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Table S1. lons used in auxin quantification. The suffix -tms1 and —tms2 corresponds to the

mono-silylated and di-silylated derivatives, respectively.

Phytohormone m/z (molecular ion) m/z, (fragment ion)

IAA-tms1 247 130
IAA-tms2 319 202
IBA-tms1 275 130
IBA-tms2 347 202
['3Cel]IAA-tms1 253 136
['3CelIAA-tms2 325 208
IPA-tms1 261 130

IPA-tms2 333 202
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Fig. S1. SIM chromatogram (m/z 202) of a [0.25 ng/mL] standards mixture following DLLME-
MAD. a) Full view of the chromatogram; b) Detail of the chromatogram shown in a) where IBA
peak is visible. IAA and IBA peaks are identified as well as the respective S/N. This
concentration corresponds to the LOQ, based on the S/N ratios for IAA (S/N 15) and IBA (S/N
10), determined by serial dilution of standard solutions analyzed following DLLME-MAD.



4.E+07 -

4 E+07

3.E+07 A

3.E+07 A

HIAA
a1BA

2 E+07 A

2 E+07 A

TIC extracted peak area

1.E+07 -

Vortex Ultrasounds

Fig. S2. Effect of vortex- and ultrasounds-assisted extraction on chromatographic response
(n=3). Blanks were spiked with [10 pg/mL] of standard mixture. Other DLLME conditions: 3 mL
sample, 200 yL CHCI;, 1000 pL acetone, pH 4, NaCl 15% (w/v), one-step extraction. Mean
peak areas correspond to extracted TIC signal. Data analyzed using Student’s t-test and shown
as mean values and standard deviation bars.

n.s. = Non significant differences at 95% confidence interval
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Fig. S3. Chemical structures of the analytes and their respective internal standards. (A) Indole-
3-acetic acid (IAA); (B) ['3C¢]IAA; (C) Indole-3-butyric acid (IBA); (D) Indole-propionic acid (IPA)
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Fig. S4. Mass spectra (MS) of IAA (a) and IBA (b) peaks found in TIC chromatograms of
samples.



