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1. Examples of powdered 4F-MPH and tablet products
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2. TLC analysis of vendor sample containing both (x)-threo- and (x)-erythro-
racemates of 4F-MPH, followed by LC-MS analysis of the isolated bands.

8.924
90000 | LC-MS

EtOAc (£)-erythro-4F-MPH
80000 |

4F-MPH produc mixture 700004
(EtOAC extr. alk. HoO) 60000 {
50000

40000 |
30000 ]
20000 ]
10000 J

25 5 75 10 125 15 175 20 225 min

LC-MS 9.779
(%)-erythro-4F-MPH
1750007
150000 7
1250007
1000007

75000 1

50000 1

25000 1

0 4

25 5 7.5 10 125 15 175 20 225 min



McLaughlin et al. Supporting Information Drug Testing and Analysis!

3. Preparation of 4F-MPH tablets for GC-MS/LC-MS analysis

For analysis of the 4F-MPH tablets by gas chromatography mass
spectrometry (GC-MS), the tablet was crushed using a mortar and pestle and
10 mg was added to 1 mL of methanol. This solution was added to a Corning
Costar Spin-X centrifuge tube filter (cellulose acetate membrane, 0.45 pm)
(Corning Inc, United States) and centrifuged at 2500 rpm for 3 minutes.
Furthermore, 100 pL of this filtered solution was added to 900 uL methanol in
a GC vial.

For analysis of the 4F-MPH tablets by liquid chromatography mass
spectrometry (LC-MS), the tablet was crushed using a mortar and pestle and
10 mg was added to 1 mL of acetonitrile/water (1:1) with 0.1% formic acid.
This solution was added to a Corning Costar Spin-X centrifuge tube filter
(cellulose acetate membrane, 0.45 um) (Corning Inc, United States) and
centrifuged at 2500 rpm for 3 minutes. Furthermore, 20 uL of this filtered
solution was added to 980 pL acetonitrile/water (1:1) with 0.1% formic acid in
a LC vial.
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4. GC-induced thermal degradation of 4-fluoromethylphenidate isomers (4F-
MPH) to methyl 4-fluorophenyl acetate (7.26 min)
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5. EI-MS data obtained for vendor samples 1-3

Vendor 1: both (z)-threo- and (+)-erythro racemates of 4F-MPH (Powder)
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Vendor 3: (x)-threo-4F-MPH only (Tablet)
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6. LC-ESI-MS of vendor samples 1-3
Vendor 1: both (z)-threo- and (+)-erythro racemates of 4F-MPH (Powder)
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Vendor 2: (+)-threo-racemate of 4F-MPH (Powder)
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Vendor 3: (x)-threo-racemate of 4F-MPH (Tablet)
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7. BC NMR spectra obtained for the isolated (+)-erythro- and (+)-threo-
racemates of 4F-MPH (HCI salt in DMSO- dg).
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8. 'H and *C NMR spectra obtained for the isolated (+)-erythro- and (+)-threo
racemates of 4F-MPH (Free Base in CDCls)
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9. C and 'H NMR spectra obtained for one of the powdered 4F-MPH products
identified as mixed (z)-erythro- and (z)-threo- racemates (HCI salt in DMSO-

ds)
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10. C and *H NMR spectra obtained for one of the powdered 4F-MPH products
identified as the (x)-threo- racemate (HCI salt in DMSO-ds)
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11. Two-dimensional NMR experiments

¥ Heteronuclear single quantum coherence spectroscopy (HSQC)
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