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Abstract: Octacalcium phosphate (OCP) has attracted much attention as an artificial bone substitute
because of its excellent osteoconductive and bone replacement properties. Although numerous
studies have investigated OCP powder fabrication, there are only a few studies on OCP block
fabrication. Therefore, in this study, the feasibility of optimizing dicalcium hydrogen phosphate
dihydrate (DCPD) blocks, as a precursor for OCP block fabrication, under a pH 6 adjusted acetate
buffer solution at 70 °C for 2 days was investigated. When a DCPD block was immersed in acetate
buffer, the block was partially converted to OCP, with a large amount of dicalcium hydrogen
phosphate anhydrate (DCPA), and its macroscopic structure was maintained. When the DCPD
block was immersed in a Ca-containing solution, it was converted to mainly hydroxyapatite (HAp)
with DCPA. On the other hand, when the DCPD block was immersed in a PO,-containing solution,
the block was converted to OCP, and its macroscopic structure was maintained. In other words,
the POy4-induced calcium phosphate with a Ca/P molar ratio lower than 1.0 may represent an
intermediate phase during the compositional transformation from a DCPD block to an OCP block
through the dissolution—precipitation reaction.

Keywords: octacalcium phosphate (OCP); dicalcium hydrogen phosphate dihydrate (DCPD);
dissolution-precipitation reaction; non-stoichiometric treatment; bone substitute; bioceramics

1. Introduction

Octacalcium phosphate (OCP: Cag(HPO4)2(POy4)4-5H,0) has attracted much attention as an
artificial bone substitute because of its excellent properties [1-4]. When a bone defect was reconstructed
with OCP granules, OCP exhibited much higher osteoconductivity and bone replacing ratio than
those of hydroxyapatite (HAp: Ca;9(PO4)s(OH);) and p-tricalcium phosphate (3-TCP: Caz(POy)s),
which are the typical artificial bone substitutes [1]. Note that OCP is replaced by the bone faster than
B-TCP [3]. Although the reasons for the superior properties of OCP as an artificial bone substitute
are not fully understood, being a precursor phase to the bone may be one of the reasons. Despite the
usefulness of OCP, it is not used as a clinical bone substitute. One of the reasons for this is the absence
of OCP blocks. In other words, OCP is only available in the powder form, at the maximum ranging
sub-mm in size by simple precipitation method [5-7].

Recently, we successfully established that OCP blocks could be fabricated through a
dissolution—precipitation reaction from a calcium sulphate hemihydrate (CSH: CaSOy-1/2H;0) block
used as a precursor in a PO4-containing solution [8,9]. However, little is known about the fabrication
of OCP blocks using a precursor through a dissolution—precipitation reaction. For example, only CSH
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blocks have been found to be a useful precursor. Therefore, another ceramic block is evaluated as a
precursor for OCP block fabrication. However, residual SO4 might be a serious challenge from the
viewpoint of chemically pure OCP block fabrication.

The dicalcium hydrogen phosphate dihydrate (DCPD: CaHPO,4-2H,O) block was evaluated as
a precursor of OCP. DCPD contains both Ca and POy, whereas CSH contains only Ca. Therefore,
a feasibility study of the DCPD block can be regarded as an initial step towards the feasibility study
of calcium phosphate as a precursor for OCP block fabrication. Furthermore, unlike CSH, residual
ions—in this case, SO4—could be avoided when a DCPD block is used as the precursor.

When the CSH block is used as a precursor, it is clear that a PO4-containing solution should be
used in the dissolution—precipitation reaction for OCP block fabrication, because CSH contains only
Ca for OCP. In contrast, when the DCPD block, which contains both Ca and POy, is used as a precursor
for OCP block fabrication, there may be no need to supply any Ca or POy from the solution, which
seems to supply Ca because of stoichiometry of DCPD (Ca/P = 1.00).

In this study, therefore, the effect of Ca and PO, in the solution on the compositional
transformation from the DCPD block to the OCP block through a dissolution—precipitation reaction
was investigated using a Ca- and POy-free weakly acidic buffer solution as the control.

2. Materials and Methods

2.1. Fabrication of Dicalcium Hydrogen Phosphate Dihydrate Blocks

DCPD blocks were fabricated by setting the reaction of «-tricalcium phosphate (o-TCP: Caz(POy)o,
«-TCP-B, Taihei Chemical Inc., Osaka, Japan) and H3PO4 (Wako Pure Chemical Co., Osaka, Japan).
Approximately 0.15 g of a-TCP powder was placed in a plastic separated-type mold (¢6 mm x 3 mm);
onto the a-TCP powder was dropped 0.15 mL of 2.0 mol/L H3POy, and the mixture was left standing
for 30 min to stimulate the following chemical Reaction (1):

Cay(POy)y: o-TCP + H3PO, + 6H,0 — 3CaHPO,-2H,0: DCPD )

Then, the reaction product was eventually dried at room temperature. The set a-TCP powder is
called DCPD block for convenience (see Results).

2.2. Compositional Transformation from the Dicalcium Hydrogen Phosphate Dihydrate Block to an Octacalcium
Phosphate Block through Dissolution—Precipitation

All the chemicals were purchased from Wako Pure Chemical Inc., Osaka, Japan. Three mother
solutions, namely a 1.0-mol/L acetate buffer solution, a 1.0-mol/L phosphate solution, and a
1.0-mol/L Ca solution, were prepared; the pH values of these solutions were adjusted to 6.0 at
70 °C. To prepare the immersing solution for the reaction, we mixed these mother solutions according
to the solution recipe.

An acetate buffer solution (1.0-mol/L acetate) with pH 6.0 at 70 °C as a mother solution was
prepared from CH3;COOH and NaOH. A phosphate solution was prepared by mixing NaH,PO,4 and
Nap;HPOy so that the pH of the solution would be 6.0 at 70 °C. A Ca solution was made by mixing
CaCl; and NaOH in such a way that the pH of the solution would be 6.0 at 70 °C. All phosphate and
Ca solutions used for immersion contained 0.2 mol/L of acetate buffer solution for pH stabilization,
with phosphate or Ca under a weak acidic condition. Therefore, the initial pH of all solutions for
immersion was adjusted to 6.0 at 70 °C.

Eight DCPD blocks were immersed in 15 mL of the solutions at 70 °C for 2 days. The final pHs
of the solutions were recorded with a pH electrode (LAQUA ToupH 96155-10D with pH meter D-72,
Horiba Co., Kyoto, Japan). The treated samples were washed in distilled water several times to remove
the residual solutions, then placed in a dry oven at 37 °C for one day for drying.
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2.3. Characterization and Mechanical Properties of Dicalcium Hydrogen Phosphate Dihydrate and Octacalcium
Phosphate Blocks

For XRD analysis, the blocks were ground into a fine powder by an agate mortar and pestle.
XRD patterns were recorded with a diffractometer (40 kV and 40 mA: D8 Advance, Bruker AXS
GmbH, Karlsruhe, Germany; and 40 kV and 15 mA: MiniFlex600, Rigaku Co., Tokyo, Japan) using
monochromatized X-rays (CuKo: A = 0.1542 nm). The diffraction angle was continuously scanned for
20 values ranging from 3° to 70° at a scanning rate of 2° /min.

The integral strength of intensities of each peak (Iy: x = phase) in the obtained XRD patterns of
the samples were calculated by quantitative analysis with the software PDXL2 (Rigaku Co., Tokyo,
Japan). The relative rate of the yield of calcium phosphate in each sample was calculated by the d ()
of OCP at ~4.7°, d(0) of hydroxyapatite [HAp: Cayo(POy4)s(OH),] at ~10.5°, d(190) of DCPD at ~11.6°,
and d 12 of dicalcium hydrogen phosphate anhydrate [DCPA: CaHPO,] at ~30.2°. The reason why
the d(109) of HAp at ~10.5° instead of the d(og3) of HAp at ~32.7° is adopted as the strongest peak of
HAp is to avoid the overwrapping of peaks of other calcium phosphate. The proportion of each phase
(Ry: x = phase) in the samples is given by Equation (2):

Ry =Ix/(Ipcpp + Ipcea + locp + IHap) ()

The mechanical strength of the block was evaluated in terms of its diametral tensile strength
(DTS). After drying the samples at 37 °C for 24 h, the diameter and thickness of the block were
measured using a micrometer (MDC-25MU, Mitutoyo Co. Ltd., Kawasaki, Japan). The samples were
crushed with a universal testing machine (AGS-], Shimadzu, Kyoto, Japan) at a constant crosshead
speed of 1 mm/min. The mean DTS value for the five samples was calculated and expressed as the
mean + standard deviation.

3. Results

Figure 1 shows the typical photographs of (a) the DCPD block, as well as the block after immersion
in (b) a pH-6 acetate buffer solution, (c) a 0.5 mol/L POy solution, (d) a 1.0 mol/L POy solution,
(e) a 0.5 mol/L Ca solution, and (f) a 1.0 mol/L Ca solution, at 70 °C for two days. The DCPD blocks
maintained their shapes during the solution immersion treatment, except for the case of immersion in
the pH-6-adjusted 1.0 mol/L Ca solution.
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Figure 1. Photographs of the dicalcium hydrogen phosphate dihydrate (DCPD) block (a) before
immersion, and after immersion in a (b) pH-6 acetate buffer, (c) 0.50 mol/L PO solution, (d) 1.00 mol/L
POy solution, (e) 0.50 mol/L Ca solution, and (f) 1.00 mol/L Ca solution, all at 70 °C for 2 days.
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Figure 2 shows the typical XRD patterns of (a) the DCPD block, and (b) the block after immersion
in the pH-6 acetate buffer solution, as well as immersion in the same solution containing (c) 0.25-mol/L
POy, (d) 0.50-mol/L POy, (e) 1.00-mol/L POy, (f) 0.25-mol/L Ca, (g) 0.50-mol/L Ca, and (h) 1.00-mol/L
Ca. The XRD patterns of the DCPD block obtained after the setting reaction of «-TCP powder and
H3POy exhibited a typical DCPD pattern without any other peaks. When the DCPD block was
immersed in the pH-6 acetate buffer solution without Ca or POy, its composition included a mixture of
OCP and DCPA, and the block’s macroscopic structure was retained. In the PO4-containing solutions,
the DCPD block was converted to OCP, although a small amount of DCPA was formed after two days
of immersion. Interestingly, in Ca-containing solutions, a small amount of OCP was formed and the
composition of the DCPD block changed to HAp.
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Figure 2. XRD patterns of DCPD block (a) before immersion and (b) after immersion in pH-6
acetate buffer solution, as well as after immersion in the same solution containing (c) 0.25-mol/L
POy, (d) 0.50-mol/L POy, (e) 1.00-mol/L POy, (f) 0.25-mol/L Ca, (g) 0.50-mol/L Ca, and (h) 1.00-mol/L
Ca. @ DCPD (PDF card No. 11-293), @ octacalcium phosphate (OCP) (PDF card No. 26-1056),
v: hydroxyapatite (HAp) (PDF card No. 55-592), and B: dicalcium hydrogen phosphate anhydrate
(DCPA) (PDF card No. 9-80). | indicated unidentified peaks (HAp or OCP).

Figure 3 shows the ratio of the yields in each sample, calculated from the intensity of each calcium
phosphate peak.

Table 1 shows the final pH values of the pH-6 solution as a function of Ca or PO, concentration
after the DCPD block was immersed in the solution at 70 °C for 2 days. When the DCPD block
was immersed in a pH-6 solution without Ca or POy, the pH dropped to 5. Similarly, the pH of the
solution dropped to ~5 when the DCPD block was immersed in the Ca solution, regardless of its
concentration. In contrast, a negligible pH change was observed when the DCPD block was immersed
in the POy solution.
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Figure 3. Phase rate of calcium phosphate yields in the samples. White: DCPD. Light grey: DCPA.
Dark grey: HAp. Black: OCP.

Table 1. Final pH values of a pH-6 acetate buffer solution with PO,4 or Ca at 70 °C for 2 days.

Concentration (mol/L) Final pH Final pH
PO, Ca
0.00 5.03 5.03
0.25 5.96 494
0.50 6.06 5.02
1.00 6.09 5.17

Figure 4 shows the typical SEM images of (a, b) the DCPD block and (c, d) the DCPD block
immersed in the pH-6 buffer solution, (e, f) the DCPD block immersed in 1.0 mol/L POy solution, and
(g, h) the DCPD block immersed in 1.0 mol/L Ca solution. The DCPD block consisted of rhombohedral
plate-like crystals ~50 pm in length, ~20 um in width, and 1-5 pum in thickness. When the DCPD block
was immersed in the pH-6 buffer solution, the rhombohedral plate-like crystals disappeared, and the
crystals became ~10 pm in length, 1-2 pm in width, and ~100 nm in thickness, with nanometre-sized
fibre-like crystals. When the DCPD block was immersed in the PO, solution, however, the crystals
became elongated and ribbon-like. In addition, when the DCPD block was immersed in the Ca solution,
the crystals of the block become nanometre-sized and fibre-like.
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Figure 4. SEM images of the DCPD block (a,b) before immersion and after immersion in a (c,d) pH-6
adjusted solution, (e,f) pH-6 adjusted 1.00 mol/L POy solution, and (g,h) pH-6 adjusted 1.00 mol/L Ca
solution, each at 70 °C for 2 days.
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Figure 5 shows DTS values of the DCPD block and the block after immersion in the pH-6 buffer,
POy, and Ca solutions at 70 °C for two days. Although after treatment the DTS values of the samples
were significantly higher than those of the DCPD block, there was no significant difference among all
the treated samples, except for the DCPD block immersed in the 1.0 mol/L Ca solution, which could
not maintain its shape.
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Figure 5. Diametral tensile strength (DTS) values of the DCPD block before and after immersion in a
pH-6 acetate buffer solution with POy, or Ca at 70 °C for 2 days.

4. Discussion

The obtained results clearly indicate that the PO, concentrate solution has an advantage with
respect to OCP formation from DCPD. On the other hand, the Ca concentrate solution has an advantage
with respect to the formation of a mixture of HAp and DCPA from DCPD. The stoichiometric Ca/POy
rates of DCPD and OCP are 1.00 and 1.33, respectively [10,11]. Therefore, based on the stoichiometric
law, it seems consistent to add Ca for OCP fabrication from DCPD. However, the obtained results clearly
indicate that supplying POy is the key for converting from DCPD to OCP, even though the Ca/POy of
the reaction system was significantly different from the stoichiometric chemical composition.

Many studies have been conducted on OCP formation and the dynamics of OCP in solution.
OCP is not directly formed from the ions in the aqueous solution, but rather via several precursor
phases, such as amorphous calcium phosphate (ACP; at least six forms) through solid—solid phase
conversion instead of a dissolution—precipitation reaction [12-20]. Therefore, it is suggested that the
property of the precursor, in this case the physicality of ACP, strongly affects the formation of OCP.

Habraken et al. [21] indicated that when OCP, in this case Ca-deficient OCP, was formed in
weakly acidic to weakly basic solutions, ACP with a low Ca /POy ratio (0.3-0.4) (assembly of >86%
Ca(HPOy)3*~ /Ca(HyPO,)(HPO,),3~ and >14% CaHPO,/CaH,PO,*) formed as a precursor phase,
and OCP formed via ACP through structural phase transformation.

Based on the Habraken’s concept, when the PO, concentration in the systems is increased, the
amount of the precursor ACP and the final amount of OCP are increased. Therefore, DCPD was
likely consumed and converted completely to OCP in solutions containing high amounts of POy ions.
Our foundation suspended this foundation. Furthermore, it was suggested that the DCPD blocks
collapse in solutions with high Ca concentrations, as a result of the PO4 removal process.

This study focuses on fabricating a highly pure OCP block for clinical use. For such a use, residual
ions such as SO42~ might be a serious limiting factor. DCPD is a suitable precursor because the
components of DCPD are essentially the same as those of OCP. Therefore, unlike calcium sulfate, it
might be possible to obtain pure OCP blocks. Although the fabricated OCP blocks did not contain
residual calcium phosphate, our study shows pure OCP blocks which are suitable for direct clinical use.
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5. Conclusions

The effect of Ca or PO4 on OCP block formation from the DCPD block in weakly acidic solutions
was investigated. Phosphate solutions were induced in the conversion of DCPD blocks into the desired
OCP blocks via the dissolution—precipitation reaction. This was unexpected given the stoichiometric
ratio of Ca/P in OCP, and suggests that POy is the essential ingredient for the fabrication of OCP and
HAp via the dissolution—precipitation reaction.

Author Contributions: Y.S. and K.I. conceived and designed the experiments; Y.S. performed all the experiments
and analysed the data. Y.S. and K.I. wrote the manuscript and discussed the experiments.

Acknowledgments: This study was financially supported in part by the Strategic Promotion of Innovative
Research and Development Program, Japan Agency for Medical Research and Development (AMED),
a Grant-in-Aid for Young Researcher (B) by the Japan Society for the Promotion of Science (JSPS) [grant number
JP16K20505].

Conflicts of Interest: The authors declare no conflict of interests.

References

1. Kamakura, S.; Sasano, Y.; Homma, H.; Suzuki, O.; Kagayama, M.; Motegi, K. Implantation of octacalcium
phosphate (OCP) in rat skull defects enhances bone repair. J. Dent. Res. 1999, 78, 1682-1687. [CrossRef]
[PubMed]

2. Suzuki, O.; Kamakura, S.; Katagiri, T. Surface chemistry and biological responses to synthetic octacalcium
phosphate. J. Biomed. Mater. Res. B 2006, 77, 201-212. [CrossRef] [PubMed]

3. Kamakura, S.; Sasano, Y.; Shimizu, T.; Hatori, K.; Suzuki, O.; Kagayama, M.; Motegi, K. Implanted
octacalcium phosphate is more resorbable than p-tricalcium phosphate and hydroxyapatite. . Biomed.
Mater. Res. A 2002, 59, 29-34. [CrossRef] [PubMed]

4.  Sakai, S.; Anada, T.; Tsuchiya, K.; Yamazaki, H.; Margolis, H.C.; Suzuki, O. Comparative study on
the resorbability and dissolution behavior of octacalcium phosphate, (-tricalcium phosphate, and
hydroxyapatite under physiological conditions. Dent. Mater. J. 2016, 35, 216-224. [CrossRef] [PubMed]

5. Suzuki, O. Octacalcium phosphate: Osteoconductivity and crystal chemistry. Acta Biomater. 2010, 6,
3379-3387. [CrossRef] [PubMed]

6. LeGeros, R.Z. Preparation of Octacalcium Phosphate (OCP): A Direct Fast Method. Calcif. Tissue Int. 1985,
37,194-197. [CrossRef] [PubMed]

7. Liu, Y.;; Cooper, PR.; Barralet, ].E.; Shelton, RM. Influence of calcium phosphate crystal assemblies on
the proliferation and osteogenic gene expression of rat bone marrow stromal cells. Biomaterials 2007, 28,
1393-1403. [CrossRef] [PubMed]

8. Sugiura, Y.,; Munar, M.L.; Ishikawa, K. Fabrication of octacalcium phosphate block through a
dissolution-precipitation reaction using a calcium sulphate hemihydrate block as a precursor. In submitted.

9.  Sugiura, Y.; Munar, M.L.; Ishikawa, K. Fabrication of octacalcium phosphate foam through phase conversion
and its histological evaluation. Mater. Lett. 2018, 212, 28-31. [CrossRef]

10. Elliott, J.C. Structure and Chemistry of the Apatites and Other Calcium Orthophosphates, Studies in Inorganic
Chemistry; Elsevier Co.: Amsterdam, The Netherlands, 1994.

11. Wang, L.; Nancollas, G.H. Calcium orthophosphates: Crystallization and dissolution. Chem. Rev. 2008, 108,
4628-4669. [CrossRef] [PubMed]

12.  Christoffersen, J.; Christoffersen, M.R.; Kibalczyc, W.; Andersen, F.A. A contribution to the understanding of
the formation of calcium phosphates. J. Cryst. Growth 1989, 94, 767-777. [CrossRef]

13. Christoffersen, M.R.; Christoffersen, J.; Kibalczyc, W. Apparent solubilities of two amorphous calcium
phosphates and of octacalcium phosphate in the temperature range 3042 °C. J. Cryst. Growth 1990, 106,
349-354. [CrossRef]

14.  Onuma, K;; Ito, A. Cluster growth model for hydroxyapatite. Chem. Mater. 1998, 10, 3346-3351. [CrossRef]

15. Onuma, K,; Oyane, A.; Tsutsui, K.; Tanaka, K.; Treboux, G.; Kanzaki, N.; Ito, A. Precipitation kinetics of
hydroxyapatite revealed by the continuous-angle laser light-scattering technique. J. Phys. Chem. B 2000, 104,
10563-10568. [CrossRef]


http://dx.doi.org/10.1177/00220345990780110401
http://www.ncbi.nlm.nih.gov/pubmed/10576163
http://dx.doi.org/10.1002/jbm.b.30407
http://www.ncbi.nlm.nih.gov/pubmed/16222696
http://dx.doi.org/10.1002/jbm.1213
http://www.ncbi.nlm.nih.gov/pubmed/11745534
http://dx.doi.org/10.4012/dmj.2015-255
http://www.ncbi.nlm.nih.gov/pubmed/27041011
http://dx.doi.org/10.1016/j.actbio.2010.04.002
http://www.ncbi.nlm.nih.gov/pubmed/20371385
http://dx.doi.org/10.1007/BF02554841
http://www.ncbi.nlm.nih.gov/pubmed/3924374
http://dx.doi.org/10.1016/j.biomaterials.2006.11.019
http://www.ncbi.nlm.nih.gov/pubmed/17166582
http://dx.doi.org/10.1016/j.matlet.2017.10.051
http://dx.doi.org/10.1021/cr0782574
http://www.ncbi.nlm.nih.gov/pubmed/18816145
http://dx.doi.org/10.1016/0022-0248(89)90102-4
http://dx.doi.org/10.1016/0022-0248(90)90079-Z
http://dx.doi.org/10.1021/cm980062c
http://dx.doi.org/10.1021/jp002697g

Crystals 2018, 8, 222 80f8

16.

17.

18.

19.

20.

21.

Dey, A.; Bomans, PH.H.; Muller, EA.; Will, J.; Frederik, PM.; de With, G.; Sommerdijk, N.A.J.M. The role of
prenucleation clusters in surface-induced calcium phosphate crystallization. Nat. Mater. 2010, 9, 1010-1014.
[CrossRef] [PubMed]

Kanzaki, N.; Treboux, G.; Onuma, K.; Tsutsumi, S.; Ito, A. Calcium phosphate clusters. Biomaterials 2001, 22,
2921-2929. [CrossRef]

Sugiura, Y.; Onuma, K.; Kimura, Y.; Miura, H.; Tsukamoto, K. Morphological evolution of precipitates
during transformation of amorphous calcium phosphate into octacalcium phosphate in relation to role of
intermediate phase. J. Cryst. Growth 2011, 332, 58-67. [CrossRef]

Onuma, K.; Sugiura, Y. Metastable intermediate phase during phase transformation of calcium phosphates.
J. Biotechnol. Biomater. 2015, 5, 214-217. [CrossRef]

Sugiura, Y.; Onuma, K.; Nagao, M.; Yamazaki, A. The effects of immobilized carboxylic-functional groups on
the dynamics of phase transformation from amorphous to octacalcium phosphate. Am. Mineral. 2015, 100,
1624-1632. [CrossRef]

Habraken, W.J.; Tao, J.; Brylka, L.]J.; Friedrich, H.; Bertinetti, L.; Schenk, A.S.; Verch, A.; Dmitrovic, V,;
Bomans, P.H.; Frederik, PM.; et al. Ion-association complexes unite classical and non-classical theories for
the biomimetic nucleation of calcium phosphate. Nat. Commun. 2013, 4, 1507. [CrossRef] [PubMed]

® © 2018 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
@ article distributed under the terms and conditions of the Creative Commons Attribution

(CC BY) license (http:/ /creativecommons.org/licenses/by/4.0/).


http://dx.doi.org/10.1038/nmat2900
http://www.ncbi.nlm.nih.gov/pubmed/21076415
http://dx.doi.org/10.1016/S0142-9612(01)00039-4
http://dx.doi.org/10.1016/j.jcrysgro.2011.07.030
http://dx.doi.org/10.4172/2155-952X.1000214
http://dx.doi.org/10.2138/am-2015-5179
http://dx.doi.org/10.1038/ncomms2490
http://www.ncbi.nlm.nih.gov/pubmed/23422675
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Fabrication of Dicalcium Hydrogen Phosphate Dihydrate Blocks 
	Compositional Transformation from the Dicalcium Hydrogen Phosphate Dihydrate Block to an Octacalcium Phosphate Block through Dissolution–Precipitation 
	Characterization and Mechanical Properties of Dicalcium Hydrogen Phosphate Dihydrate and Octacalcium Phosphate Blocks 

	Results 
	Discussion 
	Conclusions 
	References

