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Figure S1. Synthesis of 4,4'-dimercaptoazobenezene (4,4'-DMAB)
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Step 1: A 250 mL two-necked flask equipped with a stirrer and a reflux condenser was
loaded with 4-iodoaniline (6.83 g, 31.2 mmol, 1.0 eq.), MnO; (10.8 g, 125 mmol, 4.0 eq.), and
toluene (180 mL). The reaction mixture was boiled for 6 h, the precipitated was filtered off, the
solvent was evaporated on a rotor evaporator, and the residue was recrystallized from heptanes to
give the product 1 as an orange crystal (4.45 g, 10.2 mmol, 66%).

Step 2: 4,4’-Diiodo-azobenzene (1) (4.23 g, 9.76 mmol, 1.0 eq.), potassium thioacetate
(6.69 g, 58.5 mmol, 6.0 eq.), Pdy(dba); (893 mg, 0.976 mmol), xantphos (1.13 g, 1.95 mmol, 0.2
eq.), and DIPEA (14 mL, 78.0 mmol, 8.0 eq.) were suspended in an anhydrous mixture of DMF
(30 mL) and THF (250 mL). The mixture was stirred at 100°C for 2 h and then cooled to
ambient temperature. The reaction mixture was filtered through a celite pad. The filtrate was
diluted with EtOAc and washed with water and brine. The organic layer was dried over MgSO4
and evaporated to give a residue. The residue was purified by column chromatography (eluted
with Hex:MC=2:1) to give the compound 2 (2.19 g, 6.62 mmol, 68%) as an orange solid.

Step 3: Sodium hydroxide (183 mg, 4.59 mmol, 3.0 eq.) was slowly added to a solution of
compound 2 (505 mg, 1.53 mmol, 1.0 eq.) solved in MeOH (6 mL) and THF (24 mL). The
mixture was stirred at room temperature for 30 min, concentrated, and then diluted with water (5
mL). After washing with EA, the aqueous phase was acidified to pH 2 with conc. HCI at 0°C.

The precipitate was filtered to give the compound 3 (272 mg, 1.10 mmol, 72%) as a yellow solid.
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Figure S2. Mass Spectra of 4,4’-DMAB (M.W. 246.35)
Liquid Chromatography Mass Spectrometer (Finnigan LCQ mass spectrometer, ThermoFinnigan,

San Jose, CA)
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Figure S3. "H-NMR spectra of 4,4’-DMAB

'"H NMR (400 MHz, CDCL3): 8. 7.8 (d, 4H), 7.4 (d, 4H), 3.6 (s, 2H).
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