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SUPPORTING INFORMATION

HRMS spectra of carboxylated and neutral cannabinoids

Figure S1. HRMS spectra of CBDA, CBDBA and CBDVA in negative ionization mode. A putative
structure is given for each fragment. Dotted red lines indicate correspondence of fragments between

pentyl (m/z), butyl (m/z-CH3) and propyl (m/z-C,Hs) forms.
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SUPPORTING INFORMATION

Figure S2. HRMS spectra of THCA, THCBA and THCVA in negative ionization mode. A putative
structure is given for each fragment. Dotted red lines indicate correspondence of fragments between

pentyl (m/z), butyl (m/z-CH3) and propyl (m/z-C,Hs) forms.

L

OH O
100— ‘ i 329,1761

90 | o

80—

70+ 285,1861
60—

50—

o] Jém
30 Ho

20— \
10_7 51,9262 146‘9.217

THCVA

Relative Abundance

T 260,1418

\ 2171228 2571551 |267,1751 311,1654
1 83,0489 107,0853 163,0756  185,0472 | ‘ i
0 T T [P PR R PR PR R T T T T T T T ) T T T
50 100 150 200 250 200 350
i mz ! i

100 —

THCBA
Relative Abundance
n
o
|

108,5084 165,0004 215\1015 R | 2902012 3152328
1015343 |\ 2131488
—— :

I
526636 93,5187 |
0B

146,2301
T T T

i T
50 100 150 i 200 ' 250
] miz i

k)

100— 357,2072

90—

80—

70

60—

THCA

50 :
0 o L 3132174

40—

30
20— HOQ\/\}\

9 i
10 54,6458 122,0361 S 229M§6. 262,1204

Relative Abundance

311,2021

339,1964
1

83,5317 107,0490 1430522 1791070 504 1151 | 2451545 2851867 |
T 1 T T T L ET T | T T T T T T T 7 T T T T T T T T T

T
50 100 150 200 250 300 350
miz

SI-3



SUPPORTING INFORMATION

Figure S3. HRMS spectra of CBDA, CBDBA and CBDVA in positive ionization mode. A putative
structure is given for each fragment. Dotted red lines indicate correspondence of fragments between

pentyl (m/z), butyl (m/z-CH3) and propyl (m/z-C,Hs) forms.
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Figure S4. HRMS spectra of THCA, THCBA and THCVA in positive ionization mode. A putative
structure is given for each fragment. Dotted red lines indicate correspondence of fragments between

pentyl (m/z), butyl (m/z-CH3) and propyl (m/z-C,Hs) forms.
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Figure S5. Comparison of CBDB (top) and A°>~THCB (bottom) HRMS spectrum in negative

ionization mode. A putative structure is given for each fragment.
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Figure S6. HRMS spectra of A°>-THC, A°>~-THCB and A°>~-THCYV in positive ionization mode. A
putative structure is given for each fragment. Dotted red lines indicate correspondence of fragments

between pentyl (m/z), butyl (m/z-CHj;) and propyl (m/z-C,Hs) forms.
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NMR spectra of synthetic (-)-trans-A°>-THCB

Figure S7
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Figure S8
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Figure S9
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Figure S10
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Figure S11
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NMR spectra of extracted (-)-trans-A>-THCB

Figure S12

Current Data Parameters

NAME THCC4_prep
o~ s — o o N WOoOOWT AT ANA0D AN
EXPNO 11 SRV - o TP HAOWOLILIONNON NN ©
EROGHD = ww WY £y ™ m NN NHAAAA A A A A A =}
F2 - Acquisition Parameters \/ / \/ v ‘ \‘\\\NM%
Date_ 20190329
Time 18.02 h =
INSTRUM spect V]
PROBHD  2132572_0011 ( !
PULPROG 2g30 o
TD 131072 Is]
SOLVENT CDC13 L
NS 8 al
DS 1 =
SWH 13204.226 Hz 0,
FIDRES 0.201480 Hz o
AQ 4.9632597 sec —
RG 171.97 H
DW 37.867 usec e
DE 24.69 usec o
TE 298.0 K
Dl 5.00000000 sec H
DO 1 v
SFO1 600.1348010 MHz E‘)
NUC1 1H F
Pl 11.23 usec
PLW1 24.50000000 W
F2 - Procesding parameters
ST 65536
SF 600.1300148 MH=z
WDW EM
SSB 0
LB 3.00 Hz
GB 0
PC 1.00
T T T T T T T T T T T T T T T 1
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm
a|5|@ @ ] & || (@l (o (o |96
(=18 K -1 (=] o o o~ - < © ol e

SI-13




SUPPORTING INFORMATION

Figure S13
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Figure S14
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Figure S15
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Figure S16
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Figure S17. Superimposition of 'H NMR (A) and '3C NMR (B) of extracted (-)-trans-A°-THCB (red spectra) and synthetic (-)-trans-A°-THCB

(blue spectra).
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Figure S18. Superimposition of the Circular Dichroism (CD) spectra of isolated (green) and synthesized (blue) A°>~-THCB, in acetonitrile at 10

pg/mL.
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