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Experimental Methods

Fmoc-Haic was purchased from ChemImpex or was synthesized as described.! Fmoc-GIn-
NHBn was prepared as described.? Other amino acids were from Chemlmpex or
NovaBiochem. Rink amide resin was from Advanced Chemtech. Solid phase peptide synthesis
was carried out as described.?® Peptides and prodrugs were tested for purity by reverse phase
HPLC on an Agilent 1100 HPLC using a Phenomenex Luna 5u C18(2) 4.6 x 250 mm column.
For both peptide intermediates and prodrugs the gradient was 10 — 80% MeCN/30 min each
solvent containing 0.1% TFA. Peptides or prodrugs were purified by reverse phase HPLC on a
Varian Dynamax HPLC using a Phenomenex Luna 10u C18(2) 21.2 x 250 mm column.
Gradients of MeCN in H,O at 20 mL/min were employed. For peptides 0.1% TFA was included
in the eluents. For prodrugs no TFA was used in the mobile phase. NMR spectra were
obtained on either a Bruker DPX 300 MHz spectrometer or a Bruker DRX 500 MHz
spectrometer.

MDA-MB-468 breast tumor cells were acquired from the American Type Culture
Collection and were maintained as monolayers in DMEM medium supplemented with 10% fetal
bovine serum, 100 mM L-glutamine, 100 uM streptomycin and 100 U/mL penicillin. Cells were
grown at 37°C in an atmosphere of 95% humidified air and 5% CO,. Antibodies against Stat3
(Cat# 9132) and pStat3"’% (Cat# 9145) were purchased from Cell Signaling Technology

(Beverly, MA).

Synthesis of tert-butyl (E)-3-(4-iodophenyl)prop-2-enoate (2): A solution of tert-butyl
diethylphosphonoacetate (10.0 g, 39.6 mmol), 4-iodobenzaldehyde (9.20g, 39.6mmol) and
cesium carbonate (19.3 g, 59.4 mmol) in dry THF (15 mL) was stirred for 4 h. The solvent was
removed in vacuo, the residue dissolved in 300 mL EtOAc, and the organic phase was washed

with water (2 x 30 mL) followed by brine (1 x 30 mL) and dried (MgSQ,). After filtration and
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concentration, the crude product was purified by silica gel column chromatography eluting with
10% EtOAc-hexanes. A white solid was obtained (2, 11.1 g, 86%). *H NMR (CDCls, 300 MHz)
5 1.45 (s, 9H), 6.28 (d, 1H, J =16.0 Hz), 7.15 (d, 2H, J = 8.4 Hz), 7.41 (d, 1H, J=16.0 Hz), 7.62

(d, 1H, J = 8.4 Hz).

Synthesis of tert-butyl (E)-3-(4-diethoxyphosphoryldifluoromethyphenyl)prop-2-enoate
(3): To a solution of diethyl bromodifluoromethylphosphonate (6.45 g, 24.1mmol) in dry DMF
(100 mL) was added cadmium powder (5.41 g, 48.2 mmol). The suspension was stirred for 12 h
under argon. Excess cadmium was removed by filtration under argon and the filtrate was
treated with CuCl (2.86 g, 28.9 mmol) and 2 (5.00 g, 15.1 mmol) for 24 h at rt. Et,O (300 mL),
was added and the mixture stirred for 5 min and filtered. The organic layer was washed with
saturated NH,CI (2 x 40 mL) and water (4 x 40 mL), dried (MgSQ,) and evaporated to give an
oily residue. The crude product was purified by silica gel column chromatography with 40%
EtOAc-hexanes as the eluant to give 4.92 g (83%) of 3 as colorless oil. HRMS (M + 1) calcd
391.1486, found 391.1441; *H NMR (CDCls, 300 MHz) §1.32 (t, 6H, J = 7.2 Hz), 1.54 (s, 9H),
4.11-4.27 (m, 4H), 6.43 (d, 1H, J = 16.0 Hz), 7.56-7.64 (m, 5H). *°F NMR (CDCls, 282.0 MHz) &
-108.8 (d, J = 115.0 Hz, 2F). **C NMR (CDCls, 75 MHz) & 16.2, 16.3, 28.1, 64.8, 64.9, 80.8,

122.2,126.8, 127.8, 137.1, 142.1, 165.8.

Synthesis of pentachlorophenyl (E)-3-(4-diethoxyphosphoryldifluoromethyphenyl)prop-
2-enoate (4): A solution of 7 (4.00 g, 10.2 mmol) in 5 mL dry dichloromethane was treated with
20 mL of trifluoroacetic acid for 1 h at room temperature. The TFA was removed in vacuo and
residual acid was removed by addition and evaporation of toluene (2 x 10 mL). *H NMR
(DMSO-ds, 300 MHz) § 1.31 (t, 6H, 6.9 Hz), 3.97-4.1 (m, 4H), 6.54 (d, 1H, J = 16.0 Hz), 7.47-

7.57 (m, 3H), 7.76 (d, J = 8.1Hz, 2H). °F NMR (DMSO-ds, 282.0 MHz) § -107.7 (d, J = 122.8
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Hz, 2F). *C NMR (DMSO-ds, 75 MHz) & 16.5, 16.6, 65.1, 65.2, 121.9, 126.8, 126.9, 128.8,
133.5, 133.7, 137.4, 142.9, 167.7. The crude cinnamic acid derivative (3.5 g, 10.5 mmol),
pentachlorophenol (3.1 g, 11.5 mmol), DCC (2.6 g, 12.6 mmol) and DMAP (1.3 g, 1.05 mmol) in
100 mL of EtOAc was stirred at room temperature for 24 h. The mixture was filtered through
celite and the solvent removed in vacuo. The crude product was purified by silica gel
chromatography eluting with 25% EtOAc-hexanes to give 5.1 g (84%) of 4 as a white solid.
HRMS (M + 1) calcd 582.9195, found 582.9135; *"H NMR (CDCls, 300 MHz) & 1.26 (t, 6H, J =
7.2 Hz), 4.1-4.2 (m, 4H), 6.67 (d, 1H, J = 16.0 Hz), 7.63 (s, 4H), 7.9 (d, J = 16.0 Hz, 1H). “°F
NMR (CDCls, 282.0 MHz) & -109.06 (d, J = 114.2 Hz, 2F). **C NMR (CDCls, 75 MHz) § 16.3,

16.4,64.9, 65.0, 116.7, 127.1, 127.8, 128.5, 131.6, 132.1, 135.9, 144.2, 147.6, 162.2.

Synthesis of Pentachlorophenyl (E)-3-(4-phosphoryldifluoromethyphenyl)prop-2-enoate
(5): lodotrimethylsilane (2.0 mL, 3.7 mmol) in 5 mL of dry CH,Cl, was added dropwise to a
solution of 4 (2.0 g, 3.43 mmol) and bis(trimethylsilyDtrifluoroacetamide (1.8 mL, 6.8 mmol ) in
20 mL of dry CH,CI, at 0°C under argon. Stirring was continued for 1 h at 0°C and 1 h at room
temperature. The solution was concentrated in vacuo. The residue was taken up in 20 mL
MeCN/H,O/AcOH (8:1:1), stirred for 45 min and concentrated in vacuo. Toluene (5 mL) was
added and evaporated twice. On addition of ether solids separated, which were collected by
filtration and washed with the same solvent to give 1.6 g of 5 as a white powder (89%). HPLC tg
25.22, HRMS (M + H) calcd 526.8569, found 526.8542. 1H NMR (DMSO-dg, 300 Hz) 6 7.13 (d,
J = 15.9 Hz,1H), 7.60 (d, J = 8.1 Hz, 2H), 8.0 (d, J = 8.1 Hz, 1H), 8.08 (d, J =15.9 Hz, 2H). *C
NMR (DMSO-ds, 125 MHz) 6 116.4, 127.2, 127.8, 129.3, 131.2, 131.7, 135.4, 144.3, 148.9,

162.8. °F NMR (DMSO-ds, 282 MHz) § -108.52 (d, 2F, J= 104.3 Hz).

Synthesis of pentachlorophenyl (E)-3-(4-dipivaloyloxymethylphosphoryl-

difluoromethyphenyl)prop-2-enoate (6): NaOH (144 mg, 3.6 mmol) in 2 mL of water was
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added dropwise to a stirred suspension of 5 (1 g, 1.9 mmol) in 5 mL of water. When the mixture
became clear (pH~10), AgNO; (807 mg, 4.75 mmol) was added. After 2 h at 4°C the gray
precipitate was collected by filtration, dried, and pulverized in a mortar and pestle. The powder
was suspended in dry toluene (10 mL) and pivyloxymethyl iodide (1.4 g, 5.7 mmol) was added
and stirred for 24 h at room temperature. After filtration the solvent was removed in vacuo and
the crude product was purified by silica gel column chromatography eluting with 30% EtOAc-
hexanes to give a colorless sticky liquid of 6 (0.90 g, 64%) which solidified on storage at 4°C.

'H NMR (CDCls, 500 MHz) & 1.15 (s, 18H), 5.58 (dd, J = 12.3, 5.0 Hz, 2H), 5.67 (dd, J = 12.3,
5.0 Hz, 2H), 6.68 (d, J = 16.0 Hz, 1H), 7.6-7.64 (m, 4H), 7.9 (d, J = 16.0 Hz, 1H). **C NMR
(CDCls, 125 MHz) & 26.7, 38.7, 82.4, 82.5, 117.0, 127.2, 127.8, 128.6, 131.6, 132.1, 136.3,
144.1, 147.4, 162.2, 176.5. *°F NMR (CDCl;, 282 MHz) & -109.54 (d, J = 123.4 Hz, 2F). *'P
NMR (CDCl; 202 MHz) & 4.65 (m, 1P).  Proton Decoupled *'P NMR (CDCl; 202 MHz) & 4.64 (t,
J =123.2 Hz, 1P). Anal. Calcd for C,gH,5ClsF,O9P: C, 44.56; H, 3.74; Cl, 23.49; F, 5.03. Found:

C, 44.60; H, 3.76; CI, 23.46; F, 4.95. HRMS (M + Na) calcd 776.9750, found 776.9718.

Synthesis of TFA-H-Haic-GIn-NHBn (7): Fmoc-Haic-GIn-NHBn was prepared on solid phase
using 0.300 g (0.36 mmol) of rink resin as described by Mandal et al.®> The Fmoc group was
removed by treatment with 20% piperidine/DMF and the resin then treated with 3 x 10 mL of
trifluoroacetic acid: triisopropylsilane: H,O (TFA:TIS:H,0) (95:2.5:2.5 v/v/v)* and filtered. The
combined filtrates were evaporated to ca 5 mL and the product was isolated by precipitation in
Et,O and collected by centrifugation. The crude peptide was purified by reverse phase HPLC,
using 0.1% TFA-water/acetonitrile, lyophilized, and dried in vacuo over P,Os at 37°C to get 106
mg of a white solid. HPLC tz16.28, (Purity, 100% at 230 nm, 95% at 275 nM). LC-MS (M + H)
calcd 464.2298, found 464.1441. '"H NMR (DMSO-ds 500 MHz) § 1.78-1.83 (m, 1H), 1.86-1.94

(m, 1H), 2.03-2.19 (m, 4H), 2.96 (d, J = 15.0 Hz, 1H), 3.14 (m, 2H), 3.44 (m, 1H), 4.22 (m, 2H),
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4.28 (t, J = 6.0 Hz, 1H), 5.17 (dd, J = 2.5, 11.0 Hz, 1H), 6.8 (s, 1H), 7.02 (t, J = 7.5Hz, 1H), 7.08
(d, J = 7.5 Hz, 1H), 7.12 (d, J = 7.5 Hz, 1H), 7.21 -7.25 (m, 3H), 7.28-7.30 (m, 2H), 8.36 (m, 2H),
8.43 (m, 2H). *°C NMR (DMSO-ds 125 MHz) & 28.5, 31.2, 31.9, 32.3, 52.9, 60.8, 124.4, 127.3,

127.5,128.7,171.1, 171.52.

Preparation of BP-PM6: To a stirred solution of 7 (0.050 g, 0.086 mmol), NMM (0.03 mL, 0.26
mmol) and DMAP (0.005 g, 0.04 mmol) in 2 mL of anhydrous NMP was added a solution of 6
(0.070 g, 0.091 mmol) in 2 mL of dry CH,Cl, under argon. The reaction was monitored by
HPLC. After completion, about 2 h, the reaction mixture was concentrated under vacuum and
triturated with hexane-ether. The solid residue (0.102 g) was taken up in 2 mL of MeCN and
purified by reverse phase HPLC using a gradient of MeCN in H,O (no TFA in the eluant). Yield:
0.060 g (72%). HPLC tz25.80 (purity>98%), HRMS (M + H) calcd 952.3709, found 952.3412.
F NMR (Acetone-ds 282 MHz) & -108.0 (d, J =123.0, 2F). Proton Decoupled *'P NMR
(Acetone-dg 202 MHz) & 4.1 (tr, J = 123.0 Hz, 1P). *H NMR (Acetone-ds 500 MHz) & 1.2 (s,
18H), 1.95-2.00 (m, 1H), 2.1-2.2 (m, 1H), 2.24-2.34 (m, 4H), 3.13-3.22 (m, 3H), 3.5 (m, 1H),
4.4 (d, J = 5.5Hz, 2H), 4.44 (m, 1H),4.65-4.7 (m, 1H), 5.24 (m, 1H), 5.72-5.8 (m, 4H), 6.95-7.02
(m, 2H), 7.1 (m, 1H), 7.2-7.21 (m, 0.8H), 7.25-7.28 (m, 3H), 7.6-7.66 (m, 3H), 7.8 (d, J = 8.0 Hz,
1H), 8.2 (d, J = 8.0Hz, 1H), 8.28 (t, J = 6.0 Hz, 1H), 8.4 (d, J = 7.0 Hz, 0.2 H). **C NMR
(Acetone-ds 125 MHz) & 26.1, 27.9, 30.8, 31.3, 38.4, 42.5, 52.8, 53.7, 61.6, 82.7, 123.2, 123.6,
124.3, 126.5, 126.9, 127.3, 128.1, 128.4, 129.5, 132.8, 138.5, 138.9, 139.0,165.0, 170.4, 171.5,

171.7,175.5,176.3.

Synthesis of TFA-H-Leu-Pro-GIn-NHBn (8): Fmoc-Leu-Pro-GIn-NHBn was prepared on solid
phase using 0.200 g (0.24 mmol) of rink resin as described by Mandal et al.®> The Fmoc group
was removed by treatment with 20% piperidine/DMF and the peptide was cleaved and isolated

as in the case of TFA-H-Haic-GIn-NHBn. The crude peptide was purified by reverse phase
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HPLC, using a gradient of 0.1%TFA-water/acetonitrile, to get 88 mg of white solid after drying in
vacuo over P,0s at 37°C for 24 hr. HPLC tz9.17, (Purity, 95%) HRMS (M + H) calcd 446.2767,
found 446.3924. *H NMR (DMSO-ds 500 MHz) § 0.9-0.95 (m, 7H), 1.55 (m, 2H), 1.78-1.98 (m,
7H), 2.01-2.13 (m, 3H), 3.42 (m, 1H), 3.72 (m, 1H), 4.12 (m, 1H), 4.22 (m, 1H), 4.28-4.3 (m,
2H), 4.42-4.45(m 1H), 6.8 (s, 1H), 7.23-7.33 (m, 7H), 8.15-8.2 (m, 4H), 8.37 (m, 1H).**C NMR
(DMSO-ds 125 MHz) 6 21.6, 23.6, 23.8, 25.1, 28.4, 29.5, 31.9, 42.5, 47.3, 49.9, 53.0, 60.1,

127.2,127.5, 128.7, 139.8, 158.4, 158.7,168.2, 171.3, 171.6, 174.3.

Preparation of BP-PM279G: To a stirred solution of 8 (0.042 g, 0.075 mmol), NMM (0.025 mL,
0.22 mmol) and DMAP (0.005 g, 0.04 mmol) in 5 mL of 50:50 anhydrous MeCN/CH,Cl,, was
added 6 (0.060 g, 0.078 mmol) under inert atmosphere. The reaction was monitored by HPLC.
After completion, about 2 h, the reaction mixture was concentrated under vacuum and triturated
with ether. The solid residue (0.092 g) was taken up in 2 mL of MeCN and purified by reverse
phase HPLC using a gradient of MeCN in H,O (no TFA in the eluant). Yield: 53 mg (75%).
HPLC tz26.29 (purity >98%), HRMS (M + H) calcd 934.4179, found 934.4190. *F NMR
(Acetone-ds 282 MHz) § -109.43 (d, J =124.0, 2F). Proton Decoupled *P NMR (Acetone-ds 202
MHz) § 4.3 (t, J = 121.0 Hz, 1P). *H NMR (Acetone-ds 500 MHz) & 0.93 (d, J = 6.0 Hz, 3H), 0.97
(d, J = 6.0 Hz, 3H), 1.22 (s, 18H), 1.53-1.58 (m, 1H), 1.67--1.74 (m, 2H), 1.93-2.0 (m, 2H), 2.18-
2.23 (m, 1H), 2.3-2.4 (m, 2H), 3.85 (m, 1H), 3.94 (m, 1H), 4.3-4.37 (m, 3H), 4.43-4.49 (m, 1H),
4.93 (m, 1H), 5.72-5.81 (m, 4H), 6.5 (s, 0.5H), 6.9 (d, J = 16.0 Hz, 1H), 7.14 (s, 0.5), 7.23 (t, J =
7.0 Hz, 1H), 7.27-7.35 (m, 4H), 7.57 (d, J = 7.5 Hz, 1H), 7.62-7.7 (m, 4H), 7.77 (d, J = 8.0 Hz,
2H), 7.86 (m, 1H), 8.21(d, J = 7.0 Hz, 1H). *C NMR (Acetone-ds 125 MHz) § 21.1, 22.8, 24.5,
24.9, 26.1, 26.7, 31.5, 38.4, 40.4, 42.4, 47.4, 49.7, 53.5, 61.6, 82.6, 123.6, 126.6, 126.8, 127.2,

127.3, 127.9, 128.2, 138.2, 138.7, 139.7, 164.6, 171.1, 171.5, 172.4, 175.5, 176.0.
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Synthesis of F2PmCinn-Haic-GIn-NHBn (NP-PM6): Fmoc-Haic-GIn-NHBn was assembled on
0.2 g (0.12 mmol) of Rink resin using the general procedures described above. Compound 5
(0.095 g, 0.18 mmol), HOBt (0.027 g, 0.18 mmol) and DIEA (31 pL, 0.18 mmol) in 5 mL of DMF
was added. After 3 hr the ninhydrin test was negative. The peptide was cleaved from the resin
with trifluoroacetic acid: triisopropylsilane: H,O (95:2.5:2.5 v/v/v) and purified as above to give
43 mg of final peptide. Tg (min.) (0.1%TFA/MeCN-H,0): 13.64 (Purity: > 99%). HRMS (M+H)
Cald: 724.2348. Found 724.2620. *H NMR (DMSO-d6 500 MHz) & 1.38-1.48 (m, 2H), 1.67 (m,
1H), 1.80 (m, 1H), 1.98-2.04 (m, 4H), 2.87 (d, J = 16.0 Hz, 1H), 2.95-3.06 (m, 2H), 3.32 (m, 2H),
4.12-4.22 (m, 3H), 4.42 (m, 1H), 5.03 (d, J = 8.5 Hz, 1H), 6.66 (s, 1H), 6.8 (d, J = 15.5 Hz, 1H),
6.88 (t, J =7.0 Hz, 1H), 6.99 (m, 1H), 7.11-7.2 (m, 5H), 7.36 (d, J = 16.0 Hz, 1H), 7.48 (s, 4H),
8.18 (d, J = 8.0 Hz, 1H), 8.32 (m, 1H), 8.50 (d, J = 7.0 Hz, 1H). **C NMR (DMSO-d6 125 MHz) &
22.4,22.7,28.5,29.5, 315, 31.9, 32.1, 42.5, 44.1, 52.9, 53.4, 61.0, 123.0, 124.0, 125.9, 127.1,
127.2,127.5,128.7, 129.7, 133.1, 135.7, 139.1, 139.4, 139.7, 164.9, 169.6, 171.0, 171.6, 174.1.

P NMR (DMSO-d6 202 MHz) § 0.59 (t, J = 90.9 Hz, 1P).

Synthesis of MP-PM6: From failed solid phase synthesis of BP-PM6. 22 mg of desired material
was obtained after HPLC purification. Tg (min) (0.1%TFA/MeCN-H,0): 19.78 (Purity: > 97%).
HRMS (M+H) Cald: 838.3029. Found 838.3032. ‘H NMR (DMSO-d6 500 MHz) 51.06 (s, 9H),
1.68 (m, 1H), 1.80 (m, 1H), 1.94-2.08 (m, 4H), 2.87 (d, J = 16.5 Hz, 1H), 2.95-3.1 (m, 2H), 3.35
(m, 1H), 4.11-4.22 (m, 3H), 4.43 (t, J = 8.0 Hz, 1H), 5.04 (m, 1H), 5.38 (d, J = 11.5 Hz, 2H), 6.84
(d, J =16.0 Hz, 1H), 6.9 (t, J = 7.0 Hz, 1H), 7.00 (t, J = 8.0 Hz, 1H), 7.11-7.21 (m, 5H), 7.38 (d, J
=16.0 Hz, 1H), 7.47 (d, J = 8.0 Hz, 2H), 7.55 (d, J = 8.0 Hz, 2H), 8.15 (d, J = 8.0 Hz, 1H), 8.3 (t,
J =6.0 Hz, 1H), 8.51 (d, J = 7.5 Hz, 1H). **C NMR (DMSO-d6 125 MHz) § 27.1, 28.5, 29.5,

31.5, 31.8, 38.6, 42.5, 52.8, 53.4, 54.6, 61.0, 83.4, 117.9, 123.5, 125.9, 127.2, 127.5, 128.7,
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129.7,133.1, 136.7, 138.7, 139.4, 139.7, 169.6, 171.6, 174.1, 176.8, 197.7. *'P NMR (DMSO-

d6 202 MHz) § 0.61 (t, J = 101.0 Hz, 1P).

Inhibition of Stat3 tyrosine 705 phosphorylation in MDA-MB-468 cells.

MDA-MB-468 breast tumor cells (0.4 x10°) were plated onto 35 mm culture dishes and were
allowed to grow overnight. Prodrugs were prepared as 10 mM stock solutions in DMSO and
aliquots were added to the culture media to give the correct final concentrations. After 2 h the
cells were washed with ice cold phosphate buffered saline. Washed cells were treated with
lysis buffer (50 mM Hepes, pH 7.4, 150 mM NacCl, 1.5 mM MgCl,, 1 mM EGTA, 100 mM NaF,
10 mM sodium pyrophosphate, 10% glycerol, 1% Triton X-100, 1 mM PMSF, 1 mM NazVO,, 10
png/mL leupeptin and 10 ug/mL aprotinin). Cell-free detergent extracts were centrifuged at
15,000 rpm in a microcentriguge for 30 min at 4°C and the protein concentrations of the
supernatants determined. Aliquots containing 12 ug of protein were separated on 8% SDS-
PAGE and were transferred to PVDF filters. The filters were blocked with 5% bovine serum
albumin and were probed with pStat3Y’®® antibody followed by secondary antibody, whose
signal was detected with an enhanced chemiluminescence kit (ECL, Amersham, Chicago, IL).
Filters were stripped with stripping buffer (62.5 mM Tris, pH 6.8, 2% SDS, and 0.1 M 2-
mercaptoethanol) at 50°C for 30 min. Filters were then probed with total Stat3 antibody and

visualized with chemiluminescence as above.
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642
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168
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133
3.L3
260
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NAME BPPM—-6_0L
e e e e e e e s e EXENO B
M~~~ 0o PROCNO 1
T2 - Acqguisition Parame:
Date_ 20090417
Time 12.45
INSTRUM spect
PROBHD 5 mm QNP 1H/19
PULPROG zg30
TD 65536
SCLVENT CDE13
NS 8
DS 2
SWH 6172.839
FIDRES 0.094190
AQ 5.3084660
RG 16%.3
DW 81.00C
DE 6.00
mu TE 301.2
D1 1.0000000C
TD 1
O ======== CHANNEL fl ====
2 NUC1 1H
Pl 10.25
PL1 -1:00
SFO 300.1318534
F2 — Processing paramete
SI 32768
SF 300.1300275
WDW EM
SSB 0
LB 0.30
GB C
PC 1.00

-

<~

._ J 5

(=] 3%8 [=] (=]
ol el - o
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Current Data Parameter
NAME BPPM-6_C
EXPNO

PROCNO

[e9]

—

L

. . - P . .

O

\ %X /? F2 - Acgquisition Paranm
Date_ 2009041
Time 12.5
INSTRUM spec

PROEBHD 5 mm QNP 1H/1

PULPROG z2g3

Ty 5573

__UO (OEt)> mmzmze mmm_m
F,C e
oS

SWH 6172.82

_ FIDRES 0.09418

AQ 5.30846€

OH RG 161.

pwW 81.0C

@) DE 6.C

TE 301.

D1 1.000000C

TDO

======== CHANNEL fl1 ==

NUC1 1
Pl 15.2
PL1 =16
SFCL 300.131852
F2 - Processing parame
sI 327¢
SF 300.130027
WDW E
SSB

LB 0.3
GB

PC 1.¢C
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Current Data Parameters

NAME BPPM-€_OL
EXPNC 4
PRCOCNC 1

F2 - Acguisiticn Parameters
Date_ 20090417
Time 13.07
INSTRUM spect
PROBHD 5 mm QNP 1H/19
PULPROG zgpg30

TD 65536
SOLVENT CDC13

NS 735

DS 4

SWH 17985.611 H=z
FIDRES 0.274439 H=z
AD 1.8219508 sec
RG 645.1

DW 27.800 use
DE 6.00 use
TE 301.2 X
D1 2.00000000 sec
dll 0.03000000 sec
DELTA 1.89999998 sec
TDO 1.
======== CHANNEL fl =======
NUC1 l3c

Pl 10.00 use
PL1 1.30 4B
SFCl 75.4752953 MHz
======== CHANNEL f2 =======
CEPDPRG2 waltzlé
NUC2 1H
PCPD2 100.00 use
PL2 -1.00 dB
PL12 19.00 dB
PL13 19.00 dB
SFO2 300.1312005 MHz
F2 - Processing parameters
SI 32768

SF 75.467749C MEz
WD EM

SSB C

LB 1.00 Hz
GB 8]

5 1.4¢C
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AN M 1 IO OO AN~ W0 LW 0 )
Mo oy Oy YO~ O MmMN O QO WO <
Oy 00 W W WO A A A A A O NN Current Data Parameters
e s 4 e e s P s s e e s e e s P NAME DEDFPCP_ OL-1
= > W w A RS RS AR S — o~ EXPNO 1
PROCNG i
_UOAOMCM F2 - Acquisition Paramet
I Date_ 2009C417
Time 15.41
INSTRUM spect
PROBHD 5 mm QNP 1H/19
PULPROG zg30
_ D 65536
SOLVENT CDC13
0-0@O_m NS 4
DS 2
SWH 6172.8389
0 FIDRES 0.094190
4 AQ 5.3084660
RG 362
i7) 81.000
DE 6.00
TE 300.2
D1 1.60000000
TDO 1
======== CHANNEL f1 ====
NUC1 1F
Pl 10.25
PL1 -1.00
SFO1 300.1218534
F2 - Processing paramete
SI 32768
SF 300.1300268
WDW EM
SSB G
LB 0.3C
GB a
BPC 1.00
ﬁ. 10 i \.\Lrl. 2 9
7
g (3 £ g
| < o < ©
Al AR

........q__._....______.._.-_.....__.__.__......____.-_..._.....~1..__.___.._._..-......__....___._..g.._—_._.-l_

11 10 9 8 7 6 5 4 3 2 1 0 ppm
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Current Data Parameters
NAME DEDFPCP_ OL-1
EXPNO 3
PROCNOG 1
FZ - Acquisition Paramet
Date_ 20090417
Time 16.51
INSTRUM spect
PROBHD 5 mm QNP 1H/19
PULPROG zgpg30
TD 65536
SOLVENT CDC13
NS 1024
DS 4
SWH 17985.611
FIDRES 0.274439
AQ 1.8219508
RG 456.1
DW 27.8CC
DE 6.00
T 301.2
D1 2.00000000
dll 0.030¢0000
DELTA 1.89999998
isle 1
======== CHANNEL fl ====
NUC! 13C
Bl 10.00
PL1 1.30
SFO1 75.4752953
======== CHANNEL £2 ====
CPDPRG2 waltzle
NUC2 1H
PCPD2 100.00
PL2 -1.00
PL1 19.00
PL13 19.00
SFO2 300.1312005
F2 - Processing paramete
51 32768
F 75.46774%0
WDW EM
SSB 0
LB 1.00
GB 0
PC 1.00
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0-C4Cls

-108.86

~109.26

~-104

~106

-108

-110

Current Data Parameters

NAME DEDFPCP_ OL-1
EXPNO 2
PROCNO 1
F2 - Acquisition Parameters
Date_. 20090417
Time 15.43
INSTRUM spect
PROBHD 5 mm QNP 1H/19
BULPROG zgflgn
D 131072
SCLVENT C6D6
NS 16
D3 4
SWHE 67567.570 Hz
FIDRES 0.515520 Hz
AQ 0.9699828 sec
RG 912.3
DW 7.400 usec
DE 6.00 usec
TE 301.2 K
pi 1.00000000 sec
TGO 1
======== CHANNEL fl ========
NUCL 19F
P1 12.00 usec
PL1 -4.00 4B
SFO1 282.3761148 MHz
FZ - Processing parameters
S1 65536
F 282.4043550 MH=z

WDW EM
SSB 0
LB C.3C Hz
GB 0
BC 1.00

20
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11.814
1.1.1
058
003
976
622
595
158
106

rent Data Parameters

ClE
NAME BPPM—-6_CL
EXPNC 3

PRCCNC 1
F2 - Acguisition Parameters
Date__ 20090417
Time 13.:55
INSTRUM spect
PROBHD 5 mm QNP 1H/19
PULPROG zg30
vO6IW D 65536
| SOLVENT CDC13
FL NS 6
DS 2
SWH 6172.839 H=z
FIDRES 0.C094190 Hz
; A0 5.3084660 sec
0-PCP RG 287.4
5 DW 81.000 usec
0 DE 6.00 usec
TE 30C.2 K
D1 1.0000000C sec
TDO 1
===——=—= CHANNEL £l ========
NUC1 1H
Pl 10.25 use
PL1 -1.00 dB
SFO1 300.1318534 MHz
FZ - Processing parameters
I 32768
SEF 300.1300000 MH=z
WDW EM
SSE 0
LB 0.30 Hz
G 0
PC 1.00
s—i ; |

0| (o] [e
nmﬂ.n. <
[ IREATINE o
) I ) B B B B L L) I s M MR ) RS R ey Lo s a s s AR Ry LA

13 12 11 10 9 8 7 6 5 4 3 2 1 0 ppm
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Current Data Parameters

NAME OL_5
EXPNO 1
PROCNC 1
F2 - Acquisition Parame
Date_ 20090605
Time 1852
INSTRUM spect
PROBHD 5 mm TXI 1KE/D-
PULPROG zgpg30
TD 65536
SOLVENT DMSG
NS 1444
DS 4
SWH 30030.029
FIDRES 0.458222
AC 1.091241¢0
RG 4096
DW 16.650
DE 7.50
TE 300.2
D1 2.000C000C0
dil C¢.0300000C0
DELTA 1.89999998
DO 1
======== CHANNEL fl ===
NUC1 13C
Pl 11.25
PL1 -5.50
SFO1 125.7703643
======== CHANNEL f2 ===
CPDFRG2 waltzle
NUC2 1H
PCPD2 90.00
PL2 -2.00
PL12 18.50
PL13 20.00
SFO2 500.1320005
F2 - Processing paramet:
sI 32768
i 125.757789¢C
W EM
SSB ¢}
L 1.08
G ¢}
PC 1.40

o

N

n
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-108.33
-108.70

Current Data Farameters
NAME bppm&-5
EXPNO 4
PROCNOC 1
F2 Acquisition Parameters
Date 2009C€05
Og o Ti 10.51
/_U/ spect
F OH PROBHD 5 mm QNP 12/19
PULPROG zgfhiggn
F T 131072
SOLVENT DCl3
NS 64
DS 4
SWH 67567.570 Hz
OCeCls FIDRES 0.515500 Hz
o AQ 0.9699828 sec
RG 4096
D 7.400 usec
DE 6.00 usec
ZE 300.2 X
D1 1.00000000 sec
. dil 0.03000008 sec
diz 0.0000200C sec
TDO 1
======== CHANNEL fl ========
NUC1 Hi-hoy
Pl 12.00 usec
Ll -4.00 dB
SFO1 282.3761148 MHz
======== CHANNE £2 ========
CPDPRG2 waltzlé
NUCz 1H
PCPDZ 100.00 usec
PL2 -1.00 4B
PL12 19.00 4B
SFOZ2 300.1312005 MHz
F2 - Processing parameters
SI 65536
SF 282.4043550 MEHz
WD EM
£SB 0
LB G.30 Hz
GB 0
BC 1.00
—
&

e ——

R LT o i U e L e e
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1.141

1.02 —

11 10

Current Data Parameters

NAME BPPCPCINN
EXPNO 1
PROCNO 1
F2 — Acquisition Parame
Date_ 2009C421
Time 8.34
INSTRUM spect
PRCBHD 5 mm TXI 1H/D-
PULPROG zg30
TD 65536
SOLVENT CDCL3
NS 4
DS 2
SWH 10330.578
FIDRES 0.157632
AQ 3.1720407
RG 40.3
DW 48.400
DE 7250
TE 298.2
D1 1.0000C000
TDO 1
======== CHANNEL fl ===
NUC1 lH
Pl 8.C0
PL1 -2.C0
SFO1 500.1330885
F2 - Processing paramet
ST 32768
SF 500.1300463
WDW EM
SSB 0
LB 0.30
GB o]
PC 100

N

N

n
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NAME BPPCPCINN
EXPNO 2
PROCNC 1.
F2 - Acguisition Parameter
Date_ 20090421
Time g.44
INSTRUM spect
PROBHD 5 mm TXI 1E/D-
PULPROG zgpg30
TD 65536
SCLVENT Cpcl
NS 150
DS 4
SWH 3803C.029 Hz
PO (OPO M) FIDRES $.458222 Hz
! AQ 1.0912410 se
RG 1448.2
DwW L6650 as
CE 7.30 us
TE 298.2 K
v ER 2.00000CG0 se
dall 0.03000CC0 =e
DELTA 1.89999998 se
DO 1
======== CHANNEL fl ======
NUCL 13¢
1 11.25 us
PL1 -5.50 dB
SFOL 125.7703643 MH
======== CHANNEL f2 ======
CPDPRG2 waltzl6
NUC2 1H
BCPD2 90.00 us
PL2 -2.00 dB
PL12 18.50 dB
PL13 20.C00 ¢B
SFO2 500.1320005 MH
F2 - Processing parameters
ST 32768
SF 125.7577890 ME
WDW EM
SSB 0
LB 1.00 Hz
G3 G
PC 1.40

) I " I - I : I : I ' I " I ) I )

T
200 180 160 140 120 100 80 60 40 20 0 ppm
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Current Data Parameters
NAME BPPCPCINN
EXPNO 5
PRCCNO 1
F2 - Acquisition Parameters
Date_ 20090421
PO (©OPOM)> Time 10.02
F>C INSTRUM spect
PROBHD 5 mm TXI 1H/D-
PULPROG dept 135
_ o.pcP D 65536
SOLVENT CDC13
o NS 31
6 DS 4
SWH 30030.029 Hz
FIDRES 0.458222 Hz
AQ 1.0912410 sec
RG 9195.2
DW 16.650 usec
E 7.50 usec
TE 298.2 K
CNST2 145.00000C0
D1 2.00000CC0C sec
dz 0.00344828 sec
al2 0.0000200C sec
DELT 0.00001432 sec
TDO 1
======== CHANNEL fl ========
NUC1 13cC
Pl 11.25 usec
p2 22.50 usec
RIid: -5.50 dB
SFo1 125.7703643 MHz
======== CHANNEL f2 ========
CPDPRG2 waltzl6
NUC2 1H
P3 8.50 usec
p4 17.00 usec
PCPD2 90.00 usec
J ’ w, PL2 ~-2.00 dB
: | | PL12 18.50 dB
SFO2 00.1320005 MHz
F2 - Processing parameters
= 32768
SE 125.7577890 MHz
WDW EM
SSB 0
L 1.00 Hz
T T T T GE c
I T T T T I ] I I _ PC 1.40
180 160 140 120 100 80 60 40 20 0 ppm
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wn K ™M
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U3 =i Current Data Parameters
_ _ NAME BPPCPCINN
EXPNO 4
PROCNO 1:
FZ - Acgquisition Parameters
Date_ 20090421
Time 9.58
INSTRUM spect
PROBHD 5 mm TXI 1H/D-
PULPROG zgpg30
D 65536
SOLVENT Acetone
NS 16
DS 4
SWH 80645.164 Hz
PO (OPOM)> FIDRES 1.230548 Hz
Fol AQ 0.4063794 sec
RG 20642.5
DW £.200 usec
_ oO-PCP DE .ﬂ_.mo usec
TE 298.2 K
6 D1 2.000C0000 sec
dll 0.030C0000 sec
DELTA 1.89899998 sec
DO 1
======== CHANNEL fl ========
NUC1 31p
Pl 15.00 usec
PL1 -4.50 dB
SFOl 202.4462121 MH=z
======== CHANNEL f2 ========
CPDFRG2 waltzleé
NuUC2 1H
PCPD2 90.00 usec
PL2 -2.00 dB
PLi2 18.50 dB
L1l3 20.00 dB
SFC 500.1320005 MH=z
F2 - Processing parameters
ST 32768
F 202.4563350 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB 0
_ PG 1.40
0
N
N
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8.430
8.415
8.399
8.366
308
7.294
7.279
14250
7236
Tud23
Tx208
7.129
F.115
T«090
7.075
Tosill33
7018
6.799
5189
5.184
5.167
Salbd
4.289
4.278
4.266
4.239
4,224
4.212
3.468
3.446
3.434
3.412
3« 151
3.141
2.918
2.943
2.898
2.740
2:810
Bow. 150
2yl 18
2.104
2.089
i B i

VA e

Current Data Parameters

NAME 69G
EXPNO 1.
PRCOCNO 1
F2 - Acguisition Parameters
Date_ 20090414
Time 16.50
INSTRUM spect
PROBHD 5 mm TXI 1H/D-

H-HAIC-GIn-NHBnNn PULPRCG zg30
TD 65536
SCLVENT cDEls
NS 16
DS 2
SWH 10330.578 Hz
FIDRES 0.157632 Hz
AQ 3.1720407 sec
RG 256
oW 48.400 usec
DE 7.50 usec
TE 299.2 K
D1 1.00000000 sec
D 1
======== CHANNEL fl ========
NUC1 1H
Pl 8.75 usec
PL1 -2.00 dB
SFO1l 500.1330885 MEz
F2 - Processing parameters
ST 32768
SFE 500.1300000 MEz
WDW EM
SSB 0
LB 0.30 H=z
GRB 0
PC 1.00

| M
3 KEE jjf_ ENNCEN R
- | NI | v~ | ==
........ M._N...... L B I I o o ___._.____,_.......d........._....._.___.........__.._.q,.._.._.ijwﬂ
10 5 4 3 2 1 0 ppm
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Current Data Parameters
NAME 69G
EXPNO 3
PROCNC 1
F2 - Acguisition Parameters
Date_ 20090414
Time 17.03
INSTRUM spect
PROBED 5 mm TXI 1H/D-
PULPROG zgpg30
D 65536
SOLVENT CDCl3
NS 15360
DS 4
SWH 30030.029 Hz
FIDRES 0.458222 Hz
AQ 1.0912410 sec
RG 2896.3
H-HAIC-GIn-NHBn o mewm uses
TE 299.2 K
D1 2.00C00000 sec
dll 0.03C00000 sec
DELTA 1.89999998 sec
DO 1
======== CHANNEL f] ========
NuUcl 13cC
Pl 11.25 usec
PL1 -5.50 dB
SFO1 125.7703643 MHz
======== CHANNEL f2 ========
CPLDPRGZ waltzl6
NUC 1H
PCPD2 90.00 usec
PL2 -2.00 dB
PLL 18.50 dB
PL13 20.00 dB
SFO2 500.1320005 MH=z
F2 - Processing parameters
SI 32768
! SF 125.7577890 MH=z
_ WoW EM
SSB 0
LB 1.00 Hz
| j I ! I j I ' I d ! : I ; I ® I ) I ! I ! mm 1 aw
200 180 160 140 120 100 80 60 40 20 0 ppm 0
N

n
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H-HACI-GIn-NHBn

Current Data Parameters

NAME 69G
i PPM  exeno 2
PROCNO i
& [ F2 - Acquisition Parameters
@ L Date_ 20090414
E Time 16.51
r INSTRUM spect
+ PROBHD 5 mm TXI 1E/D-
g r PULPROG cosyapaf
e 2 D 2048
a8 . SOLVERT DMSO
r NS 2
- Ds 8
+ SWH 6666.667 Hz
r FIDRES 3.255208 Hz
L AQ 0.1537250 sec
F RG 64
8 . w DW 75.000 usec
o CE 7.50 usec
r TE 299.2 K
] E do 0.00600300 sec
[ D1 1.48689198 sec
r di13 0.00200400 sec
L D16 0.00020000 sec
— 4 INO 0.00015000 sec
& % e B C =s===c== CHANNEL £l ========
L NUC1 1H
r PO 8.75 usec
L Fl 8.75 usec
- PL1 -2.00 dB
.|m SFO1 500.1330069 MEz
IIL ® Q . - ====== GRADIENT CHANNEL =====
N GPNAM1 SINE.100
i GPNAMZ SINE.108
B GPZ1 10.0C %
C GPZ2 10.00 %
3 m Fl6 1000.00 usec
B Fl - Acguisition parameters
L NDO 1
& TD 128
r SFOL 500.133 MHz
- FIDRES 52.083332 H=z
; r SW 13.330 ppm
g r ﬂ FnMODE QF
B FZ2 - Processing parameters
: [ sI 1024
- SF 500.1300000 MHz
r WOW SINE
L 558 0
- LB 0.00 Hz
= i —8 GB 0
B C 1.00
A % @ E Fl - Processing parameters
B SI 1024
+ MC2 QF
r SF 500.1380000 MHz
-9 WoW SINE
e s T R e Rl s b R 67 165 A L i i i B e mwm oommm

85 8.0 75 7.0 6.5 6.0 55 5.0 45 4.0 3.5 3.0 25 20 15 ppm ’
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Data File C:\HPCHEM\1\DATA\081-0301.D

3>C;

2000

1500 -

1000

500

mAU

2000

1500

1000

500

Sample

Name: 11-13

DAD1 A, Sig=230,16 Ref=550,100 (081-0301.D)

H-HAIC-GIn-NHBn

- 16.283

- 24.208

0 5 10 15

20

DAD1 B, Sig=275,4 Ref=550,100 (081-0301.0)

=~ 16.284

20

25

min

Instrument

1 3/31/2009 2:19:11 PM DS

Page 2 of 3
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H-Leu-Pro-GIn-NHBn

Current Data Paramete:

NAME 27
EXPNO

PROCNO

F2 - Acquisition Parar
Date_ 200805
Time 7
INSTRUM spe:
PROBHD 5 mm TXI 1H/I
PULPROG zg:
To 655
ECLVENT €DC
NS E
bs

SWH 10330.5°
FIDRES 0.1576:
AQ 3.17204¢
RG 101.
DW 48.4(
DE 7.5
TE 298.
D1 1.000000¢
TDO

———————w CHANNEL £1 =
HUCL z
Pl 8.(
PL1 -2.(
SFC1 500.13308¢
F2 - Preccessing parame
SI 327
SF 5¢C.13000(
WDW 3
5s5B

LB 0.:
GB

PC L

S31
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H-Leu-Pro-GIn-NHBnN

i
i
i

LT
~
\ Naws
o

e

200 180

Current Data Parameters

o

o

L

E

mom o

»

NAME 276G
EXPNC 5
PRCCRO 1
FZ - Acguisition Paramete
Date_ 20090514
Time 17.15
INSTRUM spect
PRCBHD 5 rom TXI 1H/D-
PULPROG gpg30
D 65536
SOLVENT DMSC
NS 1285
Ds 4
SWH 30030.029
FIDRES 0.458222
AQ 1.0912410
RG 4537.6
Dw 16.650
CE 7.50
TIE 299.2
D1 2.0000CG300
dll G.03086000
DELTA 1.89999998
TDO 1
======== CHANNEL fl ====
NUC1 13C
Pl 12.00
PL1 -5.50
SFCol 125.7703643
======== CHANNEL f2 ====
CPDPRG2 waltzlé
ruC2 1H
PCPD2 930.00
PL2 -2.00
PL12 18.50
PL13 20.00
SFO2 500.1320005
F2 - Processing parameter
SI 32768
SF 125.757789¢C
WDW EM
SSB [
LB 1.00
GB 0
PC 1.40
N
A
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Data File C:\HPCHEM\1\DATA\062-0101.D

Sample Name: 276G

mAU
400

350

300

250

200

150

100

50

DAD1 A, Sig=230,16 Ref=550,100 (062-0101.D)

9171

H-Leu-Pro-GIn-NHBn

JLIIJIJL_L.;‘IIILJ\I!l_t;le\lJJ!I:_)._\_J:llJlAll_I‘JJ\lailll

|
|

0 5 10 15

20 25 min

mAU
400

N
(%]
o

[
(=
o

Ll

150

100 -

4]
o

o

|J{H|w
|

-50

DAD1 B, Sig=275,4 Ref=550,100 (062-0101.D)

g e

wewlowsza v

Lot

0 5 10 ) 15

Instrument

1 5/11/2009 6:17:18 PM DS
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.400
.385
.298
.287
279
215
.199
.814
.798
660
.641
.628
.609

591
284
273

.268
.261
.246
.214
.209

203

.197
.185
-102
.095

027
012
997
989

.957
.803
.792
LTT77
.767
793
.742
.728
717
.257
.250
.235
.229
.679
.674
.661

656

.460
.450
.441

432
426
417

.392
. 380
.542
.520
. 509
487
.225
212
.204
.186
174
.166
.129
IR
.346
<327
L3316

301

.285
.279
.274
256
.244
-174
.164
.158
.148
<131
121
.105
.091
.087
.083
.078
074

o7

.994
.989
.977
. 966
. 960
.949
196
.187
.118
.104
.098
.000
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BP-PM6

Current Data Parameters

NAME 676052909
3 EXENO a
Uv PROCNC 1
: _ P2 - Rcquisition Parameters
! I r Date_ 20080529
F Time 11.28
* _m n.— .v| o INSTRUM spect
L PROBHD S mm TXI 1H/D-
- FULDROG mlevetgp
{ r ™D 4056
q_ | F SOLVENT cDCl3
C NE 8
F oS 16
8 8 nl._ SWE 5122.951 Hz
A b T u FIDRES 1.250720 Hz
F AQ 0.3999172 sec
N [ RG 203.2
¢ ! F oW 97.600 usec
¢ N DE 7.50 usec
\ u T 300.2 K
[ — 2 0.00000300 sec
| H [ 2.00000000 sec
q é ® : 5.07000000 sec
L o 0.43000000 sec
, [ 0.00002000 sec
' 0.00020000 sec
{ [ W 0.00119791 sec
— 0.00120800 sec
g ¢y 4 : :
1 ; d F 0.00019520 sec
H ¢ 8§ : K
[ 6
: | i
M , | \ B 128
| o CHANN L
: ! —4 CHMNNEL £1 —==
1 1 B 8.00 usec
@m Ba r mwmo usec
- .34 usec
¢ _ ¥ 0 L] - 35.00 usec
0 N 70.00 usec
! i — m 2500.00 usec
' F -2.00 dB
1 & ® 0 " 2L10 10.82 dB
| r SFoL 500.1323022 MHz
- ====== GRADIENT CHANNEL =====
I GPNAML SINE.100
- m SPNAM2 SINE.100
F GPZ1 30,00 %
‘ ’ [ GPz2 30.00 &
L * , F P16 1000.00 usec
| | - Fl - Acguisition parameters
t W ! F NDO 1
. i —7 D 256
) i fo E SFOL 500.1323 Mz
i L FIDRES 20.011526 Hez
. F aW 10.243 ppn
‘ L FnMCDE Echo-Antiecho
) L
[] I F2 - Processing parameters
. .Im s 2048
: L sF 500.1300000 Mz
?‘ LR r WDW QSINE
] ! ? ) L SSB 2
! E LB 0.00 Hz
| L GB 0
+ 1.00
o - Processing parameters
E 1024
L echo-antiecho
_, - 500.1300000 Mz
0 QSINE
B I I I e I I IS LS et s a s s B >
0.00 Hz
9 8 F i 6 5 4 3 2 1 0 0
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BP-PM6
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ppm

Current Data Parameters

NAME 67G052909
EXPNO 2
PROCNC 1

F2 - Acquisition Parameters
Date_ 20090529

Time 31.16
INSTRUM spect
PROBHD 5 mm TXI 1H/D-
PULPROG cosygpgf

ja) 2048
SOLVENT DM3O

NS 1

DS 8

SWH 6666.667 Hz
FIDRES 3.255208 Hz
AQ 0.1537250 sec
RG 203.2

Dw 75.3500 usec
DE 7.50 usec
TE 300.2 K

do ¢.0000C300 sec
D1 1.48689198 sec
di13 G.000CC400 sec
D16 0.00020GC00 sec
ING 0.00015C00 sec
======== CHANNEL £1 ========
NUC 1H

PO 8.00 usec
Pl 8.00 usec
PL1 -2.0C dB
SFO1 500.1330069 MHz

=== GRADIENT CHANNEL =====

GFNAM1 SINE.100
GPNAM2 SINE.100
GPZ1 10.00 %
GrPz2 10.00 %
Plé 1000.00 usec
Fl - Acguisition parameters
NDO 1

TD 128
SFO1 500.133 MHz
FIDRES 52.083332 Hz
sw 13.330 ppm
FnMODE QF

F2 - Processing parameters
SI 1024

SF 500.1300000 MHz
WDW SINE

SSB 0

L 0.00 Hz
GB 0

PC 1.00

Fl - Processing parameters
SI 1024

MC2 QF

SF 500.13C0000 MHz
WDW SINE

SSB S

LB 0.00 Hz
GB "
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207.60

176.30

=——175.55

BP-PM6

sd2

171
171.49

170.44

TT——164.99

138.96

138.87

138402
132.717
129.47

12837

128.10

127.29

126.87
126.48
124.25

123.58

123.17

=

82.77

82.72

53.72

= 52.84

61

42.50
38.39

31.29
30.82

29.57

29.41

29.26

29,11

28.95
28.80
28.64

27.93

%

26.10

200

_
180

160

_
140

_
120

100

80

Current Data Parameters

NAME 67G_3-1
EXPNO z
PRCCNO i
FZ - Acquisition Parame
Date_ 2009052z
Time 1225
INSTRUM spect
PRORED 5 mm TXI 1H/D-
PULPROG zgpg3C
TD 6553¢€
SOLVENT CcDCl:z
N3 5120¢C
DS 4
SWH 30030.02¢
FIDRES 0.458227
AQ 1.091241¢C
RG 3276¢
DW 16.65C
E 7.5C
TE 298.:2
1 2.0000000¢C
dill 0.0300000C
DELTA 1.8999999¢

H
U
=]
—

NUC1l 13C
Pl 11.28
L1 -5.5¢C
SFCl 1258 364:2

£
o
I
ot
Nl

CPDERG2Z 1le
NUC2 1E
PCPD2 90.0¢
PL2 -2.0C
PL12 18.5C
PL13 20.0C
SFO2 500.132000¢
F2 - Processing paramet
SI 3276¢
SF 125.757789¢C
WDW EM
SSB C
LB 1 .-0C
GB C
BC 1.4¢C

N~

™

n
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Current Data Parameters

NAME 673 3-1
EXPNO 5
PROCNO 1
FZ2 - Acquisition Parameters
Date_ 20090525
Time 10.43
INSTRUM spect
PROBHD mm TXI 1H/D-
PULPROG zgpg30
TD 65536
SOLVENT Acetone
NS 16
DS 4
SWH 80645.164 Hz
FIDRES 1.230548 Hz
AQ 0.4063794 sec
RG 20642.5
D 6.2C0 usec
DE 7.30 usec
TE 298.2 K
D1l 2.00000000 sec
dll 0.030000C0 sec
DELT 1.89999998 sec
DO 1
======== CHANNEL f] ========
NUC1 31FP
Pl 15.00 usec
PL1 -4.50 dB
SFO1 202.4462121 MEz
======== CHANNEL {2 ========
CPDPRG2Z waltzle
NUC2 1H
PCPD2 90.0C usec
PL2 -2.0C dB
PL12 18.5C dB
PL13 20.00 dB
SFO2 500.1320005 MHEz
F2 - Processing parameters
ST 32768
SF 202.4563350 MHz
DW EM
8B C
1.0C Hz
C
1.40
0
™
N

___._...._.4.4___.____

40 35 30 25 20 15 10 5 0 -5 =10 ~15 -20 -25 -30 ppm
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BP-PM6

=109.12

-109.56

O,

e

~103

-104

-105

~106

-107

-108

.____._._._.4._._._..___._ﬂ__._.._-d.__m..‘.,,_.._..u......_

-109

-110

-111

-112

0 i 1 R S 1 R e

-113 ppm

Current Data Parameters
NAME 67G_1
EXPHNC 7
PROCHNO 1
F2 - Acguisiticn Parameters
Date_ 20090525
Time 11.15
INSTRUM spect
PROBHD 5 mm QNP 1H/19
PULPROG zgfhiggn
o] 131872
SOLVENT CDC13
NS 16
Ds 4
SWH 67567.57C Hz

FIDRES
AQ

0.515500 Hz
€.9699828 sec

G 4096

DW 7.400 usec
DE 6.00 usec
TE 300.2 %

D1 1.00300000 sec
dll 0.03063000 sec
dél2 0.00002G00 sec
ToO 1
======== CHANNEL f] mmmm=mm=m=
NUC1

Pl

Ll

SFO1

======== CHANNEL f£2 ==s=====
CPLDPRG2 waltzl6

Nucz 14
PCPD2 100.0C usec
PL2 -1.00 dB
PL12 19.00 dB
SFO2 300.1312005 MHz
F2 - Processing parameters
SI 65536

SF 282.4043550 MHz
WOW EM

SEB 0

LE ¢.30 Hz
GE 0

PC 1.00

S39
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Data File ¢:\HPCHEM\1\DATA\087-0701.D Sanpl e Name: 67G 1-2

2

DAD1 A, Sig=230,16 Ref=550,100 (087-0701.D)

---25,803

1 BP-PM6

+2,188

4] ‘ 5 _ 10 15 20 25 min ~
i DAD1 B, Sig=275,4 Ref=550,100 (087-0701.D) hA\_.u

- .25:804

2500

2000

1500

S RTINS ST S S [ SR B

- 10 _ 15— 20— —95 min
Instrument 1 4/3/2009 4:38:39 BM DS Page 2 of 3
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BP-PM279G
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Current Data Parameters

NAME 279G052709
EXPNO 2
PROCNO 1

F2 - Acguisition Parameters
Date_ 20090528
Time 11.01
INSTRUM spect
PRCBHD 5 mm TXI 1H/D-
PULPROG cosygpqf

I3 2048
SCLVENT CMSO

NS 1

Ds 8
SWH 6666.5667 Hz
FIDRES 3.255208 Hz
AQ G.1537250 sec
RG 101.6

DW 75.00GC usec
DE 7.50 usec
TE 300.2 K
dG 0.00000300 sec
ol 1.48689198 sec
diz 0.0030C400 sec
Dis 0.0C220000 sec
INO 0.00015000 sec
======== CHANNEL f1

NUC1L

PO

P1

PL1 ~2.00 d8
SFOl1 500.1330069 MHz

== GRADIENT CHANNEL =====

GPNAM1 100
GPNAM2 1 100
GPZ1 10.00 %
GPZ2 10.00 %
Plé 1000.00 usec
Fl - Acguisiticn parameters
NDO 1

D 128
SFO1 500.133 MHz
FIDRES 52.083332 H
SW 12.330 pom
FnMODE QF

F2 - Processing parameters
SI 1524

SF 500.1300300 MHz
WDW SIKE
S8B 4

LB 0.00 Hz
GB C

PC 1.06%

¥l - Prccessing parameters
SI 1024
MC2 QF

SE 5¢0.1300000 MHz
WOW SINE
88B 4]

LB 0.00 Ez
GB a
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BRUKER
BP-PM279G

Current Data Parameters

NAME 27960527359
ppm EXPNC 3
FPROCNC 1
o FZ - Acquisition Parameters
o Da 20090528
-_0 11.07
n spect
L 5 mm TXI lH/D-
E: PULPROG mlevetgp
o D 4096
r SOLVENT CDC13
5 NS 8
- Ds 16
= | SWH 5122.951 Hz
L FIDRES 1.250720 Hz
r AQ 0.3999172 sec
[ RG 128
3 DwW 97.600 usec
N DE 7.50 usec
o TE 300.2 K
T 2 do 0.0C000300 sec
L D1 2.00000000 sec
= D9 0.07300000 sec
C d1l .03000000 sec
o D12 0.00002000 sec
o Dl1é 0.00020000 sec
L DELTA 0.00119791 sec
-3 DELTA] 0.00120800 sec
C FACTOR1 5
o IND 0.0001952C sec
o 11 39
- SCALEF 6
F STICNT 128
e 4 == CHANNEL f1
- usec
N 16.00 usec
r 23.34 usec
- 35.00 usec
o 70.00 usec
- 5 2505.00 usec
N ~2.00 d8
L 16.82 dB
r 500.1323022 MHz
- GRADLENT CHANNEL
r SINE.L20
- 6 SINE.100
B 30.00 %
L 35.00 %
o 10C0.00 usec
o Fl - Acquisition parameters
r NDO L
— 7 TD 256
o SFOl 500.1323 MHz
L FIDRES 20.011526 Hz
- SW 16.243 ppm
r FnMODE Echo-Antiecho
r FZz - Processing parameters
— 8 s1L 2048
E SF 500.13C3000 MHz
E WDW QSINE
r SSB 2
F LB 3.00 Hz
F GB 1]
C PC 1.40
- 9 Fl - Processing parameters
[ F st 1624
+ MC2 echo-antiecho
I r SF 500.1305000 MHz

543 o 8 7 6 5 4 3 2 1 0 oppm = e
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BP-PM279G

109.21
~109:65

e

hnihlddal
rew

\sq L
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-104

1
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-108

[
-110
S45

Current Data Parameters

NAME 279¢
EXPNO 2
PROCNG bk

F2 - Acquisiticon Parameters

Date_ 20090508
Time 9.26
INSTRUM spect
PROBHD 5 mm QNP 1H/19

PULPROG zgfhigan

] 131¢72
SOLVENT Acetone

NS 60

DS 4

SWH 67567.570 H
FIDRES £.515500 Hz
AQ 0.9699828B sec
RG 1824.6

ow 7.400 usec
DE 65.00 usec
TE 30L.2 K

Dl 1.00000C00 sec
dll 0.02000000 sec
di2 £.00002000 sec
TDO 1

5.00 usec

PCPD2 180

PL2 -i.00 4B
PL12 9.00 dB
SEO02 300.1312005 MHz
F2 - Processing parameters
ST 65536

SF 282.4043550 MHz
WOW EM

55B 4]

LB 0.30 Hz
GB o]

BPC 1.00
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BP-PM279G

—4.87

—4 .27
e—3.67

Current Data Parameters

NAME 279G
EXPRO 4
PROCNO 1

rn Parameters
203090508
T 9.19
INSTRUM spect
PRCBHD S mm TXI 1H/C-
PULPROG zgpg20
65536
Acetone
103
4
80645.164 Hz
1.23054€ EHz
5.4063794 sec
5792.6
6.200 usec
7.50 usec
298.2 K
2.000035000 sec
$.0308C0000 sec
1.89999998 sec

1

==== CHANNEL fl ==
31P
15.00 usec
-4.50 dB
202.4462121 MHz

= CHANNEL f2
waltzlé
1H
90.00 usec
-2.00 dB
18.5C dB
25.00 dB
500.1320005 MHz

FZ - Processing parameters

ST 32768
SF 202.4563350 MHz
WomW EM
SSB 0
LB 1.00 Hz
GB o}
PC 1.40
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Data File C:\HPCHEM\1\DATA\071-1501.D Sample Name: 279G 13-14

DAD1 A, Sig=230,16 Ref=550,100 (071-1501.D) - T

] BP-PM279G

750

n o
(41 (=]
o o
PR YR U N O O T MO
-26.289

o

0 5 10 15 20 ] 25 __min|
DAD1 B, Sig=275,4 Ref=550,100 (071-1501.D)
mAU 5

2000 -

=== 26:290

1750
<|

3

1500

750 —

0 5 10 15 ' 20 25 min

Instrument 1 5/19/2009 7:46:07 PM DS sSa7 Page 2 of 3
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.510
. 496
.322
.194
.178
.476
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.341
i 247
.174
138
.124
.109
.005
.892

.804
. 889
sB75
.816
. 785
.662
.044
.027
.427
.412
2 L9
.207
.189
177
.163
152
.126
.361
.339
.329
.307
.059
.038
.984
.950
. 885
.853
. 745
.408
.304
. 046
.017
.998
. 986
.802
.692
.663
. 480
.388
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__—174.08

—171.63
17104

169.63
164.89

139.74
139.38
139.08
135.71
133.09
129.74
128.72
127.52
127.20
12%.15
125.87
124.04
123.03

AN

60.97

53.36
—’/_52.91
44 .10
47.52
40.35
40.18
40.01
39.85
39.68
32.10
31.89
31.53
29.55
28.49
22.76
22.43
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NP-PME

Current Data FParameters

NAME 685G
EXPNO 5
FROCNO 5
F2 — Acguisition Parameters
Date_ 20090706
Time LLu57
INSTRUM spect
FPROBHD 5 mm TXI 1H/D-
FPULPROG zgpg30
TD 65536
SOLVENT Acetone
NS 516
LS 4
SWH 8§0645.164 Hz
FIDRES 1.230548 Hz
AQ 0.4063794 sec
RG 18390.4
DW 6.200 usec
DE 7.50 usec
TE e Jolla i 2
D1 2.00000000 sec
dll 0.C0300000C s=ec
DELTA 1.89999998 sec
TDO 1
======== CHANNEL £l ========
NUcCl 3ile
Pl 15.00 usec
PL1 -4 .50 dB
SFC 202.4462121 MH:z
======== CHANNEL £2 ========
CPDPRG2 waltzlé
Nuc2 11
2CPD2 90.00 usec
PL2 -2.00 dB
PL12 18.50 dB
PL13 20.00 dB
SFO2 500.1320005 MH=z
F2 - Processing parameters
SI 32768
SF 202.4563350 MHz
EM
4]
1.00 Hz
0

1.40

S50
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Data File C:\HPCHEM\1\DATA\071-0101.D

Sample Name: F2 CINN

DAD1 A, Sig=230,16 Ref=550,100 (071-0101.D)

2000 H

|
7 1750 -

1500 —

1250

i
1000 M

0] 5

-~ 13.645

10

15

DAD1 B, Sig=275,4 Ref=550,100 (071-0101.D)

=]
3
NP-PM¢t

500

250

TSI ) R |

- 13646

oLt

5

10

T T T T T |
mo . mm . _._.___._“

Instrument 1 11/19/2007 5:02:09 PM DS

Page 2 of

Sol

3


JSMcMurray
Typewritten Text

JSMcMurray
Typewritten Text
NP-PM6

JSMcMurray
Typewritten Text

JSMcMurray
Typewritten Text

JSMcMurray
Typewritten Text
S51

JSMcMurray
Typewritten Text


Current Data Parameters

NAME BFPM-6&—~MP

EXPNO 2
PROCNO i
FZ — Rcquisition Parameters
Date_ 20090701
Time 1413
INSTRUM spect
FROBHD 5 mm TXI 1E/D-
PFULPROG Zgpr
TD 65536
SOLVENT DMSO
NS 16
D5 2
SWH 10330.578 Hz
FIDRES 0.1576372 Hg
AQ 3.1720407 sec
RG 161.3
DW 48.400 usec
DE 7.50 usec
TE 300.2 ¥
Dl 1.00000000 sec
diz 0.0C0002000 sec
IDO il
======== [CHANNEL f] ========
NUC1 1H
Pl 8.00 usec
PL1 -2.00 dB
2L9 53.92 4B
SFOl 500.1317530 MHz
F2 - Processing parameters
ST 32768
SF 500.1300495 MHz

>~ WDW EM

= 5588 0

a LB 0.30 Ez

a GB o)

M Fal

| ;;5.[ .

U
J
%%m 358|653 & 88 B (NS mwﬁ )
= e P P o =1 P e > alic| Islel lolslols] |« N
..._........._........._........._.........ﬁ........._..-......_........._....J.. 5 FLR R 20 P R | [BEPEEN Ha R ARATR LIS 25 R R
11 10 9 8 7 6 5 4 3 m ._ 0 ppm
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-.rm Wwas Mmoo HWOWONWo o NN
: On_.“w._s.s. Sl R U S @ %@N%BWHHNMWW&%BM%M Current Data Parameters
= oppa Fooeavebioar o S RS B e R e AR NAME BPPM-6-MP
— o L e e e B e B B e B e I B fas] Ll BT e e e A e TR o B o B s B A B et I A B AN B ) EXPNO B
\ PROCNO 1
F2 - Acguisition Parameters
Date_ 20090702
Time 6.35
INSTRUM spect
PROBHD 5 mm TXI 1H/D-
PULPROG zgpgl3l
T 65536
SCLVENT CDC13
NS 12288
Ds 4
SWH 30030.029 Hz
FIDRES 0.458222 Hz
AQ 1.0912410 sec
RG 32768
DW 16.650 usec
DE 7.50 usec
TE 2012 K
D1 2.00000000 =sec
dll C.03000000 sec
-~ DELTA 1.89999998 sec
= TDO 1
a
R. mﬂwﬂﬂnﬂﬂ CHANNEL f1 wwmuuuun
= Pl 11.25 usec
PL1 —-5.50 dB
SFOL 125.7703643 MHz
======== CHANNEL f2 ========
CPDPRG2 waltzle
NUC2 1H
PCPD2 90.00 usec
L2 -2.00 dB
FL12 18.50 dB
PL13 20.00 dB
SFO2 500.1320005 MHz
F2 - Processing parameters
32768
125.75778%0 MHz
EM
0
1.00 Hz
w.bm
™M
0
| : | : I ' I ! I ) | ) I N | ) 1 N | ' | n

200 180 160 140 120 100 80 60 40 20 ppm
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O
YO A
R Current Data Parameters
/_\ NAME BPPM-6-MFP
EXPKRO 7
PROCNO 1
F2 - Acquisition Parameters
Zate_ 20090702
Time 13. 0L
INSTRUM spect
FROEHD 5 mm TXI 1H/D-
PULPROG zgpg30
Th 65536
SOLVENT Acetone
NS 1024
Ds 4
SWH 80645.164 Hz
FIDRES 1.230548 H=z
- AQ 0.4063794 sec
S RG 20642.5
o DW 6.200 usec
1 DE 7.50 usec
a3 TE 300.2 K
= DL 2.00000000 sec
dll 0.03000000 sec
DELTA 1.89999998 sec
DO 1
======== CHANNEL fl ========
NUC1l 31P
Pl 15.00 usec
PL1 -4.50 dB
SFO1 202.4462121 MH=z
======== CHANNEL £2 ========
CEDPRGZ waltzlé
NUC2 18
PCPD2 90.00 usec
PL2 -2.00 dB
PL12 18.50 dB
PL13 20.0C dB
5502 500.1320005 MH=z
FZ - Processing parameters
5T 32768
SF 202.4563350 MHz
EM
4}
1.00 Hz
0
1.40

S54


JSMcMurray
Typewritten Text
MP-PM6

JSMcMurray
Typewritten Text
S54


Data File C:\HPCHEM\1\DATA\081-0301.D Sample Name: 67G 10-15
_ DAD1 A, Sig=230,4 Ref=550,100 (081-0301.D) = = _
mAU ] _
600 -
500 - |
400 —
300 — 9 |
=1 =]
4 —!.|< |
] o
200 — !
w ] | o
| | I~ | %
RS- :
| 1 o _n...."w~ o8] o |
| | B 8 g R
_ 04 96 =} © ——
| i e V= o /f/.ﬁ.“llllll\lll
0o 5 10 B 15 20 25 min
DAD1 B, Sig=275,16 Ref=550,100 (081-0301.D)
mAU - 2
600 — .w.
500 —
400 -
300 - =
. =
] o |
| DI \
200 - s |
100 -
N T g g
~ L o o] |
q o (8] o~ (2] 4
i o e - e = .
] “
0 5 - 10 15 20 25 min
Instrument 1 6/29/2009 9:33:32 PM DS Page 2 of 3
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