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Materials and Instruments: All the chemicals were purchased from commercial sources and
used without further purification unless mentioned. Tetrahydrofuran (THF) was distilled from
sodium benzophenone ketyl before use. Dichloromethane (DCM) was distilled over calcium
hydride before use. Other solvents were used as received. *H and 3C NMR spectra were recorded
on a Bruker Av400 NMR spectrometer at 400 MHz and 126 MHz, respectively. Chemical shifts are
given in parts per million (ppm) relative to tetramethylsilane (TMS). High resolution mass spectra
(HRMS) were recorded on a Waters GC-TOF and LC/Q-TOF mass spectrometer. Fluorescence
spectra were obtained from a Jasco FP-8300 spectrofluorometer equipped with a Peltier
temperature controlling system. UV-vis absorption spectra were all taken on a Hitachi UV-4100
spectrophotometer. Quartz cells with 1 cm path length was used. FT-IR was conducted on a Jasco
FT/IR-4100 infrared spectrometer with KBr pellets. SEM were carried out on a FEI Quanta 450
electron microscopy operated at 20 kV. An Olympus BX51 optical microscope equipped with an
Olympus USH-1030L mercury burner and a Canon EOS40D camera was used to take the
fluorescence image. Rheological studies were conducted on a TA AR2000ex rheometer with a 40
mm stainless steel plate at room temperature (25°C). PXRD were performed on a Rigaku Dmax
2400 diffractometer with Cu K, radiation in the 26 from 5° to 60°.

Gelation test: A weighed amount of 6a or 6b was added into a sealed glass vial. Then 1 mL
solvent was added and heated in a water bath until a clear solution was afforded. The solution
was cooled to room temperature spontaneously and left to stand for a few hours until a stable
gel was formed, checking by inverting the vial.

Preparation of the films: To a hot solution of 6a or 6b in dioxane (35mg/mL), a well-cut glass
slide (2cm x 2cm x 1mm) was immersed for 10 seconds and then took out carefully and dried in
the air spontaneously. After 1 hour and the films were completely dry, they were used for
detecting acid vapours.

Detailed synthetic procedures

Synthesis of 1: Anisaldehyde (6.81g, 0.05mol), 4’-bromoacetophenone (19.9 g, 0.1mol) and
BF3-OEt; (25mL, 0.2mol) were placed in a 250 mL round bottom flask under a N; atmosphere. The
mixture was then heated to 100°C and kept stirring for 2 hours. After cooling to room
temperature, acetone (10 mL) were added to this viscous brown oil. Then the dark solution was
poured into diethyl ether (1 L). The brown precipitate were filtered and washed with diethyl
ether (200 mL). The crude product was used for next step without further purification (14.841g,
51%). For NMR and MS: crude product (0.2 g) was dissolved in acetone (2 mL) and diethyl ether
(50 mL) was added. The precipitate was filtered and dried in vacuum. Then the procedure was
repeated for 2 times. After drying in vacuum, 1 was obtained as light orange powder which was
used for characterization. 'H NMR (400 MHz, DMSO-de) & (ppm): 9.08 (s, 2H), 8.71 (d, J = 9.1 Hz,
2H), 8.47 (d, J = 8.7 Hz, 4H), 8.00 (d, J = 8.7 Hz, 4H), 7.33 (d, J = 9.0 Hz, 2H), 4.01 (s, 3H). **C NMR
(126 MHz, DMSO-ds) 6 (ppm): 167.75, 166.24, 163.53, 133.24, 132.93, 132.78, 131.82, 130.53,
130.17, 129.14, 128.23, 124.09, 115.65, 113.30, 56.30. TOF-LD-MS calcd for CisH170,Br2:
494.9595[M*]; found: 494.9615.

Synthesis of 2: In a 100 mL round bottom flask, 1 (5.82g, 0.01mol) and sodium acetate anhydrous
(1.64g, 0.02mol) were dissolved in acetic anhydride (30 mL) and then refluxed at 140 °C for 3
hours. After cooling to room temperature, the dark mixture was stirred overnight. Acetic
anhydride was evaporated and the mixture was dissolved in dichloromethane (100 mL). The
solution was washed with water (100 mL) and the organic layer was dried over anhydrous MgSQ,.
The solvent was then removed in a rotatory evaporator. Purification of the residue by column
chromatography on silica gel in a mixture eluent of petroleum ether and dichloromethane (25:1,
v/v) yielded 2 (1.08g, 22%) as a white powder.'H NMR (400 MHz, CDCl3) §(ppm): 7.72 (d, J = 1.7
Hz, 2H), 7.67 — 7.61 (m, 7H), 7.59 — 7.55 (m, 4H), 7.04 (d, J = 8.8 Hz, 2H), 3.90 (s, 3H). 3C NMR
(126 MHz, CDCl3) 6 (ppm): 159.54, 142.30, 141.24, 139.92, 133.17, 131.97, 128.89, 128.34,
124.82, 124.03, 121.90, 114.36, 55.38. TOF-EI-MS: calcd for C;sH130Bry: 491.9724[M*]; found:
491.9734.



The by-product 2’ that —OCH3; replaced by —Br was also obtained by using petroleum ether as the
eluent. *H NMR (400 MHz, CDCls) & 7.72 (s, 3H), 7.63 (d, J = 5.5 Hz, 6H), 7.56 (d, J = 8.6 Hz, 6H).
13C NMR (126 MHz, THF) & 139.40 (s), 137.90 (s), 129.93 (s), 127.04 (s), 122.77 (s), 119.83 (s).
TOF-EI-MS calcd for Ca4H15Brs: 539.7785[M*]; found: 539.8715.

Synthesis of 3a: 2 (0.98g, 2mmol) and 3-pyridineboronic acid (0.59g, 4.8mol) were dissolved in 30
mL of THF. To this suspension, an aqueous solution (25mL) of K,COs (2.76g, 20mmol) were added.
After bubbling with N, for 10 min, Pd(PPhs)s (92.48mg, 0.08mmol) was added. The mixture was
heated for 24 hours at 65°C under N, atmosphere. After cooling to room temperature, THF was
evaporated and the residue was extracted with dichloromethane. The organic phase was dried
over anhydrous MgSO4 and the solvent was evaporated in vacuum. Compound 3a (0.45g, 46%)
was obtained as a yellowish powder after purification by column chromatography with a mixture
eluent of DCM and ethyl acetate (1:1, v/v). *H NMR (400 MHz, CDCls) 8(ppm) 8.93 (d, J = 1.7 Hz,
2H), 8.62 (dd, J = 4.9, 1.6 Hz, 2H), 8.01 — 7.97 (m, 2H), 7.85 — 7.81 (m, 7H), 7.72 (d, J = 8.4 Hz, 4H),
7.66 (d, J = 8.8 Hz, 2H), 7.46 — 7.43 (m, 2H), 7.04 (d, J = 8.8 Hz, 2H), 3.88 (s, 3H). 3C NMR (126
MHz, CDCls) & (ppm): 159.53, 148.59, 148.24, 142.25, 141.62, 140.92, 137.03, 136.11, 134.26,
133.40, 132.14, 132.06, 131.92, 131.90, 128.54, 128.44, 128.39, 128.02, 127.60, 124.96, 124.36,
123.76, 123.63, 114.39, 55.40. TOF-EI-MS calcd for C3sH26N20: 490.2045[M*]; found: 490.2046.

Synthesis of 3b: The synthetic procedures of 3b were similar to that of 3a except that
4-pyridineboronic acid was used in this step instead of 3-pyridineboronic acid. 'H NMR (400 MHz,
CDCl;3) 6 8.70 (dd, /= 4.6, 1.6 Hz, 4H), 7.85 — 7.81 (m, 7H), 7.78 (d, / = 8.5 Hz, 4H), 7.66 (d, J = 8.8
Hz, 2H), 7.61 (dd, J = 4.6, 1.6 Hz, 4H), 7.04 (d, J = 8.8 Hz, 2H), 3.88 (s, 3H). 13C NMR (126 MHz,
CDCl3) & (ppm): 159.58, 150.71, 150.31, 147.77, 142.34, 141.85, 141.52, 137.29, 132.17, 132.09,
130.90, 128.82, 128.62, 128.52, 128.39, 128.04, 127.50, 125.11, 124.37, 121.49, 121.39, 114.41,
55.41. TOF-EI-MS calcd for C3sH26N20: 490.2045[M*]; found: 490.2052.

Synthesis of 4a: Under N, atmosphere, 3a (0.49g, 1Immol) was dissolved in dry dichloromethane
(30 mL). The solution was cooled to -78°C and BBr; (0.46mL, 3mmol) was added in one portion.
The solution turned brown immediately and was allowed to obtain room temperature overnight,
then quenched slowly with a few drops of water until no gas was observed. The precipitate was
filtered and washed with dichloromethane which gave 4a (0.43g, 91%) as a yellow powder. H
NMR (400 MHz, MeOD) &(ppm) 9.30 (d, J = 2.0 Hz, 2H), 9.04 (d, J = 8.3 Hz, 2H), 8.89 (d, J = 5.6 Hz,
2H), 8.24 (dd, J = 8.2, 5.8 Hz, 2H), 8.06 — 7.98 (m, 8H), 7.92 (dd, /= 6.1, 1.6 Hz, 3H), 7.65 (d, /= 8.7
Hz, 2H), 6.96 (d, J = 8.7 Hz, 2H). 3C NMR (126 MHz, DMSO-d¢) 6 (ppm): 157.38, 142.85, 141.94,
141.40, 140.86, 140.45, 140.86, 140.45, 140.32, 138.14, 132.98, 130.61, 128.32, 128.10, 127.91,
127.09, 124.27, 123.45, 115.65. TOF-ESI-MS calcd for CsgHzsN,0: 477.1967[M+H]*; found:
477.1974.

Synthesis of 4b: The synthetic procedures of 4b were similar to that of 4a except that 3b was
used in this step instead of 3a. *H NMR (400 MHz, MeOD) §(ppm) 8.88 (d, J = 7.0 Hz, 4H), 8.48 (d,
J=7.0 Hz, 4H), 8.16 (d, J = 8.6 Hz, 4H), 8.07 (d, J = 8.6 Hz, 4H), 7.96 (dd, J = 8.2, 1.6 Hz, 3H), 7.64
(d, J=8.7 Hz, 2H), 6.93 (d, J = 8.7 Hz, 2H). *3C NMR (126 MHz, DMSO-d¢) 6 (ppm): 157.45, 155.07,
143.21, 142.01, 140.17, 133.31, 130.45, 128.62, 128.36, 128.29, 124.67, 123.65, 115.68.
TOF-EI-MS calcd for C34H24N,0: 476.1889[M*]; found: 476.1883.

Synthesis of 5: 3, 4, 5-Tris-(n-hexadecan-1-yloxy) benzoic acid was synthesized as previously
reported.! 3,4,5-Tris-(n-hexadecan-1-yloxy)benzoic acid (0.51g, 0.6mmol) was suspended in 20 mL
of dry dichloromethane and two drops of DMF were added. SOCl, (0.14mL, 1.8mmol) was
added dropwise and the mixture was heated to reflux for 3 hours. After cooling to room
temperature, the solvent and excess of SOCI, were distilled to yield 5 (0.51g, 99%) as a white solid
which was used without further purification.

Synthesis of 6a: Compound 4a (0.238g, 0.5mmol) and triethylamine (0.13 mL, 1Immol) were
suspended in 20 mL of dry dichloromethane and cooled in an ice bath. To this suspension, a
solution of compound 5 (0.51g, 0.6mmol) in dry dichloromethane (20mL) was added dropwise
under vigorous stirring. The mixture was stirred at 0°C for another two hours and then allowed
to obtain room temperature overnight. The solution was washed with water and the organic



phase was dried over anhydrous MgSQ.. After filtration, the solvent was removed on a rotatory
evaporator and purified by column chromatography with dichloromethane and methanol (50:1,
v/v) which gave 6a (0.45g, 69%) as a yellowish powder. *H NMR (400 MHz, CDCls) §(ppm) 8.98 (s,
2H), 8.66 (d, J = 5.1 Hz, 2H), 8.14 (s, 2H), 7.87 (d, J = 8.1 Hz, 6H), 7.76 (t, J = 10.1 Hz, 6H), 7.57 (s,
2H), 7.44 (s, 1H), 7.40 — 7.29 (m, 4H), 4.04 (m, 6H), 1.82 (dd, J = 13.3, 6.9 Hz, 6H), 1.25 (s, 78H),
0.88 — 0.85 (m, 9H). 3C NMR (126 MHz, CDCls) & (ppm):165.09, 153.03, 151.58, 150.57, 148.50,
148.14, 141.88, 141.78, 140.78, 138.64, 137.12, 136.17, 134.38, 137.12, 136.17, 134.38, 128.47,
128.43, 128.06, 127.67, 125.35, 123.80, 123.69, 122.29, 122.19, 108.7 10, 74.30, 74.15, 73.62,
69.34, 69.26, 31.94, 30.38, 30.33, 30.22, 29.76, 29.73, 29.70, 29.68, 29.66, 29.60, 29.54, 29.50,
29.42, 29.39, 29.38, 29.35, 29.25, 26.12, 26.05, 26.03, 22.70, 14.12. TOF LD-MS calcd for
CsoH125N205: 1301.9589[M+H] *; found: 1301.9573. IR (KBr) v= 3032, 2915, 2850, 1732, 1583,
1508, 1469, 1429, 1382, 1338, 1196, 1167, 1117, 1002, 836, 796, 718 and 706 cm™™.

Synthesis of 6b: The synthetic procedures of 6b were similar to that of 6a except that 4b was
used in this step instead of 4a. 'H NMR (400 MHz, CDCls) §(ppm) 8.71 (s, 4H), 7.90 — 7.72 (m,
14H), 7.64 (d, J = 4.6 Hz, 4H), 7.44 (s, 1H), 7.38 — 7.32 (m, 2H), 4.10 — 4.01 (m, 6H), 1.86 — 1.70 (m,
6H), 1.25 (d, J = 2.8 Hz, 78H), 0.87 (dd, J = 6.9, 4.0 Hz, 9H). 13C NMR (126 MHz, CDCl3) & (ppm):
165.09, 164.17, 153.04, 151.59, 150.93, 150.72, 150.58, 150.34, 147.74, 146.90, 143.23, 141.95,
141.92, 141.67, 138.77, 138.53, 137.43, 128.46, 128.42, 128.06, 127.56, 125.48, 125.04, 123.83,
123.77, 122.33, 122.22, 122.02, 121.50, 108.71, 74.30, 74.15, 73.63, 69.35, 69.26, 31.94, 30.39,
30.33, 30.22, 29.76, 29.73, 29.68, 29.66, 29.60, 29.54, 29.50, 29.42, 29.39, 29.38, 29.35, 29.25,
26.12, 26.09, 26.05, 26.03, 26.05, 26.03, 22.70, 14.12. TOF LD-MS calcd for CggH125N20s:
1301.9589[M+H] *; found: 1301.9556. IR (KBr) v=3024, 2917, 2849, 1735, 1594, 1507, 1465, 1427,
1382, 1337, 1198, 1167, 1114, 992, 846, 810, 802, 746, 731, 720 and 702 cm™.

Reference:
1. D.H.Wang, Z. Shen, M. Guo, S. Z. D. Cheng, F. W. Harris, Macromolecules. 2007, 40, 889-900.

Table S1 Spectroscopic properties of compound 6a and 6b

Compound Azps(Nm)  Aex(nm)  Aem(nm)  Aex(nm)  Aem(nm)  @p OpL
THF THF THF solid solid THF solid
6a 288 298 353 344 444 0.085 0.008

6b 289 298 357 378 475 0.134 0.174
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Fig. S1 Emission spectra of 6b in THF/water mixtures (0.1 mM) with different
volumetric fractions of water (Aex= 305 nm)
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Fig. S2 Maximum fluorescence intensity of 6b as a function of water fraction (vol%)



Fig. S3 Optimized structures of 6a (a, top view; b, side view) and 6b (c, top view; d,
side view). All the hexadecyl chains are replaced by methyl groups for computational
simplicity.



Fig. S4 Optimized ground-state structures of compound 6a (a) and 6b (b). (All the
hexadecyl chains are replaced by methyl groups for computational simplicity. The
pyridine rings and benzene rings in the aromatic segments are labeled by numbers
(6a) or letters (6b) for a clear description of dihedral angles in Table S2)

Table S2 Dihedral angles in the aromatic segment of compound 6a and 6b (ground

state)
6a 6b
Planes Dihedral angle (°) Planes Dihedral angle (°)
1-2 142.13947 A-B 144.03943
2-3 141.67200 B-C 141.30843
34 141.47643 C-D 141.24091
4-5 142.64144 D-E 144.13274

3-6 140.57386 C-F 140.64450




Table S3 Gelation tests of 6a and 6b in various organic solvents

Entry  Solvent 6a 6b
Phase T cGcl Phase T, cGgcl
[a] [a]
1 Hexane G 37 41 P / /
2 Cyclohexane S / / G 40 43
3 Toluene S / / S / /
4 Benzene S / / S / /
5 DCM S / / S / /
6 THF S / / S / /
7 Ethanol PG / / I / /
8 Ethyl PG / / P / /
acetate

9 Chloroform S / / S /
10 Dioxane G 38 30 G 39 35
11 Acetone G 48 25 I / /
12 Acetonitrile | / / I / /
13 DMF G 53 20 G a4 28
14 Methanol I / / I / /
15 DMSO I / / I / /
16¢ DMSO/DCM G 48 29 G 42 31

Note: a) G: gel; S: solution (>60 mg/mL); PG: partial gel; P: precipitation; I: insoluble
upon heating to boiling point. b) Tg (gel-to-sol phase transition temperature) was
determined by a dropping-ball method. Unit: °C. c¢) CGC (critical gelation
concentration) was determined at 25 °C. Unit: mg/mL. d) DMSO: DCM=9:1, v: v.

Fig. S5 The translucent gel of 6a formed in hexane (a) and the opaque gel of 6a
formed in dioxane (b)
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Fig. S6 Effect of concentration on the gel-sol phase transition temperature (Tg) of 6a
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Fig. S7 Strain sweep for the gel of 6a formed in dioxane
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Fig. S9 PM3 semi-empirical simulated molecular model of 6a
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Fig. S10 PM3 semi-empirical simulated molecular model of 6b

Fig. S11 SEM images of 6b in solution and xerogel: (a) 0.1 mM in dioxane; (b, c) 0.5
mM in dioxane with different magnifications; (d) 1 mM in dioxane; (e, f) xerogel
obtained from dioxane with different magnifications
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Fig. S12 SEM images of the xerogel of 6a obtained from hexane with different
magnifications
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Fig. S13 SEM images of the xerogel of 6b obtained from cyclohexane with different
magnifications
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Fig. S15 Concentration dependent UV-vis spectra of 6b in dioxane
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Fig. S16 Variable concentration *H-NMR spectra of 6b ranging from 2 mM to 32 mM
in CDCl; at room temperature (only aromatic region) (up) and the labeled protons on
the pyridine ring of 6b (down).
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Fig. S18 'H NMR spectra of 6a before (up) and after (down) addition of excess TFA in
CDCl3
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Fig. S21 Fluorescence spectra of 6a before and after addition of excess TFA in THF
(0.01 mM, Aex= 298 nm and 305 nm, respectively)
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Fig. S23 Fluorescence spectra of 6b before and after addition of excess TFA in THF
(0.01 mM, Aex=298 nm and 316 nm, respectively)
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Fig. S24 Fluorescence spectra of film 6a upon exposure to various acid vapours (Aex=
343 nm)
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Fig. S25 Fluorescence spectra of film 6b upon exposure to various acid vapours (Aex=
372 nm)
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Fig. S26 The reversible fluorescence spectra of film 6a upon exposure to TFA and TEA
vapours
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Fig. S28 Maximum fluorescence intensity reversibility of film 6a upon exposure to
TFA and TEA vapours
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Fig. S29 The reversible fluorescence spectra of film 6b upon exposure to TFA and TEA
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Fig. S31 Maximum fluorescence intensity reversibility of film 6b upon exposure to
TFA and TEA vapour
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Fig. S32 SEM images of the xerogel of 6a formed in dioxane after addition of TFA with
different magnifications
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Fig. S33 SEM images of the xerogel of 6b formed in dioxane after addition of TFA with
different magnifications
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Fig. $34 'H NMR spectrum of compound 1 in DMSO-ds
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Fig. S35 13C NMR spectrum of compound 1 in DMSO-de
Elemental Composition Report
Single Mass Analysis
Tolerance = 10.0 PPM / DBE: min =-100.0, max = 100.0
Isotope cluster parameters: Separation = 1.0 Abundance = 1.0%
Monoisotopic Mass, Odd and Even Electron lons
19 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)
48 (1.599) Cn (Cen,4, 50.00, Ht); Sm (SG, 2x3.00); Sb (15,10.00 ); Cm (44:51) TOF LD+
100 ‘ 496.9562 1.38e4
|
| 494.9615 498.9552
%-|
[ 499.9511
616.9816
& S19.0058 4 5009723 Shi00e8 737.0304 814.8995 857.0485 9851038 946 9589 96 9667 .
450 500 550 600 650 700 750 800 850 900 950
Minimum: -100.0
Maximum: 200.0 10.0 100.0
Mass Calc. Mass mDa PPM DBE Score Formula
494.9615 494.,9595 2.0 4.0 1545 1 C24 H17 02 Br2

Fig. $36 HRMS of compound 1
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Fig. S37 *H NMR spectrum of compound 2 in CDCl3
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Elemental Composition Report

Single Mass Analysis
Tolerance = 200.0 mDa / DBE: min =-1.5, max = 50.0
Isotope cluster parameters: Separation = 1.0 Abundance = 1.0%

Monoisotopic Mass, Odd and Even Electron lons
7 formula(e) evaluated with 3 results within limits (up to 50 closest results for each mass)

GCT CA156
702 (11.700) Cm (699:713-198:239) TOF MS El+
493.9686 1.34e3
100
491.9734| 495 9706
%o
289.1025 478.9439 496.9730
144.5482 2 -1 371.0327 450.9538 ‘
92.0692 225.4728 246.9820 336.1492 416.0598 | 1 497.9908 565 O%ﬁ
} - - ' Wl m/z

75 100 125 150 175 200 225 250 275 300 325 350 375 400 425 450 475 500 525 550

Fig. S39 HRMS of compound 2
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Fig. S40 'H spectrum of compound 2’ in CDCl3
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Fig. S41 13C spectrum of compound 2’ in THF-ds

Elemental Composition Report

Single Mass Analysis
Tolerance = 200.0 mDa / DBE: min =-1.5, max = 50.0
Isotope cluster parameters: Separation = 1.0 Abundance = 1.0%

Monoisotopic Mass, Odd and Even Electron lons
5 formula(e) evaluated with 2 results within limits (up to 50 closest results for each mass)

GCT CA156
591 (9.850) Cm (586:597-119:138)
100
%
302.1108
300.0954 512 1o —
98.0784 431 1438 191.1444  250.0742 276.0025 |[ 304 1117 380.9935 355 0ag3  461.9578
75 100 125 150 175 200 225 250 275 300 325 350 375 400 425 450 475

Fig. S42. HRMS of compound 2’

TOF MS El+
541.8697 922

545.8702
539.8715
i
4930563  |||>46-8708
¥ T m/z

500 525 550
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Elemental Composition Report

Single Mass Analysis
Tolerance = 200.0 mDa / DBE: min =-1.5, max = 50.0
Isotope cluster parameters: Separation = 1.0 Abundance = 1.0%

Monoisotopic Mass, Odd and Even Electron lons
6 formula(e) evaluated with 6 results within limits (up to 50 closest results for each mass)

GCT CA156
(10.884) Cm (852:674-280:332) TOF MS El+
490.2046 4.04e3
100
491.2068
4751825
4922093
97.0616 2456015 ;
. ' 1315767 171.0856  223.5913 298109 364.1193  414.9820 568.1501
75 100 125 150 175 200 225 250 275 300 325 350 375 400

425 450 475 500 525 550 575
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7.03
—3.88
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Fig. S46 'H spectrum of compound 3b in CDCls
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Fig. S47 3C spectrum of compound 3b in CDCl3

Elemental Composition Report

Single Mass Analysis
Tolerance = 200.0 mDa / DBE: min =-1.5, max = 50.0
Isotope cluster parameters: Separation = 1.0 Abundance = 1.0%

Monoisotopic Mass, Odd and Even Electron lons
6 formula(e) evaluated with 6 results within limits (up to 50 closest results for each mass)

GCT CA156

580 (9.667) Cm (580:610-171:242)

4471871

223.5911 2451006
7.0586 149.9912
& 97.0586 9 SN

5 100 125 150 200 225 250

292.1127 3551307.368.1444 431.1548

~

275 300 325 350 375 400 425

Fig. S48 HRMS of compound 3b

TOF MS El+
490.2052 8.12e4
491.2085
475.1833
4922128
¥ [EESPI N — miz
450 475 500 525
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Fig. S49 'H spectrum of compound 4a in CD;0D
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Elemental Composition Report

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min = -1.5, max = 50.0
Element prediction: Off

Number of isotope peaks used for i-FIT = 3

Monoisotopic Mass, Even Electron lons

7 formula(e) evaluated with 1 results within limits (up to 50 closest results for each mass)
Elements Used:

C:0-80 H:0-100 N:2-2 0O:1-1

13:38:13
50 (0.494) AM (Cen,2, 80.00, Ht,5000.0,0.00,1.00); Sm (Mn, 2x3.00); Cm (31:53) 1: TOF MS ES+
5.29e+003
100 477.1974
|
%-| 478.2003
494.2354
4001987 414 s 4539725 (952382 5250084 5571199 5741414 597.1667¢,; 4405 s

380 400 420 440 460 480 500 520 540 560 580 600 620

Minimum: =15

Maximum: 5.0 5.0 50.0

Mass Calc. Mass mDa PPM DBE i-FIT Formula
477.1974  477.1967 0.7 1.5 23.5 1.5 C34 H25 N2 0O

ig. S51 HRMS of compound 4a
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Fig. $52 'H spectrum of compound 4b in CD;0D
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Fig. S53 13C spectrum of compound 4b in DMSO-ds

Elemental Composition Report

Single Mass Analysis
Tolerance = 200.0 mDa / DBE: min =-1.5, max = 50.0
Isotope cluster parameters: Separation = 1.0 Abundance = 1.0%

Monoisotopic Mass, Odd and Even Electron lons
6 formula(e) evaluated with 6 results within limits (up to 50 closest results for each mass)

GCT CA156
486 (8.101) Cm (486-241:257) TOF MS El+
100 476.1883 133
97.0593
149.9872 477.1856
i 167.0739 478.1953
6
- 219,2704 271.1431 356.1202384 1202 414.9811 448.1863
v T v m/z

100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480 500

Fig. S54 HRMS of compound 4b
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Fig. S55 'H spectrum of compound 6a in CDCl;

—

0

90 80 70 60 50 40 30 20 10

190 170 150 130 110

210

Fig. S56 13C spectrum of compound 6a in CDCl3



Elemental Composition Report

Single Mass Analysis
Tolerance = 10.0 PPM / DBE: min = -100.0, max = 100.0

Isotope cluster parameters: Separation = 1.0 Abundance = 1.0%

Monoisotopic Mass, Odd and Even Electron lons

17 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)

39 (1.300) Cn (Cen,4, 50.00, HY); Sm (SG, 2x3.00); Sb (15,10.00 ); Cm (39:53) TOF LD+
1301.9573 578
100 i
1 1335.9210
\
i 1337.9358
%-| |
825.7211 l 11338.9333
020,281 T 1339.9384
| ||871.9215 10208433 10921610 = 1343.7043 1482.5001 1605.3248  1752.31021789.5996
0 m/z
900 1000 1100 1200 1300 1400 1500 1600 1700
Minimum: -100.0
Maximum: 200.0 10.0 100.0
Mass Calc. Mass mDa PPM DBE Score Formula
1301.9573 1301.9589 -1.6 -1/ 28.5 1 C89 H125 N2 05
Fig. S57 HRMS of compound 6a
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Fig. S58 FT-IR spectrum of 6a
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Fig. S59 'H spectrum of compound 6b in CDCls
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Transmittance (%)

Elemental Composition Report

Single Mass Analysis
Tolerance = 10.0 PPM / DBE: min = -100.0, max = 100.0
Isotope cluster parameters: Separation = 1.0 Abundance = 1.0%

Monoisotopic Mass, Odd and Even Electron lons
17 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)

205 (3.417) Cn (Cen,4, 50.00, Ht); Sm (SG, 2x3.00); Sb (15,10.00 ); Cm (205:225) TOF LD+
100 1301}9556 3.51e4
| |
‘ 1335.9221
%" ‘l | 1337.9257
\ [1338.9258
‘ 825.6553 1300.0640] || 09324
al o 1077.7015 4433 7764 A L 13416520 miz
900 1000 1100 1200 1300 1400 1500 1600 1700
Minimum: -100.0
Maximum: 200.0 10.0 100.0
Mass Calc. Mass mDa PPM DBE Score Formula
1301.9556 1301.9589 -3.3 -2.5 28.5 1 C89 H125 N2 05

Fig S61 HRMS Of compound 6b
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Fig. S62 FT-IR spectrum of 6b



