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Abstract Apatite is ubiquitous in various planetary bodies in the Solar System. Because its structure contains a hydroxy
group, researchers have performed extensive investigations to determine the hydrogen isotopic composition of
apatite to reveal the origins and evolution of water in planetary bodies. The hydrogen isotopic composition in
apatite can change owing to diffusion. Although there have been several diffusion studies related to hydrogen in
apatite, they vary in experimental conditions, such as the diffusion source and pressure, making it difficult to
estimate the change in hydrogen isotopic composition. Herein, we report hydrogen diffusion experiments under a
2H2O/O2 vapor flow at 550°C–700°C using apatite slices with better surface conditions by adapting new polishing
methods. 2H concentration depth profiles were obtained via secondary ion mass spectrometry, and the diffusion
coefficients were obtained by fitting the profiles using Fick’s second law. The temperature dependence of the
diffusion coefficients at 550°C–700°C is represented as the following expression:

D = 1.89 × 10−6exp − 205 ± 11 kJ/molRT m2/s  

This indicates a reduction in the influence of fast diffusion paths, reported by Higashi et al. (2017). These
diffusion coefficients would be the hydrogen self-diffusion coefficients in apatite by lattice diffusion and should
be employed instead. In addition, the activation energy of diffusion was consistent with oxygen diffusion under
wet conditions, thus suggesting that hydrogen diffuses via a mechanism similar to that of oxygen in apatite.
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Introduction

Apatite is ubiquitous in a wide range of the Solar System
material samples from the Earth (e.g., Piccoli and
Candela, 1994), the Moon (McCubbin et al., 2010;
Greenwood et al., 2011; McCubbin et al., 2015;
Ustunisik et al., 2015; Brounce et al., 2019; Wang et al.,
2019), as well as in Martian meteorites (Greenwood et
al., 2008; McCubbin and Nekvasil, 2008), chondrites
(e.g., Ebihara and Honda, 1987; Göpel et al., 1994),
achondrites (e.g., Steele and Smith, 1982), and Ryugu
(e.g., Yokoyama et al., 2023). Apatite is typically com‐

posed of Ca5(PO4)3(F,Cl,OH) and exhibits a hexagonal
crystal structure (a = 9.4–9.6 Å, c = 6.8–6.9 Å) with a
P63/m space group symmetry and anion-bearing sites
arranged along the c-axis (Hughes et al., 1989; Hughes
and Rakovan, 2015). The anionic components of apatite,
F, Cl, and OH, can interchange; thus, apatite is catego‐
rized as fluorapatite, chlorapatite, or hydroxyapatite,
depending on the occupancy of these anion sites (Hughes
et al., 1989). Owing to the presence of highly volatile
elements, such as F, Cl, and OH, at the anion site, apatite
serves as a useful medium for recording volatile compo‐
nents and water in fluids and magmas (e.g., Boyce and
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Hervig, 2008; Boyce and Hervig, 2009; Marks et al.,
2012; Harlov, 2015; McCubbin and Jones, 2015; Webster
and Piccoli, 2015; Kusebauch et al., 2015). Because
apatite contains hydrogen, researchers have performed
extensive investigations to determine its hydrogen iso‐
topic composition to reveal the origins and evolution of
water of Solar System materials (e.g., Greenwood et al.,
2008, 2011; Yanai et al., 2012; Barnes et al., 2013;
Tartèse et al., 2013; Jones et al., 2014; Usui et al., 2015).
Without considering the potential hydrogen isotope vari‐
ations during water-rock interactions, the isotopic com‐
position of the observed isotopes after crystallization
could have changed. Hence, understanding hydrogen dif‐
fusivity in apatite during water-rock interactions is cru‐
cial.

Several diffusion studies pertaining to volatile ele‐
ments in apatite have been conducted (e.g., Brenan,
1993; Higashi et al., 2017; Li et al., 2020). These studies
were performed using various experimental setups, such
as closed, open, and flow systems. For example, Brenan
(1993) conducted an experimental study using a closed
system. In this study, the diffusion rate of F-Cl was esti‐
mated experimentally under hydrothermal and dry condi‐
tions at 1 GPa and 1 atm, respectively. By contrast, Li et
al. (2020) performed an experiment using an open sys‐
tem. In particular, they performed F-Cl-OH inter-
diffusion experiments at atmospheric pressure and
obtained the diffusion coefficient of OH using mathemat‐
ical methods. However, to estimate hydrogen isotope
variations, the hydrogen concentration in the crystal must
be constant and the depletion of F or Cl must not occur.
Moreover, to estimate variations in the hydrogen isotopic
composition, one must determine whether hydrogen self-
diffusion or OH, F, or Cl interdiffusion is dominant.
Recently, Higashi et al. (2017) reported hydrogen diffu‐
sion in apatite using a 2H2O/O2 vapor flow system. The
total concentrations of hydrogen and deuterium obtained
from secondary ion mass spectrometry (SIMS) measure‐
ments remained constant, thus indicating hydrogen self-
diffusion. This suggests that 1H and 2H can be exchanged
in flow-type diffusion experiments. Although there have
been studies on the diffusion of various volatile compo‐
nents in apatite, experiments such as those by Higashi
et al. (2017) that directly determine hydrogen diffu‐
sion using a 2H2O/O2 vapor flow system are the best for
estimating the variations in the hydrogen isotopic com‐
position. This is because estimating self-diffusion coeffi‐
cients by inter-diffusion can lead to preferential use of
F-Cl-OH sites.

In this study, we focus on flow-type experiments for
2H diffusion in apatite single crystals to account for the
fact that the study by Higashi et al. (2017) featured a
technical problem pertaining to surface treatment. This
problem resulted in fast diffusion paths in the 2H diffu‐
sion profiles, which consequently altered the results,

such as the diffusion coefficient and activation energy.
We resolve this issue and present a new dataset for
hydrogen diffusion parallel to the c-axis of apatite single
crystals; subsequently, we propose a mechanism for
hydrogen diffusion.

Experimental Procedure

Sample selection and preparation
Transparent natural fluorapatite from Durango, Mexico
was selected as the sample for this study. Durango
apatite is large and of gem quality, and has been investi‐
gated extensively in terms of mineralogy and chemistry.
According to Young et al. (1969), the chemical composi‐
tion of Durango apatite is Ca9.83Na0.08Sr0.01RE0.09(PO4)5.87

(SO4)0.05(SiO4)0.06(AsO4)0.01(CO3)0.01F1.90Cl0.12(OH)0.01.
Meanwhile, the water content of Durango apatite is
reported to be approximately 500–1000 ppm H2O
(McCubbin et al., 2015).

Two single crystals were cut perpendicular to the c-
axis into slices measuring 1–2 mm thick and then
adjusted to a size of approximately 0.5–1 cm using a
low-speed diamond saw to obtain the hydrogen diffusiv‐
ity of apatite parallel to the c-axis (Fig. 1a). The apatite
slices were polished with 9, 1, and 0.5 μm diamond paste
via rotation, and a final chemical polish was applied with
colloidal silica via a vibratory method (Fig. 1b). Chemi‐
cal polishing was employed to remove natural and/or
polishing-induced dislocations and fine scratches (Fig.
1c). Yurimoto et al. (1989) reported that chemical treat‐
ments effectively removed the tail of a depth profile
caused by dislocations. Subsequently, the polished sam‐
ples were cleaned ultrasonically with detergent, pure
water, and hot pure water.

Diffusion annealing experiments
Hydrogen diffusion experiments using apatite slices were
conducted in a reactor at Kyoto University (Fig. 1d).
This reactor was specifically optimized for flow-type dif‐
fusion experiments, thus enabling the surrounding tem‐
perature and the humidity of the gas flowing through the
sample to be controlled. A K-type thermocouple (TC)
was placed near the sample to control the temperature
precisely. Because of the natural hydrogen isotopic com‐
position of the samples, heavy water (2H2O > 99.75% 2H
abundance) was used. The diffusion source comprised a
mixture of oxygen (as a carrier gas) and heavy water
vapor. The pressure of the diffusion source was main‐
tained at approximately 0.57 atm (with saturated vapor at
85°C) using a mantle heater (as calculated by Tetens,
1930). The flow rate of the oxygen carrier gas was set to
600 sccm at 1 atm. A flow-type experiment was designed
to maintain a constant concentration of 2H2O gas on the
sample surface during annealing. The furnace was
equipped with a valve to allow switching between dry
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and wet flows, and the experiment was conducted by
switching to wet flow only when diffusion occurred. The
temperature of the hydrogen diffusion treatment ranged
from 550°C to 700°C. The annealing duration ranged
from 3600 s (at 700°C) to 57600 s (at 550°C). Prior to
each diffusion annealing experiment, a pre-annealing
step at 150°C for 3600 s under dry flow was performed
to eliminate adsorbed water on the sample surfaces.

SIMS analysis
After the diffusion experiments, depth profiling was per‐
formed on all the apatite samples via SIMS (Cameca 4f-
E7, Kyoto University). The post-experimental apatite
slices were coated with Au (~50 nm) to prevent charge
accumulation on the surface during SIMS analysis. A
+14.5 kV accelerated 133Cs+ primary ion beam with cur‐
rents of 3–5 nA and a spot size of ~15 μm was used for
all measurements. The primary ion beam was rasterized
to more than 100 μm × 100 μm at each analysis point to
create flat-bottomed bore craters. To avoid contamina‐
tion from residual hydrogen in the sample chamber, the
vacuum was maintained below 5 × 10–8 Pa throughout
the measurements using a large liquid nitrogen cold-trap
system manufactured by Techno-IS Corporation. Sput‐
tered secondary ions were acquired from the central area
of ~30 μm diameter, which was cut off using a mechani‐
cal aperture to minimize artifacts arising from the bor‐
der of the primary ion beam crater. A normal-incident
electron gun (with an accelerating voltage of 4.5 kV)
was used to flood electrons onto the surface to ensure

charge compensation. Negative secondary ions 1H–,
2H–, and 18O– were acquired sequentially using an elec‐
tron multiplier. Each secondary ion, i.e., 1H–, 2H–, and
18O–, were measured for 1 s per cycle. The depth of the
SIMS craters were measured using a surface profiler
(Surfcorder ET200; Kosaka Lab. Ltd., Osaka, Japan).
The sputtering rates were 0.05–0.1 nm/s.

Diffusion analysis
To determine the lattice diffusion coefficient (Dl), the
profile of C[2H] = 2H/(1H + 2H) was adjusted to fit the
solution of the diffusion equation obtained by assuming a
constant concentration of 2H at the sample surface and
diffusion in a semi-infinite medium (Crank, 1975). The
diffusion profiles were fitted to the following least-
squares equation:C x,  t − C0CS − C0

= erfc x
2 Dl t . (1)

Here,
C(x,t) = isotopic concentration at depth x from the surface,

also denoted as C[2H].
Cs = surface concentration.
C0 = background concentration.
Dl = lattice diffusion coefficient.
t = duration of diffusion experiment.
erfc = 1 – erf (where erf is the Gaussian error function).

Fig. 1. (a) Durango apatite crystals cut vertically to c-axis into 1–2-mm-thick specimens. (b) Apatite slices polished using 9, 1, and 0.5
μm diamond paste via rotation. (c) Apatite slices chemically polished using colloidal silica with vibration. (d) Overview of diffusion
reactor used in experiment. Furnace interior is shown in cross section, which shows the sample placed in the center of the tube. Wet
course can be selected only when diffusion occurs. Partial pressure of heavy water vapor is controlled using mantle heater, and gas
mixture with oxygen establishes contact with apatite sample.
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Results

Hydrogen diffusion profiles
Figure 2 presents the 1H/18O, 2H/18O, and (1H + 2H)/18O
values from the SIMS depth analysis of an apatite diffu‐
sion sample treated at 550°C. The value of 2H/18O
decreased from approximately 1.4 × 10–2 at the surface
to approximately 4 × 10–4, whereas the 1H/18O value
increased from approximately 1.1 × 10–2 to 2.0 × 10–2.
The (1H + 2H)/18O values, which correspond to the total
hydrogen concentration, remained constant at approxi‐
mately 2 × 10–2 within the apatite crystal. This shows
that the experimental hydrogen diffusion was driven by
an isotope-exchange reaction. Similar characteristics
were observed in the diffusion profiles from experiments
conducted at other temperatures.

The concentration of 2H, represented as C[2H] (calcu‐
lated as 2H/(1H + 2H)) for the 550°C experiment, is
shown in Fig. 3 (see Fig. S1 in Supplemental Materials
for fitting results from experiments at other tempera‐
tures). The C[2H] at the surface was approximately 0.6,
which decreased to the background concentration at a
depth of 600 nm. The C[2H] decreased monotonically,
thus implying that 2H diffusion occurred via a single
mechanism. The background concentration was approxi‐
mately 1.4 × 10–4, which is almost equal to the natural
deuterium isotopic concentration in apatite (Greenwood,
2018). Figure 3 shows the results fitted using Eq. (1), as
indicated by dotted curves. The curve fitted well with the
depth data from the surface to the background and
yielded a diffusion coefficient (D) of 2.15 × 10–19 m2/s.
The mean values and standard deviations of the diffusion
coefficients for each temperature derived by fitting the
diffusion data at other temperatures are listed in Table 1

Fig. 2. Representative depth SIMS analysis data showing
relative intensity values of 1H/18O, 1H/18O, and (1H + 2H)/18O in
Durango apatite tested at 550°C for 57600 s.

(see Table S1 in Supplemental Materials for all results).
The diffusion coefficients of hydrogen in apatite ranged
from 2.11 × 10–19 m2/s at 550°C to 1.82 × 10–17 m2/s at
700°C.

Temperature dependence of hydrogen diffusion
in apatite

Dl generally exhibits temperature dependence, as
expressed by the Arrhenius equation:

Dl = D0 exp −
EaRT , (2)

where D0 is a pre-exponential (frequency) factor, Ea the
activation energy, and T the temperature. Figure 4 illus‐
trates the Arrhenius relationship for hydrogen diffusion
in Durango apatite parallel to the c-axis at 550°C–700°C,
which is expressed as

Dl = 1.89 × 10−6exp − 205 ± 11 kJ/molRT m2/s . 

Fig. 3. Representative diffusion profile of the concentration
(C[2H] = 2H/(1H + 2H)) with depth in apatite crystal, which was
tested in hydrothermal condition for 57600 s at 550°C; least-
squares linear regression was performed fit to the data points.

Table 1. Hydrogen diffusion coefficients in two apatite crystals

Sample T (°C) Time (s) D (m2/s)

Ap_a*9 550 57600 2.11 ± 0.32 × 10–19

Ap_a*6 600 14400 9.09 ± 1.00 × 10–19

Ap_b*10 650 3600 5.21 ± 0.54 × 10–18

Ap_a*8 700 3600 1.82 ± 0.42 × 10–17

*a and b: represent different crystals. The errors for D are the standard
deviation calculated from the mean value for each analysis.
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Discussion

Effects of fast diffusion
The fitting results of Higashi et al. (2017) did not fit well
with the concentration profile at locations deeper than
200 nm, where the C[2H] was approximately 40%. By
contrast, our data demonstrated good fit with the profile
and background. This indicates that improving the condi‐
tions of the apatite surface reduces the effect of fast dif‐
fusion, thus enabling the lattice diffusion coefficients to
be estimated experimentally.

Fast diffusion is postulated to occur through disloca‐
tions. Hart (1957) indicated that the effective diffusion
coefficient (apparent diffusion coefficient) Deff can be
approximated as:

Deff = fDd + 1 − f Dl , (3)

where f is the volume fraction of the material in the dis‐
locations, Dd the dislocation diffusion coefficient, and Dl

the lattice diffusion coefficient. If the dislocation diffu‐
sion follows the dislocation pipe model, then f can be
expressed as follows:

Fig. 4. Arrhenius plots of hydrogen self-diffusion results for

apatite, showing diffusion coefficient results at each temperature

and their least-squares fitting in two studies (this study and

Higashi et al., 2017); modeled fit lines when dislocation areal

density, d = 1 × 1013, 1 × 1014, and 2 × 1015 m–2. Temperature

dependence of this study is D = 1.89 × 10–6 exp − 205 ± 11 kJ/mol
RT

m2/s; that of Higashi et al. (2017) is D = 6.71 × 10–13 exp

− 80.5 ± 3.3 kJ/mol
RT  m2/s; and that of the modeled line are D = 3.37 ×

10–6 exp − 205 kJ/mol
RT  m2/s for d = 1 × 1013 m–2, D = 1.67 × 10–5 exp

− 205 kJ/mol
RT  m2/s for d = 1 × 1014 m–2, and D = 2.98 ×10–4 exp

− 205 kJ/mol
RT  m2/s for d = 2 × 1015 m–2.

f = πa2d , (4)

where a is the pipe radius and d is the dislocation areal
density. Yurimoto et al. (1989) provided empirical data
pertaining to the Dd and Dl of melilite crystals. The tem‐
perature dependences of Deff for Dd/Dl = 1 × 105, a = 0.5
nm, and d = 1 × 1013, 1 × 1014, 2 × 1015 (plausible values
provided by Yurimoto et al., 1989), as well as Dl from
this study are shown in Fig. 4. We note that the specific
values are for melilite and may not be suitable for
apatite. The modeled line for d = 1 × 1013 m–2 intersected
the line from Higashi et al. (2017) at approximately
700°C, intersected it at approximately 600°C for d = 1 ×
1014 m–2, and overlapped with the exterior line of the
model line for d = 2 × 1015 m–2 at 500°C. The dislocation
density at each temperature was estimated based on the
position of each intersection. Because d (i.e., f) should be
reduced due to the annealing of the crystals, the value of
d for the intersecting lines decreased as the temperature
increased, thereby resulting in Arrhenius plots with a
gentle slope, as observed by Higashi et al. (2017). More‐
over, dislocations minimally affect Deff for d values less
than 1 × 1012 m–2 (e.g., when d = 1 × 1012 m–2, Deff/Dl =
1.08). The value of d in this study was likely less than 1
× 1012 m–2. Consequently, the dislocations on the surfaces
of the apatite single crystals polished with colloidal silica
were likely eliminated, thus yielding lattice diffusion
coefficients.

Diffusion mechanism of hydrogen in apatite
Figure 5 illustrates the temperature dependence of the
diffusion coefficient for ions occupying the anion sites in
apatite. Studies pertaining to O, OH, F-Cl, and H, includ‐
ing our study, used different experimental techniques.
These varying techniques resulted in different diffusion
coefficients and activation energies. In the following sec‐
tion, we discuss our hydrogen diffusion mechanism.

The self-diffusion coefficient for oxygen reported by
Farver and Giletti (1989) was derived from the isotope
doping method using water as the diffusion source and
applying SIMS depth profiling. This method is similar to
the method used in our diffusion experiment, except that
different systems were used (a closed system with tubes
vs. a flow-type system) because a pressure of 100 MPa
was applied during oxygen diffusion. The activation
energies for oxygen diffusion at 205 ± 12 kJ/mol
reported by Farver and Giletti (1989) were consistent
with ours at 205 ± 11 kJ/mol within the margin of error,
and the diffusion mechanisms are expected to be similar.
As oxygen diffusion is presumed to occur via oxygen
vacancies, hydrogen diffusion may be associated with
oxygen vacancies.

Brenan (1993) conducted diffusion experiments paral‐
lel to the c-axis in two closed systems, i.e., wet at 1 GPa
and dry at 1 atm. The starting materials were fluorapatite
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from Durango and chlorapatite from Snarum, Sweden,
and their interdiffusion coefficients were subsequently
determined. Our data may appear as an extension of the
Arrhenius plot for wet condition data from Brenan
(1993). However, the diffusion coefficient for OH was
not obtained directly from Brenan (1993) because of the
limitation of spatial resolution, and the diffusion coeffi‐
cient at 1 atm can potentially increase owing to the effect
of the activation volume. Notably, the diffusion coeffi‐
cient under dry conditions at 1 atm was lower than that
under wet conditions at 1 GPa. Brenan (1993) explained
that the OH contents affects diffusivity. F– and Cl– dif‐
fused faster than O2–, thus suggesting that the monova‐
lent anion OH– can diffuse more rapidly than oxygen.
Hydrogen diffused faster than oxygen, which is
attributable to the diffusion of monovalent anions being
faster than that of divalent anions. This is consistent with
the finding that the diffusion coefficient of F-Cl from wet
and dry experiments by Brenan (1993) was larger than
that of oxygen by Farver and Giletti (1989).

OH is considered to be the diffusing species in this
study, but the value is significantly different from the
self-diffusion coefficient of OH obtained by Li et al.
(2020), and the activation energy is also about half (Fig.
5). Note that the two results may not be directly compa‐
rable due to the difference in the temperature ranges. The
OH self-diffusion coefficients in Li et al. (2020) were
obtained analytically from the F-Cl-OH interdiffusion
experiment, so the OH self-diffusion coefficients may be
due to the mechanism using the F-Cl-OH site. In our
experiment, on the other hand, the self-diffusion coeffi‐

Fig. 5. Arrhenius plot of diffusion in apatite in this study,
compared with literature data for the diffusivities of ions
occupying anion sites in apatite. Farver and Giletti (1989):
oxygen, 100 MPa, wet; Brenan (1993): F-Cl, wet, 1 GPa, F-Cl,
dry, 1 atm; Li et al. (2020): OH, 1 atm.

cient was obtained directly from flow experiments using
heavy water vapor as the diffusion source. Since
Durango fluorapatite has very low OH content (500–
1000 ppm), it is difficult to consider that hydrogen dif‐
fused using only OH sites, which have longer distance
from each other, and it is reasonable to consider our dif‐
fusion using oxygen sites. The difference in their self-
diffusion coefficients should be due to this difference in
diffusion mechanisms. Therefore, we conclude that OH–

serves as a diffusing species for hydrogen diffusion
under hydrothermal conditions.

Conclusions

The hydrogen-diffusion coefficient in apatite was deter‐
mined experimentally using deuterium as a tracer. To
minimize potential damage during polishing, colloidal
silica was used to finish the polished apatite. The diffu‐
sion coefficients in apatite parallel to the c-axis at
550°C–700°C indicated temperature dependence, as fol‐
lows:

D = 1.89 × 10−6exp − 205 ± 11 kJ/molRT m2/s . 

This indicates a diminished effect of the fast diffusion
pathways as compared with the results of Higashi et al.
(2017). Furthermore, the activation energy for diffusion
obtained in this study was consistent with that reported
by Farver and Giletti (1989), thus implying that the dif‐
fusion mechanisms are likely related and that OH– serves
as the diffusing species.
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