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Abstract: The discovery of He retentivity in magnetite has opened up the use of the magnetite
(U-Th)/He method as a thermochronometer to date the exhumation of mafic and ultramafic rocks,
and also as a chronometer to date magnetite crystallization during serpentinization. However,
published He diffusion data reveal more complex behavior than expected. To resolve this issue and
generalize the understanding of He retention in magnetite, we conducted a multiscale theoretical
study. We investigated the impact of natural point-defects (i.e., vacancies unrelated to radiation
damage) and defects associated with radiation damage (i.e., vacancies and recoil damage that form
amorphous zones) on He diffusion in magnetite. The theoretical results show that He diffusion is
purely isotropic, and that defect-free magnetite is more He diffusive than indicated by experimental
data on natural specimen. Interestingly, the obtained theoretical trapping energy of vacancies and
recoil damage are very similar to those obtained from experimental diffusion data. These results
suggest that He diffusion in magnetite is strongly controlled by the presence of vacancies and
radiation damage, even at very low damage dose. We propose that, when using magnetite (U-Th)/He
thermochronometry, the impact of vacancies and radiation damage on He retention behavior should
be integrated.

Keywords: magnetite; (U-Th)/He; geochronology; thermochronology; Density Functional Theory;
He diffusion

1. Introduction

Magnetite (Fe2+Fe3+
2O4) crystallizes in a wide variety of geological environments

through magmatic and hydrothermal processes, and can also be found as a detrital or au-
thigenic mineral in sedimentary rocks [1,2]. It is a common accessory mineral in magmatic
Ni–Cu–Platinum-Group Element (PGE) sulfide deposits from massive sulfide ores [3,4].
Hydrothermal magnetite is found in porphyry Cu–Mo–Au deposits [5,6]. Magnetite is also
a primary constituent of iron oxide–apatite (IOA) deposits, or Kiruna-type, for which a
magmatic versus hydrothermal origin is still debated (e.g., [7,8]). In addition to the inter-
est in magnetite as a petrogenetic indicator for ore deposits [4,6,9,10], magnetite has also
received a lot of attention as a product of serpentinization of the lithospheric mantle at slow-
spreading ridges owing to its remarkable physical [11,12] and chemical properties [13–16].

Due to the petrological importance of magnetite, during the last fifteen years special
attention has been devoted to the development and application of the magnetite (U-Th)/He
thermo-geochronology method (e.g., [17–21]). Knowledge of helium diffusivity in mag-
netite is a prerequisite for the geological interpretation of magnetite (U-Th)/He data. The
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first and only He diffusion dataset was obtained on a magnetite crystal from the Bala
Cretaceous kimberlite [17] and revealed He retentive behavior, with a calculated closure
temperature of ~250 ◦C assuming 10 ◦C/Myr cooling and a sphere equivalent radius of
250 µm. The discovery of such a high closure temperature has paved the way for research
into the use of the magnetite (U-Th)/He method to date the exhumation of mafic and ultra-
mafic rocks [19,21], which are characterized by a scarcity of minerals that can be analyzed
with (U-Th)/He thermochronometers. This new tool has been used to constrain the timing
and duration of fossil hydrothermal mineralization and on serpentinite exhumation in a
subduction-collision zone [20,22], respectively. In combination with 3He production data,
the magnetite (U-Th)/He method has been used to access the cosmic-ray exposure ages of
detrital magnetite [23].

However, the He diffusion dataset obtained on the Bala magnetite also revealed a
complex He diffusion pattern at low temperatures, with a few percent of the He released at
a lower temperature than expected [17]. In order to understand this unexpected behavior
and to better constrain the diffusion and thus the retention of He in magnetite, we have
developed a theoretical approach to model He diffusion in magnetite. With this approach,
we can probe the effect of crystal defects on He diffusivity, which may actually account
for the low temperature He diffusion behavior observed by Blackburn et al. [17]. We used
the multiscale theoretical approach developed in our team, which was successfully used
in previous works [24–29]. The combined theoretical and experimental data demonstrate
that the impact of crystal defects (e.g., Frenkel pairs) and alpha recoil damage must be
considered when characterizing He diffusive behavior over geological time scales.

2. Materials and Methods
2.1. Theoretical Multiscale He Diffusion Modeling

The multiscale approach combines periodic Density Functional Theory (DFT) calcu-
lations at the atomic scale [30,31] and Kinetic Monte Carlo (KMC) simulations [26] at the
macroscopic scale. DFT calculations were performed to characterize the interstitial and
vacancy sites for He insertion into the magnetite crystal model. The minimum-energy
pathway (MEP) of the He diffusion process between sites was characterized using the
Nudged Elastic Band (NEB) method [32,33]. The migration energy between He sites was
calculated, and KMC simulations were carried out to determine the He effective activation
energy and diffusion coefficient.

2.1.1. Theoretical Computational Details

We first optimized a magnetite crystal cell starting from the chemical formula [Fe3+]A[Fe3+

Fe2+]BO4 where A corresponds to tetrahedral sites occupied by the Fe3+ and B corresponds to
octahedral sites occupied by an equal number of Fe2+ and Fe3+ ions [34]. Under geological
conditions, Fe3O4 crystallizes in the spinel structure with a face-centered cubic (FCC) unit cell
which is characterized by a lattice constant of 8.396 Å [35,36]. The cubic cell contains 32 O2−

anions, 16 Fe3+ cations and 8 Fe2+ cations. The FCC oxygen lattice defines 64 tetrahedral
interstices and 32 octahedral ones. Fe3+ cations occupy 8 of the 64 tetrahedral sites, whereas
the octahedral sites are occupied by 8 Fe2+ and 8 Fe3+ ions. Figure 1 shows the crystal structure
of one cell used in this study, with tetrahedral and octahedral Fe sites.

In addition, as magnetite belongs to the class of ferrites, its ferrimagnetism properties
were incorporated into the calculations. Magnetite lattice is composed of two magnetic fer-
romagnetic sub-lattices that are anti-ferromagnetically coupled together. The net magnetic
moment of sub-lattice A is anti-parallel to the net magnetic moment of sub-lattice B. Spins
of tetrahedral [Fe3+]A and octahedral [Fe3+]B cancel each other, and the ferrimagnetism
properties of magnetite depend only on the octahedral [Fe2+]B. Unlike paramagnetic ma-
terials, ferrimagnetic substances such as magnetite are characterized by a net spin. To
characterize the magnetic properties of magnetite, in particular for its iron atoms, we
used spin-polarized DFT calculations. To be consistent with our previous studies [27–29],
we chose the Perdew–Burke–Ernzerhof (PBE) functional exchange correlation potential.
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Structural, electronic and magnetic proprieties of pure magnetite cubic unit cell are first
investigated and compared to literature results.
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Figure 1. Magnetite unit-cell used in this study for DFT calculations, with the three possible He
insertion sites (16c, 8b and 48f).

The cubic unit cell (Table 1 and Figure 1) has been considered as large enough to
avoid a volume dilation of the system after He atom addition. Nevertheless, we performed
numerous additional calculations with a super-cell characterized by a duplication along
the a-axis (2

→
v1 ×

→
v2 ×

→
v3) to (i) confirm the calculation results obtained with the cubic

unit-cell and thus confirm the potential of our model, and (ii) better investigate the He
jump between adjacent sites with the Nudged Elastic Band (NEB) method.

Table 1. Structural properties of magnetite (
→
v1 ×

→
v2 ×

→
v3) and (2

→
v1 ×

→
v2 ×

→
v3) cubic-cell and He

insertion energies for interstitial sites, from PBE+U Density Functional Theory simulations.

Defect-Free Crystal a (Å) b (Å) c (Å) Einsertion (eV)

16c 8b 48f

Cubic cell (
→
v1 ×

→
v2 ×

→
v3) 8.49 8.49 8.49 1.13 3.96 unstable

Cubic cell (2
→
v1 ×

→
v2 ×

→
v3) 16.98 8.49 8.49 1.10 - -

2.1.2. Atomic Scale

Periodic DFT [30,31] was used to perform geometrical optimizations and energy
calculations over many configurations with different atom locations. Plane wave basis
sets were used to solve the Kohn–Sham equations and to calculate the self-consistent total
energy. The generalized gradient approximation (GGA) and, in particular, the Perdew–
Burke–Ernzerhof (PBE) [37] functional exchange correlation potential, was used within the
framework of the projector augmented wave method (PAW) [38,39]. For each atom, ionic
cores were described with PAW pseudo-potentials, and valence electron configurations
were defined as 3d74s1 for Fe; 2s2 2p4 for O. The magnetite structure used in this study
was taken from the magnetite crystallographic information file by [35]. Simulations were
carried out with the Vienna Ab-initio Simulation Package (VASP) [40,41].

Systems containing transition elements like iron are characterized by strong electronic
correlations, in particular for the 3d correlated electrons [42–45]. Thus, according to our pre-
vious computational works [27–29], the addition of a corrected parameter (DFT+U [27–29]),
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the so-called Hubbard parameter, was necessary for the Fe atom to improve the description
of the electronic and magnetic properties of magnetite. The Dudarev approach [46] was
chosen to correctly describe iron valence electrons, in particular, the 3d strong intra-atomic
electronic correlations with the DFT method by adding an on-site Coulomb repulsion U
and an on-site exchange interaction J to the DFT Hamiltonian. In this case, the Hubbard ef-
fective parameter Ueff is defined as Ueff = U – J. The value of Ueff = 3.75 eV (U = 4.75 eV and
J = 1.0 eV) was optimized according to an analytical strategy that consisted of testing differ-
ent Ueff values between 2 and 7 eV, that are in the range of literature values [47,48]. Results
were compared to experimental data, such as experimental magnetic moments, structural
parameters and density of states of magnetite lattice. We chose the Ueff value which gave
the best agreement between computational and experimental results. This Ueff value is in
good agreement with literature theoretical investigations, which provide values between
3.5 eV and 4 eV [48]. Calculation parameters were selected as described in our previous
works [24–29]. A cutoff energy of 450 eV was used for the plane-wave expansion of the
wave function to converge the relevant quantities. The integration over the Brillouin zone
was performed using the Monkhorst–Pack scheme [49] with a mesh of 3 × 3 × 3 k-points

for the (
→
v1 ×

→
v2 ×

→
v3) cubic unit-cell and 2 × 1 × 1 for the (

→
2v1 ×

→
v2 ×

→
v3) supercell.

However, since natural crystals contain crystal defects, such as point defects (i.e.,
vacancies) or damage associated with the radioactive decay of U and Th, we also studied
the impact of these types of defects on the He behavior. The impact of point defects on He
diffusion was analyzed by removing one tetrahedral Fe3+ from the supercell (2

→
v1 ×

→
v2 ×

→
v3).

Once all possible interstitial sites were identified for the considered cubic unit cell for a
defect-free magnetite structure (Figure 2) and for the magnetic structure containing a
defect (Figure 3), simulations based on the NEB method [33] were carried out to determine
migration energy (Eij

mig) for each possible jump between 16c sites, points defects and recoil
damage (Table 2, Figures 2 and 3).
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Table 2. Theoretical He diffusion data for magnetite.

Einsertion
(eV)

Emig
(eV)

Ea
(eV)

Do
(cm2/s)

Tc (◦C) *
Rs = 250 µm

Tc (◦C) *
Rs = 500 µm

Theoretical study

Defect-free crystal
(
→
v1 ×

→
v2 ×

→
v3)

1.13 0.97 0.97 3.07 ×
10−3 35 47

Defect-free crystal
(2
→
v1 ×

→
v2 ×

→
v3)

1.10 0.99 0.99 3.07 ×
10−3 - -

Crystallographic Fe3+

point defect **
0.50 1.78 - - - -

Recoil damage 0 2.1 to
2.28 - - - -

Experimental study

Cubic cell (2
→
v1 ×

→
v2 ×

→
v3) 16.98 8.49 8.49 250 262

* The closure temperature (Tc) is computed for two crystal sizes and a cooling rate of 10 ◦C/Myr. ** in the (2 × →v2

× →v3) cell.

2.1.3. Macroscopic Scale

Finally, DFT results were used as the basis for Kinetic Monte Carlo (KMC) simulations
to simulate the effective activation energy and pre-exponential factor for He diffusion in
magnetite. The KMC method [50] simulates the time-dependent trajectories of the He
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atom diffusion in the free space using transition rates that depend on the migration energy
barriers, Eij

mig, to jump from initial to final states. According to Transition State Theory
(TST) [50,51], the thermal jumping process of an He atom can be described using the
probability of jumps (Γij). Γij is characterized by an attempt frequency (ν0) and depends
exponentially on the temperature (T). The attempt frequency, ν0, can be defined using the
Vineyard approximation [50], based on the harmonic frequencies of the He atom at the
initial ground and transition states (see [27] for more details).

Afterward, the jump probabilities for all possible transitions S0→ S1,2,3 . . . n between
an initial site S0 and all neighboring sites S1,2,3 . . . n can be calculated. For each initial site,
S0, the total jump probability, ΓTot, can be obtained as the sum of the jump probabilities to all
neighbor sites. The residence time is calculated as the inverse of the total jump probability,
corresponding to the time required for passing from the initial site to a neighboring one.
Considering all the residence times for all the sites, the mean square displacement (MSD)
of the He diffusion can be calculated. Thus, the diffusion coefficient, DT, at temperature T
for a He atom can be calculated based on Einstein’s diffusion equation relating the spread
of random trajectories to their duration [51]. More methodological details can be found in
our previous works [24–29].

2.2. Theoretical Damage Quantification

Different types of defects can be present in the magnetite lattice, such as vacancies
(Frenkel-pair defects) and recoil damage. They are produced mostly from U and Th alpha
decay as Sm content is low in magnetite, but vacancies can also be present during magnetite
crystallization. During alpha decay, atoms will be displaced during each decay event, and
point-defect and recoil damage will be produced by the alpha particle and the recoil of the
daughter element [52], respectively. We can quantify the amount of defects produced in
magnetite associated with alpha decay using the SRIM “The Stopping and Range of Ions
in Matter” software [53]. For the 238U decay chain (mean energy of 5.36 MeV), 230 point-
defects and 1600 displacements from recoil damage are produced per alpha decay. For the
damage from each recoil, the vacancy density is 7 per angstrom, leading to a large damage
zone, whereas the maximum density of each point defect caused by the alpha particle is
0.02 per angstrom, near the end of the alpha particle stopping range, where it reaches its
maximum, low enough to keep point defects without extended crystal reconfiguration.
When calculating damage fraction due to a given dose, in the following we assume that
due to the high density of vacancies produced by recoil the lattice partially relaxes, creating
amorphous domains in which He can be stored without energy cost (zero insertion energy)
because they contain zones where atoms are far from each other, similar to cavities. The
density of such domains is lower than the initial density of vacancies, by a factor g that can
be estimated. For example, if a cluster of 10 point-defects is created along the recoil track,
they collapse into a single amorphous domain, resulting in a g of 0.1. We leave it as a free
parameter which gets a maximal theoretical value of 1. On the other hand, the vacancies
created along the alpha particle survive due to their low density and they remain as point
defects. We assume that most point defects are created along the alpha track, whereas the
recoil produces recoil damage, as amorphous domains, having a density lower than the
initial vacancy density by a factor g.

An important issue is the possible annealing of the defects. This annealing occurs
in part immediately as a self-annealing due to the irradiation itself. It could apply to the
point-defects which can be repaired by moving a single atom, but it is probably inefficient
for recoil damage where the lattice has been eradicated. For lack of knowledge, we assume
that there is no such annealing. Another possible process is thermal annealing acting over
geological times and during the degassing experiments. In the former case we presume
that the temperature needed to get a significant annealing is high (above 200 ◦C) and this is
compatible with the age for the sample Rocher Blanc magnetite from the Schistes Lustrés
(Western Alps) [21] (see below). During the degassing experiments, the annealing is usually
negligible, although the temperature is high, due to the short dwelling time of the steps.
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3. Results

The aim of simulations is to provide the distance and the hopping rate between sites,
which are the main ingredients for the computation of the diffusion coefficient. The rates
are not obtained from a dynamical simulation, but they derive instead from a statistical
calculation of the thermal motion carried out by the TST. This latter calculation uses as input
the energy landscape probed by the diffusing atom, in particular, the migration energies.
The key role of the DFT is to provide this energy information, taking into account the
quantum effects of electrons. The main limitation of this approach is that it relies on a static
representation of the system, ignoring correlations in the thermal motion of atoms, like
phonons which could be followed in a molecular dynamic simulation, but which would
omit some quantum effects. Obviously, the rates depend on the energy depth of the sites,
and this leads to an investigation of the different types of sites, particularly those created
by crystal defects.

3.1. Defect-Free Magnetite Structure

Three insertion sites named 16c, 8b & 48f were identified in the magnetite cell
(
→
v1 ×

→
v2 ×

→
v3) as displayed in Figure 1. The insertion energies range from 1.13 to 3.96 eV

for the 16c and 8b sites, respectively, and cannot be calculated for the 48f site as it is
unstable (Table 1). One can note that the insertion energy for the 8b site is more than
three times higher than for the 16c site, making it unsuitable to host an He atom as the
needed energy to occupy it is too high. There are four 16c sites in a cell of 56 atoms leading
to 1.3 × 1021 sites/g. In addition, we repeated the same calculations (for the 16c site) by
duplicating the cell (2× the cubic cell along the a-axis) to confirm the consistency of our cell
model. No significant differences were found, as only a minor difference of 0.03 eV was
obtained for the insertion energy (Table 1). The computed NEB migration energy between
the 16c sites is 0.97 eV for a cubic cell or 0.99 eV in the case of a doubled cell (Table 2).

The energy path between 16c sites is presented in Figure 2, and each 16c site is
surrounded by 12 identical ones, allowing as many possible jumps. The average coordinate
variance of a jump is 7/24 times the square of the cell size (21.0 Å2) and it is identical for
the three coordinates, so that the diffusion is purely isotropic. Finally, the KMC simulation
using the approach described in [26] allows us to calculate a 3D activation energy Ea of
0.97 eV and a pre-exponential D0 factor of 3.07 × 10−3 cm2/s for He diffusion in a perfect
magnetite lattice. Since He is found to only diffuse between 16c sites in the case of the
perfect lattice, the activation energy is equal to the migration energy between those sites.
The closure temperature (Tc) is 35 ◦C for a crystal size of 250 µm and a cooling rate of
10◦C/Ma (Table 2) based on the equation of [54]. This result is different from measurements
of natural magnetite, for which a Tc of 250 ◦C was obtained for the same radius and cooling
rate ([17]; Table 2). Helium diffusion results obtained for a defect-free magnetite structure
is reported in the Arrhenius diagram on Figure 4A, where experimental diffusion results
from Blackburn et al. [17]; are plotted for comparison.

3.2. Magnetite Structure Containing Crystallographic Defect or Radiation Damage

When an atom is knocked out of place by an alpha particle or recoil nucleus, a vacancy
is left, but the ejected atom can create an obstruction when deposited in a diffusion path.
However, as the diffusion is isotropic, this obstruction effect can be neglected because the
obstructing atom can be easily bypassed in 3D. Therefore, we will discard the obstruction
mechanism and we will consider only the trapping effect of vacancies. To estimate the
impact of a crystal defect such as a point defect on He diffusion, one Fe3+ tetrahedral atom
was removed from the supercell (2

→
v1 ×

→
v2 ×

→
v3). The removal of one tetrahedral Fe-atom

creates a vacancy which is characterized by an He insertion energy, Eins, of 0.50 eV and
a migration energy of 1.78 eV (Table 2 and Figure 3) to jump from the vacancy to the 16c
interstitial site. Although other iron atoms, or oxygen atoms, can be knocked out, we
assume that these energies are still representative. The evolution of D̃0 as a function of
the point-defect content has been modeled using Equation 1 from Gerin et al. [24], with
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no annealing. The frequency factor D̃0 of a crystal with defects becomes D̃0 = D0/f , with
the defect fraction f ranging from 0 to 1. Using SRIM modeling, we estimated the amount
of point defects associated with the alpha-decay for the Bala kimberlite magnetite used
in the diffusion study of [17,18]. We calculate 1.82 × 1022 atoms per gram of magnetite.
Using the magnetite (U-Th)/He age of 94 Ma, a mean U content of 0.2 ppm and a mean
Th/U ratio of 0.2 [18], we modeled an alpha dose of 6.5 × 1013 alpha/g and a number of
point-defects created by the α-particles of 1.5 × 1016 d/g, leading to a density (normalized
to the number of sites) f point-defect = 1.1 × 10−5 The associated D̃0 is 2.7 × 102 cm2/s. For
those values, a Tc of 144 ◦C is obtained for a crystal size of 250 µm and a cooling rate
of 10 ◦C/Ma. This result is also reported in the Arrhenius diagram of Figure 4A. The
diagram exhibits a pattern typical of multi-domain diffusion, with the small domain’s
contribution dominating at low temperature. Therefore, we will restrict the comparison to
our calculation to the high temperature region, on the left side, where the data converge to
a stable slope representative of the large domain. We see that the slope (activation energy)
is a better match for the high temperature experimental data, but the calculated points are
still much higher than the data.
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Figure 4. Arrhenius diagram (ln(D/a2) vs. 10,000/T) comparing He diffusion data obtained ex-
perimentally on a Bala Kimberlite magnetite grain [17] with the results of our calculations. (A) He
diffusion properties obtained using DFT calculations, for a sphere equivalent radius of 250 µm, for
defect-free magnetite (black line), and magnetite with point defect (green dashed line) and recoil
damage (Ea = 2.1 eV (light blue dashed lines) and 2.28 eV (dark blue dashed lines), with a g factor
of 0.023) concentrations estimated for Bala magnetite, D̃0 using activation energies from Table 1
and frequency factors of 3.07 × 10−3, 2.7 × 102, and 1.8 × 103 cm2/s, respectively. (B) He diffusion
properties obtained using DFT calculations, for a sphere equivalent radius of 250 µm, with different
point defect fractions of 2.5 × 10−5, 2.5 × 10−4 and 2.5 × 10−3, that will be associated with the
combination of radiation damage induced point defects and point defects formed during magnetite
crystallization (named here natural point defects).

When comparing to experimental data, it is clear that not only are point defects
involved, but recoil damage is also. In the case of recoil damage associated with alpha
decay, we can assume as a first approximation that a free space will be created that is
large enough to accommodate a He atom without any energy constraint or cost. That
corresponds to an He insertion energy of 0 eV in the recoil damage cavity, compared
to 1.13 eV for a pristine lattice or 0.50 eV for a point defect. Thus, the energy barrier
(Emig), in this case, will range from 2.10 eV (1.13 + 0.97 eV) to 2.28 eV (0.50 + 1.78 eV).
This approach has already been applied to apatite and zircon and allows prediction of the
maximum migration energy [24,25,55]. As for the point-defect case, a recoil damage amount
(f recoil-damage) is calculated for the Bala kimberlite magnetite which reaches 7.6 × 10−5, if
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we adopt the limiting value g = 1, with an associated D̃0 of 40 cm2/s. In that case, a Tc
of 254-298 ◦C is obtained for a crystal size of 250 µm and a cooling rate of 10 ◦C/Ma. The
activation energy (Ea) is almost identical to that of the high temperature data of natural
magnetite [17]. However, the line is shifted downward, which is not surprising since we
adopted a g parameter equal to its maximal theoretical value of 1. This value is unrealistic
because we expect that if amorphization takes place, many point-defects will merge into a
single amorphous domain. The amorphous zone would at least be on the order of the cell
size, and we calculated the g value to be 0.023. We provide a complete and full description
of the calculation in the supplementary section. In brief, the recoiling daughter produces
1600 point-defects over a range of 200–300 Å with a maximal linear density of 7 d/Å,
meaning that along the track, the distance between defects is smaller than the inter-atomic
distance. In such conditions, the crystal will locally collapse, producing an amorphous
domain, then assuming that from the 1600 point-defects we are left with a single amorphous
domain. The volume of the domain can be inferred approximatively from the number of
displaced atoms. A crystal cell is a cube of length 8.5 Å containing 56 atoms, so that 1600
displacements involve 1600/56 = 28.6 cells which collapse into disorder. The domain shape
is likely an elongated cylinder, but for the sake of convenience and taking into account all
the orientations, we represent it as a cube of size 28.61/3 = 3.06 units of cell size. As each cell
intercepts four lines of a given direction (four sites per cell) the number of lines intercepted
by the amorphous zone is 3.062 × 4 = 37. Therefore, we get n = 37 in Equation (12) of the
supplementary section. As a conclusion from an initial point-defect number of 1600, we
get an equivalent number of defects of 37, that when combined with the meaning that a
factor g = 37/1600 = 0.023 that should be applied to the initial point defect density to get
the equivalent density of the amorphization. Such a value would shift the f recoil-damage up
to 1.8 × 10−6 leading to a D̃0 value of 1748 cm2/s and a Tc of 215–257 ◦C, the considering
is reported in Figure 4A.

4. Discussion
4.1. He Diffusion in Magnetite Structure
4.1.1. Theoretical Investigation of He Diffusion

The DFT theoretical approach reveals that He diffusion in magnetite is purely isotropic
due to the cubic symmetry of the lattice, with a high He diffusion rate as illustrated by the
computed closure temperature of 35 ◦C for a sphere radius of 250 µm. The computation
indicates that helium diffusion in defect-free magnetite is much faster than in natural
magnetite. The computed closure temperature for defect-free magnetite is 200 ◦C below
that reported in the literature for natural magnetite [17,19,21].

The DFT approach shows however that if crystal defects and/or radiation damage are
present in the magnetite lattice, He diffusion is significantly slowed down, and the retentive
He behavior observed for natural magnetite can be reproduced by adjusting the amount of
these defects in the magnetite lattice, as already demonstrated for zircon [25]. This would
imply that He atoms are mostly trapped in defects and radiation damage which therefore
control the diffusion kinetics. Since the migration energy of He from those defects and
damage are different, as shown in Table 2, helium atoms are either located in an insertion
site, a point defect or a recoil damage zone will require a different thermal energy to diffuse
out of the grain. In other words, in the case of natural magnetite, both degassing behavior
and inferred closure temperature will depend on the respective amount of these defects.

4.1.2. Defect and Damage Impact on He Diffusion

As already quantified using the DFT approach for other minerals such as apatite and
zircon [24,25], defects and, more specifically, radiation damage act as traps [56,57] and
strongly influence He retention in the crystal structure. It is interesting to note that the He
diffusion data of Blackburn et al. [17] can be very well reproduced, as shown in Figure 4A,
using the He diffusion damage model of Gerin et al. [24] and the irradiation dose calculated
using a sphere equivalent radius (Rs), the U, Th content and crystallization age of the
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Bala magnetite [18]. The conversion of the irradiation dose into amorphous zone volume
indicates that this zone would be at least in the order of the cell size, and for this reason
we used a g value of 0.02. More specifically, the experimental high temperature diffusion
dataset of Blackburn et al. [17] (T > 440 ◦C), from which the authors calculated Tc, are well
reproduced and similar activation energy and frequency factor are found (Figure 4A and
Table 2). In addition, the activation energy of crystallographic defects is similar to that
obtained from the lower temperature part of the Bala magnetite dataset (T < 440 ◦C). The
experimental dataset can be partially reproduced using the crystallographic defect fraction
produced during atomic displacements associated with radiation damage (Figure 4 and
Table 2). However, a higher atomic fraction of defects, in the 2.5 × 10−3 to 1.5 × 10−5

range (or 0.25 to 0.0015 %) allows us to reproduce the experimental data, as illustrated in
Figure 4B. Having a higher crystallographic defect dose in a natural crystal is not surprising,
as the calculated defect fraction only represented the defects produced during alpha decay.
In natural magnetite, crystallographic defects associated with crystal growth and chemical
substitutions are naturally present and will then increase the defect fraction. This value
is difficult to quantify and will be variable for each magnetite crystal. However, the iron
tetrahedral and octahedral sites’ occupations and vacancies formation have been already
investigated. At low temperatures, magnetite crystallizes with the inverse spinel structure
with half of the Fe3+ in the tetrahedral site (A) and with Fe2+ and half of the Fe3+ in the
octahedral sites. This trivalent divalent distribution evolves progressively with increasing
temperature towards the normal spinel structure, i.e., with all Fe2+ in tetrahedral sites and
Fe3+ in octahedral sites. Simulation of magnetite site occupancy by Hallström et al. [58]
using the thermochemical dataset by Sundman [59] shows that between 400 and 600 ◦C,
divalent Fe occupies between 5 and 10 % of the tetrahedral sites. In addition to this
temperature dependency of site occupancy, which leads to a deviation from the normal
spinel end-member structure, magnetite can also exhibit non-stoichiometry.

In addition, depending on oxygen fugacity and temperature, the iron/oxygen ratio
can depart from 3

4 and magnetite becomes Fe(3-d)O4, with d being positive at high f O2 and
negative towards low f O2 [60]. Under high f O2 conditions, iron deficiency is accounted
for by formation of octahedral vacancies, whereas under reducing conditions, excess Fe2+

enters vacant octahedral sites [59]. Under the f O2 of natural magnetite formation (e.g.,
below the magnetite/hematite buffer), and based on the dataset of Sandman [59], interstitial
Fe2+ is actually more likely than octahedral vacancies. Another alternative to produce
octahedral vacancies is the formation of iron Frenkel pairs corresponding to the formation
of an octahedral vacancy along with an interstitial iron atom, the stability of which in the
stoichiometric magnetite structure has been investigated by Arras et al. [61] using the DFT
+ U method. The number of iron Frenkel pairs in stoichiometric magnetite (d = 0) has
been evaluated to 10−5 per lattice molecule at 800–900 ◦C [60]. Additionally, octahedral
iron vacancies can be created when minor (i.e., silicon, [62]) and trace (i.e., uranium, [63])
elements are incorporated into the magnetite structure. As a result, the number of defects
in a crystal will exceed those formed during alpha decay, depending on the crystallization
temperature, impurity content, and f O2.

4.2. Implication for Magnetite (U-Th)/He Thermo-Geo-Chronometer

Computed He diffusion simulations using the DFT approach show that He retention in
natural magnetite is controlled, in the first place, by the concentration of radiation damage
and, in the second place, by the concentration of point defects. Based on the obtained
activation energy of 2.1 and 2.28 eV and frequency factor in this study, we modeled the
evolution of the closure temperature in magnetite as a function of the defect/damage
fraction. The results are reported in Figure 5, in addition to the closure temperature
obtained on the Bala kimberlite magnetite [17] and expected for the Rocher Blanc magnetite,
that comes from a mid-Tertiary exhumed high-pressure ophiolite from the Western Alps
(France) [21] using the age, U and Th content and equivalent radius of those samples.
The DFT modeling accounts for the increase in the closure temperature with the damage
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dose, and confirms the previous closure temperatures proposed for natural magnetite [17].
The results for natural magnetite samples [17,21] are in addition better explained with the
activation energy of 2.28 eV in comparison with the value of 2.1 eV (Table 2), using the
calculated frequency factor for amorphous zone production with a g factor of 0.02. This
confirms that large defect zones are created during alpha decay with amorphous cores
where He atoms are trapped.

Minerals 2022, 12, x FOR PEER REVIEW 11 of 15 
 

 

uranium, [63]) elements are incorporated into the magnetite structure. As a result, the 
number of defects in a crystal will exceed those formed during alpha decay, depending 
on the crystallization temperature, impurity content, and fO2.  

4.2. Implication for Magnetite (U-Th)/He Thermo-Geo-Chronometer 
Computed He diffusion simulations using the DFT approach show that He retention 

in natural magnetite is controlled, in the first place, by the concentration of radiation 
damage and, in the second place, by the concentration of point defects. Based on the 
obtained activation energy of 2.1 and 2.28 eV and frequency factor in this study, we 
modeled the evolution of the closure temperature in magnetite as a function of the 
defect/damage fraction. The results are reported in Figure 5, in addition to the closure 
temperature obtained on the Bala kimberlite magnetite [17] and expected for the Rocher 
Blanc magnetite, that comes from a mid-Tertiary exhumed high-pressure ophiolite from 
the Western Alps (France) [21] using the age, U and Th content and equivalent radius of 
those samples. The DFT modeling accounts for the increase in the closure temperature 
with the damage dose, and confirms the previous closure temperatures proposed for 
natural magnetite [17]. The results for natural magnetite samples [17,21] are in addition 
better explained with the activation energy of 2.28 eV in comparison with the value of 2.1 
eV (Table 2), using the calculated frequency factor for amorphous zone production with a 
g factor of 0.02. This confirms that large defect zones are created during alpha decay with 
amorphous cores where He atoms are trapped.  

 
Figure 5. Evolution of closure temperature (Tc) as a function of defect fraction (from 10−8 to 10−4) and 
alpha dose (1011 to 1015 alpha/g), for a magnetite with point defects and with recoil damage (Ea=2.1 
eV (light blue dashed lines) and 2.28 eV (dark blue dashed lines), with a g factor of 0.023). 
Calculations have been done for magnetite crystals of 250 and 400 μm size radius. Data for Bala 
kimberlite magnetite [17] and Rocher Blanc ophiolite magnetite [21] are reported. 

Figure 5. Evolution of closure temperature (Tc) as a function of defect fraction (from 10−8 to 10−4)
and alpha dose (1011 to 1015 alpha/g), for a magnetite with point defects and with recoil damage
(Ea = 2.1 eV (light blue dashed lines) and 2.28 eV (dark blue dashed lines), with a g factor of 0.023).
Calculations have been done for magnetite crystals of 250 and 400 µm size radius. Data for Bala
kimberlite magnetite [17] and Rocher Blanc ophiolite magnetite [21] are reported.

These results have important implications for the interpretation of magnetite (U-
Th)/He thermo-geo-chronological data. First, they show that He is very well retained in
magnetite, even in young crystals with low damage dose, with Tc > 150◦C, and that the
(U-Th)/He method applied to magnetite (MgHe) can be used as a geochronometer for
magnetite which crystallizes at low temperature (<150◦C). Second, the results demonstrate
that He retention evolves with the damage dose, and the MgHe method can be used
as a thermochronometer, with a typical Tc of 220–280◦C, as already demonstrated by
Cooperdock et al. [19] and Schwartz et al. [21], who inverted MgHe data to infer a thermal
history. However, consideration of the damage dose is essential to properly interpret MgHe
ages and quantify the thermal history. Interestingly, based on studies conducted to date, the
U and Th content of natural magnetite is relatively constant (e.g., [17,21]), in the order of a
dozen ppb, and we can deduce that He retention and, consequently, Tc will be similar for
each geological case. Low dispersion in MgHe ages, i.e., within the analytical dispersion,
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should be expected for magnetite with similar diffusion domains, as the He retention
behavior in magnetite should be similar for grains with the same geological history.

5. Conclusions

This study has explored He diffusion in magnetite for the purpose of understand-
ing the (U-Th)/He thermochronometer and geochronometer. Employing a multi-scale
theoretical approach, we compute the impact of two different types of defects (i.e., point
defects and recoil damage) on He diffusion. We find that He diffusion in magnetite is
purely isotropic and that He is retained in defect-free magnetite, but not at the same level
inferred from experimental study. However, the obtained theoretical trapping energy of
vacancies and recoil damage are very similar to those obtained from experimental diffusion
data, showing that defect and damage strongly traps He atoms and alters He diffusion in
magnetite. Using a damage model, we can predict the amount of displaced atoms during
radioactive U-Th alpha decay and the point-defect and recoil damage dose. Using such
a model, experimental diffusion data from the literature are well reproduced. We show
that point defects and recoil damage control He retention in magnetite, even at very low
damage dose. Closure temperature can vary by more than 50 ◦C, with Tc ranging from 200
to 280 ◦C, depending on the damage dose and crystal size. From these results, and typical
U and Th contents encountered in magnetite, one can anticipate low MgHe age dispersion
for most geological cases. The consideration of the damage dose is required to properly
interpret MgHe ages and derive meaningful thermal histories.
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