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1. General methods.

All reactions were carried out under argon or nitrogen atmosphere. All reagents and solvents
were used as received except THF and Et,O which were distilled from sodium/benzophenone. The
reactions were monitored with the aid of thin-layer chromatography (TLC) using 0.25 mm
precoated silica gel plates (visualization was carried out with UV light and aqueous ceric
ammonium molybdate solution or potassium permanganate stain) and by GC/MS. Flash column
chromatography was performed with the indicated solvents on silica gel 60 (particle size 0.040-
0.063 mm). Fluorous solid-phase extraction (F-SPE) was performed on cartridges loaded with
fluorous silica gel; in a typical purification, the sample was charged on the cartridge and eluted first
with 67% aqueous MeOH (fluorophobic solvent for eluting non-fluorinated compounds), then with
MeOH (fluorophilic solvent for eluting fluorinated compounds). Chemical shifts of NMR spectra
are given in ppm (3), referenced to the residual proton resonances of the solvents or
fluorotrichloromethane in '’F NMR experiments. Coupling constants (J) are given in Hertz (Hz).
The letters m, s, d, t, and q stand for multiplet, singlet, doublet, triplet, and quartet, respectively. The
letters br indicate that the signal is broad.

GC analyses were performed using a 19091S HP-5MS (30m-0.25mm-0.25um) CG column
or a Valcobond VB-5 (30 m-0.25 mm-0.25 pm) CG column (temperature ramp: 40 to 250 °C, 25
min; 250 °C, 5 min). HPLC analyses were performed using a C18 column (5 pm, 110 A).

All microwave experiments were carried out on sealed vials using an Initiator™ 2.0, by
Biotage. The equipment contains an IR probe in order to control the internal temperature of the
reaction mixture. The solutions were pre-stirred before the irradiation was started. The absorbance
of the solvent was set as “normal” and the reaction time was initiated as soon the system reached
the input temperature. At the end of the irradiation, the mixture was cooled to room temperature

with an air flow, and the pressure was liberated with a needle before removing the vial cap.
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2. Preparation of silylated substrates.
2.1. Synthesis of 1-(tert-butyldimethylsilyloxymethyl)-4-(1’-(tert-

butyldimethylsilyloxy)ethyl)benzene (6).

TBSCO
OTBS

Imidazole (1.089 g, 16 mmol) and TBSCI (1.206 g, 8 mmol) were added to a solution of 4-
(1’-hydroxyethyl)benzyl alcohol (N (304 mg, 2 mmol) in DMF (20 mL). The reaction was stirred
at room temperature for 14 h, and then quenched with sat. aq. NH4Cl. The phases were separated,
the aqueous layer was extracted several times with Et;O and the combined organic layers were
dried over Na;SO4. The solvent was removed under reduced pressure and the residue was purified
by column chromatography to afford 580 mg of the title compound as a colorless oil (76% yield). Ry
0.40 (hexane/EtOAc, 4:1). '"H NMR (300 MHz, CDCls) & —0.09 (s, 3H), —0.09 (s, 3H), 0.04-0.09 (s,
6H), 0.85 (s, 9H), 0.90 (s, 9H), 1.34 (d, J = 6.6 Hz, 3H), 4.68 (s, 2H), 4.81 (q, J = 6.3 Hz, 1H), 7.19-
7.25 (m, 4H). °C NMR (75.5 MHz, CDCl3) § -5.2, 4.9, —4.8, 18.3, 18.4, 25.9, 26.0, 27.3, 64.9,
70.7, 125.1, 125.9, 139.7, 145.6. HRMS (FAB): Calcd for C;;H400,Si, [M]+: 380.2567; found:
380.2546.

2.2. Synthesis of 4-(triisopropylsilyloxymethyl)benzoic acid (10).

TIPSO
OH

O

DMSO (1.2 mL, 17 mmol) was added to a solution of (COCl), (2M in CH,Cl,, 4.25 mL, 8.5
mmol) in CHCl, (20 mL) at -78 °C. After stirring for 10 min, a solution of (4-
triisopropylsilyloxymethylphenyl)methanol (22)* (0.5 g, 1.7 mmol) in CH,Cl, (17 mL) was added.
The reaction was stirred for 30 min at —60 °C, and then Et;N (3.5 mL, 25.5 mmol) was added. The
mixture was warmed up to room temperature and concentrated under reduced pressure. The residue

was dissolved in hexane, filtered through a short pad of celite and concentrated under reduced

pressure to afford 430 mg of the crude aldehyde. A 1M aq. solution of NaH,PO4 (3.0 mL, 3.0

S3



mmol) was added to a solution of the aldehyde in MeCN (6 mL). After cooling to 0 °C, a 1M aq.
solution of NaClO, (2.25 mL, 2.25 mmol) and H,O; (27%, 0.23 mL, 1.8 mmol) were added. The
reaction was stirred at room temperature for 4 h and then quenched with sat. aq. Na,S,03. 1M HCI
was added until pH=1, and the aqueous layer was extracted with EtOAc. The combined organic
layers were dried over Na,SO, and the solvent was removed under reduced pressure. The title
compound was obtained as a white solid and used without further purification (380 mg, 72% yield).
mp: 110-112 °C. "H NMR (300 MHz, CDCls) & 1.09-1.28 (m, 21H), 4.93 (s, 2H), 7.48 (d, J = 8.4
Hz, 2H), 8.12 (d, J = 8.4 Hz, 2H). °C NMR (75.5 MHz, CDCl3) & 12.0, 18.0, 64.6, 125.4, 127.8,
130.2, 148.0, 172.5. HRMS (FAB): Calcd for C17H,003Si [M+1]": 309.1886; found: 309.1882.

2.3. Synthesis of O-"TIPS-ethanolamine (14).

2,6-Lutidine (350 uL, 3 mmol) and "TIPSOTF (0.5M in CH,Cl,, 2 mL, 1.0 mmol) were
added to a solution of ethanolamine (15) (73 mg, 1.2 mmol) in CH,Cl, (12 mL) at 0 °C. The
reaction was stirred at room temperature for 3 h and then quenched with sat. aq. NaHCO;. The
aqueous layer was extracted 3 times with EtOAc and the combined organic layers were dried over
Na,SOq. The solvent was removed under reduced pressure and the crude material was purified by F-
SPE to afford 550 mg of the title compound as a colorless oil (88% yield). '"H NMR (300 MHz,
CDCls) & 0.83-0.89 (m, 2H), 1.04 (br, 14H), 2.04-2.21(m, 4H), 2.82 (t, J= 5.2 Hz, 2H), 3.70 (t, J=
5.2 Hz, 2H). ®C NMR (75.5 MHz, CDCl3) 8 —0.2, 12.3, 17.3, 17.4, 25.4 (t, J = 23.8 Hz), 44.2, 65.3,
(the signals from the CgF; group were obscured due to their low intensity). °F NMR (282.4 MHz,
CDCls) 6 -80.9 (t, J = 9.9 Hz, 3F), —116.6 (br, 2F), —121.9 (s, 6F), —122.8 (s, 2F), —123.3 (s, 2F),
~126.2 (s, 2F). HRMS (FAB): Calcd for CigHysF17NOSi [M+1]": 622.1434; found: 622.1431.

2.4. Synthesis of (R)-O-"TIPS-phenylglycinol (16).

Ph
HZN/\/ (is(/\/%':”
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2,6-Lutidine (350 pL, 3 mmol) and "TIPSOTF (0.5M in CH,Cl,, 2 mL, 1.0 mmol) were
added to a solution of (R)-phenylglycinol (9) (137 mg, 1.0 mmol) in CH,CI, (10 mL) at 0 °C. The
reaction was stirred at room temperature for 3 h and then quenched with sat. ag. NaHCOs. The
aqueous layer was extracted 3 times with EtOAc and the combined organic layers were dried over
Na,S04. The solvent was removed under reduced pressure and the crude material was purified by F-
SPE to afford 450 mg of the title compound as a colorless oil (65% yield). [a]*p —6.9 (c 1.0,
CHCl3). '"H NMR (300 MHz, CDCls) & 0.80-0.87 (m, 2H), 1.04 (br, 14H), 1.92 (br, 2H), 2.05-2.17
(m, 2H), 3.63 (dd, J = 9.6, 7.8 Hz, 1H), 3.79 (dd, J = 9.5, 4.3 Hz, 1H), 4.10 (dd, J = 7.8, 4.3 Hz,
1H), 7.26-7.38 (m, 5H). °*C NMR (75.5 MHz, CDCl;) & —0.3, 12.3, 17.3, 17.4, 25.3 (t, J = 23.8
Hz), 57.7, 69.8, 126.8, 127.5, 128.4, 142.4, (the signals from the CgF ;7 group were obscured due to
their low intensity). "°/F NMR (282.4 Mhz, CDCls) & —80.9 (t, J = 9.9 Hz, 3F), —116.6 (br, 2F),
-121.9 (s, 6F), —122.8 (s, 2F), —123.3 (s, 2F), —126.2 (s, 2F). HRMS (FAB): Calcd for
Cp4HaoF17NOSi [M+1]": 698.1747; found: 698.1753.

2.5. Synthesis of Boc-Phe-O-"TMSE (17).

Ph

|
BocHNj\H/O\/\Sli/\/\CaFW

o)

Boc-Phe-OH (18) (328 mg, 1.2 mmol), 1-hydroxybenzotriazole (HOBt) (162 mg, 1.2
mmol), N,N'-diisopropylcarbodiimide (DIC) (316 pL, 1.2 mmol) and DMAP (366 mg, 3 mmol)
were added to a solution of "TMSEOH* (564 mg, 1 mmol) in CH,Cl, (10 mL). The mixture was
stirred at room temperature for 14 h. After this time, the reaction was diluted with EtOAc and the
organic phase was washed with sat. aq. NaHCOs and 10% aq. citric acid, dried over Na,SO4 and the
solvent was removed under reduced pressure. The residue was purified by means of column
chromatography to afford 650 mg of the title compound as a colorless oil (80% yield). Rs 0.55
(hexane/EtOAc, 2:1). [a]*p +10.3 (¢ 1.1, CHCl). '"H NMR (300 MHz, CDCl;) & —0.02 (s, 6H),
0.51-0.57 (m, 2H), 0.87-0.93 (m, 2H) 1.35 (s, 9H), 1.53-1.60 (m, 2H), 1.93-2.11 (m, 2H), 2.95-3.03

(m, 2H), 4.04-4.19 (m, 2H), 4.47-4.50 (m, 1H), 4.93 (br, 1H), 7.07-7.25 (m, 5H). °C NMR (75.5
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MHz, CDCl;) 6 -3.6, 14.8, 15.1, 15.7, 28.2, 34.4 (t, J = 22.1 Hz), 38.4, 54.6, 63.2, 79.8, 126.9,
128.5, 129.2, 129.4, 136.1, 155.1, 172.0, (the signals from the CgF,; group were obscured due to
their low intensity). "°/F NMR (282.4 Mhz, CDCls) & —81.3 (t, 3F, J = 9.9 Hz), —114.9 (br, 2F),
-122.2 (s, 6F), —123.2 (s, 2F), —124.7 (s, 2F), —126.2 (s, 2F). HRMS (FAB): Calcd for
Ca9H34F17NO,Si [M+1]": 812.2064; found: 812.2077.

2.6. Synthesis of 1-(triethylsilyloxymethyl)-4-(triisopropylsilyloxymethyl)benzene (21).

TIPSO
OTES

2,6-Lutidine (350 puL, 3 mmol) and TESOT{ (270 uL, 1.2 mmol) were added to a solution of
(4-triisopropylsilyloxymethylphenyl)methanol (22)* (295 mg, 1.0 mmol) in CH>ClL, (10 mL) at 0
°C. The reaction was stirred at room temperature for 6 h, then diluted with hexane and filtered
through a short pad of silica. The solvent was removed under reduced pressure and the crude
material was purified by column chromatography to afford 310 mg of the title compound as a
colorless oil (76% yield). Rf 0.35 (Hexane:EtOAc, 4:1). '"H NMR (300 MHz, CDCl;) § 0.73 (q, J =
8.1 Hz, 6H), 1.07 (t, J = 8.1 Hz, 9H), 1.04-1.22 (m, 21H), 4.80 (s, 2H), 4.91 (s, 2H), 7.38-7.39 (m,
4H). C NMR (75.5 MHz, CDCl3) § 4.5, 6.7, 12.0, 18.0, 64.6, 64.9, 125.6, 126.1, 139.8, 140.4.
HRMS (FAB): Calcd for Co3Hy30,Si; [M-H]": 407.2807; found: 407.2801.

2.7. Synthesis of 2’-(trimethylsilyl)ethyl 4-(triisopropylsilyloxymethyl)benzoate (24).

TIPSO
OTMSE

o)

DIC (290 pL 1.88 mmol), DMAP (305 mg, 2.5 mmol) and TMSEOH (215 pL, 1.5 mmol)
were added to a solution of 10 (380 mg, 1.23 mmol) in CH,Cl, (12 mL). The reaction was stirred at
room temperature for 15 h. EtOAc and H,O were added, the phases were separated and the organic
phase was washed sequentially with 5% aq. NaHCOs, 10% aq. citric acid and brine, dried over
Na,SO4 and concentrated at reduced pressure. The residue was purified by means of column
chromatography to afford 290 mg of the title compound as a colorless oil (57% yield). Rf 0.30

(toluene/CH,CL,, 7:1). 'H NMR (300 MHz, CDCl3) & 0.09 (s, 9H), 1.07-1.22 (m, 23H), 4.39-4.45
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(m, 2H), 4.89 (s, 2H), 7.42 (d, J = 8.5 Hz, 2H), 8.02 (d, J = 8.5 Hz, 2H). "*C NMR (75.5 MHz,
CDCl3) § -1.5, 11.9, 1.4, 17.9, 62.9, 64.6, 125.3, 129.1, 129.4, 145.7, 166.6. HRMS (EI): Calcd for
C21H3705Si; [M-CH;]": 393.2276; found: 393.2254.

2.8. Synthesis of (R)-O-(tert-butyldimethylsilyl)-N-(2’-

(trimethylsilyl)ethoxycarbonyl)phenylglycinol (26).

Ph
TeocHN/\/OTBs

DMAP (245 mg, 2.0 mmol) and TeocCI° (1M in CH,Cl,, 1.1 mL, 1.1 mmol) were added to a
solution of (R)-O-(tert-butyldimethylsilyl)phenylglycinol 8° (252 mg, 1.0 mmol) in CH,Cl, (10
mL). The reaction was stirred at room temperature for 10 h, and then quenched with H,O. The
aqueous layer was extracted several times with Et,O, the combined organic layers were dried over
Na,SO4 and concentrated under reduced pressure. The residue was purified by column
chromatography to afford 320 mg of the title compound as a colorless oil (81% yield). Rf 0.57
(hexane/EtOAc, 2:1). [a]*p —20.2 (¢ 1.0, CHCl3). '"H NMR (300 MHz, CDCls3) & —0.09 (s, 3H),
—0.06 (s, 3H), 0.02 (s, 9H), 0.84 (s, 9H), 0.91-0.97 (m, 2H), 3.74 (dd, J = 10.3, 4.7 Hz, 1H), 3.89
(dd, 3 =10.3, 4.4 Hz, 1H), 4.14 (dd, J = 9.0, 6.7 Hz, 2H), 4.76 (br, 1H), 5.41 (d, J = 6.9 Hz, 1H),
7.24-7.32 (m, 5H). >C NMR (75.5 MHz, CDCl3) & —5.7, =5.7, —1.5, 17.6, 18.1, 25.7, 56.3, 63.0,
66.5, 126.7, 127.2, 128.2, 140.4, 156.3. HRMS (FAB): Calcd for C50H3sNO3Si, [M+1]7:396.2390;

found: 396.2387.
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3. FTBAF-mediated deprotections.
3.1. Deprotection of 4a.

FTBAF
BnOTES ——>

DMF

BnOH

4a 5

Following the general procedure, from 44 mg (0.2 mmol) of 4a’ and 0.3 mmol of "TBAF,

after 2 h at room temperature 21.5 mg of BnOH (5) were obtained (99% yield). Purity (GC-MS):
92% (rt: 6.15 min).

3.2. Deprotection of 4b.

FTBAF
BnOTBS —_— BnOH
DMF
4b 5

A: Following the general procedure, from 44 mg (0.2 mmol) of 4b®* and 0.3 mmol of "TBAF,
after 18 h at room temperature 20 mg of BnOH (5) were obtained (92% yield). Purity (GC-MS): 93
% (rt: 5.80 min).

B: Following the general procedure, from 22 mg (0.1 mmol) of 4b® and 0.15 mmol of

"TBAF, after 45 min at 60 °C under microwave irradiation 9.2 mg of BnOH (5) were obtained (85%
yield). Purity (GC-MS): 96 % (rt: 5.99 min).

3.3. Deprotection of 4c.

FTBAF
BnOTIPS —>» BnOH
DMF
4c 5

A: Following the general procedure, from 53 mg (0.2 mmol) of 4¢’ and 0.3 mmol of "TBAF,
after 48 h at room temperature 19 mg of BnOH (5) were obtained (88% yield). Purity (GC-MS):
94% (rt: 5.93 min).

B: Following the general procedure, from 13 mg (0.05 mmol) of 4c’ and 0.15 mmol of

"TBAF, after 45 min at 40 °C under microwave irradiation 4.5 mg of BnOH (5) were obtained (83%
yield). Purity (GC-MS): 91% (rt: 5.86 min).
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3.4. Deprotection of 6.

FTBAF
TBSO _— HO
OTBS DMF OH

6 7

Following the general procedure, from 76 mg (0.2 mmol) of 6 and 0.6 mmol of "TBAF, after

45 min at 40 °C under microwave irradiation 22 mg of 7' were obtained (72% yield). Purity (GC-
MS): 99% (rt: 11.41 min).

3.5. Deprotection of 8.

Ph FTBAF Ph
~_0TBS — > ~_OH
HN™ DMF HpN™
8 9

Following the general procedure, from 25 mg (0.1 mmol) of 8° and 0.15 mmol of “TBAF,
after 12 h at room temperature 12 mg of 9 were obtained (88% yield). Purity (GC-MS): 93% (rt:
9.74 min).

3.6. Deprotection of 10.

Tlpso/\@\’r FTBAF HO/\Q(

OH — » OH
DMF
o) o)
10 11

Following the general procedure, from 62 mg (0.2 mmol) of 10 and 0.4 mmol of "TBAF,

after 12 h at room temperature 29 mg of 11 were obtained (95% yield). Purity (GC-MS): 92 % (rt:

12.37 min).

3.7. Deprotection of 12,

_PMP _PMP
N FTBAF, BnBr N
OTMSE —— > OBn
F3C)k[( DME FiC
o o)
12 13

Following the general procedure, from 17.5 mg (0.05 mmol) of 12,'° 0.1 mmol of "TBAF
and 8.5 mg (0.05 mmol) of BnBr, after 2 h at room temperature 16 mg of 13'° were obtained (94%

yield). Purity (GC-MS): 92 % (rt: 17.51 min).
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3.8. Deprotection of 14,

E
TBAF
HZN/V(%iC\/CSF17 —_— HZN/\/OH
DMF
14 15

Following the general procedure, from 87 mg (0.13 mmol) of 14 and 0.19 mmol of "TBAF,
after 3 h at room temperature 6.8 mg of 15 were obtained (86% yield). Purity (GC-MS): 93 % (rt:
10.83 min).

3.9. Deprotection of 16.

en FTBAF Eh
A O~ CeFi7 > A_OH
HoN Si - HZN
16 9

Following the general procedure, from 70 mg (0.1 mmol) of 16 and 0.15 mmol of "TBAF,
after 3 h at room temperature 11.5 mg of 9 were obtained (84% yield). Purity (GC-MS): 94 % (rt:
9.77 min).

3.10. Deprotection of 17.

Ph Ph
| FTBAF
BocHNj\,(o\/\si/\/\caF17 DME BocHNj\n/OH
ol | ol
17 18
Following the general procedure, from 81 mg (0.1 mmol) of 17 and 0.4 mmol of "TBAF,
after 1 h at 40 °C under microwave irradiation 19 mg of 18 were obtained (72% yield). Purity

(HPLC): >99 % (rt: 9.45 min).

S10



4. "TBAF-mediated selective deprotections.

4.1. General procedure.

A pre-diluted (ca. 0.05 M in THF) solution of "TBAF was added to a solution of the
protected substrate (1 equiv) in DMF (0.05M). The reaction was stirred at the temperature and time
indicated in each case and then analyzed by GC-MS. The deprotected products were identified by
comparison with commercially available samples or previously reported compounds, or by fully
characterization in the case of new compounds.

4.2. Selective deprotection of 19.

FTBAF
8BS0 "OTES ——> T8SO” > OH
DMF
19 20

Following the general procedure, from 61 mg (0.2 mmol) of 19'" and 0.22 mmol of "TBAF,
after 10 min at 0 °C, only monoprotected product was observed by GC-MS analysis. F-SPE
purification of the crude mixture afforded 30 mg of 20 (79% yield). Purity (GC-MS): 98 % (rt: 7.74
min).

4.3. Selective deprotection of 21.

TIPSOA©\/ TBAF TIPSOA©\/

OTES DMF OH
21 22

Following the general procedure, from 21 mg (0.05 mmol) of 21 and 0.055 mmol of "TBAF,
after 10 min at 0 °C, a mixture of 22 (92%, rt: 18.53 min) and free diol (8%, rt: 11.16 min) was
observed by GC-MS analysis.

4.4. Selective deprotection of 6.

FTBAF
TBSO — > TBSO
OTBS DMF OH

6 23

Following the general procedure, from 19 mg (0.05 mmol) of 6 and 0.055 mmol of "TBAF,
after 12 h from 0 °C to room temperature, a mixture of 23'> (98%, rt: 14.88 min) and starting
material (2%, rt: 9.90 min) was observed by GC-MS analysis.
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4.5. Selective deprotection of 24.

TIPSO FTBAF HO
OTMSE — » OTMSE
DMF

e} e}
24 25

Following the general procedure, from 41 mg (0.1 mmol) of 24 and 0.2 mmol of "TBAF,
after 4 h at 0 °C and further 12 h at room temperature, only monoprotected product was observed by
GC-MS analysis. F-SPE purification of the crude mixture afforded 22 mg of 25 as a colorless oil
(87% yield). Purity (GC-MS): >99% (rt: 20.96 min). 'H NMR (300 MHz, CDCls) & 0.08 (s, 9H),
1.11-1.16 (m, 2H), 1.86 (br, 1H), 4.39-4.45 (m, 2H), 4.77 (s, 2H), 7.43 (d, J= 8.7 Hz, 2H), 8.02 (d, J
= 8.4 Hz, 2H). °C NMR (75.5 MHz, CDCls) & —1.5, 17.4, 63.2, 64.7, 126.4, 129.7, 129.8, 145.7,
166.6. HRMS (EI): Calcd for C;3H,003Si [M]+: 252.1182; found: 252.1179.

4.6. Selective deprotection of 26.

Ph FTBAF Ph

~_0TBS ——_ > ~__OH
TeocHN” >~ DMF TeocHN” >~

26 27

Following the general procedure, from 16 mg (0.04 mmol) of 26 and 0.1 mmol of "TBAF,
after 2 h at 0 °C and further 14 h at room temperature, only monoprotected product was observed by
GC-MS analysis. F-SPE purification of the crude mixture afforded 9.5 mg of 27 as a colorless oil
(95% yield). Purity (GC-MS): 97 % (rt: 18.28 min). [a]*p —38.5 (¢ 1.3, CHCls). "H NMR (300
MHz, CDCl3) 6 0.02 (s, 9H), 0.94-1.00 (m, 2H), 1.70 (br, 1H), 3.87 (d, J = 4.2 Hz, 2H), 4.12-4.18
(m, 2H), 4.81-4.83 (m, 1H), 5.36 (br, 1H), 7.25-7.39 (m, 5H). °C NMR (75.5 MHz, CDCl;) & 1.5,
17.7, 57.1, 63.5, 66.7, 126.6, 127.9, 128.9, 139.2, 156.9. HRMS (EI): Calcd for C;3H)NO,Si [M-

CH20H]+: 250.1263; found: 250.1258.
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Table 1, entry 1

FTBAF, DMF

Y

C:: OTES

4a

C\Xcalibur\data\AGIAG-851-1-1
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e
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PEAK LIST
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Table 1, entry 6

FTBAF, DMF

Q/\OT BS
4b
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Table 1, entry 7

©/\OT|PS FTBAF, DMF @/‘\OH
FSPE

4c¢ S
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Table 1, entry 8

TBSO FTBAF HO
DMF MW 60°C
4b 5
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Table 1, entry 9

TIPSO FTBAF, DMF (MW 40°C) HO
FSPE
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T
i T T T T T 1 g

100 200

280.8 351.0
| B S s S s G |

300

i i

400

T T T 1
500
miz

PEAK LIST
AG-982-1-FSPE.RAW
RT: 3.16 - 14.37
Number of detected peaks: 2
Apex RT StartRT End RT Area
5,86 5,83 6,18 7346525,56
11,51 11,48 11,64 806495,27

%Area
90,91
9,09
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Scheme 3

OTBS  FTBAF,DMF, MW OH
FSPE
OTBS OH
CAXealibund ata\S\VIAG-1138.001 3/17/2000 5:25:43 FM AG-1138
RT: 0.00 - 20.99
RT: 11.41 NL:
i 168E7
TIC F:
20| MS
AG-1138-
L 001
-4
& 70
m
2 60
2
g 50+
@
£ 404
-
2 304
20
RT: 872 :
10 2070
557 7.40 a7 [\A177 1276 17.35 18.86 2235 2418 2575 2052 2854 .
Ij|||[|!||||||r|r| I|II[Iil|III|lll|II-\I-‘H|III'|III|III|!iI|III
0 2 4 & 2 10 12 14 16 18 20 22 24 26 28

Time(min)

AG-1138-001 #0-578 RT: 4.26-22.51 AV: 570 NL: 1.25E4
T: + ¢ Full ms [ 50.00-1000.00]
7.9

100
a0
20
70
60

50—

808 4360

2069

Relative Abundance

1520
i 2089 2808
e =3

&

356.7 30090 4530 5062 65655 6133 656.7 738.9 7938 818.0 8628 Q4922 99_‘1 7

| E S W T S B e WS R SN S Ga B N SN SN Eawy NN SNMD SO SN Sow N SRS SN e owe NN ENN SN D D NSNS SIS SRS BN S B S Same pm

I |
100 200 200 400 500 600 700 200 200 1000
miz

PEAK LIST
AG-1138-001.RAW
RT: 0.00 - 29.99
Number of detected peaks: 2
Apex RT Start RT EndRT  Area %Area
8,72 8,43 8,91 771035,7 1,18
11,41 11,32 12,12 64373365 98,82
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Table 2, entry 1

Ph FTBAF Ph
~_-OTBS — ~_-OH
HNT DMF HzN/g\/
8

CXealibundata\aG\aG-Phglycinol 93,2008 2:15:17 PM AG-Phalycinol

RT: D.00 - 30.02
RT:9.74 HL:

100
a0 — S
B0 Fhaglycinol

70

60

50

40

30

Relative Abundance

20

RT: 10.00

435 567 727 9.13 #r — 1180 14084 17.08 17.03 2256 2434 2556 26.68 27.94
T

or|r|r|r|rir||:|]|| frrrjrrefrrryrfrryrrr[rrrr|y&trr|yrer1rrrrq1rrrrg

o 2 4 =] 2 10 12 14 16 12 20 22 29 26 28 30
Time(min)

10

AG-Fhglycinol #1656-212 RT: 9301077 AV: 47 NL: 1.31EG
T: + ¢ Full ms [ 50.00-1000.00]

4004 106.0

Q90—
20—
70—
60—
50+ 79.0
40
30

Relative Abundance

20
410+ | 107.0
1113'0 2070 253.0 2810 358.1 439.3 509.56 5334 623.5 G907 7608 8395 8664 9438 9889

cY‘I|YIII[IIIY'[IIYI|IYII'[IIiY|IYrI|rIII'[|II|'[IIYI|

100 200 300 400 500 600 700 200 Q00 1000
miz

PEAK LIST
AG-TBSPG FSPE.RAW
RT: 8.56 - 23.87
Number of detected peaks: 2
Apex RT StartRT EndRT Area %Area
9,74 9,71 9,87 228538323,75 92,52
10 10 10,61 18467736,64 7,48
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Table 2, entry 2

TIPSO HO
FTBAF 0°-rt, DMF
FSPE
0O~ OH O
10

Data File : C:\NSDCHEM\1\DATA\sfustero\AG1091.D vial:
Acg On : 4 Dec 2008 14:14 Operator:

Sample - Inst
Misc : Multiplr:

OH

11

10

Instrumen
1.00

Sample Amount: 0.00

MS Integration Params: autointl.e

Method : C:\MSDCHEM\ 1\METHODS\AMADOR.M [Chemstation Integrator)

Title b
ruﬁmlu- TICAGI08' D )
I
| 2500000{ .

2000000/

1500000

000000

7y
500000
18.13
A
LEE N i T 1 | L LR A L L b P | T v LT g
Time-> 400 &m0 £.00 WOD 1200 1400 1600 1800 2000 2200 2400 2600
AG1091.D AMADOR.MN Thu Dec 04 14:41:32 2008 Page 2
Area Percent Report

Data File : C:\MSDCHEM\1\DATA\sfustero\AOl1051.D Vial: 10

Acg On :+ 4 Dec 2008 14:14 Operator:

Sample 1 Inst : Instrumen

Misc - Mulciplr: 1.00

Sample Amount: 0.00

MS Integratrion Params: autointl.e

Method : C:\MSDCHEM\1\METHODS\AMADOR .M (Chemstation Integrator)
Title 1 g

Signal : TIC
peak R.T. first max last FK peak corr. corr. % of

# min ecan scan scan TY helght area ¥ max. total
1 12.369 3537 3574 3739 BV 10 513369 39539609 100.00%

2 18.129% 5704 5791 5836 BV 6 107675 3232057 8.17% 7.557%

’ Sum of corrected areas: 42771667
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Table 2, entry 3

n-PMP FTBAF, BnBr N~ PMP
0 DMF OBn
FaoJ\r( ~"Tms - FC
0O FSPE 0
12 13
CXealibundatalAGIAG- 1089-001 10/27/2008 9:12:49 PM
RT: 0.00-30.02
100 RT: 17.51 e
a0 TIC F:
Ms
80 AG-1088-
2 70 001
2 e
2 50
£ a0
& 30
20
10 RT: 15.20 g RT:21.94
426 515 7.60 A9 11 : 20, 22 35 26830 27.17 2797
cll<lLll!ﬁ-llﬁlﬁlll|lljolal?l“lg?lll|-%Tﬁl?fqﬁlll¢‘ll-*-IIllll-”lll!l}_!ll
0 2 a 8 8 10 22 14 18 18 20 22 24 28 28 30
Time(min)
AG-1089-001 #416-458 RT: 17.32-1860 AV: 41 NL: 5.57E5
T: + ¢ Full ms [ 50,00-1000.00]
100 \°
a0~
80~
2 70
T 50
£ 20-]
%
2 s0-
S50 108.8 202.0
12: J13?'° 2240 3749 3370 az33 5138 8677 6187 6720 7577 8605 8880 9478 9958
00 200 a0 400 &0 800 700 800 @00 1000
miz
PEAK LIST
AG-1069-001.RAW
RT: 11.38 - 26.37
Number of detected peaks: 4
Apex RT StartRT EndRT  Area %Area
15,2 15,1 15,3 5763434 3,24
17,51 17,32 17,83 1,64E+08 92,34
20,01 19,98 20,14 2504595 1,41
21,94 21,87 21,94 5363358 3,01

S50



Table 2, entry 4

Y FTBAF, DMF
Si NHZ
FSPE
14 15
C:\Xcaliburidata\AG\AG-862-02F 4/21/2008 8:19:41 PM AG-862-02F
RT: 0,00 - 30.02
RT: 10.83 NL:
2.82E7
100 TICF:
90 Ms
80— gzgp.gsz_
g 70
S 60|
2 50
2 a0
a
£ 30+
20+
RT: 1048 || RT: 11.54
1;: 532586 sor .l 0 1449 1562 1773 16.73 19,66 2206 2380 2482 2623 26.91 2819
t:)lllélflélf 6I |éf|f‘0.r 1‘Izllllll‘ilff1|6 T 1|s .2|0.|.2[2If 24[ 126 |I2'|8|f|3|0
Time (min)
| AG86202F #210-224 RT: 10.74-11.16 AV: 15 NL: 6.30E5
T: + ¢ Full ms|[ 50.00-1000.00]
100, 788
90—
80
g 70
2 60
2 s0-
2 40
Z
© 30
20 | ‘ 106.8 s
12“ {lf ]!“'|,'”L! 1688 1509 2808 2049 3% 4088 4727 5159 605.7 6283 6808 7358 7991 8267 B876.5 9276 956.3 999.3
INII!DII IIle'.ll]IIIIBDDIII I‘ﬂI:ICI ISlI'JDII Gl‘][]. I T{IJDIII BéD IIBil]DII I‘ICNZN]
miz
PEAK LIST
AG-862-02F.RAW MeQOH-H20 8:2
RT: 10.01 - 12.58
Number of detected peaks: 3
Apex RT StartRT EndRT Area %Area
10,48 10,42 10,51 2567189,416 3,09
10,83 10,74 11,16 76966737,26 92,73
11,54 11,48 11,57 3464044,925 4,17
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Table 2, entry 5

Ph FTBAF Ph
. _OfTip,s —>
HNT DME

16 9

RT: 0.00 - 30,02

RT: 977 NL:
7.19
Tic
a0- s
AG-
Fga

100

Relative Abundance
]
o
|

RT: 10.07

435 567 727 9.15 #___' 17.09 . 278
0 L S ER U o G i o S R e o e | Pl Y TR K K TR Y 1 e b e v S e T (B S R e S N e (i B i i ke N N o V2SI R e DR S w1
u] 2 4 =] ] 10 12 14 16 18 20 22 24 26 28 20

Time(min)

AG-Pgg166-212 RT: 9.30-10.77 AY: 47 NL: 1.31E6
T: + ¢ Full ms [ 50.00-1000.00]
106.0
100
90—
80—

70+

780

Relative Abundance
o)
o
|

107.0
o-ba i “A_‘IB-D 2070 2530 2810 358.1 439.3 509.6 5324 623.5 690.7 7609 8395 8664 9438 !
I

L
100 200 300 400 500 600 700 200 Q00

PEAK LIST
AG-fTIPSPG FSPE.RAW
RT: 8.56 - 23.87
Number of detected peaks: 2
Apex RT StartRT End RT  Area %Area
9,77 9,74 9,92  378638924,8 93,57
10,07 10,03 10,31 26019539,2 6,43
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Table 2, entry 6

N FTBAF i
H | _— _ _OH
BocHN/\n’o\/\Si/\/\CgFﬂ e BocHN™ 1"
o) ' o)
17 18
mAL AG-HO-PheBOC -DMF1 DA

B8 o xsa3s8zzagBB X

4 5 6 1 12 13 14 15 16 17 18

7 8 9 10
[] Name | Time oﬂﬁﬁq Height [mAU] | Area [mALLMin]|_ Area % (%] |
B 1 |UNKNOWN W 1 2418 592 100,000
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Table 3, entry 1

FTBAF, DMF, 0°C
8807 " OTES »  TBSO” ™ “OH

19 FSPE 20

C\ealibundata\aG 11/4/72008 12:90:32 PM

RT: 0.00 - 30.00
RT:7.74 NL:
100 5.78EG
TICF:

a0+ MS
80—
70+
60—
50—

Relative Abundancs

20— _
4417 RT: 12.10 J5.00 2080 27.88 2978
SR 799 1021 1438 1650 2044 2233 2499~

0 rrr [ rrr T r rffrr 1 [ [ I P frrryrrrfprrr[rrrrrrr T rrrrrrrg

0 2 4 6 2 10 12 14 16 13 20 22 24 26 28 30
Time (min)

#105-148 RT:7.35873 AV: 44 NL: 65364
T: + ¢ Full ms [ 50.00-1000.00]
749

1005
80
80
70
60
50
40 | 1048

304

Relative Abundancs

20 133.0

10
Jr 1240 2070 2531 20908 4151 437.7 509.8 539.1 6323 7226 7461 7860 8508 876.4 a81.6
0 ryprroery o rrt |-| T 1. 1.1 f“"T | s P [ ) ] [ P e ol S o ) [ Fo ) o o B . o) o P P e o ot |

1
100 200 300 400 500 GO0 700 200 200 1000
miz

PEAK LIST

AG-914 DepReactionTBSCH2CH2CH20TES

RT: 0.00 - 30.00

Number of detected peaks: 2

Apex RT StartRT End RT  Area %Area
7,74 07 8,06 14248523 98,49
12,1 12,07 12,13 219050 1,591
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Table 3, entry 2

OTES OH
FTBAF, DMF,
0°C

TIPSO TIPSO
21 22

CAXealibund ata\AGAWAG-1028-1 9/10/2008 5:04:07 P AG-1028-1

RT: 0.00 - 30.02

400 a.an RT: 18.63 NL:

5 A17ET

a0 TIC F:
MS

80 AG-1028-1

70
60
50
40

Relative Abundance

30
20
10

_5__.__54* l 9.49 1449 16.16 18.86 2200 2380 2688 2051
D | L T T i T T | T T T T T T '| T I+

[a] 2 4 5] =] 10 12 14 16 18 20 22 24 26 28 30
Time(min)

695 ;50 BT 4198 13,00

AG-1028-1 #74-101 RT: 634721 AV: 28 NL: 827E4
T: + e Full ms [50.00-1000.00]

749
100~

90+
20—

704 131.0

807 | 1020
50—
0 —
30—
20

1320

10— |2
J AL 280.9 3832 4305 505.2 543.8 8303 708.1 7486 777.4 8745 9211 9328
o= T r.r  r 1 v, n .  pn.n . nn,pn, . 4  r ,prrv).. v.,Tr ... T Tt 1

100 200 300 400 500 G600 700 200 Q00 1000
miz

Relative Abundance

PEAK LIST

AG-1028-1.RAW

RT: 10.24 - 23.52

Number of detected peaks: 2

Apex RT StartRT End RT  Area %Area
11,16 11,09 11,35 11398997 7,95 free diol
18,53 18,37 19,11 1,32E+08 92,05 TIPSOCH2PhCH20H

22 0 sm
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Table 3, entry 3

FTBAF, DMF,
0°C -rt
ChXealibund atahaGiaG-1029-002 Q/M1/2008 12:37:55 PM AG-1029-002
RT: 0.00 - 29.99
L RT: 14.88 NL:
oo 2.09E7
ao TIC F:
MS
80 AG-1029-
8 70 o2
H
= 60 RT:7.34
=2
2 50
a
= 40
A
= 30
20
10 7.59 ;
532 9R0115141.05 L1526 1789 1041  RT:2235 2534 2623 20 5
c'|r|||r|||r||||l|||||||r|||r|||||||||||r|||r|| | i DL L L L L
0 2 4 & 2 10 12 14 18 13 20 22 24 26 28

Time (min)

AG-1029-002 #67-613 RT: 6.12-23.64 AV: 547 NL: 1.43E4
T: + ¢ Full ms [ 50.00-1000.00]

117.0
100

a7
e 147.0
80 742
70

60—

40 207.0
20

Relative Abundance
o]
T

20+

10
o

2101 2810 546 1
= {3260 3052 4610 9940 7V 5852 a1 7331 759.0 8314 9180 9712

LN R S B SN B I R Bwe NI SN RN EEN Sumy BT RN SN BEm Eae SN NN DN D e BEND DN DI Eam B RN SN N D Dy (NN S mmme ma |

100 200 200 400 500 500 700 200 Q00 1000
miz

PEAK LIST

AG-1029-002.RAW

RT: 0.00 - 29.99

Number of detected peaks: 3

Apex RT StartRT EndRT Area %Area Height %Height
7,34 lS 7,5 28736268 36,25 11478763 35,13
14,88 14,85 15,17 48141418 60,73 20583052 62,99
22,35 22,32 22,48 2397450 3,02 614549,2 1,88

PEAK LIST
AG-1029-002.RAW
RT: 0.00 - 29.99
Number of detected peaks: 2
Apex RT StartRT End RT  Area %Area
9,9 9,87 9,94 1174207 2,25 sm
14,88 14,75 15,42 50953669 97,75 monoprotected compound
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Table 3, entry 4

TIPSO HO

FTBAF 0°-rt, DMF

FSPE
TMS
0 O/A\V/TMS e
24 25
File ¢ C:\MSDCHEM\ 1\DATA\SFUSTERO\AG1057-2.D
%:::: T 27 Hov 2008 11143 using AcqMethod ISA
;m;':n:::. Instrumen
Misc Info

Vial Number: 8

Aburdance - o Ik - TTC AGI0ETID
240407

2.2e+07)

Tme-> 400 600 800 1000 1200 1400 1600 1800 2000 2200 2400 2600 2800 3000 3200 3400 3600 3800 4000 4200 44,00 4600 4800
Abundance — =3 > = ! “Average of 20.020 1o 20 057 min: AGVORT-2D (0 o o .

3
EOO00C
500000! i
a5 b 1%
[ - - L5 4 e ypy
&

1

21 237 4 [
o1 e % s fopr 7 7| _267 2 20300 3 M5 363 T 32 408 4% 463 418 %00 :
8 100 130 140 160 180 200 230 240 280 260 300 350 M0 360 3W0 400 430 440 480 430 500 %20 540

Data File : C:\MSDCHEM\1\DATA\sfustero\AG1097-2.D vial: 8

Acg On : 27 Nov 2008 11:43 Operator:

Sample 2 Inst : Instrumen

Misc 8 Multiplr: 1.00
Sample Amount: 0.00

MS Integration Params: autointl.e

Method : C:\MSDCHEM\1\METHODS\ISA.M (Chemstation Integrator)
Title '
Signal : TIC
‘peak R.T. first max last PK peak corr. corr. % of
L min scan scan scan TY height area ¥ max. total

1 20.957 5675 5708 5802 BB 2 21543233 513577622 100.00% 100.000%

Sum of corrected areas: 513577622
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Table 3, entry 5

O O
(\Ph 2 FSPE |/\Ph 57
OTBS OH

C:\Xcaliburdata\AG\AG-1035-001 9/18/2008 2:26:02 PM AG-1035-001

RT: 0.00 -29.99
RT: 18.28

100
90—
80
70—
60
50
40
30
20

Relative Abundance

10°
8.17 10.19 10.87 12.34 17.60

14.68 18.63

NL:
2.8BBE7
TICF:
MS
AG-1035-
001

23,15 2485 2595 28.16 28.96

OV T 7177 77T T 7 T L L L
0 2 4 6 8 10 12 14
Time (min)

T 1
16 18 20 22 24

26 28

AG-1035-001 #418-516 RT: 17.38-20.52 AV: 99 NL: 1.96E5
T: + ¢ Full ms[50,00-1000.00]
100, 722
a0
80—
70—
60
50—
40 75.0
30
20

Relative Abundance

7.0 178.0

Llnl h 4 - ,!.‘

206.1
(01 2501 5089 3646 4248 4881 537.3 645.1 689.0 714.0
e usny T | T B

802.1 850.6 897.2 926.4 999.4
| L | R PR S T T

o

500 700

m/z

1
100 200 300 400 600

PEAK LIST
AG-1035-001.RAW
RT: 0.00 - 29.99
Number of detected peaks: 2
Apex RT StartRT EndRT Area
5,25 5,16 532 3108155,098
18,28 18,25 19,27  120114903,5

%Area
2,52
97,48
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