Epicuticular Wax in Developing Olives (Olea europaea) Is Highly Dependent upon Cultivar and Fruit Ripeness
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Table S1. Attribution, exact mass, mass accuracy and relative abundance of the main signals observed in positive UHR mass spectra of olive EW extracted by different

solvents.

Theoretical Delta RDB Formula Tentative Extraction solvent® Theoretical Delta RDB Formula L . . Extraction solvent
mass’ (ppm)  equiv.”  [M+NH,]® identifcation® 1 2 3 4 5 mass (ppm) equiv. [M+NH,]* Tentative identifcation 1 2 3 4

ESI+

glycerides 850.7858 0.8 2.5  Cs3Hq0406N TAG * * * * *
346.2952 0.2 0.5  CygHz04N MAG 872.7702 1.3 5.5  CssHi0,06N TAG * * *
372.3108 0.1 1.5  CyHapO4N MAG 874.7858 0.8 4.5  CssHy006N TAG * * * * *
374.3265 0.1 0.5  CyHu04N MAG 876.8015 0.8 3.5  CssHips06N TAG * * ko owkE
402.3578 0.2 0.5  Cy3Hag04N MAG * 900.8015 1.2 5.5  CsH10606N TAG * * * * ko
430.3891 0.1 0.5  CysHs,04N MAG * 902.8171 0.9 4.5  Cs;Hy0s06N TAG * * o wkE ek
586.5405 0.4 0.5  CsH7,05N DAG * 916.8328 0.8 4.5  CsgHq1006N TAG * *
612.5562 1.0 1.5  Cg;H7406N DAG * 928.8328 0.0 5.5  CeoH11006N TAG *
614.5718 0.2 0.5  CayH7O0sN DAG * 930.8484 0.7 4.5  CsoHip,06N TAG * *
638.5718 0.5 2.5  CigH,6O5N DAG * 942.8484 0.9 5.5  CgoHi1,06N TAG * *
668.6188 0.7 1.5  Cs;Hg05N DAG * Wax esters

764.6763 0.6 3.5 CyHgeOgN TAG * 468.4775 0.4 0.5  CsoHe05N AE *
766.6919 1.4 2.5  C47Hgr06N TAG * 476.4462 1.0 3.5  CaHsgO,N BE * *
768.7076 1.4 1.5  CuHgsO6N TAG * 490.4619 0.3 3.5  C3HgoO,N BE * *
780.7076 0.8 2.5  CugHqsON TAG * 504.4775 0.6 3.5 Ci3Hg05N BE * * Rk xxk *
782.7232 1.0 1.5  CygHosOgN TAG * 518.4932 0.5 3.5  CyHeO5N BE * * *
792.7076 0.8 3.5 CuoHosOgN TAG * 532.5088 0.5 3.5 CasHeO,N BE * * *o ok *
794.7232 1.0 2.5  CuoHgs06N TAG * 546.5245 0.3 3.5  C36HggO,N BE * *
796.7389 1.5 1.5  CyoHogOgN TAG * 550.5558 0.5 1.5  CyH70,N AE *
806.7232 0.8 3.5 CsoHosOgN TAG * 560.5401 0.2 3.5  CyHy0,N BE * *
808.7389 1.4 2.5 CsoHogOgN TAG * triterpenic aciDS

810.7545 1.8 1.5  CsoHi0006N TAG * 474.3942 0.7 5.5  CaoHs,03N ursolic/oleanolic acid * ko mkx kkx
820.7389 0.8 3.5  CsyHogOgN TAG * 490.3891 0.6 5.5  CyoHs,04N maslinic acid RARE kAR RERE dkk
822.7545 1.5 2.5 CsyHig006N TAG * fatty acids

824.7702 1.7 1.5  CsiHyp06N TAG * 304.2482 0.7 0.5  CyH3,04N diOHC16:0 acid * * * *k *k
834.7545 0.9 35 CsyHig006N TAG * 332.2795 0.8 0.5  CygH3g0,N diOHC18:0 acid LA B L
836.7702 1.4 2.5 Cs,H10,06N TAG * 360.3108 0.4 0.5  CyoH40O4N diOHC20:0 acid * *
838.7858 1.4 1.5  CsHi0406N TAG

846.7545 1.0 45  Cs3HipoO6N TAG *

848.7702 0.9 3.5 CszHygpO6N TAG *




ESI-

Triterpenic acids Phenols

455.3531 0.9 7.5  C30H4;0, ursolic/oleanolic * * ¥k 195.0663 0.8 5.5 CyoH1104 hydroxytyrosyl acetate KRk kxk o kkx o kxk

471.3480 1.0 7.5  C30H4;0, maslinic acid * * ok 241.0718 07 55 CuHi30s  elenolicacid * * * *

Fatty acids 319.1187 0.4 8.5 Cy7H190¢ decarboxymethyl oleuropein KRk kxR kkok
367.3582 0.8 1.5 C24H4702 C24:.0 * * * ok 361.1293 0.9 9.5  CyH»,04 ligstroside aglycone * * * *
395.3895 0.9 1.5 C26H5102 C26:0 * * * ok 377.1242 0.7 9.5  Cy9H»:0g oleuropein aglycone FRAR L kekdkx kol ok *
423.4208 0.5 1.5 C28H5502 C28:0 * * *

2. m/z values of NH4" adduct ions; °: Rings and double bond equivalents; ©: compound class according to the number of carbon, oxygen and hydrogen atoms, according to
Vichi et al.”%; % extraction solvent 1: acetone; 2: chlorofom; 3: hexane:dichloromethane 50:50; 4: hexane:dichloromethane 90:10; 5: hexane. *: >0,1%: **>20%; ***>50%;

****>80%



Table 2. Attribution, exact mass, mass accuracy and relative abundance of the main signals observed in negative UHR mass spectra of olive epicuticular waxes
extracted by different solvents.

Formula Formula

Theoretical mass Delta (ppm) RDB equiv. [M-H] Tentative identifcation® 1 2 3 4 5 Theoretical  Delta RD_B [M-H] . Ten.tatw_e 1 23 45
mass (ppm) equiv. identifcation
Acids Unidentified
133.0142 1.6 2.5 C,HsOs  MALIC ACID? * 231.0874 11 35  CyHys0g *
455.3531 0.9 7.5 C30H,4,0; oleanolic acid * * * *x 289.0870 0.7 14 CyoH1305 * ok
471.3480 1.0 7.5 C30H4,0, maslinic acid * Ko kx ek 293.1758 04 55 CyHy0, *ox
Pol. Fragm. 317.0819 1.8 15  CyoHy304 *
165.0557 1.2 5.5 CoHo05 fragments polyphenols * * * * 351.1449 1.1 7.5  CygHp304 * *
181.0718 1.2 0.5 C¢H1305  fragments polyphenols * * 387.1144 1.8 2.5 Cy3H3043 *
191.0561 1.1 2.5 C,H;;0¢  fragments polyphenols  ***  ***x  xkx 395.3895 0.6 1.5 CyHs50, ook
199.0612 0.8 4.5 CgH,;05  fragments polyphenols * * * * 423.4208 0.8 1.5 CygHs50, ook ok X
213.0557 0.2 9.5 Ci3H03  fragments polyphenols * * 431.2439 1.2 8.5  CyH3506 Kook ok kX
225.0616 1.1 1.5 C,H30g5  fragments polyphenols * * * 447.1238 1.1 21  CygH4405 ook ok ox X
227.0772 1.2 0.5 C,H;50g5  fragments polyphenols * * * 473.1817 2.0 12 CyHy904 *oox
271.0823 0.8 5.5 C,H150;  fragments polyphenols * 499.4521 1.6 5.5  CaHs90, * *
275.0925 0.8 8.5 CisH1505  fragments polyphenols * * * * 501.3585 0.5 7.5  C31H490s5 Kook ok kX
301.1081 1.4 9.5 C7H,;05  fragments polyphenols * * * * 518.3554 1.6 16 CsgHs0 Kook ox
307.0823 0.9 8.5 CisH50;  fragments polyphenols * * * * 533.3484 11 7.5  C31H4905 ¥ ook ox
349.1293 1.2 8.5 Cy5H,,0;  fragments polyphenols * * * * 543.2083 1.9 8.5  CysH35043 * ook
polyphenols 556.2314 2.0 13 C3H36019 Kook ox
195.0663 0.8 55 CiH1104  Oh-tyr acet Rk Rk ok ok 616.1950 0.5 19 C3H3,04, * ok k
241.0718 0.7 5.5 Cy1H1306  eaaglyc * * * * 632.1899 1.2 19  CyH3,04; * ook X
319.1187 0.4 8.5 Cy7H1606  decm ol aglyc A RRE O Rk Rk 635.4165 1.4 7.5  CzeHs90g * ok
361.1293 0.9 9.5 CiHy0;  lig aglyc * * * * 637.4321 1.4 65  CaHeOg * o
377.1242 0.7 9.5 CigHx0s ol aglyc FRAE kRER kkEE kkEk ¥ 630 D447 1.4 16 CsH304, * o
539.1770 0.9 11 C,5H3;,015 oleuropein *x * * 651.4114 0.6 7.5  C3Hs9049 E
Sugars? 653.4270 1.4 6.5  CaHeOxo * o
179.0561 1.1 1.5 CgH1:0¢  GLUCOSE? *k 697.2502 1.2 17 C36H41014 *oox
371.1195 0.8 2.5 CioH10g  sugar? * 775.4791 1.4 15  C47Hgs0 * ok

373.1351 1.1 1.5 Ci3Hps01, sugar? * 791.4740 1.0 15  CyHg010 * ok




