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HPLC conditions

The samples were injected (5 pL) into UHPLC connected to a photodiode array detector (Dionex
Ultimate 3000), with a reverse-phase column (Ace Excel, 100*3 mm, 1.7 um). The mobile phase
consisted of (A) DDW with 1ImM ammonium acetate and (B) Methanol containing 1ImM ammonium
acetate. The gradient was started with 40% B and kept isocratic for 2 min, then increased to 80% B
in 8 min, then increased to 90% B in 2 minutes, and then kept isocratic for 5 min before returning to
40% B in 1 min and column was allowed to equilibrate at 40% B for 4 min before the next injection.
The flow rate was 0.4 mL/min. column temperature was 35C.

LC/MS analysis

MS? and MS? analysis performed with Heated Electrospray ionization (HESI-II) source connected to a
Q Exactive™ Plus Hybrid Quadrupole-Orbitrap™ Mass Spectrometer Thermo Scientific ™. ESI
capillary voltage was set to 3500 V, capillary temperature to 350C°, gas temperature to 250C° and
Nitrogen gas flow to 35 mL/min. The mass spectra (m/z 150-900) were acquired using negative ion
mode

Data preprocessing

Peak determination, peak area integration, removing blank peaks, compound identification applied
using Qn™ software.
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