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A new high performance liquid chromatograpgy (HPLC) stationary phase that possesses an internal carbonyl functional group is synthesized by heterogeneous “graft from” method. This new stationary phase, poly (vinyl octadecanoate) grafted silica (Sil-2) is then characterized by different physico-chemical methods such as diffuse reflectance
1
13
29
infrared fourier transform, suspension state H NMR, solid state C CP/MAS NMR, Si CP/MAS NMR, elemental
analysis and thermogravimetric analysis. Chromatographic properties of Sil-2 were evaluated under reversed phase
condition by separating polycyclic aromatic hydrocarbons (PAHs) and comparing the chromatographic results with
those on polymeric as well as monomeric octadecylated silica stationary phases.
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Introduction
The excellent physical properties of porous silica with low
levels of metallic impurities and its availability in a large range
of pore diameters and specific surface areas have allowed silica
to become the most widely used support for reversed phase
liquid chromatography. Thus chemically modified porous silica
with organic interactive layers packing materials are the foundation of modern high performance liquid chromatography and
a popular approach for achieving novel solute selectivity.1-5 A
recent trend in RPLC has been the introduction of stationary
phases containing a polar functional group in addition to the
nonpolar RP ligand.6-11 In general, two types of RP stationary
phases have been developed: polar endcapped phases, in which
a polar group is used as an endcapping reagent after derivatization with a nonpolar ligand, and polar embedded group phases,
in which a polar functional group is located within the alkyl
chain itself. Amide,12-14 carbamate15,16 and urea17,18 are three of
the embedded polar groups described in the literature that have
been thoroughly investigated under reversed phase conditions.
Recently, Horak et al. have attempted to interpret the retention
characteristics of hybrid reversed phases with diverse interaction sites such as the chromatographic separations of reversed
phase containing sulfide-group.19,20
Work on the immobilization of organic molecules on inorganic supports like silica has been intensively revived in the last
few decades,21,22 with much attention to the establishment of a
new covalent bond on the desired surface.23,24 In principle, the
formation of polymer-grafted inorganic particles can be approached in two ways. 1) The “grafting to” technique25 consists
of the synthesis of end-functionalized polymers followed by the
immobilization of these polymers onto the surface through anchoring groups. The “grafting to” method is experimentally

simple but it has a limitation, namely the difficulty in achieving high grafting density because of the steric crowding of the
surface by the already grafted polymers and (2) on the contrary,
in the “graft from” technique, polymer chains grow in situ from
initiator molecules that have been pregrafted to the surface of
inorganic particles.26,27 The “grafting from” approach is considered to give higher densities because only monomer molecules have to diffuse to the active species. Among the “graft
from” techniques, the ordinary one is nominated as the heterogeneous method, 29 which consists in reacting activated silica
with a precursor silylating agent containing trialkoxysilyl groups. Subsequent reactions can expand the organic covalent chain
with a variety of organic functions able to act with increased
activity as a chelating agent, which can be used for a variety of
purposes.30,31
The aim of the present study is to report the immobilization
of poly (vinyl octadecanoate) which contains an embedded functional carbonyl group in the polymer structure on the silica surface by simple heterogeneous “graft from” method. This immobilized phase is then properly characterized by spectroscopic
methods as well as thermal technique and the chromatographic
behavior of the new phase was evaluated by using different
size and shaped PAHs as elute. This new phase is further compared with commercially available polymeric octadecylated
silica (ODS-p) and monomeric octadecylated silica (ODS-m)
which do not have any polar functional group present in the
ligand. We hope this new phase will find promising applications
in HPLC.
Experimental
Vinyl octadecanoate was purchased from Tokyo Kasei Kogyo
Co. Ltd. (Tokyo, Japan) and used after purification and remov-
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ing polymer inhibitor. Porous silica particles (YMC-GEL) were
purchased from YMC Co. Ltd. (Kyoto, Japan) whose average
diameter, pore size and surface area are 5 µm, 120 Å and 300 m2
g-1, respectively. All silica particles were heated for 12 h at
400 oC before use and then allowed to cool to room temperature under nitrogen. 3-Mercaptopropyltrimethoxysilane (MPS),
used as a silylating agent, was purchased from Azmax Co. Azobisisobutyronitrile (AIBN) was purified by recrystallization
from methanol and was used as an initiator. Toluene was purchased from Nacalai Tesque (Kyoto, Japan) and used after distillation. All other reagents used were of analytical grade. The
polymeric octadecylsilylated silica (ODS-p) column (Shodex
2
C18 P, particle size 5 μm, pore size 12 nm, surface area 300 m
g-1 with end cap of the unreacted silanol group) containing
17.5% C was obtained from Shodex (Tokyo, Japan). Monomeric
ODS (ODS-m) (Inertsil ODS-3, 250 mm × 4.6 mm I.D.) were
purchased from GL-Science (Tokyo, Japan).
IR measurements were conducted on a Jasco (Japan)FTIR-4
100 Plus instrument with the accessory DR PRO410-M for
DRIFT measurement. TGA was performed on a Seiko EXSTAR
6000 TG/DTA 6300. Elemental analyses were carried out on
13
a Perkin-Elmer CHNSO 2400 apparatus (USA). Solid ( C CP/
29
MAS and Si CP/MAS) NMR spectra were measured by a
Varian Unity Inova AS400 instrument at a static magnetic field
of 9.4 T by using a solid probe for CP/MAS NMR spectroscopy at a spin rate of 4000 - 4500 Hz. 29Si CP/MAS NMR
spectra were collected with the same instrument. The chromatographic system consisted of a Jasco PU-1580 intelligent HPLC
pump, a rheodyne sample injector with a 20 μL loop, and a
Jasco multiwavelength UV detector MD 2010 plus. The column
temperature was maintained by using a column jacket that had
a circulator with a heating and a cooling system. A personal
computer connected to the detector with Jasco-Borwin (Ver 1.5)
software was used for system control and data analysis. Separations were performed with HPLC grade methanol/water (80:20)
as mobile phase at a flow rate of 1.00 mL/min. Measurement
of the retention factor (k) was carried out under isocratic elution conditions. The separation factor (α) is the ratio of the
retention factor of two solutes that are being analyzed. The
retention time of D2O was used as the void volume (t0) marker
(the absorption of D2O was measured at 400 nm, which is actually considered as injection shock).
To produce Sil-1 (Scheme 1), 4.0 g of properly dried porous

Scheme 1. Schematic illustrations of the preparation and immobilization of Sil-1 and Sil-2
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silica was suspended in 40 mL of dry toluene. 1.2 mL (6.42
mmol) of MPS was added drop wise to the suspension and the
mixture was mechanically stirred under solvent reflux for 72 h.
After filtering, the solid was washed with toluene, chloroform,
methanol and acetone consecutively. After 24 h vacuum drying
the amount of carbon and hydrogen were determined to be 2.80
and 1.15% respectively by elemental analysis. Successive washing with chloroform as a good solvent showed no significant
change in elemental analysis result.
Then Sil-1 was suspended in 40 mL of ethanol With vinyl
octadecanoate and AIBN were added to the suspension and it
was stirred for 20 minutes under an atmosphere of N2 gas. The
temperature was gradually raised to 60 ºC and stirring continue
for 24 h under N2 atmosphere. After cooling, the solid denominated by Sil-2 was filtered, washed consecutively with ethanol, toluene, chloroform and acetone. Finally the solid was dried
in vacuum for 24 h. The total synthesis process is outlined in
Scheme 1.
Results and Discussion
IR Analysis. The grafting of the silylating agent and polymer
onto silica was qualitatively confirmed by FTIR and NMR spectroscopies. The FTIR spectra shows (figure not shown) charac‒1
teristic vibrations of the carbonyl ((1737 cm ) and the alipha‒1
tic groups (2931 and 2859 cm ) of Sil-2.
Surface Coverage and Thermogravimetric Analysis. Surface
coverage of Sil-2 was calculated on the basis of elemental analysis result and as per earlier reported method.32 As shown from
Table 1, the calculated grafting density of polymer of Sil-2 was
2
2.63 μmol/m while the phase grafting density of polymeric
octadecylated silica (ODS-p) and monomeric octadecylated
silica (ODS-m) were 3.40 μmol/m2 and 1.72 μmol/m2 respec33
tively.
Thermogravimetric analysis (TGA) of silica gel showed an
initial mass loss of 4.5% in the 0 to 155 oC range, which is attributed to the physically adsorbed water on the surface while
the remaining mass loss upto 900 oC is related to the condensation of free silanol groups on the surface to form siloxane gro34
ups. For the compound referring to Sil-1 immobilized surface,
a first mass loss of 4.0% from 0 to 125 oC is due to physically
adsorbed water and the second mass loss of about 8.0% in the
o
o
range of 213 C to 650 C is due to the decomposition of the
organic group covalently bonded on the silica surface. The
immobilized polymer Sil-2 showed the first mass loss of 1.7%
o
between 0 to 80 C, which is related to the physically adsorbed
water, as happens with untreated silica gel. The characteristic
second and third mass losses of 13.6% and 7.3% in the range
o
o
of 205 to 311 C and from 324 to 650 C, respectively, are related
to the grafted organic groups on silica surface. Carbon percentage calculated from TGA analysis was found to be little lower
32
than calculated by our previously reported method. However
this finding may be acceptable as elemental analysis result may
overestimate the concentration of hydrogen and carbon arising
35
from the ligand.
NMR Studies. In suspension state 1H NMR spectroscopy, It
was reported that restricted alkyl chain mobility decrease NMR
intensity while more flexible alkyl chain increase the NMR
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Table 1. Elemental analysis, TGA data and grafting density of Sil-1 and Sil-2
Elemental Analysis
Sil-1
Sil-2

TGA

Surface coverage calculated by C%

C%

H%

N%

Immobilization, wt %

Amount of immobilization, wt %

Polymer density, μmolm‒2

2.8
15.65

1.15
3.00

0
0

4.85
18.5

5.83
19.17

0.28
2.63

1.8
9-21

Sil-2 (alkylbenzene)

1.6
1.4
1.2

Log k

1.0

Sil-2 (PAHs)

0.8

ODS-p (alkylbenzene)

0.6

ODS-m (alkylbenzene)

0.4
8,22

1

56

7

-0.2
-0.4

20

ODS-p (PAHs)

0.0

3,4
23

224

0

ODS-m (PAHs)

0.2

40

60

80

100

120

140

160

180

ppm
13

Figure 1. Solid state C CP/MAS NMR spectrum for Sil-2.

signal intensity.36 The suspension state 1H NMR of Sil-2 is
o
thus measured from 20 to 50 C and it was apparent that alkyl
chain mobility is high enough irrespective of temperature variation. Relative NMR intensities of long alkyl chain was mea32
sured according to the formula described elsewhere and it
was shown that alkyl chain intensity increases steadily with
increase of temperature. Solid-state 13C CP-MAS NMR provides useful information of the chemical composition of modified surfaces, furthermore it reveals evidence about conformation and dynamics of immobilized alkyl groups. Looking at the
spectra (Fig 1), the intense signal at 30.2 ppm representing the
alkyl chains -(CH2)n- where n = 9 - 21, was attributed to gauche
conformation. This chemical shift arises from the average of
the chemical shifts of the trans and gauche conformations of
the alkyl chains, showing that the alkyl chains on the silica surface are quite mobile at room temperature. However, the low
field intensity of the signal at 32.5 ppm (C8 and C22) due to
the trans conformation is very low. While trans conformations
indicate rigid, ordered chains; the gauche conformations characterize mobile, amorphous regions. Furthermore, it is established
that the octadecyl moieties of ODS-p generally exists in a highly
ordered trans-conformational form (δ = 32.84 ppm) although
ODS-m this subsisted with mobile gauche conformational state.
29
Si CP-MAS NMR has the ability to ascertain the surface
chemistry of silica bonded phases prepared by different bonding
29
synthetic strategies. Si CP-MAS NMR spectroscopy can also
reveals the functionality of the silanes. Inspection of the 29Si
CP/MAS NMR spectra of Sil-2 reveals the presence of different
types of silicon atom which differ in their coordination sphere
as a result of the silylation step. The 29Si CP/MAS NMR spectrum for the Sil-2 modified silica showed two peaks at ‒111.5
and ‒101.9 ppm. These peaks are attributed to silicon in the
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Figure 2. Typical log p vs log k curve for polycyclic aromatic hydrocarbons (PAH’s) and alkylbenzenes in Sil-2, ODS-p and ODS-m. Mobile
phase: methanol/water (80/20), flow rate: 1.0 mL/min, temperature:
o
25 C.

siloxane bonding environmental without hydroxyl groups and
to isolate silanol groups respectively, signals that are also observ40
ed for the unmodified silica surface. The peak at -57.3 ppm
is related to the silicon atoms of the type: R-Si*-(OSi≡)2-OH
and finally the peak at ‒48.1 ppm is attributed to the silicon
atoms of the type R-Si*-(OSi≡)(OH)2. The lack of trifunctional
silanes at around ‒65.0 ppm indicates a lesser degree of crosslinking which is in good agreement with the result of 13C CP/
MAS NMR spectroscopy.
Chromatographic Evaluation of Retention Mode. It is proved
that conventional ODS stationary phases in HPLC can recognize
the hydrophobicity of elutes only and this hydrophobicity is
measured by the methylene activity of the stationary phase.
The retention mode as well as the extent of hydrophobic interaction between the elutes and the stationary phase can be determined by retention studies of alkylbenzenes as elutes.41,42 When
alkylbenzenes were used as solutes in HPLC, Sil-2 showed the
same elution order as polymeric octadecylated silica (ODS-p).
It was also confirmed that the retention factors (k) increased
with increase of water content in the mobile phase. These results
confirmed that Sil-2 has the retention mode similar to RP-HPLC.
The Specialty of Sil-2 can be seen in the retention behavior of
polycyclic aromatic hydrocarbons (PAHs). Fig. 2 showed the
relationship between log p and log k of Sil-2, ODS-p and ODS-m
for a series of alkylbenzenes and PAHs. Sil-2 (as shown in
Fig. 2) showed higher retention factors for PAHs than for alkylbenzenes. For example, log P of naphthacene (5.71) is smaller
than that of octylbenzene (6.30) but log k of naphthacene is
much higher (1.217) than that of the latter (0.983). The increase
of log k for PAHs was accompanied by the selectivity enhancement. For example, α = 26.8 was obtained for naphthacene/
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benzene in Sil-2 while α = 12.05 in ODS-p and α = 7.69 in
ODS-m respectively. These results indicate that the Sil-2 phase
provides specific interactive sites for PAHs which can recognize
aromaticity.
The chromatographic evaluation was further performed by
using the Tanaka test mixture43 containing hydrophobic probes.
Figure 3 shows the chromatogram obtained, in which it can be
observed that all compounds were separated with good efficiencies and good peak shapes in Sil-2. This characterization protocol is a well-developed approach that is recommended to
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Figure 3. Typical chromatogram of Tanaka test mixture in ODS-p (a)
and Sil-2 (b). Solute: uracil (A), butylbenzene (B), pentylbenzene (C),
o-terphenyl (D) and triphenylene (E); mobile phase: methanol/water
o
(80/20); flow rate: 1.0 mL/min and temperature: 25 C.

obtain information about the functionality of the silyl reagent
and the methylene selectivity, as well as to establish the repeatability and reproducibility of the separation behavior of commercially available reversed phases. The most relevant properties, which are measured by the chromatographic parameters
for the separation of compounds, are shape and methylene selectivities, hydrogen bonding, and ion-exchange capacities in neutral media.
Molecular Shape Selectivity. Molecular shape can often provide a basis for the separation of compounds with constrained
molecular structure; however, shape selective columns are less
effective for solutes with conformational freedom. Shape selectivity is exemplified by the capacity of a column to resolve
isomers on the basis of molecular structure. PAH isomers typically elute in order of increasing length to breadth ratio (L/B),
and nonplanar solutes elute before planar solutes with similar
L/B. Contributions to shape recognition for ODS phases increases with (1) polymeric surface modification chemistry, (2) increasing bonding density, (3) increasing alkyl chain length, and
(4) decreasing temperature. Different size and shaped PAHs
were examined to evaluate the retention performance of the
new stationary phase Sil-2. The retention of a series of PAHs
isomers and aromatic positional isomers were done in order to
asses the shape selectivity by Sil-2 and the retention data were
compared with the ODS-p as well as ODS-m.
To evaluate the planarity recognition capability of ODS
phases, Tanaka et al. and Jinno et al. introduced the selectivity
for two solutes, namely, o-terphenyl and triphenylene. Both
o-terphenyl and triphenylene possess the same number of carbon atoms and π-electrons but the molecular planarity is com-

Table 2. Retention (k) and separation (α) factors for different PAHs with Sil-2, ODS-p and ODS-m at 25 oC
Selectivity

PAHs
a
a

Planarity

3.66

Triphenylene

10.28

cis-stilbene

2.37

trans-stilbene

3.60

a

o-terphenyl

3.66

m-terphenyl

6.85

a

a

a

p-terphenyl

9.15

Triphenylene

10.28

Benz[a]anthracene

13.16

a
a

a

Linearity

Chrysene

13.57

Naphthacene

21.79

Dibenzo[a,c]anthracene

9.78

a
b

k

o-terphenyl

a

Isomeric

Sil-2

ODS-p
α

k
1.76

2.81

4.20
1.40

1.52

1.87

1.73
1.76
2.50

2.81

Dibenzo[a,h]anthracene 13.30

α

k
2.95

2.39

4.49
2.19

1.24

1.60

2.35
2.95
1.91

4.34

3.36
1.28

4.20
1.32

2.12

4.65

1.11

6.14

1.52

1.07

1.48

1.48

4.49
1.14

1.46

4.57

1.02

4.71

1.05

1.23

5.54

5.56

9.26
1.14

6.34

α

4.34

4.79

1.36

b

ODS-m

1.02
9.49

o
‒1
Conditions: mobile phase: methanol/water (80/20) for PAHs (a) and (90/10) for PAHs (b). temperature: 25 C, flow rate: 1.0 mL min and UV
detection: 254 nm.
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Figure 4. Chromatogram for a mixture of terphenyl isomers in ODS-m
(a), ODS-p (b) and Sil-2 (c). Solute: o-terphenyl (A), m-terphenyl (B)
and p-terphenyl (C); mobile phase: methanol/water (80/20); flow rate:
o
1.0 mL/min and temperature: 25 C.
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Figure 5. Temperature dependencies of the separation factors between
naphthacene and chrysene and triphenylene and o-terphenyl with Sil-2
(■, □), ODS-p (●, ○) and ODS-m (▲,△) respectively. Mobile phase:
‒1
methanol/water (80/20); flow rate: 1.0 mL min ; temperature range:
o
10 - 50 C.

pletely different.42 Therefore the separation factor for them has
been used as a good indicator to evaluate the molecular planarity selectivity. We observed that Sil-2 (αtriphenylene/o-terphenyl =
2.64) showed enhanced selectivity as compared with ODS-p
(αtriphenylene/o-terphenyl = 2.39) and ODS-m (αtriphenylene/o-terphenyl =
1.52). The results of various planar and non-planar sample sets
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for Sil-2, ODS-p and ODS-m were also given in Table 2.
Better selectivity of Sil-2 can also be found in the separation of terphenyl-isomers. The three terphenyl-isomers differ
44
strongly in the extent of their non-planarity. The chromatograms of o-, m-, and p- terphenyl for Sil-2, ODS-p and ODS-m
are shown in Fig. 4. o-Terphenyl possesses the highest deviation
from planarity followed by m-terphenyl and p-terphenyl and
similar was the retention order with Sil-2 along with higher
separation factor between the p-/o- terphenyls compared to the
other reference columns (shown in Table 2). In case of geometrical isomers, Sil-2 gave desirable result and the separation factor
between trans- and cis-stilbene were also given in Table 2.
The molecular length selectivity or molecular slenderness
can be evaluated by using four PAHs of four ring as solutes
namely triphenylene, benz[a]anthracene, chrysene and naphthacene. All of them are planar compounds with same number of carbon atoms, π-electrons as well as same molecular
weight but differ in length to breadth ratio (L/B ratio). It was
noteworthy that Sil-2 showed higher separation factor than
other reference columns; for example, at ambient temperature
αnaphthacene/chrysene = 1.44 for Sil-2 while αnaphthacene/chrysene is 1.28
and 1.18 for ODS-p and ODS-m respectively. Higher selectivity
can also be seen in the separation of five ring PAHs (Table 2).
It was reported that column temperature has been shown to
have strong influence on shape selectivity in liquid chromatography.45 Thus to understand the temperature dependencies on
selectivity of Sil-2, ODS-p and ODS-m, the separation factor
between a planar triphenylene and a non-planar o-terphenyl as
well as naphthacene and chrysene were examined from 15 oC
to 60 oC and the results are given in Fig. 5. It was observed that
retention of both solute pairs decreases with increasing temperature. It was also demonstrated from the Fig. 5 that, Sil-2
didn’t show remarkable temperature dependencies on selectivity
which eventually supports the NMR measurement result.
Discussion on Retention Mechanism. Generally the molecular
shape selectivity in ODS phase increases with increasing carbon
loading i.e. higher alkyl chain density exhibits higher molecular
shape selectivity.46,47 We have already mentioned that Sil-2
showed enhanced selectivity towards PAHs and geometrical
isomers compared to the other investigated columns regardless
of the fact that Sil-2 had lower alkyl chain density than polymeric ODS.33 It was reported that the presence and availability
of any π-π active functionality within the entirety of a RPphase will have a great impact on the overall chromatographic
selectivity of compounds with extended π-electron system. Thus
a multiple carbonyl π-benzene π interaction mechanism was
applied to explain unique selectivity of Sil-2. Our group had
reported previously that carbonyl groups in Sil-ODAn are pola+
‒
48
rized to δ (carbon) and δ (oxygen). Similarly in Sil-2, the
carbonyl groups in the organic phase are polarized to δ+ (carbon)
and δ‒ (oxygen) and these polarized atoms can work as an electrostatic source of π-π interaction with π-electron containing
guest molecules. As support of this, the selectivity between
benzene-nitrobenzene was evaluated as it can be used as a
criterion of the contribution of retention from π-interactions in
the reversed phase system.49 Pi-interactions are stronger in the
case of nitrobenzene than with benzene, thus the value of selectivity of benzene-nitrobenzene is minimal for Sil-ODS packing
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(no pi-interactions) and it is expected be rather high for Sil-2.
It was found that αnitrobenzene/benzene for ODS-m is 0.68 while the
same for Sil-2 is 0.93. This observed behavior is an effect of
specific interaction between the π-electron systems of the solute
and stationary phase.
Conclusion
A new type of stationary phase has been synthesized by heterogeneous “graft from” technique. The phase is characterized
by spectroscopic methods and thermal analysis and its chromatographic behavior was investigated. Suspension state 1H
NMR suggests that the long alkyl chain mobility of the stationary phase is very high compared to conventional octadecylated
phase; 13C CP/MAS NMR revealed that the organic phase is
in disordered state and remained so even at high temperature
and 29Si CP/MAS NMR suggests that degree of cross-linking
is less during the reaction. Chromatographic results pointed
out the enhanced selectivity of Sil-2 over ODS-p and ODS-m
for PAHs and geometrical isomers. It was also reveled that selectivity of Sil-2 does not depend remarkably on temperature. The
enhanced selectivity of Sil-2 towards PAHs was may be brought
by π-π interaction of the stationary phase and the guest molecule.
Acknowledgments. This research was partially supported by
Grant-in-Aid for Scientific Research from the Ministry of Education, Culture, Sports, Science and Technology of Japan.
References
1. Unger, K. K. Porous Silica, Its Properties and Use as Support in
Column Liquid Chromatography; Elsevier: Amsterdam, 1979;
Vol. 16.
2. Jinno, K.; Nagoshi, T.; Tanaka, N.; Okamoto, M.; Fetzer, J. C.;
Biggs, W. R. J. Chromatogr. 1987, 392, 75.
3. Jinno, K.; Yamamoto, K.; Ueda, T.; Nagashima, H.; Itoh, K. J.
Chromatogr. 1992, 594, 105.
4. Saito, Y.; Jinno, K.; Pesek, J. J. Chromatogr. 1994, 38, 295.
5. Kirkland, J. J.; Glajch, J. L.; Farlee, R. D. Anal. Chem. 1989, 61, 2.
6. Layne, J. J. Chromatogr. A 2002, 957, 149-164.
7. O’Gara, J. E.; Alden, B. A.; Walter, T. H.; Petersen, J. S.; Niederiander, C. L.; Neue, U. D. Anal. Chem. 1995, 67, 3809-3813.
8. McCalley, D. J. Chromatogr. A 1999, 844, 23-38.
9. Neue, U. D.; O’Gara, J. E.; Mendez, A. J. Chromatogr. A 2006,
1127, 161-174.
10. Euerby, M. R.; Petersson, P. J. Chromatogr. A 2005, 1088, 1-15.
11. Tate, P. A.; Dorsey, J. G. J. Chromatogr. A 2004, 1042, 37-48.
12. Nomura, A.; Yamada, J.; Tsunoda, K. Anal. Sci. 1987, 3, 209.
13. Ascah, L. T.; Feibush, B. J. Chromatogr. 1990, 506, 357.
14. Buszewski, B.; Schmidt, J.; Albert, K.; Bayer, E. J. Chromatogr.
1991, 552, 415.
15. O'Gara, J. E.; Alden, B. A.; Walter, T. H.; Petersen, J. S.; Niederlander, C. K.; Neue, U. D. Anal. Chem. 1995, 67, 3809.
16. O'Gara, J. E.; Walsh, D. P.; Alden, B. A.; Casellini, P.; Walter, T.

Ashequl A. Rana et al.
H. Anal. Chem. 1999, 71, 2992.
17. Silva, C. R.; Jardim, I. C. S. F.; Airoldi, C. J. Chromatogr. A 2003,
987, 127.
18. Silva, C. R.; Jardim, I. C. S. F.; Airoldi, C. J. Chromatogr. A 2003,
987, 139.
19. Horak, J.; Maier, N. M.; Lindner, W. J. Chromatogr. A 2004, 1045,
43.
20. Horak, J.; Lindner, W. J. Chromatogr. A 2004, 1043, 177.
21. Buszewski, B.; Jezierska, M.; Welniak, M.; Berek, D. J. High. Resolut. Chromatogr. 1998, 21, 267.
22. Bermudez, V. Z.; Carlos, L. D.; Alcácer, L. Chem. Mater. 1999,
11, 569.
23. Mottola, H. A.; Steimetz, J. R. Chemically Modified Surfaces; Elsevier: New York, 1992.
24. Leyden, D. E.; Collins, W. T. Chemically Modifies Surface in Science and Industry; Gordon and Breach: London, 1988.
25. Mansky, P.; Liu, Y.; Huang, E.; Russell, T. P.; Hawker, C. Science
1997, 275, 1458.
26. Pyun, J.; Matyjaszewski, K. Chem. Mater. 2001, 13, 3436.
27. Zhao, B.; Brittain, W. J. Prog. Polym. Sci. 2000, 25, 677.
28. Sulitzky, C.; Ruckert, B.; Hall, A. J.; Lanza, F.; Unger, K.; Sellergren, B. Macromolecules 2002, 35, 79.
29. Santos, M. R. M. C.; Airoldi, C. J. Colloid Interface Sci. 1996, 183,
416.
30. Tran, H. H.; Roddick, F. A.; O’Donnell, J. A. Water Res. 1999,
33, 2992.
31. Arakaki, L. N. H.; Airoldi, C. Polyhedron 2000, 19, 367.
32. Ansarian, H. R.; Derakhshan, M.; Rahman, M. M.; Sakurai, T.;
Takafuji, M.; Taniguchi, I.; Ihara, H. Anal. Chim. Acta 2005, 547,
179.
33. Takafuji, M.; Rahman, M. M.; Ansarian, H. R.; Derakhshan, M.;
Sakurai, T.; Ihara, H. J. Chromatogr. A 2005, 1074, 223.
34. Kutuhara, S.; Takada, K.; Sakata, T.; Murashi, H. J. Colloid
Interface Sci. 1981, 84, 519.
35. Lumley, B.; Khong, T.M.; Perrett, D. Chromatographia 2004, 60,
59-62.
36. Pursch, M.; Brindle, R.; Ellwanger, A.; Sander, L. C.; Bell, C. M.;
Händel, H.; Albert, K. Solid State Nuclear Magnetic Resonance
1997, 9, 191-201.
37. Albert, K.; Bayer, E. J. Chromatogr. 1991, 544, 345.
38. Tonelli, A. E. NMR spectroscopy and Polymer Microstructure, The
Conformation Connection, John Wiley and Sons. Ltd: 1989; p 65.
39. Grant, D. M.; Cheney, B. V. J. Am. Chem. Soc. 1967, 89, 5315.
40. Bronnimann, C. E.; Zeigler, R. C.; Maciel, C. E. J. Am. Chem. Soc.
1988, 110, 2023.
41. Ihara, H.; Dong, W.; Mimaki, T.; Nishihara, M.; Sakurai, T.; Takafuji, M.; Nagaoka, S. J. Liq. Chromatogr. 2003, 26, 2473.
42. Shundo, A.; Sakurai, T.; Takafuji, M.; Nagaoka, S.; Ihara, H.; J.
Chromatogr. A 2005, 1073, 169.
43. Kimata, K.; Iwaguchi, K.; Onishi, S.; Jinno, K.; Eksteen, R.; Hosoya, K.; Araki, M.; Tanaka, N. J. Chromatogr. Sci. 1989, 27, 721.
44. Horak, J.; Lindner, W. J. Chromatogr. A 2004, 1043, 177.
45. Knox, J. H.; Vasvari, G. J. Chromatogr. 1973, 83, 181.
46. Sander, L. C.; Parris, R. M.; Wise, S. A. Anal. Chem. 1991, 63,
2589.
47. Wise, S. A.; Sander, L. C.; May, W. E. J. J. Chromatogr. A 1993,
642, 329.
48. Sakaki, S.; Kato, K.; Miyazaki, T.; Musashi, Y.; Ohkubo, K.; Ihara,
H.; Hirayama, C. J. Chem. Soc. Faraday Trans. 1993, 9, 659.
49. Sychov, C. S.; Ilyin, M. M.; Davankov,V. A.; Sochilina, K. O. J.
Chromatogr. A 2004, 1030, 17-24.

