Electronic Supplementary Material (ESI) for RSC Advances.

This journal is © The Royal Society of Chemistry 2021

Table S1: Inter-day and intra-day precision and accuracy of the proposed HPLC-UV

method for TRM, YHB, VAR, SLD, CTP, PRX, DPX and TAD.

Intra-day Inter-day
Concentration g very% + s RSD RE% Recovery*% +s RSD RE%
(ngmL™)
0.1 96.00 % 1.00 104 400 99.00 % 1.73 175 1.00
SR E 97.17+ 1.76 181 2.80 99.50 +1.32 133 0.50
30 99.67 + 1.15 116 030 95.00 4+ 2.31 243 5.00
0.1 98.67:+ 0.58 059 130 100.00 % 0.76 076  0.10
YHB 15 96.67+ 0.58 060  3.30 97.10 4 1.73 179 2.90
30 99.70+ 0.10 0.10  0.30 98.30 % 2.00 203 1.70
0.1 96.67 4 1.53 158 330 96.73 = 1.30 135 3.30
VAR 15 99.00 = 1.00 101 1.00 99.47 +1.16 117 0.50
30 99.57 + 1.25 126 0.40 97.30 £1.18 121 270
0.1 96.17 % 1.26 131 3.80 96.27 = 1.86 193 3.0
SLD 15 97.90 % 1.85 189 2.10 95.90 = 1.50 157 4.10
30 100.13 + 0.70 070 0.10 08.57 = 1.40 142 140
0.1 96.00 = 1.00 104 4.00 98.67 = 1.30 132 130
CTP 15 98.93 = 0.90 091  1.10 10023 + 122 122 020
30 100.23 + 0.68 068  0.20 97.00 = 2.37 244 3.00
0.1 96.67 % 1.76 182 330 96.57 = 1.50 156 3.40
PRX 15 95.50 = 0.50 052 450 97.00 % 1.73 179 3.00
30 97.83 = 0.76 078 2.20 99.67 = 0.86 087 030
0.1 95.33 % 0.58 061 470 95.53 % 1.29 135 450
DPX 15 98.67 4+ 0.31 031 130 99.93 % 1.01 101 0.10
30 100.50 & 0.44 043 0.50 10010+ 1.71 170 0.10
0.1 99.67 + 1.46 146 030 98.23 2.14 217 1.80
TAD 15 99.67 + 1.15 116 030 99.50 % 0.70 070 0.50
30 99.17 % 0.76 077 0.80 10120+ 0.72 071 120

s: standard deviation, RSD: relative standard deviation, RE : relative error

2 Mean of three replicate measurement



Table S2: Inter-day and intra-day precision and accuracy of the proposed UPLC-
MS/MS method for TRM, YHB, VAR, SLD, CTP, PRX, DPX and TAD.

Intra-day Inter-day
Concentration
(ng mL") Recovery*% = RSD RE%  Recovery*% *s RSD RE%
10 99.57+£1.00 1.01 0.40 99.27+1.24 1.25 0.70
TRM 25 99.17 £ 0.67 0.67 0.80 95.50+1.32 1.39 4.50
100 98.67 £ 1.56 1.58 1.30 99.50 £1.45 1.46 0.50
10 99.73 £0.06 0.06 0.30 100.13 £ 1.86 1.86 0.10
YHB 25 100.30 £0.10 0.10 0.30 101.10 £ 0.61 0.60 1.10
100 94.00 + 1.00 1.06 6.00 97.00 + 1.00 1.03  3.00
10 100.17 £ 0.72 0.72 0.20 98.47+£1.75 1.77 1.50
VAR 25 99.47 £+ 0.60 0.61 0.50 98.83 £1.76 1.78 1.20
100 98.67 £1.53 1.55 1.30 99.27+1.10 1.11 0.70
10 96.33 £1.53 1.59 3.70 99.57+1.78 1.79 0.40
SLD 25 9533 £1.15 1.21 4.70 99.93 £0.71 0.71 0.10
100 100.50 = 0.96 0.96 0.50 98.97 £ 1.71 1.73 1.00
10 99.50+1.40 1.41 0.50 101.30 £ 0.46 0.45 1.30
CTP 25 99.67 £0.12 0.12 0.30 99.10 £ 1.91 1.92 0.90
100 100.60 £ 0.40 0.40 0.60 96.50 £ 0.50 0.52 3.50
10 99.67 +£0.15 0.15 0.30 96.37+1.52 1.57 3.60
PRX 25 97.73 £0.70 0.72 2.30 98.57£ 1.91 1.94 1.40
100 99.23+1.10 1.11 0.80 97.40 = 1.64 1.68 2.60
10 99.00 +1.39 1.40 1.00 98.33 £1.53 1.55 1.70
DPX 25 96.73 £0.75 0.78 3.30 96.83 £0.29 0.30 3.20
100 100.23 £ 0.59 0.58 0.20 100.17 £0.76 0.76 0.20
10 96.13+£1.40 1.46 3.90 99.50 + 1.80 1.81 0.50
TAD 25 98.70 £1.92 1.94 1.30 96.47 +£1.50 1.56 3.50
100 99.70 £0.72 0.72 0.30 99.67+1.53 1.53 0.30

s: standard deviation, RSD: relative standard deviation, RE : relative error

2 Mean of three replicate measurement.



Table S3: Determination of TRM, YHB, VAR, SLD, CTP, PRX, DPX and TAD in prepared mixtures using the proposed methods.

HPLC
l\:(i,x Conc. (ug mL™") % Recovery?

TRM YHB VAR SLD CTP PRX DPX TAD TRM YHB VAR SLD CTP PRX DPX TAD

1 0.1 5.0 30.0 | 20.0 | 30.0 5 10.0 0.1 95.60 | 99.80 100.10 100.60 | 95.00 94.00 95.90 96.70
2 5 0.1 0.5 30.0 | 20.0 0.1 30.0 20.0 97.70 | 97.20 99.90 100.80 | 95.80 96.70 96.00 97.50
3 15 15 15.0 15.0 | 15.0 15 15.0 15.0 98.50 | 95.00 97.00 98.70 101.30 | 101.60 | 97.80 97.60
4 20 10 30.0 10.0 0.5 10 0.1 30.0 97.90 | 99.30 100.50 100.80 | 96.80 97.80 | 100.80 | 101.60
5 30 20 10 0.1 0.1 20 30.0 5.0 96.90 | 94.00 100.60 100.70 | 99.40 95.70 98.90 100.20
Mean | 97.32 | 97.06 99.62 100.32 | 97.66 97.16 97.88 98.72

N 1.12 2.56 1.49 0.91 2.62 2.85 2.06 2.08

UPLC-MS/MS
B::,X Conc. (ng mL™) % Recovery?

TRM YHB VAR SLD CTP PRX DPX TAD TRM YHB VAR SLD CTP PRX DPX TAD
1 10 100 75 20 20 10 20 75 98.70 | 99.50 100.60 98.50 97.60 96.80 | 101.40 | 100.80
2 20 75 100 75 75 20 10 100 101.20 | 98.70 100.60 99.50 98.40 97.60 99.40 98.60
3 25 40 40 40 40 40 40 40 99.30 | 97.60 96.90 95.30 99.80 97.30 98.50 100.50
4 75 20 20 10 10 100 75 20 97.60 | 98.90 99.70 98.00 | 100.60 | 97.60 96.50 96.50
5 100 10 10 100 100 75 100 10 99.00 | 99.50 97.80 100.60 | 100.50 | 98.50 97.60 100.50
Mean | 99.16 | 98.84 99.12 98.38 99.38 97.56 98.68 99.38

S 1.31 0.78 1.69 1.99 1.33 0.62 1.86 1.83

2 Mean of three replicate measurement

s: standard deviation.



Figure S1: Different remarks indicate counterfeiting.

(a) Sample 37 and 38

(b) Sample 33

(c) Sample 28

(d) Samples 18, 22, 24 and 26
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Figure S2: Typical HPLC chromatogram of (a) sample No. 4 (natural) found to

contain SLD , (b) sample No. 3 (natural) found to contain VAR and DPX (c¢) sample

No. 7 (natural) found to contain SLD and CTP.
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Figure S3: Typical HPLC chromatogram of (a) sample No. 45 (MAXMAN®) found to
contain TAD. (b) sample No. 50 (Hard ON®) found to contain SLD.
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Figure S4: a) UPLC-MS/MS chromatogram of sample 3 (natural) found to contain
VAR and DPX, b) Mass spectra of VAR and DPX.
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Figure S5: a) UPLC-MS/MS chromatogram of sample 7 (natural) found to contain
SLD and CTP, b) Mass spectra of SLD and CTP.
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Figure S6: a) UPLC-MS/MS chromatogram of sample 45 found to contain TAD, b)
Mass spectra of TAD.
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Figure S7: a) UPLC-MS/MS chromatogram of sample 50 found to contain SLD, b)
Mass spectra of SLD.
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