mSigma #Sigma Score rdb e Conf N-Rule HsCO
257.0780 1 C13H14NaO4 257.0784 =17 229 1 10000 65 even ok
2730517 1 C11H12KN303 273.0510 -24 155 1 10000 70 odd ok @]
2 C13H14KO4 2730524 25 212 2 8767 B5 even ok
O
1n
Bruker Compass DataAnalysis 4.1 printed: 4/29/2013 2:27:55 PM by: ADM Page 1 of 1

S-83



Mass Spectrum SmartFormula Report

Analysis Info

Analysis Name
Method
Sample Name
Comment

D:AData\Li\2013-04-29-Li-Renzetti-AR-400-A-B ESI +ve.d

Tune_pos_Low_Na_Formate_100-1000.m
2013-04-29-Li-Renzetli-AR-400-A-B ESI +ve

Acquisition Date 4/29/2013 4:43:24 PM
Operator ADM

Instrument maxXis impact 282001.00044

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500V Set Dry Heater 180 °C
Scan Begin 100 miz Set End Plate Offset -500 Vv Set Dry Gas 4.0 Ifmin
Scan End 1000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
fmif:%-: 257.0777 2013-04-29-Li-Renzetti-AR-400-A-B ESI +ve.d: +MS, 0.2-0.2min #11-13
X
2
1 4
] 135.0027 360.3233
: 555,5107 843.6850
ol—a Ly bagee oy l.L " |l ) ll-l Lot bl i 645,582 i . i
100 200 300 400 600 700 800 900 miz
Intens. 257.0777 m +MS, 0.2-0.2min #11-13
KWS; = C13H14Na04, 257.0784
2.5
2.0
|
1.07
051 258.0808 261.0833
00 R 256.0832
o 257 258 : 259 ' 260 ' 261 miz
Meas. miz # lon Formula miz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
2570777 1 C13H14NaO4 257.0784 30 16.4 1 10000 65 even ok d Q
H3CO (o)
1n’

Bruker Compass DataAnalysis 4.1

printed:

4/29/2013 4:44:38 PM

by: ADM Page 1 of 1
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120818-11ESIHR-Li-Andrea-AR-38-D-Bis-B 6/19/2012 1:40:16 PM

1206181 1E§/HR-Li-Andrea-AR-30-D-Bls-B #215-228 RT: 0.75-080 AV: 14 NL: Z.82E7
T: FTMS + p 51 Full ms [100.00-9000.00]
779.32331

a -.
217.10413 26113046 14320874 ¢ |4 79528800 g5 96811 987.38228

100 180 200 250 300 350 400 450 500 550 800 650 700 750 800 850 900 950 1000
i miz
120815-11ESIHR-Li-Andrea-AR-39-D-Bls-B #215-228 RT: 0.75-0,80 AV: 14 NL: 1.73E7 T ST T S 5 3
T: FTMS +p ESI Full ms [100.00-1000.00]
. 379.17483
é
2 ¥
g 370.13048
’ 380.17812
i ]\meaas 370.26784 370.38706 370.44670 370.53572  370.84409 37077418 379.84366 37992290  380.03z78 X o
n_r'l_ L B e } T T T T T ] T T T T T T T L] 1 1 T T T T 1 T T T T T T T T T T T T T T T T T T T T T T T T 1
ared a2 3783 3784 ares 378.6 ama7 aes a79.8 380.0 38
| miz
Fﬂﬁ1@5;1m'é:["I:I'R_—'L;'i.'-'h?;d'r"e:é;ﬁii—"39-'b-'B'fu_-?l'¥2_15—228 RT: 0.75-0.80 AvV: 14 i _
T: FTMS + p ESI Full ms! [100.00-1000.00] H.CO.
m/z= 379.15152-379.19472 3
m/z Intensity ;fRelativE Resolution Charge ' Theo. Mass ' Delta RDB . Composit:
| : ; I B eHL e HsCO
379.17483° 17365958.0. 100.00 21444.06 1.00; 379.17513; -0.30: 7.5 C20Hz7 019
i 379.17379 1.05: 8.0 CigH250gN3
379.17647 -1.63: 12.5Cz21H2303MN4
379.17781. -2.98  12.0 C23H2504N e §
379.17915 -4.31 17.0 CzaHz1 N5 B

@ %) Q
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 4/29/2013 5:13:32 PM
Analysis Name D:\Data\Li\2013-04-29-Li-Renzetti-AR-406-D-A ESI +ve.d

Method Tune_pos Low_Na_Formate_100-1000.m Operator ADM

Sample Name 2013-04-29-Li-Renzetti-AR-406-D-A ESI +ve Instrument maXis impact

Comment

282001.00044

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500V Set Dry Heater 180 °C
Scan Begin 100 miz Set End Plate Offset -500 v Set Dry Gas 4.0 Ifmin
Scan End 1000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
Enirssé- 332.1102 2013-04-29-Li-Renzetti-AR-406-D-A ESI +ve.d: +MS, 0.5-0.7min #30-37
1.5
1.0
0.5+
ool 1350028 261.0839 .  413.2667 641.2321
“100 200 300 400 500 600 700 800 900 miz
Intens.] 332.1102 +MS, 0.5-0.7min #30-37
x1087
1.5
1.0
0.5 348.0841
333.1134
- | 334.1154 349.0870
7 a3 '3325 " 3350 "337.5 " Ta400 0 325 | 3450 | 3475 350.0 ‘3525 miz
Meas. m/z # lon Formula miz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule H,CO.
3321102 1 C13H14NTO4 332.1102 -0.0 303 1 10000 105 even ok
1 C15H19NNaO6  332.1105 0.8 3 1 100.00 65 even ok O
3480841 1 C16H10NTO3 348.0840 03 472 1 10000 155 even ok
1 C1BH15NNaO5  348.0842 05 465 1 10000 115 even ok HyCO o
1 C15H19KNOG 348.0844 09 257 1 100.00 65 even ok OCH
3
3 PN
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130812-06HRESI-Li-Andrea-AR-352A 9/12/2013 12:23:06 PM

'130912-08HRESI-Li-Andrea-AR-352A #282-286 RT: 0.65-0.69 AV: 14 MNL: 2.15EB =
T: FTMS + p ES1 Full ms [150.00-1000.00]
100, 310.07874
a
E $13.17906
é 267.00678 |
] |
278.15810 i LI e 1 %8 41328661 44120740 467.18914 51324615 53118439 56337701 59723088 o' 64935404
280 280 900 320 340 380 400 420 440 4B0 480 500 B20 540 560 580 600 620 640
miz
130912-06HRESI-LI-Andrea-AR-352A #282-205 RT: 0.65-0.60 AV: 14 NL: 5.80E7
T: FTMS + p ESI Full ms [150.00-1000.00]
1 29709678
15
E
é 298.10020
ol 208195985 2“‘““)‘ IL 29724071
e gy Eme g T T T T T T T T T 1] T T T T 1] T T T T T 1] T T T T T L | T T T T T T T T T T T T T T
2970 2971 2972 2073 2074 2075 2976 2017 2078 2079 2080
miz (0]
130912-06HRESI-Li-Andrea-AR-3520#282-295 RT: 0.65-0.69 AV: 14 H,CO.
T: FTMS + p ESI Full ms [150.00-1000.00]
m/z= 297.08533-297.10026 ! 0]
m/z Intensity RelativeiResolution, Charge ! Theo. Mass - Delta = RDB H,CO
i : i (ppm)  equiv. . 0
297.09678 58123612.0 100.00:32277.95 g 1.00; 297.09688 -0.33 6.5 C1 OCHj3
! | ; 297.09581.  3.26;  8.5Cu o—
i ._ . 297.09822  -4.83, 11.5¢Cu 4a
' ) )
¥ ai
MO~ -« S-87
Tt S 'O
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Mass Spectrum SmartFormula Report

Analysis Info

Analysis Name
Method
Sample Name

Comment

2013-04-29-Li-Renzetti-AR-352-B-B ESI +ve

D:\Data\Li\2013-04-29-Li-Renzetti-AR-352-B-B ESI +ve.d
Tune_pos_Low_Na_Formate_100-1000.m

Acquisition Date 4/29/2013 5:56:26 PM
Operator ADM
Instrument maxXis impact 282001.00044

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500V Set Dry Heater 180 °C
Scan Begin 100 miz Set End Plate Offset -500 Vv Set Dry Gas 4.0 Ifmin
Scan End 1000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
fntir:%-z 403.0995 2013-04-29-Li-Renzetti-AR-352-B-B ESI +ve.d: +MS, 0.0-0.0min #1-2

b 1

1.00

0.75

0.50

0.254

000l 1350026 261.0836 368,4258 480.2220 v i1

100 200 300 400 500 600 700 800 900 miz

Intens. 4 403,0995 +MS, 0.0-0.0min #1-2

%1063

1.00

0.75]

0.504 419.0734

0.251 404,1029

- 1 I4ﬂ5..1054 413.2664 420.10?611

- 400 405 410 " 415 a0 ] 425 o 430 miz
Meas. miz # lon Formula miz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule N
403.0995 1 C18H20NaO9 403.1000 1.0 274 1 100.00 B85 even ok o]
4190734 1 C18H20KOS  419.0739 -11 267 1 100.00 85 even ok
0
0
OCHj
4  o—
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 4/29/2013 5:49:43 PM
Analysis Name D\Data\Lin2013-04-29-Li-Renzetti-AR-407-A-A ESI +ved
Method Tune_pos Low_Na Formate 100-1000.m Operator ADM
Sample Name 2013-04-29-Li-Renzetti-AR-407-A-A ESI +ve Instrument maXis impact 282001.00044
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500V Set Dry Heater 180 °C
Scan Begin 100 miz Set End Plate Offset -500 V Set Dry Gas 4.0 lmin
Scan End 1000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
Emﬁ?_ 401.0662 2013-04-29-Li-Renzetti-AR-407-A-A ESI +ve.d: +MS, 0.2-0.3min #14-15
1051
08
135.0029
0.6 360.3239
0.4- 261.0840
555.5118
0.2 { 827.7075
0.0-Le—hu by Lol .Ihl.....‘ulLlL L i .
100 200 300 400 500 600 700 800 200 miz
[”15”%' 401.0662 +MS, 0.2-0.3min #14-15
x107
ey 417.0401
0.6+
] 413.2669
0.4+
0.2 402.0690 418.0430
414.2697 .
403.0663 411.3444
sl 14 (063 aosyze0 4073263 4093388 M | ) | L L g 213300 4231838 4252126 427.3388
400 405 410 415 420 o 425 m/z
Meas. m/z # lon Formula m/z err[ppm] mSigma #Sigma Score rdb e Conf N-Rule HyCO
401.0662 1 C18H18NaOTS 401.0665 0.9 195 1 10000 95 even ok o}
417.0401 1 C18H1BKOTS  417.0405 1.0 16.2 1 10000 95 even ok HaCO o
OCHj3 /s//
7
5a
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Mass Spectrum SmartFormula Report

Analysis Info

Analysis Name
Method
Sample Name
Comment

DAData\Li\2013-04-29-Li-Renzetti-AR-407-A-B ESI +ve.d

Tune_pos Low_Na_Formate_100-1000.m
2013-04-29-Li-Renzetti-AR-407-A-B ESI +ve

Acquisition Date

Operator
Instrument

4/29/2013 5:41:22 PM

ADM

maXis impact 282001.00044

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500V Set Dry Heater 180 °C
Scan Begin 100 miz Set End Plate Offset -500 v Set Dry Gas 4.0 Ifmin
Scan End 1000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
Enm%: 567.0751 2013-04-29-Li-Renzetti-AR-407-A-B ESI +ve.d: +MS, 0.3min #16
p 353.2663
3_
2_
381.2975
19 135.0027
261.0837
i L0 | “ | 644.1977 827,7086
o al i b i T PR Lo, wl ol L A - L ; e 2k NIRRT v
100 200 300 400 500 600 700 800 900 m/z
intenss.: 567.0751 +MS, 0.2-0.3min #14-18
x10
3_
2_
583.0490
1 568.0780
b 569.0744 584.0519
" | 1o, 591.4958 596.5981
565 570 575 580 585 590 @\ 595 miz
0
Meas. m/z # lon Formula miz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule o7
567.0751 1 C26H24Na0952 567.0754 06 244 1 100.00 145 even ok A o
2 C18H28MN2Ma011S3 567.0747 06 316 2 83.69 55 even ok HaCO.
3 C14H28BN2ZNa01652 567.0772 38 356 3 2432 15 even ok o
583.0490 1 C21H24N2Na01053 583.0485 07 38 1 10000 105 even ok HyCO
1 C26H24K0952 583.0493 06 204 1 100.00 145 even ok OCH, P
2 C18H28KN201153 583.0487 -05 7 2 80.62 55 even ok >
5b
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 4/29/2013 5:33:22 PM
Analysis Name D:\Data\Li\2013-04-29-Li-Renzetti-AR-354-CR ESI +ve.d
Method Tune_pos Low Na Formate_100-1000.m Operator ADM
Sample Name 2013-04-29-Li-Renzetti-AR-354-CR ESI +ve Instrument maXis impact 282001.00044
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.3 Bar
Focus Active Set Capillary 4500V Set Dry Heater 180 °C
Scan Begin 100 miz Set End Plate Offset -500v Set Dry Gas 4.0 limin
Scan End 1000 miz Set Collision Cell RF 600.0 Vpp Set Divert Valve Source
Ent:-_\1r1055__ 471.0746 2013-04-29-Li-Renzetti-AR-354-CR ESI +ve.d: +MS, 0.0-0.1min #2-3|
A
6_
4_
4 935.1359
2 118.1228 365.1352 548.1074
192.1589
o i s SO [ . N . W . _827.7078 . L X
100 200 300 400 500 600 700 800 900 m/z
Intens. 471.0746 +MS, 0.0-0.1min #2-3
10
* 487.0483
4
2_
472.0773 488.0512
469,3848 490.0490
: it S P . ey Lo .
470 475 480 485 490 miz
\ : s >
Meas. miz # lon Formula m/z err[ppm] mSigma #Sigma Score rdb e Conf N-Rule o
4710746 1 C18H24NaD952 471.0754 -16 27 1 10000 even ok A o
487.0483 1 C13H24NZNaO10S3 487.0485 05 386 1 10000 25 even ok HaCO.
o]
HsCO o
<z
OCHj o és/
6 N
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