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General

All NMR spectra were recorded on Bruker-500 or 300 MHz spectrometer. HRMS
were measured on the Q-TOF6510 instruments . Routine monitoring of the reaction
was performed by TLC using precoated silica gel plates. All the reagents and Solvents
used in this reaction such as CH3CN were purchased from Acros or local company
and used directly.

Synthesis of the materials

Diazomalonates and Cyclopropenes

Diazomalonates and cyclopropenes 1a-1g, 1j-1k, 1m-10 were synthesized from the

procedures reported in the literature!"

SO,Ph CO,Et

1h

(1h) Yield: 44 % "H NMR (400 MHz, CDCls) & 0.93 (t, J =7.34 Hz, 2H), 1.17 (t, J
=7.13 Hz, 3H), 1.41-1.46 (m, 2H), 1.61-1.69 (m, 2H), 2.56-2.74 (m, 2H), 4.05-4.13

(m, 2H), 6.52 (s, 1H), 7.52-7.64 (m, 3H), 7.96 (m, 2H);

S0,Ph CO,Et

PhO

1i
(1m) Yield: 54 % 'H NMR (400 MHz, CDCl3) § 1.16 (t, J =7.13 Hz, 3H), 4.06-4.11

(q, J=7.28 Hz, 4H), 5.17-5.30 (m, 2H), 6.79 (s, 1H), 6.96-7.03 (m, 3H), 7.26-7.32(m,
2H), 7.52-7.64 (m, 3H), 7.98-7.99 (m, 2H);
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SO,Ph CO,Et

Ph
11
(1) Yield: 40 % 'H NMR (400 MHz, CDCl3) & 1.16 (t, J

=7.13 Hz, 3H), 4.11-4.17 (q, J =7.12 Hz, 2H), 7.01 (s, 1H), 7.42-7.63(m, 8H),

7.96-7.99 (m, 2H);
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Optimization of dimerization®

HsCOOC_ COOCH; (P:ﬂ((%ﬁ?)z ecooe I o ocH,
DMSO/CH5;CN
800G COOCH;
Entry Catalyst Oxidant Additive Solvent | Yield/%

1° Pd(OAc), Cu(OAc), DMSO(3 eq.) | CH;CN 68
2b Pd(OAc), Cu(OAc), DMSO(3 eq.) | CH;CN 67
3% Pd(OAc), Cu(OAc), DMSO(3 eq.) | CH;CN 42
42 Pd(OAc), Cu(OAc), DMSO(@3 eq.) | Toluene N.R.
5de Pd(OAc), Cu(OAc), DMSO(3 eq.) | CH;CN 73
6" Pd(OAc), Cu(OAc), DMSO(3 eq.) | CH;CN 34.
7 Pd(OAc), Cu(OAc), DMSO(7 eq.) | CH3CN 86
8" Pd(OAc), Cu(OAc), DMSO(10 eq.) | CHsCN 54
9° Pd(OAc), Cu(OAc), DMSO(14 eq.) | CHsCN 44
10%f Pd(OAc), Cu(OAc), DMSO(7eq.) | CH3CN 43
11 PdCl, Cu(OAc), DMSO(7 eq.) | CH;CN 52
12* Pd(TFA), Cu(OAc), DMSO(7 eq.) | CH;CN 67
13* PdCI(CH3CN), | Cu(OAc), DMSO(7 eq.) | CH;CN 61
14° PdCl,(PPhs), Cu(OAc), DMSO(7 eq.) | CH;CN 20
15° Pd(OAc), / DMSO(7 eq.) | CH;CN N.R.
16" / Cu(OAc), DMSO(7 eq.) | CH;CN 41#

Reaction conditions: *1a(0.2 mmol, 42.4 mg), Pd(OAc)»(5 mol%, 0.01 mmol, 2.24
mg), Cu(OAc)(2 eq. 0.4 mmol, 79.6 mg), 1 mL CH;CN, 80°C; *100°C; ©
Cu(OAc),(1.2 eq. 0.24 mmol, 47.8 mg); 9a was slowly injected into the system; ©
KF(1.2 eq., 0.24 mmol, 414 mg) was added into the system; £0.5 ml CH;CN; € the
yield of isomerization product.
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Table 1. Effects of Solvents and additive

Reaction conditions: “1a(0.2 mmol, 42.4 mg), Pd(OAc),(5 mol%, 0.01 mmol, 2.24 mg),
Cu(OAc),(2 eq. 0.4 mmol, 79.6 mg), 1 mL solvent, 80°C; ® the yield of isomerization product 4

Entry Catalyst Oxidant Additive Solvent | Yield/%
1 Pd(OAc), Cu(OAc), / DMSO <5
2 Pd(OAc), Cu(OAc), / CH;CN 29
3 Pd(OAc), Cu(OAc), / THF N.D.
4 Pd(OAc), Cu(OAc), / DMF Trace
5 Pd(OAc), Cu(OAc), / DCE 50°
6 Pd(OAc), Cu(OAc), / DCM N.D.
7 Pd(OAc), Cu(OAc), DMSO(7 eq.) THF 29
8 Pd(OAc), Cu(OAc), DMSO(7 eq.) DMF 14
9 Pd(OAc), Cu(OAc), DMSO(7 eq.) DCE 23
10 Pd(OAc), Cu(OAc), DMSO(7 eq.) DCM 27
11 Pd(OAc), Cu(OAc), DMSO(7 eq.) | Toluene 42
12 Pd(OAc), Cu(OAc), DMSO(7 eq.) | CH;CN 86
13 Pd(OAc), Cu(OAc), DMSO(3 eq.) | CH;CN 34
14 Pd(OAc), Cu(OAc), DMSO(10 eq.) | CHsCN 54
15 Pd(OAc), Cu(OAc), DMSO(14 eq.) | CHsCN 44

2) Oxidant (Table 2)

Entry Catalyst Oxidant Additive Solvent | Yield/%
1 Pd(OAc), BQ DMSO(7 eq.) | CH3CN N.R.
2 Pd(OAc), DDQ DMSO(7 eq.) | CH3CN N.R.
3 Pd(OAc), TBHP DMSO(7 eq.) | CH3CN N.R
4 Pd(OAC)2 K,S,05 DMSO(7 eq.) CH;CN N.R
5 Pd(OAc), FeCl; DMSO(7 eq.) | CHsCN N.R
6" Pd(OAc), Ag,0O DMSO(7 eq.) | CH3CN N.D.
7 Pd(OAc), Ag,COs DMSO(7 eq.) | CH3CN N.D.
8° Pd(OAc), Cu(0Acx+Ag:0 | DMSO(7 eq.) | CHiCN <5
9 Pd(OAc), AgOAc DMSO(7 eq.) | CHisCN <5

10° Pd(OAc), Cu(OAc),+*BQ| DMSO(7eq.) | CH;CN <5

Reaction conditions: 1a(0.2 mmol, 42.4 mg), Pd(OAc),(5 mol%, 0.01 mmol, 2.24 mg), Oxidant(2
eq. 0.4 mmol,), I mL CH;CN, 80°C; * another trace amount of unkown product was formed. b
Cu(OAc), (20 mol%), oxidant(2 eq)
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General procedure of Reactions

H;COOC
Pd(OAC), 3
H3;COOC COOCH
: * CuOA), [ oo
= H3CO
DMSO/CH,CN : I coocH
80°C :

A mixture of Pd(OAc); (2.24 mg, 0.01 mmol, 5 mol%) and Cu(OAc)»(79.6 mg, 0.4
mmol, 2 eq.) was dissolved in I mL. CH3CN and DMSO (106.4 mg, 1.4 mmol, 7 eq.),
la (42.4 mg, 0.2 mmol) was added to the reaction system. The resulting mixture was
stirred at 80°C or room temperature until the reaction was completed (monitored by
TLC, < 3h). The reaction mixture was filtered and evaporated under reduced pressure

and purified by column chromatography (silica gel) to give the pure product 2a.

(2a) Yield: 86 % 'HNMR (400 MHz, CDCl3) & 0.88 (t, J = 7.36 Hz, 6H),
1.25-1.36 (m, 4H), 1.48-1.56 (m, 4H), 2.64 (t, J = 7.76 Hz, 4H), 3.82 (s, 6H), 4.10 (s,
6H); >C NMR (100MHz, CDCls) 513.88, 22.68, 24.56, 32.44, 51.02, 57.51, 91.55,
127.47, 130.62, 162.31, 163.69; HRMS exact mass calcd for (CH39Og+H) requires
m/z 423.2013, found m/z 423.2024.

EtOO0C

EtO

OEt

2 b COOEt
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(2b) Yield: 70 % "H NMR (400 MHz, CDCl5) & 0.88 (t, J = 10.0 Hz, 6H),
1.26-1.38 (m, 10H), 1.44-1.61 (m, 10H), 2.62 (t, J = 12.4 Hz, 4H), 4.28 (q, J = 9.60
Hz, 4H), 4.43 (q, J = 9.60 Hz, 4H); °*C NMR (100MHz, CDCl3) & 13.94, 14.34, 14.98,
22.77,24.73,32.61, 59.65, 67.25, 92.51, 126.65, 130.72, 162.16, 163.43; HRMS
exact mass calcd for (CcH3305+H) requires m/z 479.2639, found m/z 479.2639.

2C COOCH;

(2¢) Yield: 65 % "H NMR (400 MHz, CDCl3) & 0.84 (m, 6H), 1.25 (m, 12H), 1.51
(m, 4H), 2.61 (m, 4H), 3.82 (s, 6H), 4.10 (s, 6H); °C NMR (100MHz, CDCl5) 14.07,
22.66, 24.90, 29.36, 30.29, 31.68, 51.02, 57.51, 91.56, 127.63, 130.59, 162.33, 163.68;
HRMS exact mass calcd for (CycH3305+H) requires m/z 479.2639, found m/z
479.2642.

EtO

OEt

2d COOEt

(2d) Yield: 89 % "H NMR (400 MHz, CDCl3) & 1.16 (t, J = 7.12 Hz, 6H), 1.33 (t, J

=7.04 Hz, 6H), 4.19-4.24 (q, J=7.16 Hz, 4H), 4.25-4.30 (q, J = 7.08 Hz, 4H),
6.87-6.96 (m, 6H), 7.23-7.27 (m, 4H); >C NMR (100MHz, CDCl;) & 14.12, 14.87,
60.01, 60.45, 67.97, 92.54, 114.43, 120.52, 120.74, 129.32, 132.72, 158.75, 162.34,
162.74; HRMS exact mass calcd for (C3;H340,0+H) requires m/z 601.2044, found
m/z 601.2043.
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(2e) Yield: 86 % "H NMR (400 MHz, CDCl3) & 1.85-1.91 (m, 4H), 2.63 (t, J = 7.58
Hz, 4H), 2.96 (t, J = 7.68 Hz, 4H), 3.78 (s, 6H), 3.97 (s, 6H), 7.10-7.25 (m, 10H); *C
NMR (100MHz, CDCls) 6 24.47,31.79, 35.84, 51.03, 57.52, 91.58, 125.73, 126.49,
128.26, 128.39, 130.80, 142.17, 162.29, 163.60; HRMS exact mass calcd for
(C3,H3405+H) requires m/z 547.2326, found m/z 547.2317.

EtOOC

of
(2f) Yield: 47 % "H NMR (400 MHz, CDCl3) & 0.89 (t, J = 7.20 Hz, 6H), 1.25-1.40
(m, 10H), 1.46-1.57 (m, 4H), 2.58 (s, 6H), 2.72 (t, J = 7.50 Hz, 4H), 4.28-4.35 (q, J =
7.20 Hz, 4H); >C NMR (100MHz, CDCl5) & 13.88, 14.30, 14.57, 22.66, 24.03, 32.75,
59.97, 114.04, 124.84, 139.81, 159.32, 164.42; HRMS exact mass calcd for
(C24H3404+H) requires m/z 419.2428, found m/z 419.2442.

Zg CN

(29) Yield: 63 % '"H NMR (400 MHz, CDCls) § 0.90 (t, J = 7.32 Hz, 6H),
1.31-1.37 (m, 4H), 1.47 (t, J = 7.04 Hz, 6H), 1.56-1.60 (m, 4H), 2.48 (t, J = 7.31 Hz,
4H), 4.46-4.51 (q, J = 7.04 Hz, 4H); *C NMR (100MHz, CDCls) & 13.73, 14.79,
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22.36,24.32,31.44, 68.36, 73.32, 113.29, 126.17, 130.12, 163.73; HRMS exact mass
calcd for (CHasN2O4+H) requires m/z 385.2122, found m/z 385.2131.

PhO,S

2 h SO,Ph

(2h) Yield: 72 % "H NMR (400 MHz, CDCl;) & 0.82 (t, J = 7.28 Hz, 6H),
1.25-1.31 (m, 4H), 1.38-1.44 (m, 10H), 2.59 (t, J=7.06 Hz, 4H), 4.35-4.40 (q, J =
7.08 Hz, 4H), 7.48-7.57 (m, 6H), 7.96-7.98 (m, 4H); °C NMR (100MHz, CDCl;) &
13.77, 14.82, 22.74, 23.85, 32.70, 68.24, 101.21, 125.70, 126.90, 128.86, 130.58,
132.85, 143.30, 159.13; HRMS exact mass calcd for (C;,H33S,0s+H) requires m/z
615.2081, found m/z 615.2078.

EtO

OEt

2| SO,Ph

(2i) Yield: 68 % 'H NMR (400 MHz, CDCls) & 1.28 (t, J = 7.40 Hz, 6H), 4.18-4.23
(q, J = 7.04 Hz, 4H), 5.11(s, 4H), 6.71-7.95 (m, 20H); *C NMR (100MHz, CDCl5) &
14.73, 59.06, 68.86, 101.20, 114.34, 120.24, 121.13, 127.15, 128.84, 129.44, 132.10,
133.00, 142.81, 158.06, 159.66; HRMS exact mass calcd for (C3sH34010S,+Na)
requires m/z 737.1486, found m/z 737.1481.
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(2j) Yield: 51 % "H NMR (400 MHz, CDCl3) § 3.60 (s, 6H), 3.73 (s, 6H),
7.19-7.29 (m, 10H); "*C NMR (100MHz, CDCl3) & 51.00, 57.49, 91.90, 125.48,
127.40, 128.42, 130.05, 131.06, 131.91, 161.84, 163.06; HRMS exact mass calcd for
(Co6H2205+H) requires m/z 463.1387, found m/z 463.1389.

(2K) Yield: 55 % "H NMR (400 MHz, CDCl3) & 1.41 (t, J = 7.08 Hz, 6H),
4.38-4.43 (q, J = 7.08 Hz, 4H), 7.23-7.29 (m, 10H); *C NMR (100MHz, CDCls) &
14.72, 68.64, 73.29, 113.00, 127.67, 128.23, 128.58, 128.67, 129.12, 129.18, 164.42;
HRMS exact mass calcd for (Cy6H20N204+H) requires m/z 425.1496, found m/z
425.1502.

EtO

OEt

2 | SO,Ph

(21) Yield: 57 % "H NMR (400 MHz, CDCls) § 1.18 (t, J = 7.00 Hz, 6H), 4.38-4.43
(q, J =7.08 Hz, 4H), 7.25-7.49 (m, 16H), 8.14-8.17 (m, 4H); *C NMR (100MHz,
CDCl) 6 13.98, 62.31, 91.60, 112.74, 123.03, 128.28, 128.84, 128.99, 129.77, 131.92,
132.14, 133.48, 139.63, 166.17; HRMS exact mass calcd for (C3sH30S,0s+Na)
requires m/z 677.1274, found m/z 677.1279.

10
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(2m) Yield: 46 % 'H NMR (400 MHz, CDCl3) § 2.33 (s, 6H), 3.62 (s, 6H), 3.79 (s,
6H), 7.06-7.26 (m, 8H); *C NMR (100MHz, CDCl3) & 21.28, 51.01, 57.48, 91.87,
126.19, 128.05, 128.72, 129.84, 131.03, 136.97, 161.85, 163.14; HRMS exact mass
calcd for (C,3H2605+H) requires m/z 491.1700, found m/z 491.1705.

F

2N

(2n) Yield: 54 % 'H NMR (400 MHz, CDCl3) § 3.63 (s, 6H), 3.90 (s, 6H), 6.93

(d, J=8.44 Hz, 4H), 7.36 (d, J = 8.36 Hz, 4H); '*C NMR (100MHz, CDCl;) &
51.02, 57.62,92.02, 114.27, 114.48, 125.31, 127.57, 127.61, 130.88, 131.57, 131.65,
161.03, 162.05, 162.89, 163.48; HRMS exact mass calcd for (CycH20OsF,+H) requires
m/z 499.1199, found m/z 499.1205.

11



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2013

Br 20

(20) Yield: 65 % '"H NMR (400 MHz, CDCl3) § 3.62 (s, 6H), 3.86 (s, 6H),
6.93-7.10 (m, 8H); ">C NMR (100MHz, CDCl3) § 51.12, 57.72, 121.71, 125.38,
128.85, 130.51, 130.59, 130.65, 131.54, 162.18, 162.81; HRMS exact mass calcd for
(Co6H2003Br,+H) requires m/z 618.9598, found m/z 419.2442.

12
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Datas of UV and Fluorescence

Normalized spectra of UV and fluorescence of 2a, 2g, 2k, 2m

Absorption Fluorescence

et 2K UV

e 2 /UY
2 UV
22 /UIV
= 22 fflU0.
e 201 ffILIO.
2m/fluo.
2k FlU0.

[

086

04 r

normalized intensity/au

0.2

oo

250 300 350 400 450 500 550 600

wavelength/nm

Solution fluorescence in different concentration (in DCM, upon irradiation at 365nm.)

2a 29 2k 2m 2a 29 2k 2m
10”° mol/L 10°mol/L

2a  ®;=0.019 in DCM (340nm)

2m  ®¢=0.26 in DCM (300nm)

2k ®¢=0.97 in DCM (300nm)

Standard Solution: quinine sulfate in 0.1N sulfuric acid

13



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2013

Solid state fluorescene (2g) (upon irradiation at 365nm).

No solid fluorescene for compounds 2k and 2m

Solution fluorescence of 2a,2g,2kand2m in different concentration

fluorescence of 107 mol/L —— 2k
8000 - : 2m
| — 20
7000 — 24
6000
2k
5000 - /
4000
4 2m
3000 -
2000 - ™, \‘
. \\\\\\
1000 - .
s
2a 29 T
0 T T T T ' —r

350 400 450 500 550 E00
wavelength/nm

10”°mol/L fluorecense: 2k,2m>>2a,2g

14
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15
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HRMS exact mass calcd for (C;,H30O0s+H) requires m/z 423.2013, found m/z
423.2024

Sample Mame  20102-1107-53-43 Position PI-F3 Instrument Name Instramaent 1 User Marma
Inj Vol -1 InjPasition SampleType Sample: IRM Calibration Status SUCCRES |
Data Filename  2013-1107-s3-4kd AL Method 0319-1.m Comiment Acguired Time 117712012 3:15:23 PM

Nl

»10 2 |*ES| Scan (0.275 min) Frag=135.00 2012-1107-53-43.d

* 423 2024
1.1

1.05 4
14
0.95
0.9
0.85
0.8
0.75
0.7+
0.65
0.6 4
0.55
0.5
0.45
0.4
0.35
0.3+
0.25
0.2 4

0.15
0.1 1 445 1830

LA i Ciftl

: D 340 360 3B0 400 420 440 460 480 500 520 540 560 580 600 620 640 660 680
ks skarale Counts (3] ve. Mass-to-Charge (miéE)
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EtO

OEt

2b COOEt

HRMS exact mass calcd for (C,4H430s+H) requires m/z 479.2639, found m/z

479.2639.

At
gt Yy O
Sample Mame  2013-010%-514 Position PL-ET Instrument Hame Instrument 1 User Mame Mﬁ;

Inj Vel -1 InjPosition SampleType Sampe TRM Calibration Status Success b
Data Filename 201301095144 ACQ Method 6315-1m Comment Acquired Time 1/9/2013 2:10:37 PM

41989

=10 1 [+ESI Scan (0.468 min) Frag=135.0V 2013-0109-514.d

3.4 479.2639
az

]
2.8
2.6
2.4 501 2458
2.2

24
1.8
1.6
1.4
1.2

1
0.8
0.6
0.4

o024

ll.. L

i L
O Z0 440 480 480 500 520 540 580 560 600 G50 64D 660 680 700 720 740 760
Counts (%) vs. Mass-to-Charge (m/z)
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2C COOCH;

HRMS exact mass calcd for (CycH3305+H) requires m/z 479.2639, found m/z
479.2642.

Sample Hame  2013-000%-513 Position PI-F7 Instrumant Name  Instrument 1 User Hame
Inj Wal -1 InjPosition SampleType Sampla IRM Callbration Status Success
Data Filenama  2003-0009-s13.4 ACQ Method 0319-Lm Comment Acquired Time /972013 2:08:58 PM

419.3647

=10 1 |*ESI Scan (0487 min) Frag=135.0% 201 3-0108-513.d

2.8 470 2642
2.7 |
2.6 |
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2.1 |
. |
1.9
1.8
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1.4
1.3
1.2
1.1
14
0.9
0.8
u.?-|
0.6
0.5
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0.2

0.1 "
ﬂ. |1 . - L ] 1 Lo " LJ-. " - - . . -
400 420 440 460 480 500 520 540 560 S80 600 620 640 650 680 700 720 740 760 7BO B00
Counts (%) va. Mass-1o-Charge (m/z)

5012455

21



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2013

[l == ] L) i I I el T
[ B T L — [ - W R T I = |
[l B B B ufl (=R N =]
R - -] — [ B I I o B R
= = = W0 WD WD AD u o g o o

EtO

OEt

1.3537
1.3360

1.3184
1.1812
1.1634
1.1456

T T T T T T T T T N i T T T T T T T T T T T T T T TTTTTTTT
80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 0.0 ppm
2 & 3 B 1
£ 3 &
13 ] o - =+ e 1ed
& &n SN OSSO 5 B8 oo
T T T I T T T T T T T T T T LI T T T
180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 0 0

22



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2013

601.2043.
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sample Name  2013-0125-54-15 Position PL-F7

Inj Vol

Data Filename  F013-0125-54-25.d ACQ Mathod 0103.m Comment
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2.2
2.1

1.8+
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13
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1.14

0.94
0.8
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0.4
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0.2
0.1

EtO

OEt

2d COOEt

HRMS exact mass calcd for (CycH3305+H) requires m/z 601.2044, found m/z

Instrument Name  Instrument |

-1 InjPasition SampleTypa Sampis

+ Al bolrody

Usar Name

IRM Calibration Status

Acquired Time

1/25/2013 4:41:91 PH

+ES| Scan (0.322 mm}nl;rauﬂas.w 2013-0128-54-26 d Subtract

601.2043

i.l |I.I

G17.1784
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HRMS exact mass calcd for (Cs;H3405+H) requires m/z 547.2326, found m/z
547.2317.

Sample Mama  2013-0308-529 Position vial 4 Instrument Mame  Irstrument 1 User Name
Inj Vel -1 InjPosition SamplaType Sample IRM Calibration Status Sucoess
Data Filename  2003-0308-529.4 ACQ Method 0a0E.m #" Comment Acquired Time 3/8/2013 5:56:53 AM

2%

w10 1 |TESI Scan (0.775 min) Frag=135.0% 2013-0308-829.d Subtract

547.2317
8.5 1

-

B.5

5692132

L

: 3 10 660 G60 G570 S5B0 500 600 610 620 630 640 650 G660 G670 GA0 690 700 710
S N S Bk e B Counts (%) ve. Mass-to-Charge (miz)
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HRMS exact mass calcd for (C,4H3405+H) requires m/z 419.2428, found m/z

419.2442.

Sample Mame  2013-0108-515 Pasition F1-D7 Instrumant Mame Trstrument 1 User Mame

Tnj Vel -1 InjPaosition SampleType Sampla IRM Calibration Status

Data Filenama  2013-0109-515.4 ACQ Mathod 0315-1.m Comment Acquired Tims 193003 2:12:16 PM
41428 -

»10 2 |*ES| Scan (0.338 min) Frag=135.0v 2013-0108-515.d Subtract

it 418.2442
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EtO

OEt

n-B

2g CN

HRMS exact mass calcd for (C,,H2sN>O4+H) requires m/z 385.2122, found m/z
385.2131

Sample Name Unavailable Position Unavailabe Instrument Name Unavailable User Name

Inj Vol
Data Filename  2013-0621-55-7-1.d ACQ Method Comment Sample Information is Acquired Tima

29
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4 2
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22
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0.8
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0.4
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Unavallable InjPosition Unavailabke SampleType Unavailable IRM Calibration Status
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Mk 385210
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Success
Unanailatile

+ESI Scan (0.367 min) Frag=135.0V 2013-0621-55-7-1.d Subtract

385.2131
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EtO

2h
HRMS exact mass calcd for (C3,H33S,05+H) requires m/z 615.2081, found m/z

615.2078.

Sample Name 2013-0621-55-20 Position Vial 3
-1 InjPosition SampleType

Inf Vol

Data Filename  2013-D621-55-20.d

31
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wit: Hs18)
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ACQ Method 0103.m Comment
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EtO

OEt

HRMS exact mass calcd for (C3gH34010S,+Na)
requires m/z 737.1486, found m/z 737.1481.

a 1 User Name
Sample Name 2013-0621-55-21 Position Pl-B8 Instrument Name Instrument
Inj Vol -1 InjPosition SampleType Sample IRM Calibration Status Success e
Data Fllename  2013-0621-55-21.d ACQ Method 0103.m Comment Acquired Time 6/21/2013 3:13:

M+ N 737148b

+ESI Scan (0.257 min) Frag=200.0V 201 3-0621-s5-21.d
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4.6

4.4
4.2

3sa
3.6
3.44
3.2

2.8
2.6+

2.4+ 732.1919
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1.8
1.6
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1.2+

0.8 4
0.6 4

0.4 - L‘!
0.2
Jl A Ll i L g
0]
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Tl 2 it P Counts vs. Mass-to-Charge (m/z)
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HRMS exact mass calcd for (Cy6H2205+H) requires m/z 463.1387, found m/z

463.1389.

gl
'L LT

Sample Name 2013040154442 Pasition Pl-E3 Instrumant Nama Instrumant 1 User Hame rj‘;;l
By

Inj Val -1 InjPosition SampleType Sarnple TRM Callbration Status Success
Dats Flename  201304801-s4-44-2.d ACQ Method 0103.m Comimant Acgusired Thme 4172013 10:55:23 AM

up3 1287

x10 1 [+ES| Scan (0.658 min) Frag=135.0V 20130401-84-44-2.d

a.5 4631389

81 |

464 4668 _4BB 470 472 474 476 A8 480

42 454 408 408 480¢nuﬁ&2(%'| vs. Mass-to=Charge (miz)
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EtO

OEt

Ph
2k CN

HRMS exact mass calcd for (Cy6H20N2O4+H) requires m/z 425.1496, found m/z
425.1502.

Data Filename  2013-0621-55-7-2.d ACQ Method 0103.m Comment Acquired Time B21/2013 9:55:26 AM

ne a
Sample Name  2013-0621-55-7-2 Position Vial & Instrument Name  Instrument 1 User Name N NEZ
Inj Vol -1 InjPosition SampleType Sample IRM Calibretion Status Success ao O ‘\v
o) ¥

MR wb e
%10 1 |+ESI Scan (0.287 min) Frag=135.0V 2013-0621-S5-7-2.d Subtract (2)

-425.1502

2.4 447.1330

0.24
L L il i I lo:y | S ] £ . L
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Counts (%) vs. Mass-to-Charge (m/z)}
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EtO

OEt

2| SO,Ph

HRMS exact mass calcd for (C36H30S,0s+Na) requires m/z 677.1274, found m/z

Sampile Name 2013-0621-55-18 Position Wial 2 Instrument Name Instrument 1 User Name
Inj Vol -1 InjPosition SampleType Sarnple IRM Calibration Status
Data Filename  2013-0621-55-18.d ACQ Method 0103.m Comment Acquired Time

mird': fm.png
+ESI Scan (0.984 min) Frag=135.0v 201 3—[)621-52;&?,:1
o
| 677.1279

0.95 1
0.9 §
0.85-
0.8
0.75
0.7
0.65-
08
0.55-
0.5
0_451
0.4
0.35
0.3
0.25
0.2 by
0.154 672.1740

k!

693.1024

0.1

0.05 4

g . BTN S R o y

660 665 &70 675 680 685 690 695 700 705
son Counts vs. Mass-to-Charge (m/z)

39



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2013

T . OESD
T 0BT

1
—_—.

0 i

u

1 ] L] L] 1 ] L] L] ] ] ¥ L] 1 ] L]

L] 1 ]
190 180 1M 160 150 140 130 120 1@ 100 =0 B0 ra 5 =] 40 0 20 19 a

40



Electronic Supplementary Material (ESI) for Chemical Communications
This journal is © The Royal Society of Chemistry 2013

COOCH,

2m

HRMS exact mass calcd for (CsH,605+H) requires m/z 491.1700, found m/z
491.1705.

Sample Mame  0130901-4-44-1 Pasitian PLF3 Tnstrument Namse  [nstrueet 1 User Name i
Ing Wl -1 InjPositicn SamplaTypa Sammphy IRH Calibration Stabus Surcesy
Data Filanama D00 3001 4414 ADQ Method aiEm Comenent: Aoguired Time 4172013 10:57:41 AM
49 1.0
w10 1 | +ES! Scan (0.287 min) Frag=12%.0V 201304071-54-44-1.d
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2N

HRMS exact mass calcd for (Cy6H,0OsF>+H) requires m/z 499.1199, found m/z
499.1205

Sample Name 2013-0401-54-44-3 Position Vial 7 Instrumsent Mama Instrument 1 User Name

Inj Vel -1 InjPosition SampleType Sampla IRM Calibration Status Sucress o
Data Filename  2003-0401-g4-44-3d  ACH Methad IidEm Comment Acquired Tima Hmmu.:_ts.

499.1199

+ESI Scan (0,826 min) Frag=135.0 2013-0401-s4-44-3.d
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Br 20

HRMS exact mass calcd for (Cy6H200sBr,+H) requires m/z 618.9598, found m/z

618.9614.

Sample Mama 1 Position wial 1 Instrumant Nama Instrumant 1 User Name
1nj Vol 1 Y InjPosition SampleType Sample 1AM Calibration Status Sucress
Data Filename 1.4 ACD Methed  DI0m Comment Aequired Tima BJE/2010 43729 PM

6139518

w10 1 |+ES| Scan (0.940 min) Frag=150.0% 1.d
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Counts vs. Mass-to-Charge (miz)

45



