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Abstract�A procedure was developed for preparing a monolithic macroporous material by photoinitiated co-
polymerization of glycidyl methacrylate, ethylene glycol dimethacrylate, and an acrylic comonomer containing
a dendron with protected terminal amino groups. The macropore formation is provided by a blowing agent.

Dendrimers and superbranched polymers were syn-
thesized in the late 1980s. Active efforts are made
today to find applications for dendrimers. For this
purpose, numerous modified dendrons and dendrimers
have been synthesized. The use of dendritic mono-
mers as building blocks, along with linear monomers,
substantially expanded the possibilities of macromo-
lecular design and led to macromolecules of unusual
architecture [1]. Incorporation of bulky dendrons into
the polymer structure is of both basic and applied in-
terest. The high degree of functional substitution of
such polymers opens virtually unlimited opportunities
for further transformations, which can lead to novel
materials. Modification of the surface of macromole-
cules, with the aim to impart to them pronounced
lyophilic or lyophobic properties, is also possible.

Dendron-containing polymers of several types have
been synthesized: monodendrons with a polymer
chain in the focal point [2]; dumbbell-like hybrids
containing a polymer chain between two monoden-
drons [3, 4]; and dendron-containing polymers pre-
pared by polymerization of dendron-containing mono-
mers [5, 6].

The interest in dendron-containing polymers is
due to the possibility of obtaining new speciality
materials and using them in biology, medicine, and
medical diagnostics [7, 8]. In particular, dendrimers
are used for detecting oligonucleotides in DNA diag-
nostics [9, 10], and polynucleotide dendrimers with
fluorescent markers, in microchip DNA diagnostics
[11]. Dendritic polyvalent ions can be used to bind
proteins [12].

However, only very few studies have been con-
cerned with the possibility of using dendrimers and
dendron-containing monomers for preparing modi-
fied sorbents [13, 14]. In particular, aliphatic highly
branched poly alcohols were used for preparing poly-
meric chiral stationary phases by postmodification
of a macroporous copolymer [13].

The use of vinyl monomers linked through spacers
to dendrons containing various terminal groups may
be a promising route to adsorption-active macroporous
polymers.

Monolithic sorbents, a new generation of stationary
phases, are prepared by copolymerization of mono-
mers containing active groups whose high reactivity
provides for easy functionalization of the internal
surface of the sorbent [15, 16]. Macroporous flow-
through layers based on a monolithic copolymer of
glycidyl methacrylate (GMA) and ethylene glycol
dimethacrylate (EDMA) were developed in the late
1980s�early 1990s [17�21]. Dendron-containing
monomers seem promising for preparing functional-
ized macroporous polymers, since addition of even
a small amount of a dendron-containing monomer
allows the content of functional groups in the sorbent
to be sharply increased. By varying the level of gen-
eration and the chemical nature of substituents on the
external surface of a dendron molecule, and also by
varying the length of a spacer linking the dendron to
the acryloyl group, it is possible to control the charac-
teristics of the resulting sorbents.

In the first step, we prepared an acrylic derivative
of a dendron containing Boc-protected amino groups
by controllable multistep synthesis:
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Steps: (a) MeOH, H+; (b) Boc2O; (c) KHCO3, DMF; (d) NH2(CH2)2NH2; and (e) CH2=CHCOCl, NEt3.
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Methyl 3,5-di(2-tert-butoxycarbonylaminoethoxy)-
benzoate III was prepared by alkylation of methyl
3,5-dihydroxybenzoate I with 2-(tert-butoxycarbonyl-
amino)ethyl bromide II. It is known that compound
III can be prepared in the presence of various cat-
alysts [15, 16, 22, 23]. We performed alkylation in
the presence of potassium carbonate, with DMF as
solvent [15]. The reaction occurs at 40�C within 16 h;
yield about 80%.

The starting compounds, methyl 3,5-dihydroxyben-
zoate I and 2-(tert-butoxycarbonylamino)ethyl bro-
mide II, were prepared as follows: I, by esterification
of 3,5-dihydroxybenzoic acid with methanol in acid
solution [15]; II, by protection of the amino group of
2-bromoethylamine hydrobromide with di-tert-butyl
pyrocarbonate [16].

We prepared previously unknown dendron of the
first generation IV with the amino group at the focal
point and terminal Boc-amino groups. To do this,
methyl 3,5-di(2-tert-butoxycarbonylaminoethoxy)ben-
zoate was treated with excess ethylenediamine at
room temperature. The subsequent acylation of the
NH2 group in IV with acryloyl chloride in anhydrous
methylene chloride in the presence of triethylamine
at low temperature yielded dendritic monomer V. The
structures of the compounds prepared were confirmed
by 1H NMR spectroscopy.

The porosity of monolithic sorbents depends on the
monomer ratio, blowing agents used, and polymeriza-
tion conditions [18]. Therefore, the participation of
a dendron-containing monomer in copolymerization
can affect the pore structure of the resulting material
and, in particular, cause its ordering.

Monolithic macroporous polymers were prepared
by radical photoinitiated copolymerization of EDMA,
GMA, and acrylic comonomer V containing a den-
dron of the first generation. The reaction was per-
formed in cyclohexanol (a solvent acting as blowing
agent [19]) using 2,2-dimethyl-2-hydroxyacetophen-
one (Darocure 1173) as initiator of radical polymeri-
zation [24, 25]:


�������������O

O ���O
���������������O

O��������
O
��O�

GMA EDMA

�
����������O
�OH

Darocure 1173

We prepared the copolymers containing 10 and
20 mol % V.
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The IR spectrum confirmed the involvement of
the acrylic dendron-containing monomer in the copo-
lymerization. The IR spectrum of the hybrid material
contains absorption bands of the N�H (3340 cm�1)

and CO (1690 cm�1, amide I; 1520 cm�1, amide II)
bonds.

A fragment of the assumed chemical structure of
the resulting macroporous polymer is shown below:
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The pore structure of the materials obtained was
examined by electron microscopy. The polymer layers
have a homogeneous internal morphology of the pores.
Figure shows plane and cross-sectional electron mi-
crographs of the samples. The polymer containing
10 wt % dendritic monomer has a looser structure.
The time required for formation of such monolythic
macroporous materials is longer than that for syn-
thesis of GMA�EDMA polymers.

EXPERIMENTAL

GMA was purchased from Fluka (Switzerland);
2,2-dimethyl-2-hydroxyacetophenone, from Merck�
Schuchard (Germany); EDMA, cyclohexanol, 3,5-di-
hydroxybenzoic acid, (2-bromoethyl)amine hydrobro-
mide, and di-tert-butyl pyrocarbonate, from Sigma�
Aldrich (Germany); and acryloyl chloride, from Rea-
khim (Russia).

Electron micrographs of microporous monolithic layers prepared by ternary copolymerization of GMA, EDMA, and
acrylic monomer. Acrylic monomer content, wt %: (a�c) 10 and (d�f) 20. (a, d) Planar and (b, c, e, f) cross-sectional.
Magnification: (a, b, d, e) �4800 and (c, f) �10000.
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The 1H NMR spectra were recorded on a Bruker
AC300 spectrometer (300 MHz), with deuterated ace-
tone as solvent.

The structural homogeneity of the monoliths was
examined by scanning electron microscopy using a
JSM-35CF device with cathodic sputtering of a 50�
100-� gold layer.

The IR spectra were measured with a Bruker IFS
88 spectrophotometer (KBr pellets). UV irradiation
was performed with a 125-W mercury lamp having a
broad radiation spectrum and constant intensity.

Methyl 3,5-di (2-tert-butoxycarbonylaminoeth-
oxy)benzoate III. A mixture of 2.82 g (0.017 mol) of
methyl 3,5-dihydroxybenzoate, 10.0 g (0.045 mol) of
2-(tert-butoxycarbonylamino)ethyl bromide, 10.58 g
(0.0765 mol) of potassium carbonate, and 25 ml of
DMF was stirred at 80�C for 4 h and left overnight.
The precipitate was filtered off, and the solution was
concentrated. The product was purified by preparative
adsorption column chromatography. Yield 5.08 g
(81.5%); colorless crystalline substance. 1H NMR
spectrum (acetone-d6), �, ppm: 1.47 s [18H, 2C(C_H3)3],
3.47 m (4H, 2CH2NH), 3.86 s (3H, CO2C_H3), 4.10 m
(4H, 2OC_H2), 6.25 br.s (1H, N_HBoc), 6.76 t (1H,
Ar�H), 7.13 d (2H, Ar�H).

Found, %: C 57.98, H 7.81, N 6.21.

C22H34N2O8.

Calculated, %: C 58.14, H 7.54, N 6.16.

Dendron IV. A solution of 1.5 g (3.28 mmol) of
methyl 3,5-di(2-tert-butoxycarbonylaminoethoxy)ben-
zoate III in 15 ml of methanol was slowly added drop-
wise to 20 ml of ethylenediamine. The mixture was
kept in the dark at room temperature for 3 days, after
which the solvent and excess ethylenediamine were
distilled off in a vacuum. The residue was dissolved
in chloroform, washed with water, dried with sodium
sulfate, and concentrated. Yield 1.06 g (67%); oily
substance. 1H NMR spectrum (acetone-d6), �, ppm:
1.45 s [18H, 2C(C_H3)3], 3.42 (6H, 2CH2NH), 3.60 m
(2H, 2CH2NH2), 4.04 t (4H, 2OC_H2), 6.64 t (1H,
Ar�H), 7.05 d (2H, Ar�H).

Found, %: C 57.51, H 8.03, N 11.47.

C23H38N4O7.

Calculated, %: C 57.24, H 7.94, N 11.61.

Acrylic monomer V. To a solution of 0.31 g
(0.64 mmol) of dendron IV in 5 ml of anhydrous
methylene chloride, we added 0.073 g (0.72 mmol) of
triethylamine and then, slowly with cooling to 0�C,

0.06 ml (0.66 mmol) of acryloyl chloride. The mix-
ture was stirred for 30 min at 0�C and then for 3 h at
room temperature. The reaction course was monitored
by TLC. After the reaction was complete, 5 ml of
methylene chloride was added, and the mixture was
washed with water, dried over sodium sulfate, and
concentrated; 0.151 g (44%) of V was obtained. 1H
NMR spectrum (acetone-d6), �, ppm: 1.45 s [18H,
2C(CH3)3], 3.46 t (4H, 2CH2NH), 3.60 m (2H,
2CH2NH2), 3.82 s (4H, NHCH2CH2NH), 4.07 t (4H,
2OC_H2), 5.52 d.d (1H, CH2=CH), 5.88 d.d (1H,
CH2=CH), 6.3 d.d (1H, CH2=CH), 6.62 t (1H, Ar�H),
7.05 d (2H, Ar�H).

Found, %: C 58.23, H 7.68, N 10.27.

C26H40N4O8.

Calculated, %: C 58.19, H 7.51, N 10.44.

The radical polymerization of GMA, EDMA, and
acrylic monomer (molar ratios 5.4 : 4 : 0.6 and 4.8 :
4 : 1.2) in cyclohexane in the presence of 0.5% Daro-
cure 1173 was performed under the photoinitiation
conditions for 1 h. After the reaction was complete,
the polymers obtained were washed with ethanol and
dried at 100�C.

CONCLUSIONS

(1) A procedure was developed for preparing den-
dron of the first generation with the amino group at
the focal point and terminal Boc-amino groups and
an acrylic monomer derived from it.

(2) A monolithic material can be prepared by
photoinitiated ternary copolymerization of glycidyl
methacrylate, ethylene glycol dimethacrylate, and an
acrylic dendron-containing monomer in the presence
of Darocure in a cyclohexanol solution.

(3) Scanning electron microscopy shows that the
layers obtained have a homogeneous internal mor-
phologhy of pores.

REFERENCES

1. Zhang, A., Shu, L., Bo, Z., and Schl�uter, A.D., Mac-
romol. Chem. Phys., 2003, vol. 204, no. 2, pp. 328�339.

2. Zhang, G.A., Vetter, S., and Schl�uter, A.D., Mac-
romol. Chem. Phys., 2001, vol. 202, no. 17,
pp. 3301�3315.

3. Toby, M., Chapman, T.M., Hillyer, G.L., et al., J. Am.
Chem. Soc., 1994, vol. 116, no. 24, pp. 11 195�11 196.

4. Hest, J.C.M. van and Delnoye, D.A.P., Science, 1995,
vol. 268, no. 5217, pp. 1592�1595.



RUSSIAN JOURNAL OF APPLIED CHEMISTRY Vol. 78 No. 4 2005

USE OF AN ACRYLIC DENDRON-CONTAINING MONOMER IN THE SYNTHESIS 627

5. Wetter, S., Koch, S., and Schl�uter, A.D., J. Polym.
Sci. A, Polym. Chem., 2001, vol. 39, no. 11,
pp. 1940�1954.

6. Shu, L., Gsosl, I., Rabe, J.P., and Schluter, A.D.,
Macromol. Chem. Phys., 2002, vol. 203, no. 18,
pp. 2540�2550.

7. Stiriba, S.-E., Frey, H., and Haag, R., Angew. Chem.,
2002, vol. 114, no. 8, pp. 1385�1390.

8. Ong, K.K., Jenkins, A.L., Cheng, R., et al., Anal.
Chim. Acta, 2001, vol. 444, no. 1, pp. 143�148.

9. Hudson, R.H.E. and Damha, M.J., J. Am. Chem. Soc.,
1993, vol. 115, no. 6, pp. 2119�2124.

10. Nilsen, T.W., Grayzel, J., and Prensky, W., J. Theor.
Biol., 1997, vol. 187, no. 2, pp. 273�284.

11. Stears, R.L., Getts, R.C., and Gullans, R.S., Physiol.
Genomics, 2000, vol. 3, no. 1, pp. 93�99.

12. Thoma, G., Katopodis, A.G., Voelcker, N., et al.,
Angew. Chem., 2002, vol. 114, no. 17, pp. 3327�3330.

13. Liu, Y., Juneau, K.N., Frantisek, S., and Frechet, J.M.J.,
Polym. Bull., 1998, vol. 41, no. 1, pp. 183�189.

14. Newkome, G.R., Yoo, K.S., Kabir, A., and Malik, A.,
Tetrahedron Lett., 2001, vol. 42, no. 43, pp. 7537�7541.

15. Brouwer, A.J., Mulders, J.E., and Liskamp, R.M.J.,

Eur. J. Org. Chem., 2001, no. 10, pp. 1903�1915.
16. Zeng, F., Zimmerman, S.C., Kolotuchin, S.V., et al.,

Tetrahedron, 2002, vol. 58, no. 4, pp. 825�843.
17. US Patent 4 889 632.
18. Svec, F., Tennikova, T.B., and Deyl, Z., in Monolithic

Materials: Preparation, Properties and Applications,
Amsterdam: Elsevier, 2003, vol. 67, p. 457.

19. Štrancar, A., Barut, M., Podgornik, A., et al., LC�GC
Int., 1998, vol. 11, no. 11, pp. 660�664.

20. Tennikova, T.B. and Freitag, R., J. High Resol.
Chromatogr., 2000, vol. 23, no. 1, pp. 27�38.

21. Giovannini, R., Freitag, R., and Tennikova, T., Anal.
Chem., 1998, vol. 70, no. 16, pp. 3348�3357.

22. Zhang, J., Drugeon, G., and L’hermite, N., Tetrahedron
Lett., 2001, vol. 42, no. 21, pp. 3599�3601.

23. Mulders, S.J.E., Brouwer, A.J., Meer, P.G.J. van
der, and Liskamp, R.M.J., Tetrahedron Lett., 1997,
vol. 38, no. 4, pp. 631�634.

24. Lecamp, L., Youssef, B., Bunel, C., and Lebandy, P.,
Polymer, 1999, vol. 40, no. 6, pp. 1403�1409.

25. Xu Dong-Mei, Zhang Ke-Da, and Zhu Xiu-Lin,
J. Appl. Polym. Sci., 2004, vol. 92, no. 2,
pp. 1018�1022.



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /All
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /SyntheticBoldness 1.00
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveEPSInfo true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile ()
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org)
  /PDFXTrapped /Unknown

  /Description <<
    /FRA <>
    /ENU (Use these settings to create PDF documents with higher image resolution for improved printing quality. The PDF documents can be opened with Acrobat and Reader 5.0 and later.)
    /JPN <FEFF3053306e8a2d5b9a306f30019ad889e350cf5ea6753b50cf3092542b308000200050004400460020658766f830924f5c62103059308b3068304d306b4f7f75283057307e30593002537052376642306e753b8cea3092670059279650306b4fdd306430533068304c3067304d307e305930023053306e8a2d5b9a30674f5c62103057305f00200050004400460020658766f8306f0020004100630072006f0062006100740020304a30883073002000520065006100640065007200200035002e003000204ee5964d30678868793a3067304d307e30593002>
    /DEU <>
    /PTB <>
    /DAN <>
    /NLD <>
    /ESP <>
    /SUO <>
    /ITA <>
    /NOR <>
    /SVE <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


