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Abstract

Porous poly(l-lactide)/bioactive glass (PLLA/BG) composites were prepared by phase separation of polymer solutions containing

bioactive glass particles (average particle size: 1.5 mm). The composite microstructures consist of a porous PLLA matrix with glass

particles distributed homogeneously throughout. Large pores (>100mm) are present in a network of smaller (o10mm)

interconnected pores. The porous microstructure of the composites was not significantly influenced by glass content (9 or 29 vol%),

but silane pretreatment of the glass resulted in better glass incorporation in the matrix. Mechanical tests showed that an increase in

glass content increased the elastic modulus of the composites, but decreased their tensile strength and break strain. Silane

pretreatment enhanced the increase in modulus and prevented the decrease in tensile strength with increasing glass content.

Composites soaked in simulated body fluid (SBF) at body temperature formed bone-like apatite inside and on their surfaces. The

silane pretreatment of glass particles delayed the in vitro apatite formation. This bone-like apatite formation demonstrates the

composites’ potential for integration with bone.

r 2003 Elsevier Ltd. All rights reserved.
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1. Introduction

Porous polymer/ceramic composites [1–15] are of
interest for guided tissue regeneration (GTR) mem-
branes [5,6], and bone tissue engineering scaffolds
[1–4,7–11,13–15]. In vitro and in vivo tests demonstrate
that porous composites can serve as matrices for bone
cell growth and differentiation [7,8,15], and show that
composites have better osteoconductivity compared
with porous polymers alone [7].

Another promising application for porous composites is
at the interfaces between soft and hard tissues [12,16–22].
The problem of anchoring cell culture-derived artificial
soft tissues (e.g., cartilage) to host hard tissue (bone)
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[12,17,20] may be solved by constructing an interface
composite; one side of the composite serves as a
substrate to grow artificial soft tissue and the other
subsequently attaches to native bone [12]. The compo-
sites should be compatible with both soft and hard
tissues and be porous for tissue mechanical interlocking
and body fluid transfer [12].

Porous composites have been prepared by salt-
leaching [3,8,15], thermally induced phase separation
(TIPS) [7,13], dry phase inversion [6], sintering of
microspheres containing polymer and ceramic fillers
[1,4], solid freeform fabrication (SFF) [23], in situ
polymerization in porous ceramics [11], and mineraliza-
tion of porous polymer scaffolds by biomimetic methods
[2,9,14]. Meanwhile, new components, processing tech-
niques and applications for the porous polymer/ceramic
composites are still an important topic for further
studies [24,25].

Many of the porous composites studied to-date are
composed of a biodegradable polymer (e.g., polylactide)
and a bioceramic phase (e.g., synthetic hydroxyapatite)
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[1–10,13–15]. A candidate for the bioceramic phase in
porous composites is bioactive glass (BG). Bioactive
glass bonds chemically to both hard and soft tissues by
development of a biologically active apatite layer [26].
The incorporation of bioactive glass in the porous
composite encourages bonding to bone and may
influence calcification in the artificial soft tissue [27].
Dense composites containing biodegradable [5,28] or
non-biodegradable [29,30] polymers and bioactive glass
fillers have been developed. More recently, porous
polymer/bioactive glass composites have received atten-
tion [5,10,12,16,31,32]. Although the mechanical proper-
ties of porous composites are a concern due to the
porous structure and the potentially weak interface
between polymer and ceramic phase [12,33], mechanical
properties can be improved by modification of the
polymer phase and/or ceramic phase [33,34].

In this study, a phase separation technique [12,16,35]
is used to process porous poly(l-lactide)/bioactive glass
(PLLA/BG) composites. The effects of bioactive glass
content and pretreatment of the glass with 3-aminopro-
pyltrimethoxylsilane (APS) on the microstructure, me-
chanical properties and apatite formation behavior of
the composites were studied. The potential bone
integration ability of the porous PLLA/BG composites
is demonstrated in an in vitro model of simulated body
fluid (SBF).
2. Materials and methods

2.1. Materials

PLLA (containing 98mol% l-isomer) used in this
study was generously provided by Cargill-Dow Polymer,
LLC [36] and purified in our laboratory by dissolution
in chloroform (5%w/v) followed by precipitation into a
fivefold volume of methanol. Thermal analysis by a
differential scanning calorimetry (DSC, Perkin-Elmer
DSC-7) showed that the PLLA has a melting point of
169�C. The size exclusion chromatography analysis gave
a number average molecular weight (Mn) of 83.1 kg/mol
and a polydispersity index (Mw=Mn) of 1.67.

Bioactive glass with an average particle size of 6.8 mm
(as measured by a Coulters LS 230Particle Analyzer)
and a composition of 4.6MgO, 44.7CaO, 34.0SiO2, 16.2
P2O5 and 0.5 CaF2 (wt%) was purchased from Specialty
Glass, Inc. The bioactive glass was further processed in
an attrition mill to achieve an average particle size of
1.5 mm (as measured by a Coulters LS 230 Particle
Analyzer) and a BET surface area of 4.95m2/g
(as-measured by a Gas Sorptometer, Micromeritics
model ASAP 2000).

3-aminopropyltrimethoxysilane (APS), 1,4-dioxane,
reagent-grade chemicals NaCl, NaHCO3, KCl,
K2HPO4 � 3H2O, MgCl2 � 6H2O, CaCl2 and trishydrox-
ymethyl aminomethane (Tris buffer, (CH2OH)3CNH2)
were purchased from Aldrich, Inc.

2.2. Pretreatment of bioactive glass particles by APS

Some as-milled glass particles were pretreated with
3-aminopropyltrimethoxysilane (APS). APS has the
ability to bond to both polylactide and bioceramic
particles [37]. A hydrolyzed APS solution was prepared
by adding APS (1wt%) to a solution composed of
95wt% ethanol and 5wt% water and mixing for 30min.
As-milled bioactive glass particles were dispersed in the
hydrolyzed APS solution. After 2 h, the glass suspension
was centrifuged and filtered. Glass particles were then
dried under vacuum at 25�C overnight. The amount of
APS required for silanization was estimated by the
following equation [38]:

X ¼ ðA=wÞf ; ð1Þ

where X is the amount of APS needed for a minimum
uniform coverage of glass particles (g), A is the glass
surface area (4.95m2/g), w is the wetting surface of APS
(353m2/g, adapted from the value of 3-aminopropyl-
triethoxylsilane reported by the Petrarch Systems Inc.),
and f is the amount of glass particles (g). Three times
the estimated amount of APS was used for the
pretreatment of the glass particles [38].

A thermogravimetric analyzer (Perkin-Elmer TGA-7)
was used to characterize the APS pretreated glass
particles and control (non-treated) glass particles.
Weight loss was measured as the specimens were heated
from 35�C to 800�C. A Nicolet Magna-IR 750 (diffuse
reflectance mode, DRIFTS) spectrometer was used to
investigate the surface structure change of glass particles
before and after APS treatment.

2.3. Preparation of porous PLLA/bioactive glass

(PLLA/BG) composites

Porous PLLA/BG composites were prepared by a
phase separation technique based on a method designed
for polylactide membranes [39] that was adapted to
include bioactive glass particles [12,16]. Homogeneous
dispersions were made by adding bioactive glass
particles to a mixture of 1,4-dioxane (8.37 g, a solvent
for PLLA) and water (0.63 g, a non-solvent for PLLA),
and then dissolving PLLA (1 g) into the glass dispersion.
Dispersions with different glass contents (with and
without APS treatment) were prepared. See Table 1.
TGA results confirmed the weight ratios of PLLA to BG
in Table 1. Dispersions were cast onto glass substrates
by a doctor blade (gap height=800 mm). The resulting
coated substrates were immediately immersed in a water
bath and held there for at least 10min for phase
separation. The composite coatings separated from
their substrates in the water bath. The free-standing
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composites were dried at room temperature for at least
24 h before further analysis. Porous PLLA specimens
(with no BG particles) were also prepared using this
method.

2.4. Characterization of porosity and mechanical

properties

The porosity of composites was determined from bulk
density measurements, using 1.26 g/cm3 for density of
PLLA and 3.0 g/cm3 for bioactive glass. Data reported
in Table 1 show the average data from 5 specimens.

The mechanical tests of porous PLLA and composites
(with and without APS pretreatment of glass particles;
dimensions: B30mm (length) by B3mm (width)) were
performed with a dynamic mechanical analyzer (Perkin-
Elmer DMA-7) attached to a PC via a DMA7/DX
thermal controller. A static stress mode (loading rate:
500mN/min) was used for tensile tests. Elastic modulus
was calculated from the elastic region of the stress-strain
curve (up to 0.5% strain for 29BG, 1.0% strain was used
for all other samples). Tensile strength and break strain
were also determined. Results are reported for data
collected from at least 5 specimens for each material
(see Table 2). Statistical analysis of the data was
performed using a student’s t test with a level of
significance of po0:05:

2.5. Model for composites’ elastic modulus

The effects of glass and pore content on the elastic
modulus of porous composites are accounted for in a
model described in detail elsewhere [12]. The total glass
volume fraction (VT) is the sum of the glass fraction
incorporated in the matrix (VG1) and that in the pore
Table 1

Composition and porosity of porous PLLA and PLLA/BG composites

Specimen Glass

particle

pretreatment

PLLA:BG

(wt. ratio)

Glass vol%

in

compositea

Average

porosity

(%)b

PLLA No 0 0 80

9BG No 4:1 9.4 77

29BG No 1:1 29.2 78

9BG/S Yes 4:1 9.4 80

29BG/S Yes 1:1 29.2 79

aRelative to total solids.
bDetermined by bulk density method.

Table 2

Mechanical properties of porous PLLA and PLLA/BG composites

Mechanical properties PLLA 9BG

Elastic modulus (MPa) 107.7716.3 145.178.6

Tensile strength (MPa) 3.270.4 2.670.2

Break stain (%) 8.772.5 2.770.5
space (VG2). The elastic modulus of the porous
composite (E) is given by:

E ¼ E0½1� ðP þ VG2Þ	n; ð2Þ

where E0 is the modulus of the solid composite matrix
(without pores), P is the pore fraction and n is a constant
that depends on the microstructure [40]. When the
experimental data for E and P of porous poly (l-lactide)
(PLLA) (VG2 ¼ 0) are inserted into Eq. (2) along with
the reported modulus of dense polylactide (2560MPa)
[41], the constant n is found to be 1.97. This value is close
to 2, the theoretically predicted value for open cell foams
[40]. For the composites in this study, E0 depends on the
amount of glass incorporated into the polymer matrix,
relative to the solid volume. The following expression
was adapted from a model developed by Ishai and
Cohen [42]:

E0 ¼ EP 1þ
½VG1=1� ðP þ VG2Þ	

m=ðm � 1Þ � ½VG1=1� ðP þ VG2Þ	1=3

 !
;

ð3Þ

where EP is the modulus of the polymer, and m is the
ratio of the modulus of the glass to that of the polymer.
By combining Eqs. (2) and (3) and assuming
EP ¼ 2560MPa, n ¼ 1:97; m ¼ 34:8 (the modulus of
the glass is 89GPa [43]), VG1; VG2 and E0 can be
predicted for each composite (see Table 3).

2.6. Study of bone-like apatite growth in simulated body

fluid (SBF)

Simulated body fluid (SBF) was prepared according
to Kokubo et al. [44]. Composites (B1
 1 cm) were
29BG 9BG/S 29BG/S

178.6714.4 136.7715.9 259.6743.2

1.570.3 3.970.4 3.070.7

1.170.2 13.773.8 1.870.4

Table 3

Predictions of glass incorporateda into the polymer matrix and matrix

modulus

Specimen VT Pb Ec (MPa) VG1 VG2 E0 (MPa)

9BG 0.022 0.77 145.08 0.014 0.008 2813.8

29BG 0.064 0.78 178.59 0.049 0.015 4052.3

9BG/S 0.019 0.80 136.74 0.019 0 3257.4

29BG/S 0.061 0.79 259.64 0.061 0 5618.2

(using E ¼ 2560MPa, n ¼ 1:97).
aSee text for definitions.
bDetermined from bulk density measurements of composites.
cAverage from DMA analysis.
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soaked individually in 50ml SBF at 37�C. The soaked
composites were transferred to SBF immediately
after the phase separation was complete in the
water bath. The SBF was changed every other day.
After 1 and 2 week time points, composites were
removed, washed with ethanol and then dried at room
temperature for further characterization. Porous PLLA
specimens were also soaked and prepared by the same
procedure.

2.7. Microstructure characterization

Porous PLLA and PLLA/BG composites before
and after soaking in SBF were characterized by scanning
electron microscopy (SEM, Hitachi S800). SEM speci-
mens were prepared by freezing fracture of samples in
liquid nitrogen and then sputter coating with 50 (A
platinum. X-ray diffraction (XRD) and FTIR spectro-
scopy data were also collected using a Bruker-AXS
microdiffractometer with 2.2 kW sealed Cu X-ray source
and a Nicolet Magna-IR 750 (diffuse reflectance mode,
DRIFTS) spectrometer, respectively.
Fig. 1. SEM images of composite 9BG. (A) cross-section and (B) cross-se
3. Results

3.1. Microstructure of porous PLLA/BG composites

SEM images of composite 9BG are shown in Fig. 1.
The average thickness of the composite is B300 mm. The
structure consists of a dense skin layer (Fig. 1D) on the
surface that was in contact with the water bath, and
a porous supporting layer with small and large pores
(Fig. 1A and 1B). The size of the larger pores is between
50 and 200mm; the average size of the smaller pores is
less than 10mm. The bottom surface (Fig. 1C) is also
porous with an average pore size of 20mm. This porous
structure is a characteristic morphology of the polylac-
tide membranes formed by the phase separation method
[39]. The glass particles (see Fig. 1B) are well distributed
throughout the composite; they appear on the pore
surfaces, and in the polymer matrix.

The effect of changing bioactive glass content on the
microstructure relative to composite 9BG (Fig. 1) is
shown in Fig. 2. The microstructures of porous PLLA
(Fig. 2A and B) and composite 29BG (Fig. 2C and D)
ction (high magnification), (C) bottom surface, and (D) top surface.
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Fig. 2. Cross-section SEM images of (A) PLLA, (B) PLLA (high magnification), (C) composite 29BG, and (D) 29BG (high magnification).
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contain the features described above and are similar to
those of 9BG. Increasing the glass content from 9Vol%
(9BG) to 29Vol% (29BG) did not alter of the porous
structure much, but more glass particles appear on the
pore surfaces (Fig. 2D).

The effects of APS pretreatment of bioactive glass
particles on the microstructure of porous composites are
shown in Fig. 3. Compared with the composites
containing the same amount of non-treated glass
(Figs. 1B and 2D), composites containing pretreated
glass have a similar porous structure, but with fewer glass
particles exposed on the pore surfaces (Fig. 3B and D).
The pretreatment appeared to facilitate glass incorpora-
tion in the PLLA matrix.

Fig. 4 shows the FTIR-DRIFTS spectra for bioactive
glass particles before and after APS modification.
The difference spectrum (Fig. 4 inset) has bands at
1587 and 2932 cm�1. These locations are consistent
with the NH2 group (deformation mode) and C–H bond
(stretching mode) [45] from APS adsorbed on the glass
surface.
Fig. 5 shows the TGA data for bioactive glass
particles (non-treated) and bioactive glass particles with
APS pretreatment. The higher weight loss after 280�C
for the pretreated particles is due to the loss of APS
from glass surface. Using the weight loss data, the
amount of adsorbed APS is 0.26wt% (relative to
the glass weight). Only a fraction of the APS added
to the suspension (4.2wt%, see Materials and Methods)
adsorbed on the glass surfaces, the remainder was
removed in the supernatant after centrifugation. How-
ever, the adsorbed APS has dramatic effects on the
microstructure and mechanical properties of porous
composites.

3.2. Mechanical properties

Representative stress-strain curves for porous PLLA
and PLLA/BG composites are shown in Fig. 6. Table 2
gives all mechanical properties data. For composites
prepared with non-treated bioactive glass particles, the
elastic modulus of the composites increases with the
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Fig. 3. Cross-section SEM images of composites containing APS-pretreated glass particles. (A) 9BG/S, (B) 9BG/S, cross-section (high

magnification), (C) 29BG/S, and (D) 29BG/S (high magnification).

Fig. 4. FTIR spectra of bioactive glass particles before (BG) and after (BG/S) APS modification, and the difference spectrum (inset) obtained by

digitally subtracting the absorbance contribution of BG from the spectrum of BG/S.

K. Zhang et al. / Biomaterials 25 (2004) 2489–25002494
addition of bioactive glass particles, but the tensile
strength and break strain decrease significantly. The
addition of silane pretreated glass particles also in-
creases the elastic modulus of the composites, but in this
case, the tensile strength does not decrease. Compared
with the strength of porous PLLA, the strength of 9BG/
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Fig. 5. TGA data for bioactive glass particles before (BG) and after

(BG/S) APS pretreatment.

Fig. 6. Typical tensile stress-strain curves for the porous samples listed

in Table 2.
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S is higher and that of 29 BG/S is the same (no statistical
difference). The break strain of the composites with the
smaller amount of pretreated glass (9BG/S) is not
statistically different from that of the porous PLLA.
However, when more pretreated glass particles were
added (29BG/S), the break strain of the composites is
statistically lower than that of the porous PLLA.

Comparing the composites with the same glass
content (9BG vs. 9BG/S; 29BG vs. 29BG/S), the
composites containing silane pretreated glass have
statistically significant higher break strain and tensile
strength. Although the elastic modulus of 9BG/S is not
statistically different from that of 9BG, the elastic
modulus of 29BG/S is higher than that of 29BG. The
effects of addition of glass and silane pretreatment on
the elastic modulus can also be observed from the
predicted values of elastic modulus of the porous
composites’ matrix (E0) (see Table 3). E0 was enhanced
by the increased amount of glass incorporated in the
polymer.
3.3. Bone-like apatite growth

Fig. 7 shows the SEM images of 9BG after soaking
in SBF for 1 week. Compared to before soaking (see
Fig. 1), the surface and interior structures of the
composites are different. New, flake-like material is found
on the surface and inside the composites after soaking.
Both the bottom (Fig. 7B) and top surfaces (Fig. 7C)
developed a continuous layer of new material composed
of micron-sized clusters with a fine texture. In comparison
to 9BG, no flake-like materials formed on either PLLA or
composite 29BG after 1 week soaking in SBF.

Fig. 8 shows the XRD patterns of the 9BG composite
before and after soaking in the SBF. The composite
bottom surface was analyzed. Before soaking, only
the peaks of PLLA appeared. After soaking 1 week in
the SBF, broad apatite peaks (JCPDS 9-0432) were
observed, showing that the new material observed on
the composites is crystalline bone-like apatite. The
FTIR-DRIFTS spectra (not shown) contained charac-
teristic bands for phosphate and carbonate groups [46],
also indicating that the new material is apatite.

Fig. 9 shows the SEM images of PLLA and the 29BG
composite after soaking in SBF for 2 weeks. While a few
apatite clusters formed on the top surface of the PLLA,
no apatite formed inside the porous PLLA (Fig. 9A).
The microstructure of the 29BG composite after soaking
2 weeks is shown in Fig. 9B. Apatite developed on the
surfaces and inside the composites. This result was also
confirmed by XRD. No apparent apatite morphology
difference inside the composite 9BG was observed
between 1 and 2 weeks of soaking in SBF.

The effect of silane pretreatment of bioactive glass on
the apatite development for porous composites was also
studied. Fig. 10 shows the microstructure of the
composite 9BG/S after soaking in SBF for 1 and 2
weeks. After one week, spherical clusters, which may be
precursors for apatite, appeared both inside and on the
surfaces of the composites. After 2 weeks, apatite
clusters with a size between several hundred nanometers
to one micron are found.
4. Discussion

4.1. Microstructure of porous PLLA/BG composites

Porous PLLA/BG composites were created by a
phase separation method. The microstructures are
similar to those of other porous polymer/ceramic
composites formed by this method [12,16]. The most
striking observation for these microstructures is the
effect of silane pretreatment on glass incorporation.
SEM observations (see Fig. 3) and mechanical proper-
ties modeling results (see Table 3) show this enhanced
incorporation. The interaction can be understood in
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Fig. 7. SEM images of 9BG after soaking in SBF for 1 week: (A) cross-section (inset shows high magnification), (B) bottom surface (inset shows high

magnification), (C) top and cross-section, and (D) cross-section (high magnification).

Fig. 8. XRD patterns for 9BG (A), 9BG after soaking in SBF for 1

week (B) and 9BG after soaking in SBF for 2 weeks (C). Peaks for

apatite, PLLA and the Al holder are shown by solid spheres, empty

squares, and solid squares, respectively.
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terms of the chemistry of silane, the glass surface, and
PLLA [47]. APS hydrolyses during processing, and the
resultant silanol groups can bond with the glass particle
surface. Amine groups from APS can form hydrogen
bonds to COO–sites on the hydrolyzed PLLA back-
bone. Silane treated glass particles are better incorpo-
rated into polymer-rich phase during the phase
separation process. Therefore, an improved interface
between PLLA and glass particles is formed with the
coverage of PLLA on glass particles.

The porous structure of these composites is suitable
for several applications. As one of the potential
applications is for the interface connecting artificial soft
tissue to host hard tissue, developing porous surface
structure is also desired. Surface pores may be encour-
aged by incorporation solvent in the coagulation
solution [48], by adding an abrasion step [12], or by
combining phase separation with a salt leaching
technique [16].

4.2. Mechanical properties

The elastic modulus of porous polymer/bioactive
glass composites is affected by both the porosity of
composites and the glass particles incorporated in the
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Fig. 9. SEM images of cross-sections of (A) PLLA after soaking in SBF for 2 weeks; inset shows higher magnification and reveals surface and

(B) 29BG after soaking in SBF for 2 weeks. Inset shows higher magnification.

Fig. 10. SEM images of the cross-sections of (A) 9BG/S after soaking in SBF for 1 week and (B) 9BG/S after soaking in SBF for 2 weeks. Insets show

higher magnification.
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polymer matrix [12]. Using a model developed pre-
viously [12], the two effects can be decoupled, and the
effects of glass content and silane pretreatment revealed.
The predicted elastic modulus of the solid matrix (E0)
and the measured modulus of the composite (E) increase
with glass content for porous composites with treated or
untreated BG (see Table 3). The effect of APS
pretreatment on the elastic modulus of composites can
be observed by comparing 9BG with 9BG/S, and 29BG
with 29BG/S. In both cases, E0 is higher for the
composite containing silane treated glass. Here, the
model also reveals the enhanced incorporation of glass
into the polymer matrix; VG1 (the fraction of the glass
incorporated in the matrix) is higher for composites
prepared with silane treated glass. This finding is
consistent with the SEM observations (see Fig. 3). The
comparison of measured moduli shows the effect of the
small variations in pore content. The measured moduli
of 9BG/S and 9BG are not statistically different,
because 9BG/S has a higher pore content, which
counters the effect of greater glass incorporation in the
matrix. The measured modulus of 29BG/S is signifi-
cantly higher than that of 29BG; the pore contents are
nearly the same in this case.

Silane treatment of BG particles also improved the
tensile strength of porous PLLA/BG composites. The
enhanced strength can be attributed to the increased
incorporation of BG particles in the PLLA matrix
and improved bonding at the interface between them
[49–51]. However, silane pretreatment does not prevent
the decrease in ductility that occurs at the higher BG
content (29BG/S). Increasing the amount of non-
deformable glass eventually lowers the strain to failure
of the composite.



ARTICLE IN PRESS
K. Zhang et al. / Biomaterials 25 (2004) 2489–25002498
4.3. Bone-like apatite growth

Formation of apatite in and on porous polymer/
bioactive glass composites depends on several factors:
the polymer’s native ability to form apatite in SBF [14],
incorporation of bioactive glass [12], and the relative
surface area and amount of bioactive glass (or polymer)
compared to the volume of SBF [52]. Porous PLLA
scaffolds can develop bone-like apatite after soaking in
SBF [14]. The apatite formation mechanism for porous
PLLA [14] is related to the hydrolysis of PLLA, which
results in a negatively charged PLLA surface. The
positively charged calcium ions in the solution are
attracted to the hydrolyzed PLLA surface and apatite
forms through the attraction of phosphate groups from
the solution and the increase of local apatite ion activity
product [14]. In this research, the apatite formation
ability of porous PLLA is demonstrated by the apatite
development on the PLLA outer surfaces after 2 weeks
soaking in SBF (see Fig. 9A). This apatite formation
timeframe is similar to that reported in other studies
[14]. The fact that apatite grows only on the outer
surface of porous PLLA is consistent with the report by
Zhang and Ma [14], which showed that the rate and
amount of apatite formation for a dense PLLA film
were higher than those for a porous PLLA scaffold
when soaked in a modified SBF.

Apatite formation on porous PLLA is greatly
enhanced by addition of bioactive glass particles. After
only 1 week of soaking in SBF, 9BG composites develop
apatite both inside and on the surfaces (Fig. 7), while no
apatite formed on PLLA or 29BG after 1 week. After 2
weeks of soaking in SBF, much more apatite forms
inside and on both 9BG and 29BG composites as
compared with porous PLLA alone. The delayed apatite
formation rate for 29BG is due to its greater bioactive
glass content, which results in more exposed glass
surfaces and larger soaking ratio (defined as the ratio
of the soaked glass surface area to the SBF volume).
Previous research has demonstrated that an increase in
soaking ratio results in a decrease in apatite develop-
ment rate [52]. After the surfaces of 9BG composite are
covered by apatite layers (Fig. 7), its inner microstruc-
ture remained almost unchanged between 1 and 2 weeks
of soaking in SBF, likely due to the limited supply of
SBF to the inside of the composites. Similar impeding
effects for porous polysulfone/bioactive glass compo-
sites were demonstrated by Zhang et al. [12], and can be
overcome by surface treatments that remove the denser
outer layers.

Composites with silane pretreatment of bioactive
glass particles formed less apatite compared with those
containing non-treated glass. Compared with the apatite
development for 9BG, the delayed apatite formation
rate of 9BG/S may be related to the improved
incorporation of BG in the PLLA matrix. With fewer
glass surfaces exposed and the intervening layer of
PLLA, the ion release rate from the bioactive glass
particles is decreased. The slow ion release rate of
hydroxyapatite particles coated by aminosilane was also
reported by Dupraz et al. [37].

Previous research has correlated the ability of
biomaterials to develop bone-like apatite upon soaking
in SBF to bone bonding in vivo [44]. Therefore, the
in vitro formation of bone-like apatite on porous PLLA/
BG composites (with or without silane pretreatment)
after soaking in SBF demonstrates their potential bone
bonding ability. To assess the suitability of these
materials for applications such as the interfaces attach-
ing artificial cartilage to bone and GTR membranes,
in vitro degradation studies and cell culture studies are
the next step.
5. Conclusions

Porous poly(l-lactide)/bioactive glass composites
were prepared by a phase separation technique. The
composites are porous with an asymmetric structure
consisting of a dense top layer and a porous substruc-
ture. The addition of bioactive glass enhanced the elastic
modulus, but decreased the tensile strength and ductility
of composites. The interface between PLLA and
bioactive glass particles was improved by 3-aminopro-
pyltrimethylsilane (APS) pretreatment of glass particles.
Composites containing pretreated glass remained por-
ous, but more glass particles were better incorporated
into the PLLA matrix. The silane pretreatment en-
hanced the composites’ mechanical properties in com-
parison with the composites containing non-treated
glass. The potential bone bonding ability of the
composites was demonstrated by the development of
bone-like apatite inside and on the surfaces of the
composites after soaking in SBF.
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