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Fig. 6 Raman spectrum of L-citrulline.
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Fig. 7 Raman spectra of normal and tumor tissues.
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Scheme 1. Reagents and conditions: a) E;N, H)O, 60 °C, overnight; b) tri(ethylene glycol)
monomethyl ester, conc.HCI, 130 °C, 2h; c¢) ethyl bromoacetate, Et;N,CH,Cl,, 40 °C, overnight;
d) EN, H,O, reflux, 1 h; e) tert-butyl-N-[2-(N-fluorenylmethoxycarbonyl)-aminoethyl]-
glycinate, HOBt, EDC.HCI, CH,Cl,, rt, overnight; f) TFA, Et;SiH, rt, 1h.
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Table 1. PNA sequence used in this study

PNAs Sequences
PNAI(UP®) H,N-Lys-GTAGAT UP*ACT-Lys
PNA3(UP®8) H,N-Lys-GUP®AGAT UP*8ACUP*8-Lys
unmodified PNA H,N-Lys-GTAGAT TACT-Lys
target DNA 5'-AGTAATCTAC-3'

FITC-PNA1(UP®8)
FITC-unmodified PNA

FITC-BAla-Lys-GTAGAT UP.ACT-Lys
FITC-BAla-Lys-GTAGATTACT-Lys

Table 1 |1Z/R L7 & 51T, READ PNA 8
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ZIERR L72  HPLCIZ L 0 KR AT o 724,
R DNA $5 & A 7Y H o XS CRlRIE
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Post-modification

Fmoc-HN-Lys-GTAGAT UP®ACT-Lys —Q
Fmoc-HN-Lys-GTAGATTACT-Lys —Q)

PNA1(UP®8)
unmodified PNA

deprotection
then, DMF, HTBU, DIPEA, BAla, rt, 3h

Fmoc-HN-BAla-Lys-GTAGAT UPACT-Lys —Q)

Fmoc-HN-BAla-Lys-GTAGATTACT-Lys —Q

deprotection
then, DMF, FITC, DIPEA, rt, 3h

cleavage, purification

|

FITC-BAla-Lys-GTAGAT UPACT-Lys
FITC-BAla-Lys-GTAGATTACT-Lys

FITC-PNA1(UP®®)
FITC-unmodified PNA

Scheme 2. Post-modification of PNAL and PNA3

B EHWT, EEROMIRI 1T 2 M

BAMED T ZIT 7~ DT F 6 DFERIZH

WTOWMEEITO TETH D,

Flo, TNHOBIKMERZE A L7 PNA $4
LG R THENT 2 2 &3 ATREZR TR H
JePNAE ) v —DEHUCHOW T HRET 2172
TWBDOT, ZOFMIZONTHIEEITH T
ETHD,

(2% 3R]
1) F. Wojciechowski, R. H. E. Hudson, J. Org.
Chem. 2008, 73, 3807.
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