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Putative identification of CBGPA and CBCPA
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Figure S 1. Extracted HPLC-HRMS chromatograms in negative ionization mode of CBGA and CBGPA and their corresponding HRMS/MS spectra with a proposed fragmentation pattern.
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Figure S 2. Extracted HPLC-HRMS chromatograms in negative ionization mode of CBCA and CBCPA and their corresponding HRMS/MS spectra with a proposed fragmentation pattern.
Synthesis and characterization of (-)-trans-CBDPA and (-)-trans-Δ9-THCPA
Synthesis of (1'R,2'R)-4-heptyl-2,6-dihydroxy-5'-methyl-2'-(prop-1-en-2-yl)-1',2',3',4'-tetrahydro-[1,1'-biphenyl]-3-carboxylic acid, (-)-trans-CBDPA
To a 2 M solution of MMC in DMF (600 μL), CBDP (60 mg, 0.15 mmol) was added. The reaction was stirred at 120°C for 3 hours. Thereafter, the reaction was cooled down to room temperature, diluted with Et2O and acidified with 1 N HCl. The organic layer was washed with a saturated solution of NaCl, dried over anhydrous Na2SO4, filtered and concentrated. The crude was purified over silica gel (eluent CE/DCM 1:1 (v/v) and then Et2O 100%) to give 20 mg of brown liquid (39% yield). [α]D20 = +61.9° (c. 2.9, CHCl3).
1H NMR (400 MHz, CDCl3) δ 11.88 (bs, OH), 6.62 (s, 1H), 6.26 (s, 1H), 5.56 (s, 1H), 4.54 (s, 1H), 4.39 (s, 1H), 4.11-4.09 (m, 1H), 2.93-2.88 (m, 1H), 2.85-2.78 (m, 1H), 2.40-2.33 (m, 1H), 2.27-2.21 (m, 1H), 2.12-2.08 (m, 1H), 1.80 (s, 3H), 1.72 (s, 3H), 1.57-1.55 (m, 3H), 1.30-1.19 (m, 10H), 0.86 (t, 3H, J = 7.6 Hz). 13C NMR (100 Hz, CDCl3) δ 14.29, 19.06, 22.85, 23.91, 27.96, 29.34, 29.91, 30.39, 30.60, 31.78, 32.02, 35.61, 36.80, 46.91, 102.69, 111.56, 112.06, 114.70, 124.10, 135.91 (from HMBC), 140.76 (from HMBC), 147.70, 160.96, 175.51. HRMS m/z [M+H]+ calcd. for C24H35O4+: 387.2530. Found: 387.2535; [M−H]− calcd. for C24H33O4−: 385.2384. Found: 385.2388. 
Synthesis of (6aR,10aR)-3-heptyl-1-hydroxy-6,6,9-trimethyl-6a,7,8,10a-tetrahydro-6H-benzo[c]chromene-2-carboxylic acid, (-)-trans-Δ9-THCPA
To a 2 M solution of MMC in DMF (700 μL), THCP (120 mg, 0.35 mmol) was added. The reaction was stirred at 130 °C for 18 h hours. Thereafter, the reaction was cooled at room temperature, diluted with Et2O and acidified with 1 N HCl. The organic layer was washed with a saturated solution of NaCl, dried over anhydrous Na2SO4, filtered and concentrated. The crude was purified over silica gel (eluent CE/DCM 1:1 (v/v) and then Et2O 100%) to give 10 mg (7% yield) of brown liquid.
1H NMR (400 MHz, CDCl3) δ 12.28 (bs, OH), 6.39 (s, 1H) 6.25 (s, 1H), 3.23 (d, J = 10.5 Hz,  1H), 2.98-2.90 (m, 1H), 2.81-2.74 (m, 1H), 2.21-2.12 (bm, 2H), 1.93-1.90 (m, 1H), 1.72-1.68 (m, 4H), 1.60-1.52 (m, 2H), 1.44 (s, 3H), 1.40-1.25 (m, 10H), 1.11 (s, 3H), 0.88 (t, J = 6.0 Hz, 3H) 13C NMR (400Hz, CDCl3) δ 14.16, 19.56, 22.73, 23.37, 25.05, 27.44, 29.21, 29.84, 31.27, 31.66, 31.87, 33.53, 36.59, 45.67, 78.85, 102.29, 109.88, 112.58, 123.71, 133.83, 146.84, 159.70, 164.71, 175.57. HRMS m/z [M+H]+ calcd. for C24H35O4+: 387.2530. Found: 387.2925; [M−H]− calcd. for C24H33O4−: 385.2384. Found: 385.2388. 
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	NMR spectra of (-)-trans-CBDPA
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	NMR spectra of (-)-trans-THCPA
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	Distribution of C5 and C7 phytocannabinoids in different Cannabis sativa L. accessions
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Figure S 3. Concentrations in µg/g of C5 and C7 CBD-type phytocannabinoids in each cannabis accession. Values are expressed as mean±st.dev (n=3). 
[image: ]
Figure S 4. Concentrations in µg/g of C5 and C7 THC-type phytocannabinoids in each cannabis accession. Values are expressed as mean±st.dev (n=3).
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Figure S 5. A) Percentages of total CBD out of C5 cannabinoids and total CBDP out of C7 cannabinoids in each cannabis accession. B) Percentages of total THC out C5 cannabinoids and total THCP out of total C7 cannabinoids in each cannabis accession. Values are expressed as mean±st.dev (n=3).
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