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Compound 1  (2E)-2-Methyl-2-butene-1,4-diol
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Compound 2 (2E)-4-Hydroxy-2-methyl-2-butenyl acetate
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Regioisomer: (2E)-4-Hydroxy-3-methyl-2-butenyl acetate
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Compound 3  Dimethyl-(2E)-2-methyl-2-butenodioate

(2] - © o ®
& 8% %8 83
T © © © o oo
| '
/ /
/
|
|
|
|
J
|
|
_L S - - R ___JL,-k N
i H Y
= o ©
8 < 3
T ' T T [”— ™ T T T ™7 ﬁ—\"liﬁl T 17—-_"_'—”ﬁ_
7.0 6.0 5.0 4.0 3.0 20

— 142,723
125.455

51.576
S 50.680
— 13.290




Supplementary material for review & publication online

Compounds 4a and 4b isolated as a mixture
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Compound 4a
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Compound 5 (2E)-4-Bromo-2-methyl-2-butenyl acetate
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Compound 6 Isopentenyl-MonoP
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Compound 7 HDAM-MonoP
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12-Jun-2015
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Single Mass Analysis

Tolerance = 3.0 PPM / DBE: min = -50.0, max = 50.0

Element prediction: Off

Number of isotope peaks used for i-FIT = 3

Monoisotopic Mass, Even Electron lons

1178 formula(e) evaluated with 2 results within limits (all results (up to 1000) for each mass)

Elements Used:

C:0-100 H:0-100 N: 0-10 0:0-20 P: 14

SYNAPT G2-S#UEB205 JA4.232 F2 06-Nov-2015

Z-CP15110607 4 (0.175) Cm (4) 1: TOF MS ES-
1.57e+006

223.0368
1Q§ 197.0205  204.9663 206.9452 208.9142  216.9090 218.9453 2250410 228.9269 234.9771 239.0676 240.9272 244.«?:1323
200.0 205.0 210.0 215.0 220.0 225.0 230.0 235.0 240.0 2450

Minimum: =50.0

Maximum: 10.0 3.0 50.0

Mass Calc. Mass mDa PPM DBE 1=FIT Norm Conf (%) Formula

223.0368 223.0371 =0...3 =13 2.5 1545.6 0.000 99.99 C7 H12 06 P

223.0375 =07 =3l 8.8 1554.7 9.038 0.01 C2 H9 N8 O P2

12



Supplementary material for review & publication online

Apppl
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Project Name: Analytique TPXBridge

SAMPLE INFORMATION

Sample Set Name:

analisis appph

Sample Name: Apppl Acquired By: System

Sample Type: Unknown Date Acquired: mardi 10 septembre 2013
Vial: 4 Acq. Method Set: 0_20A 30min

Injection #: 1 Date Processed: mardi 10 septembre 2013
Injection Volume: 10,00 ul Processing Method: Default

Run Time: 30,0 Minutes Channel Name: Wvin Ch1

Proc. Chnl. Descr.:

PDA 254,0 nm

Auto-Scaled Chromatogram

0,60
0,50-]
0,40 \
2
< 0,30
0,20+ \
0,10 a0
2g
To
0,00 *AL&M—— S
L L T B e i B e B e e S
200 400 600 800 10,00 12,00 14,00 16,00 18,00 20,00 22,00 24,00 26,00 28,00 30,00

Peak Results

Minutes

Name RT Area Height | % Area | Amount | Units
1 1,754 08340 | 15155 0,32
2 2,423 58759 8019 0,19
3 16,793 | 30371988 | 635300 | 99,49

Report Method: Javi Printed 14:10:05 mardi 10 septembre 2013 Page: 10of2
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ApppH

€21

ocL e

9807 ——
seey ——
80€ "y ———
0Tk'b

INESS

T2.78

L L

e
=3
=3

TF1.00
F1.03

ppm (tl)

08262

ApppIl

-25.0

ppm (£1)

6LL"ZT

LO0" %8
685°98

ApppH

|915°7 02T

699°6€T

662671
881 2ST
€60°GGT

|

—_r

15



Supplementary material for review & publication online

Javi

Project Name:  AnalytiqueTPXBridge

SAMPLE INFORMATION
‘ Sample Name:  ApppH Acquired By System
Sample Type Unknown Date Acquired: mardi 10 septembre 2013
Vial 2 Acq. Method et 0_20A 30min
Injection # 1 Date Processed:  mardi 10 septembre 2013
Injection Volume: 10,00 ul Processing Method: Default
Run Time: 30,0 Minutes Channel Name: Wi Ch1
Sample Set Name: analisis appph Proc. Chnl. Descr..  PDA 254,0 nm
Auto-Scaled Chromatogram
1,20
1,004
0,80
2 |
< 0,60+
040
020
!
200 400 600 800 1000 1200 1400 1500 1800 2000 7200 2400 2008 3608 3000
Minutes
Peak Resulls
Name | RT Arca [ Height | % Area | Amount [ Units
1 2283 s3t68| 7846 026
2 2638| 257613] 32850 124
3 4,328 [ 20445649 | 1243364 | 52,50

Report Method: Javi Printed 17:22:34

: ApppH el
SYNAPT G2-S#UEB205 \ppp!
Y-CP13000401 19 (0.398)
100

59005,

59105

40801 e

mardi 10 septembre 2013

s: 544.06

Page: 10f2

04-Sep-2013
1: TOF MS ES-
3.74e6

Gt zn s Ty

————__
° i Tme s 40 50 0 700 80 %0 1000 1100 1200 1300 1400
SYNAPT G2-S#UEB205 ApppH 04-Sep-2013
Y-CP13090401 19 (0.398) 1: TOF MS ES-
6.94e+006
100 | 96.96 45499 59095 64397 733093 896.96 1278.98
% L 134.05  294.52321.48 408.01 5 . . T 939.49966.45 1203.081235.02 - thiz
100 200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500
Minimum: ~10-0
Maximum: 5.0 2.0 50.0
Mass Calc. Mass mDa PPI DBE i~FIT Norm Conf (%) Formula
590.0458 590.0454 0.4 0.7 8.5 891.6 0.249 77.96 Cl5 H23 N5 014 P3 <=—
590.0468 =140 e B4 135 892.8 1.813 22.03 Cl6 H19 N9 010 P3
520.0449 0.9 LiwD 26.5 904, 7 10.345 0.00 C28 H15 N7 03 P3

16
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SYNAPT G2-S#NotSet JA2122F2 04-Mar-2014
X-CP14030401 27 (0.474) Cm (27:30) R 1: TOF MS ES-
100 §72.04. (M-t 2.05¢
598.02
=
584.05
573.08 sl
l 583.15 1509.03
61002
‘ 585.08 600.8
602.88
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556,08 57956 face o - |
| bigo N ;‘J‘ oy i J . [M¢ P “ Ly 1

T miz

" L 4
g T - st o s g {—t ot +
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Single Mass Analysis

Tolerance = 1.0 PPM / DBE: min =-1.5, max = 50.0
Element prediction: Off

Number of isotope peaks used for i-FIT = 3

Monoisotopic Mass, Even Electron lons

2123 formula(e) evaluated with 3 results within limits (up to 20 closest results for each mass)
Elements Used:

C:0-100 H:0-150 N:0-30 0:0-30 P:3-3

SYNAPT G2-S#NotSet JA2.141 tr12 01-Apr-2014
X-CP14040105 8 (0.172) Cm (7:12) 1: TOF MS ES-
1.47e+006
1004 572'07573 07 577.55
dj 565.08 567.08 569.11 571.09 | -U7574.08575.08 577.04 5‘79,24 58?.08 582,08582.%,10/2
T T T T T R L B PRI B | T T 1 T T (AR
564.0 566.0 568.0 570.0 572.0 574.0 576.0 578.0 580.0 582.0
Minimum: =1.5
Maximum: 5.0 1.0 500
Mass Calc. Mass mDa PPM DBE i-ETT Norm Conf (%) Formula

2835.2 04003 199.73 Clé H25 N5 012 P3
R 2848.8 13.619 0.00 C H21 N17 013 P3
9.5 2841.1 5.930 0.27 Cl4 H13 N19 02 P3

572.0715 572.0713 0.2 0.3 8
572.0718 =08 0.5 1
572.0712 0.3 0.5 HE

M Javi Report
Reported by User: Nucleotide Project Name:  Javi2014

SAMPLE INFORMATION

Sample Name: JA 2.122F2 Na salt Acquired By: Nucleotide
Sample Type: Unknown Date Acquired: 26/03/14 16:46:22
i 81 Acq. Method Set:  Javi 0_100_30min

Injection #: 1 Date Processed:  26/03/14 17:18:42
Injection Volume: 100,00 ul Processing Method  Javi
Run Time: 30,0 Minutes Channel Name: 254
Sample Set Name: javi Proc. Chnl. Descr.: PDA 260,0 nm
Auto-Scaled Chromatogram
0,50 e
0.40
0,30
=
2
020
0,10
2 @
=1 =
>
A i
04 i SRy pEYEY
e e v Sy S — T s
200 400 600 800 10,00 1200 1400 1600 1800 20,00 22.00 2400 26,00
Minutes
Peak Results
Name | RT Ama | % Area | Height
1 9.006| oeas| D01a| 1021
2 10,738 | 6705022 | 97,15 | 463621
3 21380 | si1ees| o46| 2011
4 27.026 | 154020 22a| s74a

Report Method: Jav Printed 17:1€:02  26/03/14 Page: 10f2
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.
SYNAPT G2-S#NotSet JA3.179 F5-NH3 17-Sep-2014
Y-CP14091610 3 (0.154) 1: TOF MS ES-
100 58807 ! 6.12e6|
<
406.04 589.07
293.!
156.96. '5 l f“ 18 582.00 g 746.01 177.11
9\5, 3 H‘, " “\ 372.51 \45931 | ﬂ‘?wfﬂ N a"’10755305 918.00 1080.14 | r119905 131619134285 141836
E 1 200 300 400 500 600 700 800 %0 1000 | 1100 | 1200 ' 1300 1400 | J
Single Mass Analysis
Tolerance = 1.0 PPM / DBE: min = -50.0, max = 50.0
Element prediction: Off
Number of isotope peaks used for i-FIT = 3
Monoisotopic Mass, Even Electron lons
9669 formula(e) evaluated with 7 results within limits (all results (up to 1000) for each mass)
Elements Used:
C:0-100 H:0-100 N:0-10 0:0-20 P:1-5
SYNAPT G2-S#UEB205 ApCpph JA3.185 06-Nov-2015
Z-CP15110605 11 (0.491) 1: TOF MS ES-
5.70e+005
100y 557.9268 5720710 988.0665 648.9916
93 505 0390 | 610 0481 814 5223617.9512 640 9782 . 672.0182 682.97878%/2
e i iy TR T P T TP T T TR T e
550 560 570 580 580 500 6 620 630 540 650 670
Minimum: -50.0
Maximum: 10.0 1.0 50.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf (%) Formula
588.0665 588.0662 0.3 0.5 8.5 977.6 0.000 99 Cl6 H25 N5 013 P3
588.0663 0.2 8.3 175 985.6 8:023 U« 03 C21 H23 N9 02 P5
588.0668 =0:3 =05 =055 987.3 9.747 0.01 C8 H31 N7 013 P5
588.0669 -0.4 -0.7 225 9875 9.899 0.01 €25 H15 N7 09 P
588.0660 0.5 0.9 16.5 987.6 10.038 0.00 C26 H26 N O7 P4
588.0664 0.1 0.2 0.5 989.7 12.148 0.00 C6 H24 N9 019 P2
588.0667 0.2 =03 30.5 991.5 13.936 0.00 C35 H16 N3 03 P2
Auto-Scaled Chromatogram
0,35 Ng
D
] b
0,30
0,25+
5 0,20
<

0,05

0,00

Y IZ,BO‘ I ‘4,".)0‘ I IG,:)O’ ' I8,|00‘ I 1‘0 00 12:06 I 1‘4{0(‘) ‘ 1‘6:0(‘) 18 00 20 00 22 00 é4 00 2‘6 00 éB 0(‘)?‘00
Minutes
Peak Results
Name | RT Area % Area | Height
1 4,974 | 6328874 | 93,56 | 367408
2 5,938 | 218423 3,23 8868
3 7,233 217391 3,21 | 13346

20
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UpppH
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_e2.78
.
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—7.48

JA 4.234 Na
C13-nuit-ak D20 Joptitopspin cp 51

YCNMR (75 MHz, D:0) 8 164.25, 15131, 139.91, 129.52, 120.51, 102.02, 88.89, 73.83, 694, 66.54,
62.76, 58.96,13.11, 745.
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[SYNAPT G2-S#UEB205 UpppH S 08-Apr-
X-CP15022304 4 (0.155) Cm (4) g b 'sOépl\;Szg;-s
100 608.03 5.83e3|

610.03

614.54515 1

— 024 601.08 503,08
29 595.16 600.24

61622  618.47619.09 62115  623.11 ‘

592 594 5967 598 600 602 604 606 608 610 612 614 616 618 620 622 e
Single Mass Analysis
Tolerance = 1.0 PPM / DBE: min =-50.0, max = 50.0
Element prediction: Off
Number of isotope peaks used for i-FIT = 3
Monoisotopic Mass, Even Electron lons
5764 formula(e) evaluated with 4 results within limits (all results (up to 1000) for each mass)
Elements Used:
C:0-100 H:0-100 N:0-10 0O:0-20 P:2-4
SYNAPT G2-S#UEB205 UpppH - JA 4.234 06-Nov-2015
Z-CP15110608 6 (0.262) 1: TOF MS ES-
3.35e+005
567.0185 573.0181 584.0087 ;
1Q/g§ 5450527 558.9874s65 0m05 | . I 589.0004 3919915 60) ggos 10,9787 8139741 6190096
e B T s e B e e e A
550.0 560.0 570.0 580.0 590.0 600.0 610.0 620.0
Minimum: -50.0
Maximum: 10.0 A8} 50.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf (%) Formula
567.0185 567.0182 0.3 0.5 6.5 1094.7 0.018 98.22 Cl4 H22 N2 016 P3
567.0190 -0.5 -0.9 29.5 1099.3 4.599 1.01 C28 H10 N8 O P3
567.0185 0.0 0.0 7.5 1099.9 5.184 0.56 C9 H19 N10 Ol1 P4
567.0187 ~0.2 -0.4 28.5 1100.9 ®.154 0.21 C33 H13 06 P2

SAMPLE INFORMATION

Sample Name:
Sample Type:
Vial:

Injection #:
Injection Volume:
Run Time:

Sample Set Name:

UpppH pure
Unknown

53

1

50,00 ul
30,0 Minutes
javi

Acquired By:

Date Acquired:
Acq. Method Set:
Date Processed:
Processing Method
Channel Name:
Proc. Chnl. Descr.:

Nucleotide

03/07/15 14:45:08
Javi 0_100_30min
03/07/15 16:08:09
Javi

PDA Single 254,0 nm
PDA 254,0 nm

Auto-Scaled Chromatogram

0,14+

0,12

0,10

0,08

AU

0,06

0,04

0,02+

0,00

Ly ety Sy sy Ty ey B Sy e
2,00 4,00‘ 6.00I B,OO’I 10.00‘ 12,00 14.()0I 16,00 1800 20,00 22,00 24,00 2600 28,00 30,00

Peak Results

Minutes

Name RT Area % Area | Height

13,604 | 3773946 | 100,00 | 148117
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dTpppH

8 8 5 g33 EES%; L 35 5 33 B8
: CEE ELAR AT 1358 33 ¢
JA4.233Na
proton10ppm-64scans-S| D20 Joptitopspin ¢p 50
1
,
{
| (11 (
g 7 3 /
‘ i ) M
;\ JI o ,,)”\ o #bbg_,_,k\_‘__,m; LJK Jk\

1 1 iy 1 1 I
s s A A i
] &l k] A ]
80 75 7.0 B.5 8.0 55 4.5 4.0 35 3.0 25 2.0 156 10
1 (ppm)
EHH
N7
JA 4233 Na
P31-dec1H D20 foptitopspin cp 50
o L N
25 20 15 10 5 o 5 =10 15 20 25 30 -35 40 45
1 (ppm)
4 3 HR s 8 LERLE g g3
5 g EH g 3 £4343 : as
] : ] LU - E:
T ] T T T 5 i |
JA 4.233 Na
C13-nuit-4k D20 Joptiopspin cp 50
*C NMR (75 MHz, D,;0) 8 167.95, 152.80, 139.87, 137.22, 12045, 111.82, 84.87, T0.88, 66.56, 65.45,
162.79,62.71, 38.55, 13.09, 11.83.
|
. "
|
[
|
190 180 170 160 150 140 130 120 110 100 70 60 50 40 30 20 10 0

90
1 (pom)
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[SYNAPT G2-S#UEB205 dtPPPh - JA4.233 06-Nov-201
Z-CP15110606 10 (0.437) Cm (10) 1: TOF MS ES-
1004 565.04 1.62¢6|
[
| |
566.04
| 588.07
‘ Wi 4 648.99
242.98 28907 308.08| 401.02 480.98 “fw 95/
O TR o i AT il 4 %% 727.95 586.01904 90 99195 1ot ita0s L0250 -
100 200 300 400 500 600 700 800 900 1000 1100 1200 13b0 1400

Single Mass Analysis

Tolerance = 1.0 PPM / DBE: min = -50.0, max = 50.0
Element prediction: Off

Number of isotope peaks used for i-FIT = 3

Monoisotopic Mass, Even Electron lons

7717 formula(e) evaluated with 6 results within limits (all results (up to 1000) for each mass)
Elements Used:

C:0-100 H:0-100 N:0-10 0:0-20 P:1-4

SYNAPT G2-S#UEB205 dtPPPh - JA4.233 06-Nov-2015
Z-CP15110606 10 (0.437) Cm (10) 1: TOF MS ES-
1.62e+006
100+ s60.9791 0050392 584.0125 591.9984 607.0071
}gé 549.4651 556 9158 7" | 567.0436 577.0180 70T 588.0661 595.9990602.9910 gl
e A e e L B A R e R A
550.0 555.0 560.0 565.0 570.0 575.0 580.0 585.0 590.0 595.0 600.0 605.0
Minimum: -50.0
Maximum: 10.0 1@ 50.0
Mass Calc. Mass mDa PPM DBE i=-FIT Norm Conf (%) Formula
565.0392  565.0390 0.2 0.4 6.5 1242.3 0.140 85.96 Cl5 H24 N2 015 P3
565.0393 -0.1 -0.2 7.5 1244.2 2.058 12.78 C10 H21 N10 010 P4
565.0386 0.6 A, 16.5 1248.2 5.998 0.25 C18 H15 N8 010 P2
565.0397 -0.5 -0.9 20.5 1251.1 8.879 0.01 C24 H14 N4 Ol11 P
565.0392 0.0 0.0 38.5 1254.8 12.568 0.00 C37 H6 N6 P
565.0395 -0.3 -0.5 28.5 1254.9 12.754 0.00 C34 H15 05 P2
SAMPLE INFORMATION
Sample Name: dTpppH pure Acquired By: Nucleotide
Sample Type: Unknown Date Acquired: 03/07/15 16:48:57
Vial: 52 Acg. Method Set:  Javi 0_100_30min
Injection #: 1 Date Processed: 03/07/15 17:31:17
Injection Volume: 20,00 ul Processing Method: Javi
Run Time: 30,0 Minutes Channel Name: PDA Single 254,0 nm
Sample Set Name: javi Proc. Chnl. Descr.: PDA 254,0 nm
Auto-Scaled Chromatog
0,25
0,204
0,15+
=2
<
0,10
0,05
0,00

L L e B B e B e B e e e o oy B
2,(3!0’I 4.00I 6.00| B,OOl 10.00‘ 12,00 14,00 16,00 18,00 20,00 22,00 24,00 2600 28,00 30,00
Minutes
Peak Results
Name | RT Area % Area | Height

1 9,006 | 7331789 | 100,00 | 268304
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