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Proposed EI-MS fragmentation pathways (1cP-AL-LAD)
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Proposed EI-MS fragmentation pathways (1cP-AL-LAD)

+ N Loss of + |,‘\1 Loss of N
o = O
N i : J /
N N N
M N .
O:ﬁ> o:ﬂ>m 1576 o:%>m/z 275 miz 206 miz 180
Loss of Loss of \ =N"
>=c=0 . N( Il g ,\(/ S ,(/ by g 4 4 g
» ! N~ O N~ Oy N~ Oy N~
+/ ‘,L Loss of Z NJ DLo:ssof =z = = Z =z
b2 N c=0 -
vt COTCO OO OO
o and
J O N )
HN v HN / N retro DA HN N= N i N’} -
o N x4
m/z 208 m/z 308 miz 247 K
Loss of OYNV
H
e - [
¢ ¢ ¢
O N~ o N_-
PN +
Loss of [ o i N
HZN/\/ J ||
_ miz 247
and
D:c:o HN y, HN / HN / OO
m/z 192 e
m/z 151
. O miz275
. =
‘ — m/z316
CO) ey
HN m/z 193

m/z 191

Corresponding
(_‘ o (_| - cyclopropanecarbonyl!

fragment ion
[e] N~ o N\/

H ™

\/HNJ | /"‘T.+ N y NH NH
— P DG o — ot T
/ / ' N /
HN HN

) HN /

HN N o:ﬂ>

N
l HN—, HN

L : N—4+
miz 181 | OT
Loss m/z 249
of HCN
/j
HN /.
m/z 154



Supporting Information — Drug Testing and Analysis

GC-MS XIC traces (powdered sample of 1cP-AL-LAD) including GC-induced artifacts
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Proposed EI-MS fragmentation pathways for 1cP-AL-LAD-A (-C,H;)
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Proposed EI-MS fragmentation pathways (1cP-AL-LAD isomer)
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Proposed ESI-QTOF-MS/MS fragmentation pathways
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LC-QTOF-MS/MS trace of 1cP-AL-AL-LAD (+bbCID MS/MS; 10 pyg/mL 1cP-AL-LAD
powder) and comparison with AL-LAD and 1P-AL-LAD standards
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ional tandem mass spectrum recorded in full scan/AutoMS/MS mode (powdered

sample) and tentative identification
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Additional tandem mass spectra recorded in full scan/AutoMS/MS mode (powdered

sample)
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Additional tandem mass spectrum recorded in full scan/AutoMS/MS mode (powdered
sample) and tentative identification
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Additional tandem mass spectrum recorded in full scan/AutoMS/MS mode (powdered
sample)
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Additional tandem mass spectrum recorded in full scan/AutoMS/MS mode (powdered

sample) and tentative identification
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Additional tandem mass spectrum recorded in full scan/AutoMS/MS mode (powdered

sample) and tentative identification

ESI-QTOF-MS/MS

7.2 min
] 100.0757
3.0x10%
2.0x10%
72.0446
7 315.1491
5
1.0x107 416.2334
4 343.1441
1 247.1230
] 414.2180
207.0913 275.1175 \
169.0338
¢ 2060833 234.0786‘ 302.1048 H 448.2590
0.00 4 - , , ; ‘\‘\ \‘ L \\‘ L “m , I l, e .
60 120 180 240 300 360 420 480 m/z
N~
.
2 N_F ; f N_F
N //
o:ﬂ>
C 27H34N305" CopH1gNo05* N
Calc. 448.2595 C 26H30N30," c |22 ;2321 421 C21H1N20
A=-1.1 ppm Calc. 416.2333 ale. 00 - Calc. 315.1492
A=0.2ppm A=0.0ppm A=-0.3 ppm
r NH
N
+o% ~ 0%
CaftioNO” c ?35'5%3;4
Calc. 100.0757 alc. e
Ci1gH15N0" A=0.0 ppm A =28 ppm
Calc. 275.1179
A=-1.5ppm

S15



Supporting Information — Drug Testing and Analysis

Peak at 10.2 min (1cP-AL-LAD powdered sample) following LC-QTOF-MS/MS
analysis and tentative identification as dimethyldibenzylidene sorbitol (DBS), a
plastics additive, presumably detected as part of the analytical procedure.
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Proposed ESI-QTOF-MS/MS fragmentation pathways for DBS
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Detection of 1P-AL-LAD in methanolic blotter extract (10 blotters)
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LC-MS analysis results involving contaminated 1cP-AL-LAD blotters posted anonymously on the Internet
(https://pdfhost.io/v/qq9z.MDx6 Bad blotter reportpdf.pdf)
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1cP-AL-LAD (including impurities)
"H-NMR (700 MHz)

ds-DMSO
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Supporting Information — Drug Testing and Analysis

1cP-AL-LAD (including impurities)
"H-NMR (700 MHz)
dg-DMSO
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Supporting Information — Drug Testing and Analysis

-AL-LAD (including impurities)
-NMR (700 MHz)
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1cP-AL-LAD (including impurities)
"H-NMR (700 MHz)
ds-DMSO
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1cP-AL-LAD (including impurities)
TH-NMR (700 MHz)

dg-DMSO
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1cP-AL-LAD (including impurities)
COSY (700 MHz)
dg-DMSO
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1cP-AL-LAD (including impurities)
COSY (700 MHz)
ds-DMSO

N
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1cP-AL-LAD (including impurities)
COSY (700 MHz)
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1cP-AL-LAD (including impurities)
COSY (700 MHz)
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1cP-AL-LAD (including impurities)
COSY (700 MHz)
dg-DMSO
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1cP-AL-LAD (including impurities)
COSY (700 MHz)
dg-DMSO
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Supporting Information — Drug Testing and Analysis
1cP-AL-LAD (including impurities)
3C-NMR (175 MHz)
dg-DMSO
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1cP-AL-LAD (including impurities)
3C-NMR DEPTQ (150 MHz)
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1cP-AL-LAD before prep TLC
13C-NMR (150 MHz, DMSO-dg)
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1cP-AL-LAD (including impurities)
HSQC (700/175 MHz)

Supporting Information — Drug Testing and Analysis
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1cP-AL-LAD (including impurities)
HSQC (700/175 MHz)
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1cP-AL-LAD (including impurities)

HSQC (700/175 MHz)
dg-DMSO
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1¢cP-AL-LAD (including impurities)
HSQC (700/175 MHz)
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1¢cP-AL-LAD (including impurities)
HMBC (700/175 MHz)
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1cP-AL-LAD (including impurities)
HMBC (700/175 MHz)
ds-DMSO
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1cP-AL-LAD (including impurities)
HMBC (700/175 MHz)
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1cP-AL-LAD (including impurities)
HMBC (700/175 MHz)
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1¢cP-AL-LAD (including impurities)
HMBC (700/175 MHz)

dg-DMSO
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