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Abstract: The Ernest Henry Iron-Oxide-Copper-Gold deposit is the largest known Cu-Au deposit in
the Eastern Succession of the Proterozoic Mount Isa Inlier, NW Queensland. Cu-Au mineralization
is hosted in a K-feldspar altered breccia, bounded by two major pre-mineralization shear
zones. Previous research suggests that Cu-Au mineralization and the ore-bearing breccia formed
simultaneously through an eruption style explosive/implosive event, facilitated by the mixing
of fluids at ~1530 Ma. However, the preservation of a highly deformed, weakly mineralized,
pre-mineralization feature (termed the Inter-lens) within the orebody indicates that this model must
be re-examined. The paragenesis of the Inter-lens is broadly consistent with previous studies on the
deposit, and consists of albitization; an apatite-calcite-quartz-garnet assemblage; biotite-magnetite +
garnet alteration; K-feldspar + hornblende alteration; Cu-Au mineralization and post-mineralization
alteration and veining. Apatite from the paragenetically early apatite-calcite-quartz-garnet
assemblage produce U-Pb ages of 1584 £ 22 Ma and 1587 £ 22 Ma, suggesting that the formation
of apatite, and the maximum age of the Inter-lens is synchronous with D, deformation of the
Isan Orogeny and regional peak-metamorphic conditions. Apatite rare earth element-depletion
trends display: (1) a depletion in rare earth elements evenly, corresponding with an enrichment in
arsenic and (2) a selective light rare earth element depletion. Exposure to an acidic NaCl and/or
CaCly-rich sedimentary-derived fluid is responsible for the selective light rare earth element-depletion
trend, while the exposure to a neutral to alkaline S, Na-, and/or Ca-rich magmatic fluid resulted
in the depletion of rare earth elements in apatite evenly, while producing an enrichment in arsenic.
We suggest the deposit experienced at least two hydrothermal events, with the first event related to
peak-metamorphism (~1585 Ma) and a subsequent event related to the emplacement of the nearby
(~1530 Ma) Williams-Naraku Batholiths. Brecciation resulted from competency contrasts between
ductile metasedimentary rocks of the Inter-lens and surrounding shear zones against the brittle
metavolcanic rocks that comprise the ore-bearing breccia, providing permeable pathways for the
subsequent ore-bearing fluids.

Keywords: Ernest Henry; Iron-Oxide-Copper-Gold; ore genesis; apatite; U-Pb geochronology;
geochemistry; rare earth elements
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1. Introduction

The Ernest Henry Iron-Oxide-Copper-Gold (IOCG) deposit is situated ~35 km NE of Cloncurry
(—20.70°, 140.51°), NW Queensland (Figure 1) and represents the largest known IOCG deposit in
the Proterozoic Eastern Succession of the Mount Isa Inlier. The deposit is covered by 30-60 m of
Mesozoic to Cainozoic sediments, and was discovered by drilling a significant magnetic geophysical
anomaly in 1992 [1]. A pre-mining resource of 166 Mt at 1.1% Cu, 0.54 g/t Au was mined as open
pit between 1996 to 2013, until transitioning into a sublevel cave operation with 87.1 Mt at 1.18%
Cu, 0.60 g/t Au as of December 2015 [1]. Cu-mineralization occurs as chalcopyrite, and Au occurs
as native gold with minor electrum [2]. Economic mineralization is hosted in a pipe-like geometry,
bound by the hangingwall shear zone (HWSZ) and the footwall shear zone (FWSZ) (Figure 2) [3].
Alteration associated with the deposit is grouped into five broad stages: regional sodic-calcic alteration,
pre-ore (K-Mn-Fe-rich) alteration, K-feldspar alteration, Cu-Au mineralization and post-mineralization
alteration and veining [4]. Previous research suggests that the mixing of basinal and magmatic fluids
caused fluid over-pressurization, resulting in a violent eruption that formed the ore-bearing breccia,
multiple stages of hydrothermal alteration, and the precipitation of Cu-Au mineralization [5,6].
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Figure 1. (a) The location of the Mount Isa Inlier relative to Australia; (b) The location of the Eastern
Succession within the Mount Isa Inlier; (c) A simplified geological map of the Eastern Succession,
modified from Raymond et al. [7].

The transition from open-pit to underground mining in 2014, and the continued development of
underground infrastructure has highlighted geological features that have previously been overlooked
in ore genesis research, partly because their relative depth in the ore system prevented systematic
sampling and observation. The Inter-lens is a weakly mineralized, highly deformed, pre-mineralization
feature that separates the orebody into two distinct lenses at depth. This structure was discovered
during the initial resource drilling in the early 1990s, but its significance to ore genesis has only



Minerals 2018, 8, 405 3 of 25

recently been investigated. The well-preserved Inter-lens, and its pre-mineralization timing requires
the ‘explosive eruption’ model to be re-examined.

Apatite-rich veins and lithologies are a common feature of the Inter-lens, and are associated with
a paragenetically early, pre-ore mineral assemblage of apatite-calcite-quartz-garnet. Apatite has been
dated using the U-Pb laser-ablation inductively coupled plasma-mass spectrometry (LA-ICP-MS)
method in magnetite-apatite deposits [8], IOCG deposits [9], and is often applied in tectonic studies
as a medium temperature thermochronometer with a closure temperature of 350-550 °C [10-14].
Constraining the age of apatite from apatite-rich veins and lithologies will allow the maximum age of
the Inter-lens, and subsequently the age of the paragenetically early apatite-calcite-quartz-garnet stage
to be constrained.

The rare earth element (REE) composition of apatite can be used to provide information regarding
the characteristics of fluids responsible for metasomatism [15-18]. Therefore, by analyzing metasomatized
regions of apatite from the paragenetically early apatite-rich lithologies, the characteristics of subsequent
fluid phases can be determined.

The primary aims of this study are to: (1) investigate the paragenesis and mineralogy of
the Inter-lens; (2) constrain the age of apatite from pre-mineralization, apatite-rich assemblages;
and (3) analyze the trace element geochemistry in regions of altered apatite. Evidence from this study,
coupled with evidence from previous work, will assist in the production of an updated ore deposit
model that considers the age and the preservation of the Inter-lens within the ore-bearing breccia.

2. Geological Background

2.1. Regional Geology

Ernest Henry is located in the Eastern Fold Belt of the Proterozoic Mount Isa Inlier,
NW Queensland (Figure 1). Regional stratigraphy is divided into four major sequences:
basement rocks, Cover Sequence 1, Cover Sequence 2, and Cover Sequence 3. The majority of
Cu-Au mineralization occurs in Cover Sequences 2 and 3 [19]. The Williams-Naraku Batholiths
intrudes these cover sequences, and consist of several I- and A-type granite plutons emplaced
from 1550-1490 Ma [20-22]. The Isan Orogeny involved the shortening of a complex rift system
from ~1650 to 1500 Ma, and broadly consisted of three deformation events (D;, D;, and D3) [23,24].
D; is poorly understood, and is thought to be associated with E-W trending folds as a result of
N-S shortening [24,25]. Ages that record this direction of shortening range from 1649 + 12 Ma
(U-Pb monazite) [26] to 1610 £ 13 Ma (U-Pb zircon) [27]. D, consisted of a W-E shortening event,
resulting in the dominant N-S grain of the Mount Isa Inlier. Evidence for shortening in this direction has
been dated at 1591 &+ 10 Ma (U-Pb monazite), correlating with regional peak amphibolite to granulite
metamorphic conditions from 1580-1600 Ma [22,24,26]. D3 consisted of a W-E transpressional event
with a minimum age of 1530 & 8 Ma (U-Pb zircon) [22], resulting in the reactivation of D, faults and
N-NE upright folding. D3 deformation is synchronous with the emplacement of the Williams—Naraku
Batholiths and the formation of various Cu-Au deposits [24,28]. It is generally accepted that more
than three deformation events occurred during the Isan orogeny. For example, Coward [29] suggested
four separate deformation events have affected the Ernest Henry deposit, with a post-D3 deformation
event resulting in late brittle faulting. These late deformation events are often localized, and cannot be
inferred across the entire Eastern Fold Belt of the Mount Isa Inlier.

2.2. Deposit Geology

The Ernest Henry orebody is hosted in metaandesite rocks, interpreted as the temporal equivalent
of the Mount Fort Constantine metavolcanics (~1745 Ma [22]). This unit is primarily composed of
euhedral plagioclase phenocrysts (45%-85%) set in a fine-grained groundmass of biotite (5%-30%),
magnetite (5%—20%), and quartz (>5%), with minor apatite, K-feldspar, and amphibole [3,4]. A variety
of porphyritic, glomeroporphyritic, seriate, and non-porphyritic igneous textures are preserved in this
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unit [4]. The metaandesite is intercalated with multiple metasedimentary units consisting of biotite
and muscovite-rich schists, banded scapolitic calc-silicate rocks, biotite and muscovite-rich psammite,
and graphitic schists [4].

The orebody consists of a structurally controlled breccia in a pipe-like geometry, bound by the
HWSZ and FWSZ that dip ~45° southeast (Figure 2) [3]. A third shear zone termed the Marshall Shear
Zone (MSZ) is also present ~400 m south of the deposit, and possess a lithology comparable to the
HWSZ and FWSZ [3]. These shear zones are associated with a kilometer-scale duplex that formed
during D, deformation, with the orebody sitting in a pronounced flexture of these zones [30].
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Figure 2. (a) Local geology of the Ernest Henry IOCG deposit. Image facing east. Displays the location
of level 1475, where samples for this study were collected. (b) Top-down view of the local geology of
Ernest Henry. Images modified from Ernest Henry Mining section.

The alteration and paragenesis of the Ernest Henry deposit has been documented by previous
workers [3,4,31] and consists of early sodic-calcic alteration overprinted by pre-ore (K-Mn-Fe-rich)
alteration, K-feldspar alteration, Cu-Au mineralization, and post-mineralization alteration and veining.

Regional sodic-calcic alteration involved intense albitization of the metavolcanic and
metasedimentary host rocks surrounding the lease of the deposit, resulting in a homogenous,
fine-grained albite-rich rock [31]. This is consistent with the regional scale sodic-calcic alteration
event that occurred throughout the Eastern Succession as a result of hot brines (400-500 °C) flowing
through faults, veins, and lithological contacts [31,32]. Sodic-calcic alteration is also associated with
the formation of a fine- to coarse-grained magnetite, apatite, actinolite, calcite, and quartz assemblage
that is preserved in the major shear zones of the deposit [4].

Pre-ore (K-Mn-Fe-rich) alteration overprints earlier sodic-calcic alteration and produces
a highly foliated fine- to medium-grained biotite and magnetite-rich assemblage with rare fine- to
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medium-grained K-feldspar [4]. Coarse-grained Mn-rich garnet is also associated with this alteration
stage, occurring in veins and as hydrothermal replacement [4]. The intensity of pre-ore (K-Mn-Fe-rich)
alteration varies from high in the metasedimentary rocks of the shear zones to relatively low in the
host metavolcanic units.

K-feldspar alteration overprints earlier sodic-calcic and pre-ore (K-Mn-Fe-rich) alteration,
and involves the alteration of pre-existing albite to K-feldspar [3]. In this stage, biotite is also
replaced by chlorite and sericite [3]. K-feldspar alteration is localized between the HWSZ and FWSZ,
extending >1 km away from the deposit [4]. This alteration stage is most intense within areas hosting
Cu-Au mineralization, and therefore a temporal relationship is often implied.

Cu-Au mineralization occurs as hydrothermal infill around K-feldspar altered breccia clasts with
medium- to coarse-grained magnetite and calcite producing the dominant matrix [3]. The ore-stage
mineralogy consists of medium- to coarse-grained magnetite, calcite, pyrite, and quartz with minor,
coarse- to fine-grained biotite, specular hematite, K-feldspar, barite, fluorite, and fine-grained
apatite [3,4]. Au is present as native gold and electrum, with Cu present as chalcopyrite [2,3]. In some
instances, replacement textures are exhibited and given by the replacement of K-feldspar altered
clasts by medium- to coarse-grained magnetite, quartz, pyrite, and chalcopyrite [3]. The dominant
K-feldspar altered breccia is occasionally overprinted by a later, and mineralogically different
assemblage of fine-grained calcite and quartz with chalcopyrite, pyrite, magnetite, K-feldspar, barite,
and apatite [3,31]. Often, veins containing this mineralogy gradually increase in abundance over
a few meters until they become the dominant lithology [3]. This assemblage is termed Stage 2 breccia,
and is thought to have formed by fracturing, replacing, and recrystallization of the earlier ore-stage
assemblage during ongoing dilation of the binding shear zones [3,31].

Late calcite veins cross-cut mineralization and the Stage 2 breccia and is accompanied by the
post-mineralization alteration of biotite, magnetite, and calcite to chlorite and sericite [3].

2.3. Previous Deposit Models

Several studies have proposed models for the formation of the Ernest Henry IOCG deposit.
Twyerould [3] proposed that the deposit formed through deep convective circulation of magmatic
fluids over a prolonged period, with the breccia forming due to the hydrofracturing of rocks between
the rheological softer shear zones, providing a pathway for later ore-bearing fluid. Oliver et al. [6] used
analytical equations on particle transport to propose the ore-bearing breccia marked the transition
between explosive (top of the deposit) and implosive (bottom of the deposit), suggesting breccia
formation occurred as a result of over-pressured magmatic-hydrothermal fluid. Mark et al. [4] used
geochemical modelling and titanite U-Pb geochronology to suggest a fluid mixing model for the
deposit, of which occurred immediately after regional Na-Ca and localized biotite-magnetite alteration,
synchronous with ongoing dilation and brecciation of the deposit at ~1530 Ma. A fluid mixing model
was also favoured by Kendrick et al. [33], who used fluid inclusion data from ore-stage quartz veins to
suggest that ore precipitated from the mixing of a magmatic fluids from regionally abundant ‘A-type
granites, and a highly saline brine generated from sedimentary formation water. The most recent
detailed deposit model produced by Rusk et al. [5] proposed that an explosive event formed the breccia

7

through fluid overpressure, suggesting the replacement textures documented in deeper parts of the
deposit formed as a result of prolonged fluid interaction due to a slower degradation in fluid pressure
and temperatures. Recent work completed by Case et al. [34] proposes a similar breccia mechanism to
Twyerould [3], in which the formation of the ore-bearing breccia was the result of strain partitioning
between ductile metasedimentary /biotite-rich rocks of the HWSZ and FWSZ around the competent
Mount Fort Constantine metavolcanic rocks.

3. Geology and Mineral Paragenesis of the Inter-Lens

Contacts between the ore-bearing breccia and the Inter-lens are identified by a dramatic change
in the colour and texture of exposed rocks. The clast supported breccia has a distinct red colour due
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to the high intensity of K-feldspar alteration, while rocks of the Inter-lens are predominantly dark,
foliated, and exhibit intense biotite-magnetite alteration. In assay data, the Inter-lens can be identified
by a large increase in P, accompanied by a significant decrease in Cu, Au, S, As (Figure 3), Ag, U, Mo,
Co, and Ni (not pictured). No significant change in Fe is observed (Figure 3). As the Inter-lens contact
is approached, the K-feldspar altered breccia is often overprinted by a fine-grained calcite and quartz
mineralogy, analogous to the Stage 2 breccia.
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Figure 3. The lithology and assay data of Cu, Au, S, As, and P from drill core EH859 and EH864. As the
Inter-lens is intersected, there is a large increase in P, no significant change in Fe, and a decrease in Cu,
Au, S, and As concentrations. A map of the drill core locations is provided, displaying the location of
samples BC10 and BC22 used for U-Pb geochronology and trace element analysis.

Modelling the outer shell of the Inter-lens using existing mine data produces a feature that
dips moderately south to southeast, subparallel to mineralization, and could potentially intersect,
or anastomose with the HWSZ (Figure 4).
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Figure 4. A 3D model depicting the extent of the Inter-lens. The Inter-lens is represented in grey,
the 0.7% Cu grade shell is shown in red, and the open pit is shown in blue. Modelling shows
a structure running parallel to mineralization, and trending in a moderately south to southeast direction.
(Image courtesy of Chloe Hawtin, Ernest Henry Mining).

3.1. Protolith Geology

Breccia clasts appear mainly volcanic in origin and possess seriated porphyritic plagioclase
(40%—60%) textures in a fine-grained biotite and plagioclase-rich groundmass (Figure 5a). In some
instances, large (>10 cm diameter) breccia clasts of porphyritic metaandesites are present in a medium-
to coarse-grained calcite and quartz-rich matrix. Breccia clast textures vary between ductile sigmoidal
shaped and brittle, angular clasts that often possess a biotite and magnetite-rich rim up to 5 mm thick.
As a result of experiencing metamorphism and intense hydrothermal alteration, the metasedimentary
host rocks of the Inter-lens are difficult to resolve. Fine- to medium-grained quartzite textures are
common in the majority samples (Figure 5b), and consist of primarily of quartz (>80%) and carbonate
(10%-30%) with variable K-feldspar (<10%) and minor apatite (>5%). Layered biotite-rich schists are
also documented in a minor amount of samples (Figure 5c), and are shown by a large decrease in the
amount of calcite and quartz, accompanied by an increase in medium-grained, highly foliated biotite.
These schists consist primarily of biotite (>70%), with fine-grained quartz (10%—20%) and fine-grained
calcite (5%—-10%).

3.2. Mineral Paragenesis of the Inter-Lens

The paragenesis of the Inter-lens (Figure 6) is broadly consistent with the paragenesis of the deposit
given by Mark et al. [4]. This consists of (1) early albitization; (2) an apatite-calcite-quartz-garnet
assemblage; (3) biotite-magnetite + garnet alteration; (4) K-feldspar + hornblende alteration;
(5) ore-stage mineralization and; (6) post-mineralization calcite + quartz veining and late
chlorite-sericite alteration. Detailed descriptions of each stage are given below.

3.2.1. Albitization

Albitization is commonly preserved in the breccia clasts of the host metaandesites. This stage is
characterized by the presence of homogenous fine-grained albite (with occasional medium-grained
albite) that replaces the previous groundmass of coarse-grained plagioclase and fine-grained quartz
and biotite (Figure 5d). Early albitization is also documented in the biotite-rich schists, and consists of
fine- to medium-grained albite that replaces the previous assemblage of biotite, quartz, and calcite.
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3.2.2. Apatite-Calcite-Quartz-Garnet

Apatite is commonly found in the Inter-lens, often producing apatite-rich assemblages >2 m
thick in drill core. Coarse-grained euhedral apatite occur in veins with medium- to coarse-grained
calcite and quartz + garnet (Figure 5e,f). Apatite also exists as fine- to medium-grained angular to
sub-rounded grains that appear disseminated throughout a fine-grained biotite-magnetite dominated
matrix with fine- to medium-grained calcite and quartz (Figure 5g). In both cases, apatite appears to
be early in the paragenesis of the Inter-lens, and is surrounded by a paragenetically later matrix of
medium- to coarse-grained calcite, quartz, biotite, magnetite & hornblende & pyrite &= chalcopyrite &
hematite. Apatite is often fractured and replaced by subsequent calcite and quartz, suggesting that it
was the first to crystallize. Garnet associated with this stage varies from medium- to fine-grained and
occurs as both discontinuous and irregular veins and euhedral crystals (Figure 5e) that typically form
around various apatite, calcite, and quartz grains.

3.2.3. Biotite-Magnetite + Garnet Alteration

Biotite and magnetite occur as the dominant infill and alteration stage in the majority of
apatite-rich samples (Figure 5e-g), forming a fine- to medium-grained matrix. Often, euhedral and
well-developed coarse-grained garnets are associated with this alteration stage, and form in banded
layers with fine- to medium-grained calcite and quartz (Figure 5h). Garnet also occurs as euhedral
crystals in a matrix of biotite and magnetite. Biotite-magnetite alteration is dominant in the fine-grained
quartz-rich metasedimentary units, but can also be seen replacing the albite in the plagioclase-rich
metaandesite. As the result of replacing a previously highly-foliated unit, this alteration stage can
appear highly foliated on a macroscopic scale, but is commonly non-foliated on a microscopic scale
(Figure 5i). This intensity of this alteration stage varies from high in the metasedimentary units,
often leaving the original host-rocks unrecognizable, to moderate in the metaandesite units.

3.2.4. K-Feldspar + Hornblende Alteration

K-feldspar alteration affects earlier calcite, quartz, apatite, biotite and garnet, resulting in fine-
to medium-grained K-feldspar-rich assemblage (Figure 5j). K-feldspar is often associated with
hornblende, forming a fine-grained texturally destructive assemblage (Figure 5k,1). In the metaandesite
units, K-feldspar replaces albite phenocrysts, turning previous porphyritic albite clasts a red brick
color (Figure 5a). This alteration stage can also be seen partially replacing coarse-grained albite in
previously albitized metasedimentary units, but is most intense in the metaandesite host rock.

3.2.5. Ore-Stage Cu-Mineralization

Chalcopyrite and pyrite occur as both infill and replacement. In the Inter-lens, pyrite is
significantly more abundant than chalcopyrite. Both minerals form fine- to medium-grained
assemblages that occur around the grain boundaries, and inclusions within calcite, quartz, apatite,
and K-feldspar (Figure 5m,n). Pyrite and chalcopyrite are both commonly seen replacing magnetite,
and pyrite is often replaced by successive chalcopyrite (Figure 50). Gold is not visible within the
samples collected in this study, and will not be discussed further in this contribution. Pyrite and
chalcopyrite can also be seen concentrated between the apatite-calcite-quartz-garnet assemblage
and areas that have previously undergone intense biotite-magnetite alteration, taking advantage of
pre-existing contacts between the two hydrothermal stages (Figure 5e). Other minerals associated
with this stage include medium- to coarse-grained calcite, quartz, biotite, magnetite, and hematite.
In the outer portions of the Inter-lens, clasts of metavolcanic rocks are cross-cut by mineralized calcite
‘crackle’ style veins that eventually progress into a fine- to medium-grained calcite-dominated breccia
(Figure 5p), analogous to the Stage 2 breccia described by Twyerould [3].
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Figure 5. Mineralogy of the Inter-lens: (a) Porphyritic metavolcanic host rock possessing albite (Ab)
phenocrysts; (b) XPL photomicrograph of fine-grained calcite (Cal) and Quartz (Qz) with minor
apatite (Ap) displaying a quartzite texture; (c) PPL photomicrograph of fine-grained biotite-rich
schist interlayered with a calcite and quartz-rich lithology; (d) XPL photomicrograph of an albitized
metaandesite breccia clast; (e) Coarse-grained apatite-calcite-quartz vein surrounded by paragenetically
later biotite (Bt) and magnetite (Mag) with minor garnet (Grt), pyrite (Py), and chalcopyrite
(Ccp); (f) Coarse-grained apatite-rich vein partially overprinted by subsequent biotite-magnetite
alteration; (g) Angular to sub-angular apatite disseminated throughout a biotite-magnetite-rich
matrix; (h) Coarse-grained banded garnet associated with biotite-magnetite alteration; (i) Intensely
foliated biotite-magnetite alteration. Inset of the XPL photomicrograph shows non-foliated biotite
on a microscopic scale. (j) XPL photomicrograph of coarse-grain K-feldspar (Kfs) forming in and
around quartz, apatite, and magnetite; (k) PPL photomicrograph showing texturally destructive
K-feldspar and hornblende (Hbl) altering a previous assemblage of apatite, quartz, and magnetite;
(I) XPL photomicrograph of texturally destructive K-feldspar and hornblende altering a previous
assemblage of calcite, apatite, and magnetite with a late overprinting pyrite grain, (m) RL
photomicrograph of pyrite growing in and around paragenetically younger calcite and magnetite
grains; (n) RL photomicrograph of pyrite growing in and around earlier K-feldspar, magnetite,
and calcite. Minor chalcopyrite (Ccp) replaces magnetite and also grows around K-feldspar;
(o) RL photomicrograph of coarse-grained chalcopyrite replacing magnetite and pyrite, while growing
in and around calcite; (p) Stage 2 magnetite, pyrite and chalcopyrite-rich breccia dominated by
a groundmass of calcite and quartz; (q) PPL photomicrograph of intense chlorite (Chl) alteration
of biotite; (r) PPL photomicrograph showing sericite (Ser) alteration of apatite, quartz, calcite,
and magnetite. (XPL = cross-polarized light; PPL = plane-polarized light; RL = reflected light).
Mineral abbreviations follow Whitney and Evans [35].
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3.2.6. Post-Mineralization Calcite &= Quartz Veining and Chlorite-Sericite Alteration

Calcite &= quartz tension gashes cross-cut the ore-stage, and the Stage 2 breccia, and are
broadly parallel in orientation. Retrograde chlorite replaces biotite, pyrite, magnetite, and calcite,
forming an irregular and texturally destructive groundmass (Figure 5q). Sericite replaces K-feldspar,
albite, and calcite (Figure 5r), also forming an irregular and texturally destructive groundmass.

Minerals \ Stage Ab Ap-Cal-Qz-Grt | Bt-Mag=Grt Kfs+Hbl Ore-Stage Post-Ore
Albite n
Apatite
Quartz ﬁ -

[ N

Garnet
K-feldspar
Biotite
Magnetite
Pyrite
Chalcopyrite
Hornblende

Hematite
Chlorite
Sericite

Figure 6. Paragenesis of the Inter-lens. Early albitization is followed by the apatite-calcite-quartz-garnet
assemblage, Dbiotite-magnetite + garnet alteration, K-feldspar + hornblende alteration,
Ore-Stage Cu-mineralization, Post-Ore calcite £ quartz veining, and chlorite/sericite alteration.

3.3. Structural Similarities to the HWSZ and FWSZ

O’Brien [36] measured the dominant S, mineral foliation of biotite from within the Inter-lens
on level 1500 and 1525, of which averaged 52/142 and 41/153, respectively (Figure 7). It was also
shown by O’Brien [36] that the mineral foliations from biotite-magnetite alteration, garnet bearing
biotite-magnetite alteration, calcite veins, and chalcopyrite-bearing calcite veins possess the same
moderately southeast plunging foliation as recorded on levels 1500 and 1525 (Figure 7). It is shown
that the foliation of minerals from the Inter-lens strongly correlate with previous measurements of Sp
(as a result of D) mineral foliations from the HWSZ and FWSZ [3,29], suggesting a genetic association
with the structures.
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Inter-lens (O'Brien, 2016)

@ Biotite-Magnetite (Drill Core)
A Biotite-Magnetite (Level 1500)
+ Biotite-Magnetite (Level 1525)
[ Biotite-Magnetite-Garnet

[ calcite

Y¥ Chalcopyrite bearing Calcite

O Twyerould (1997)
_i Coward (2001)

Figure 7. Poles to S, mineral foliations measured in the Inter-lens on level 1500 (green triangles) and
1525 (crosses) from O’Brien [36]. The green dotted great circle represents the average foliation on
level 1500, the solid black great circle represents the average foliation on level 1525. Measurements of
magnetite-biotite foliation (black dots); biotite-magnetite-garnet foliation (pink squares), calcite veins
(unfilled squares), and a chalcopyrite-bearing calcite vein (yellow star) from orientated drill-core that
intersects the Inter-lens [35]. The clear solid outline represents the extent of S, foliation measurements
in the HWSZ and FWSZ recorded by Twyerould [1]. Areas within the blue dotted outline represent
the extent of Sy mineral foliation measurements in the HWSZ and FWSZ recorded by Coward [29].
The Inter-lens possess a dominant southeast plunging foliation, consistent with the HWSZ and FWSZ.

4. Materials and Methods

4.1. Sample Information (Apatite Geochronology and Trace Element Analysis)

Sample BC10 was sourced from a depth of 262.1 m from drill core EH859 (Figure 3), located on the
west side of the Inter-lens. This sample was selected as it represents a vein of coarse-grained apatite
(up to 1 cm) that have been mildly fractured and brecciated by coarse-grained calcite and fine-grained
quartz with less abundant biotite, magnetite, K-feldspar, and hornblende with minor pyrite and
chalcopyrite (Figure 8a—c). Smaller (~100 um), darker, and rounded grains of apatite are found in this
sample (termed Ap2), typically located within fractures, or along the boundary of the coarse-grained
euhedral apatite (Figure 8d). Cathodoluminescence (CL) imaging suggests the composition of the
coarse-grained apatite is relatively homogeneous, with the exception of a variable (often ~20 um) sized
rim around the coarse-grained apatite (Figure 8e). This rim is significantly darker in CL images and
possesses a sharp boundary with the coarse-grained apatite. As the Ap2 apatite and the outer rims
of the coarse-grained apatite possess similar characteristics under CL, they are grouped together in
this study (Figure 8d,e). Samples from the homogeneous, coarse-grained apatite are termed “BC10a”,
while samples from the rim of coarse-grained apatite and Ap2 are termed “BC10b”.

Sample BC22 was sourced from a depth of 88.2 m from drill core EH864 and is located on the
east side of the Inter-lens (Figure 3). This sample was selected as it contains much smaller (5 mm,
typically ~500 um) disseminated apatite in a compositionally different biotite and magnetite-rich
matrix, following a weak but visible shearing texture depicted by the alignment of variable sized
apatite, quartz, calcite, and sulphide grains. The matrix of this sample is primarily made up of fine-
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to medium-grained biotite and magnetite with calcite, fine-grained quartz, and minor pyrite and
chalcopyrite (Figure 8f-h). Concentric-like, irregular zonation is identified by the presence of a light
core and a dark rim in medium-sized (~500 pm) apatite grains (Figure 9i,j). Unlike the majority of
apatite in the BC10 sample, apatite from the BC22 sample commonly display a vuggy texture that can
be distinguished in BS (Electron Backscatter) and CL images (Figure 8g—j). Samples from light regions

in vuggy apatite from this sample are termed “BC22a”, while samples from the darker regions in this
sample are termed “BC22b”.

O Galge |

Figure 8. (a) Sample BC10 displaying coarse-grained apatite with fine-grained calcite, quartz,
magnetite, and pyrite; (b) BS image of a coarse-grained apatite from the BC10 sample brecciated
by a later assemblage of calcite, pyrite, and chalcopyrite with fine-grained Ap2 apatite; (c) BS
image of a coarse-grained apatite rim from sample BC10 showing inclusions of biotite, pyrite,
and calcite. CL images of (d) Figure 8b and; (e) Figure 8c. CL images highlight the difference in the
homogeneous, light, coarse-grained apatite and the dark rims/Ap2 apatite; (f) Sample BC22 consisting
of medium-grained apatite in a matrix of quartz, calcite, magnetite and biotite with minor sulphides;
(g) BS image of apatite from the BC22 sample enveloped by the later growth of pyrite, with surrounding
quartz and calcite; (h) BS image of apatite from sample BC22 surrounded by paragenetically later
calcite, quartz, biotite, and magnetite. CL images of (i) Figure 8g and (j) Figure 8h highlighting the
vuggy textures and irregular zonation depicted by dark and light zones.

4.2. Apatite U-Pb Geochronology

Mineral liberation analysis (MLA) and BS images of apatite-bearing samples were produced using
the Quanta SEM 600 (Field Electron and Ion Company, Hillsboro, OR, USA) at Adelaide Microscopy.
Selected grains from the various samples were imaged using a cathodoluminescence detector attached
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to a Quanta SEM 600 to reveal greyscale compositional zonation, and to select targets for LA-ICP-MS
work. All LA-ICP-MS work was performed at Adelaide Microscopy. This study used methods adapted
from Chew et al. [11], with the same LA-ICP-MS setup and laser parameters as Jepson et al. [13] and
Glorie et al. [14] (Outlined in Supplementary Table S1). The Iolite software package [37] with the
VizualAge_UcomPbine data reduction scheme (DRS) [11] was used to reduce the apatite U-Pb data.
Madagascar apatite (U-Pb TIMS age of 473.5 £ 0.7 Ma; [11]) was used as a primary standard with the
McClure Mountain apatite (U-Pb TIMS age of 523.51 & 1.47 Ma; [38]) used as a secondary standard
to perform accuracy checks. Ages were calculated using an unanchored linear regression approach
with IsoplotR [39]. The lower intercept on the Terra—Wasserburg plot represents the estimated age of
the sample, and the upper intercept represents the estimated initial common Pb (**’Pb /2%Pb ratio)
composition. Forty analyses of the primary Madagascar apatite standards were measured alongside
40 analyses of the secondary McClure Mountain apatite standard using a standard-sample bracketing
approach. The McClure Mountain standard resulted in a weighted mean 2%’Pb corrected age of
521.3 £ 8.4 Ma (MSWD = 0.65), in good agreement with the published values of 523.51 4 1.47 Ma [37].
There was no correlation regarding the concentration of 228U (even samples with less than 1ppm),
and the ages produced from these samples, suggesting that they are valid to use in the production of
an overall U-Pb age.

4.3. Trace Element Analysis

Trace element analysis was performed simultaneously with the acquisition of isotopes for
geochronology, and reduced using the Trace Element_IS DRS in Iolite [37]. NIST610 glass was used as
a primary standard, with an internal standard value of 39.36 wt % Ca. Limited trace element maps
were produced using the parameters outlined in italics in Supplementary Table S1, and reduced using
the Trace_Element DRS in Iolite [37].

5. Analytical Results

5.1. Apatite U-Pb Geochronology

Sixty-eight analyses of the BC10a apatite results in an age of 1581 4+ 26 Ma (MSWD = 1.9) and
a 27Pb /209Pb ratio of 0.818 & 0.030 (Supplementary Figure S1). Sixteen analyses of BC10b apatite
produce an indistinguishable age of 1572 + 50 Ma (MSWD = 1) and a 2’ Pb /2%Pb ratio of 0.849 + 0.05
(Supplementary Figure S1). As individual common Pb regression lines for the unaltered and altered
apatite regions produce the same U-Pb dates within uncertainty, and the 2“Pb/2%Pb estimates
are within error of each other, the data was pooled to obtain an overall age with better statistics.
The pooled data produces a Terra—Wasserburg plot that defines a discordant array with an upper
intercept (2*/Pb/2%Pb ratio) of 0.829 + 0.026 and a lower intercept of 1584 + 22 Ma (MSWD = 1.8)
(Figure 9a). 28U concentrations from BC10a apatite range from 8.00 ppm to 1.09 ppm with a median
of 4.47 ppm (Table 1). Altered BC10b apatite possesses 28U concentrations ranging from 5.82 ppm to
0.64 ppm, with a median of 3.33 ppm (Table 1).

Eleven analyses from the BC22a apatite result in a poorly constrained age of 1538 £+ 60 Ma
(MSWD = 0.78) and a poorly defined 2%’Pb/2%Pb composition of 0.740 + 0.128 (Supplementary
Figure S1). Thirty-six samples of the BC22b apatite regions gave a more precise age of 1601 &+ 40 Ma
(MSWD = 1.2) and a 2%”Pb /2%Pb ratio of 0.878 & 0.029 (Supplementary Figure S1). As the 2/Pb/2%Pb
estimates and the U-Pb dates are within uncertainty, the forty-seven analyses were also pooled to
obtain an overall age with better statistics. The resulting Terra—Wasserburg plot defines a discordant
array with an upper intercept (2% Pb /2%Pb ratio) of 0.870 - 0.027 and a lower intercept of 1587 + 22 Ma
(MSWD = 1.2) (Figure 9b). 238U concentrations from BC22a apatite samples range from 7.11 ppm to
4.80 ppm with a median of 6.73 ppm (Table 1). BC22b samples possess lower 238U, with concentrations
ranging from 5.76 ppm to 0.12 ppm, and a median of 0.74 ppm (Table 1). Individual measurements
from the BC22 sample have larger errors compared to measurements taken from the BC10 sample.
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This is likely the result of lower 238U concentrations, and the variably vuggy texture of apatite from
this sample. U-Pb isotopic compositions from all samples are available in the Supplementary Table S2.

“ 1@l Sample - BC10 (0] Sample - BC22

Age = 1587 + 22 Ma
Age = 1584 + 22 Ma 207py,/206
P Pb = 0.870 + 0.027
207pp206p, = 0.829 + 0.026 O PD = 087000

MSWD = 1.2
MSWD = 1.8
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Figure 9. Terra—Wasserburg plot of samples: (a) BC10 and; (b) BC22. Ovals represent the 20 error
associated with each analysis. The lower intercept on Terra-Wasserburg plots represent the estimated
age of each sample, and the upper intercept represents the common Pb (2Pb/2%Pb) estimate.
Chondrite-normalized REE profiles for samples (¢) BC10 and (d) BC22. Samples were normalized
to Sun and McDonough [40]. BC10b samples are systematically depleted in all REEs compared to
the BC10a samples. BC22b samples show a selective depletion in LREEs compared with HREEs,
while BC22a samples possess a LREE enriched profile. Dotted lines on the REE plots represent the
median value of the samples, while the shaded regions represent the minimum and maximum values.

5.2. Trace Element Data

BC10a apatite possesses a LREE enriched profile, with normalized La/Lu values ranging from
41.1 to 8.99 and a median of 14.4 (Figure 9c; Table 1). BC10b apatite possesses a similar LREE
enriched profile, with a systematic depletion in all REEs and lower La/Lu values ranging from
15.4 to 3.08, with a median of 11.5 (Figure 9c; Table 1). BC10b apatite generally have a lower
Th content, ranging from 5.08 ppm to 0.26 ppm, with a median 1.21 ppm. This is compared to
BC10a apatite that have Th values ranging from 57.4 ppm to 0.79 ppm, with a median of 18.9 ppm.
The Th + REE-depletion trend is also seen in trace element maps (Figure 10), showing a large As
enrichment (up to ~2 wt %) on the rim of the grain, coinciding with the depletion in Th + REE.

BC22a apatite samples are LREE-enriched, and have La/Lu values ranging from 37.5 to 4.69,
with a median of 23.0 (Figure 9d; Table 1). BC22b apatite samples are LREE-depleted, and possesses
lower La/Lu values ranging from 2.29 to 0.52, with a median of 0.84 (Figure 9d; Table 1). All BC22
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apatite samples have a flat profile across the MREEs and a relative depletion in HREEs. BC22b apatite
samples are also generally depleted in Th, with concentrations from 37.3 ppm to 0.04 ppm,
and a median of 2.02 ppm (Table 1). This is compared with BC22a apatite samples that have Th
concentrations ranging from 39.7 ppm to 15.7 ppm, with a median of 32.2 ppm (Table 1).

3
25010

Unaltered
Core

Altered
Rim

A “u {\
...‘ N
k\\\\‘
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Figure 10. Elemental maps produced across the altered (BC10b) rim to the unaltered (BC10a) core from
sample BC10. The BS image of the sample is shown on the top left. The apatite’s core is relatively
enriched in LREEs and HREEs. 233U and 2%°Pb is consistent across the unaltered core and altered
rim. As is significantly enriched in the altered rim of the grain, while Th is significantly depleted.
All concentrations are in ppm.
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Table 1. Apatite LA-ICP-MS trace element data.

All Measurements Are in ppm La Ce Pr Nd Sm Eu Gd Tb Dy Y Ho Er Tm Yb Lu Th 28y
High 1180 1315 111.2 411 75.6 219 92.7 13.12 739 424 14.88 37.8 4.65 27.1 4.04 57.4 8.00

BC10a Median 336.45 537 54.65 239.85 49.55 13.43 58.55 8.05 45.85 273.3 9.305 23.06 297 17.28 247 189 447
Low 143.6 231 229 101 229 7 26.1 3.33 221 127.6 4.07 9.8 1.17 6.5 1.03 0.79 1.09

High 252.4 405 39.8 180.3 421 12.59 54.8 8.04 46.6 268.5 9.22 23.53 2.67 15.84 2.23 5.08 5.82

BC10b Median 185.5 303.8 31.48 143.1 30.65 9.83 40.1 5.66 32.75  195.75 6.65 16.47 1.99 11.45 1.59 1.21 3.33
Low 342 57 55 24.6 55 2.35 9.1 1.26 8.8 68 1.86 5.8 0.64 5.0 0.7 0.26 0.64

High 1005 1043 75 255.8 38.5 10.25 64.4 10.86 74.1 455 15.83 413 5.21 30.93 4.33 39.7 7.11

BC22a Median 662.5 752.5 58.25 206.7 36.3 8.75 48.75 7.46 48.1 308.85 10.16  27.105 3.53 21.58 32 322 6.73
Low 183 251.3 22.96 102.5 31.7 7.71 422 6.3 37 2443 7.89 21.06 2.74 17.3 2.6 15.7 4.80

High 779 1154 12.13 66.1 254 8.95 55.9 10.42 70 4129 14.96 38.3 4.85 2791 4.06 37.3 5.76

BC22b Median 12.19 23.66 3.01 18.9 8.83 3.15 22.1 4.09 28.2 174 6.12 1591 1.9 10.73 1.48 2.02 0.74
Low 6.89 14.81 1.98 13.28 6.36 2.33 16.29 2.98 21.1 128.5 442 11.22 1.32 7.6 0.96 0.04 0.12

17 of 25
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6. Discussion

6.1. The Inter-Lens Protolith and Similarities with the FWSZ, HWSZ, and MSZ

Volcanic clasts documented in the Inter-lens are texturally and mineralogically consistent with
metaandesites of the Mount Fort Constantine volcanics, suggesting that they constitute at least one
component of the Inter-lens’ protolith. Biotite-rich schists were also documented in a limited number
of samples, suggesting that they also constitute a minor portion of the Inter-lens’ protolith. In the
overwhelmingly majority of the samples, fine- to medium-grained quartz (often possessing quartzite
textures) (>70%) with fine- to medium-grained calcite (10%—-30%), variable K-feldspar (<10%) and
minor apatite (>5%) produce the dominant precursor lithology. This mineralogy is consistent with
a quartz-rich metasediment possessing a varying amount of carbonate, and due to its high abundance
in the samples from this study, is thought to make up the dominant protolith of the Inter-lens.

Paragenetically early albite from the Inter-lens is likely associated with syn-metamorphic
sodic-calcic alteration, of which has been recorded in the nearby Starra and Osborne deposits [41,42].
The apatite-calcite-quartz-garnet assemblage is also paragenetically early in the Inter-lens, and has
also been documented in the HWSZ, FWSZ, and MSZ by various authors [3,4,29]. Due to the age and
common Pb composition of the samples analyzed, this assemblage is interpreted to have been derived
from a fluid with a metamorphic origin (see Section 6.2.). Intense biotite-magnetite £ garnet alteration
of the Inter-lens is associated with pre-ore (K-Mn-Fe) alteration that is common in all the major shear
zones [3,4]. Mark et al. [4] dated biotite-magnetite alteration to 1514 & 24 Ma (U-Pb TIMS titanite),
and suggested the origin of this alteration style could be related to cooling, wall rock interaction,
or de-pressurization of the system. As the apatite-calcite-quartz-garnet assemblage, and intense
biotite-magnetite alteration is confined to the metasedimentary units of the Inter-lens, HWSZ, FWSZ,
and HWSZ, protolith geology is suggested to be a dominant control regarding the distribution of these
alteration/hydrothermal stages. K-feldspar & hornblende alteration of the Inter-lens is equivalent to
the intense K-feldspar alteration exhibited in areas of high Cu-Au mineralization. It is suggested by
Mark et al. [4] that the fluid responsible for biotite-magnetite alteration likely evolved into a K-rich
fluid as a result of alkali exchange during fluid-rock interaction, producing K-feldspar alteration.
This alteration stage is followed by the precipitation of the ore-stage assemblage, post-mineralization
calcite + quartz veining and sericite and chlorite alteration.

As the lithologies that comprise the Inter-lens strongly resemble the lithologies documented in the
HWSZ, MSZ, and FWSZ, and a strong correlation exists between dominant S, foliation of the HWSZ,
FWSZ, and the Inter-lens, it is interpreted that a genetic association exists between these structures. It is
suggested that the Inter-lens was likely formed during D, deformation of the Isan orogeny, coeval with
the formation of the MSZ, HWSZ, and FWSZ.

6.2. Radiometric Dating (Apatite U-Pb Geochronology)

Apatite U-Pb ages of 1584 + 22 Ma (BC10) and 1587 + 22 Ma (BC22) suggest the
formation/cooling below the closure temperature of apatite was coeval across the Inter-lens at
~1585 Ma. The common Pb (2% Pb /20Pb ratio) estimates of apatite from samples BC10 (0.829 + 0.026)
and BC22 (0.870 £ 0.027), based on a linear regression through the U-Pb analyses in Terra-Wasserburg
space, are inconsistent with the calculated common Pb composition of 0.96 for 1590 Ma using
the Stacey and Kramers [43] two-stage Pb evolution model estimate with an average crustal
growth curve of (1 =9.74) [9]. Low common Pb estimates in titanite have been attributed to
the formation of the mineral by recycled Ti phases during metamorphism, incorporating ancient
radiogenic Pb into the lattice and reducing the 2%’Pb/2%Pb ratio [44]. This would suggest that
the apatite-rich lithologies are related to the break-down of a precursor U-bearing mineral phase
during metamorphic conditions, and therefore was likely derived from a fluid with a metamorphic
origin. This is validated by the ages presented above, which correlate with regional peak amphibolite
metamorphic conditions at 1584 £+ 17 Ma, and are synchronous with D, deformation from
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1595—1575 Ma [22,24]. As apatite is early in the paragenesis of the Inter-lens (See Section 3.3),
these ages provide a good estimation of the maximum formation age of the Inter-lens. Furthermore,
as the Inter-lens is suggested to have a genetic association the FWSZ, HWSZ, and MSZ, it would
also suggest that these structures share a similar maximum age. Older ages of 1611 + 4 Ma and
1610 + 2 Ma (*0Ar/¥Ar amphibolite isochron) have been documented by Twyerould [3] from
actinolite-magnetite alteration and veining in the MSZ. These ages were attributed to D; deformation,
or the partial resetting of older amphibolite during subsequent metamorphism. Examples of nearby
metamorphic related alteration include pre-ore Ca-rich alteration of the Osborne deposit (1595 + 6 Ma;
187Re-187Qg molybdenite) by Gauthier et al. [42], syn-D, albitite and quartz + (andalusite + staurolite
+ kyanite) veining in the Snake Creek anticline [45], and early (1594 &+ 8 Ma; U-Pb titanite)
sodic-calcic alteration at the nearby Starra deposit [41]. Multiple geochronological studies have
dated minerals from Ernest Henry at ~1530-1470 Ma, and generally overlap with the intrusion
of the nearby Williams—Naraku Batholiths (1550-1490 Ma). Early sodic-calcic alteration has been
dated at 1529 +11/—8 Ma (U-Pb TIMS titanite) and paragenetically later biotite-magnetite alteration
at 1514 + 24 Ma (U-Pb TIMS titanite) [4]. Cu-Au mineralization has been dated at 1504 4+ 3 Ma
(*0Ar/% Ar biotite) [3], 1538 + 37 Ma (U-Pb rutile) [46], and ca 1476 (**Ar/3 Ar biotite) [47].

The results from this study, with evidence from previous geochronological studies indicate the
presence of at least two stages of hydrothermal fluids in the deposit. The first stage is associated
with peak-metamorphism and D, deformation (~1585 Ma), and the second stage is associated
with the emplacement of the Williams—-Naraku Batholiths and D3 deformation of the Isan Orogeny
(1530-1470 Ma).

6.3. Characterization of Metasomatic Fluids

The REE composition of metasomatized apatite can be used to infer the characteristics of fluids
responsible for alteration [18], and therefore can be used to provide information regarding the
composition of subsequent fluids that have migrated through the orebody. As multiple fluids have
been documented in the deposit [33,48] and textural observations correlate with criteria outlined by
Putnis [49], it is interpreted that the geochemical changes across apatite grains from this study are
a result of fluid induced metasomatism. Compared to the experimental studies [15-18,50], the presence
of REE-bearing minerals, such as monazite and allanite, documented in metasomatized apatite from
both the BC10 and BC22 samples are negligible. This is characteristic of alteration by a Na- and/or
Ca-rich fluid, as the availability of Na* and Ca?* maintain a charge balance if Na*, Si** or (Y + REE)**
is removed, hindering the formation of REE-bearing minerals [50]. This suggests that in the case of
samples from this study (BC10 and BC22), the metasomatic fluids responsible for altering the apatite
would be required to possess abundant Ca and/or Na.

The different REE-depletion trends (selective LREE depletion vs. non-selective REE depletion)
suggest different mechanisms were involved during the metasomatism of the apatite from the various
samples, indicating that they were altered by fluids with different compositions.

BC22a and BC22b display a noticeable vuggy texture (Figure 9ij), which is likely the result of
increased porosity due to a high degree of metasomatism [18,49]. A selective LREE-depletion trend is
shown from BC22a to BC22b. Previous studies have attributed a selective LREE-depletion trend in
apatite to metasomatic reactions that result in the formation of monazite and allanite, or co-genetic
growth alongside epidote [50-52]. A selective LREE-depletion trend in apatite can also be the result
of hydrothermal fractionation of LREEs and HREEs during fluid induced metasomatism [53,54].
-504 and —Cl complexes are the dominant transport mechanism for REEs, with LREE-C] complexes
considerably more stable than HREE-C] complexes at temperatures exceeding 250 °C [55]. It has also
been shown that Nd and Er (representative of REEs) are preferentially mobilized by —CI complexes
in acidic conditions (pH ~3.5 at 400 °C), while an increase in the pH to neutral/alkaline conditions
favours the formation and solubility of REE-SO, complexes [55]. A lack of LREE-mineral inclusions
in BC22b and no co-genetic epidote implies that the selective LREE-depletion from BC22a to BC22b
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is likely the result of fluid induced metasomatism by a Cl-rich fluid, with the LREEs contributing
to a later mineral assemblage. As formerly mentioned, a fluid capable of fractionating LREEs from
BC22a to produce BC22b apatite would be required to be relatively hot (>250 °C), acidic, and Cl-rich.
The characteristics of such a fluid best reflect the interaction with a saline brine. This is in agreement
with Kendrick et al. [33] and Mark et al. [48], who have documented fluid inclusions possessing up to
69 wt % NaCl eq, and 55 wt % NaCl eq, respectively in the ore-stage assemblage, and attributed this to
the presence of a sedimentary derived saline brine. This saline brine could become acidic as the result
of adding CO; to form carbonic acid through the reaction: CO, + HyO — H,COj [56]. Alternatively,
the brine could become acidic through a reaction in which iron chlorides react with H,O to form
magnetite and hydrochloric acid (3FeCl; + 4H,O — FezO4 + 6HCI + H,O) [57], consistent with the
dominant magnetite-rich alteration stage present in this sample.

The sharp reaction front between the parent (BC10a) and product (BC10b) phases in sample
BC10, as well as their close spatial relationships are characteristic of dissolution re-precipitation
reactions [49]. It has been shown that -SO4 complexes are stable across all REEs, with no preference
for LREE mobility [55]. Therefore, the non-selective REE-depletion trend from BC10a to BC10b is
likely the result of fluid induced metasomatism by a SO4-rich fluid. Evidence for the presence of
sulphur is shown by a mineral assemblage containing pyrite and chalcopyrite directly adjacent to
a BC10b sampling site, and inclusions of chalcopyrite within the region’s sampled. Areas depleted
in REEs are enriched in As (up to 2 wt %), of which is also primarily transported by hydroxide and
sulphide complexes [58,59], providing further evidence in favour of a S-rich fluid. The As-rich apatite
from this sample is comparable with the As-rich apatite found in the ore-stage assemblage [5,60],
suggesting a possible link to ore-stage mineralization. As the mobilization of REEs by -SO; is only
significant at temperatures > 300 °C, and the production of REE-SO; is favoured in neutral/alkaline
conditions, the second fluid would be required to be relatively hot, neutral/alkaline, and possess
relevant —-SOy. Such characteristics would best reflect the interaction with an alkaline, S-rich magmatic
fluid, which has been described in previous studies on the deposit by Fuss [61], or a mantle derived
H-C-O-5-rich fluid as described by Oliver et al. [62].

Alternatively, the different REE-depletion trends could record a temporal/spatial variation in
a single fluid. However, as the fluid has to be relatively hot (>200 °C) for —Cl to fractionate REEs,
and the mobilization of REEs by -S5Oy is only significant at temperatures > 300 °C [55], the differences
in alteration would ultimately represent a spatial /temporal difference in the pH of the fluid.

As there is a substantial amount of evidence to suggest the presence of multiple and complex
fluids associated with ore-stage mineralization [4-6,34,56,61,62], the first hypothesis is favoured by
this study. It is suggested that the exposure to a Na- and/or Ca-rich acidic brine with abundant Cl was
responsible for the LREE-depletion trend in apatite from the BC22 sample, whilst the exposure to a Na-
and/or Ca-rich neutral/alkaline magmatic fluid with abundant SO, resulted in a non-preferential
REE-depletion trend in apatite from the BC10 sample.

6.4. The Re-examined Ore-Deposit Model

The new ages for early apatite-calcite-quartz-garnet assemblage suggests the deposit has
experienced at least two major hydrothermal events over a ~100 Ma period (Figure 11).

The preservation of the Inter-lens within surrounding mineralization suggests the ore-bearing
breccia did not form as the result of a single eruptive explosive/implosive event, as proposed by Oliver
et al. [6] and Rusk et al. [5]. Instead, an interpretation similar to Twyerould [3] and Case et al. [34] is
favoured. This suggests the incompetent shear-zones and Inter-lens (as a result of rheological softer
metasedimentary rocks) acted in a ductile manner during D, deformation and the formation of the
km-scale duplex, while the more competent volcanic rocks that comprise the ore-bearing breccia
acted in a brittle manner (Figure 11a). Intense fine-grained biotite-magnetite alteration followed,
preferentially affecting the metasedimentary units, while the metadiorite host rocks were conversely
altered to K-feldspar (Figure 11b). Ore-stage fluids penetrated areas that had previously undergone
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brittle deformation (while the Inter-lens and surrounding shear zones acted as a rheological barrier),
and accompanied by D3 deformation, resulted in hydrofracturing and further brecciation, overprinting
D, foliation and allowing for the preservation of Inter-lens (Figure 11c).

The REE-depletion trend of metasomatized apatite records the interaction of two fluids with
different compositions. The first fluid is interpreted as a sedimentary derived, NaCl and/or CaCl-rich
acidic brine, while the second fluid is interpreted as a Na- and/or Ca-rich neutral/alkaline magmatic
fluid with sufficient -SO4. The timing of these fluids are relatively unconstrained. The first fluid
could be associated with the biotite-magnetite-rich alteration stage, whilst the second fluid is likely
associated with ore-stage mineralization.
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Figure 11. A re-examined formation model for the Ernest Henry IOCG deposit. (a) D, deformation
accompanied by peak metamorphic conditions resulted in brecciation of competent metavolcanic
rocks and shearing of the metasedimentary rocks. This stage is coeval with the timing of
apatite-calcite-quartz-garnet veining and alteration. (b) Subsequent K-feldspar alteration preferentially
affected the felsic volcanics, while biotite-magnetite alteration preferentially affected metasedimentary
and intermediate volcanic units. (c) The introduction of multiple fluids, alongside D3 deformation
resulted in further hydrofracking of the breccia, and the precipitation of Cu-Au mineralization. (d) Dy
deformation allowed fluids to penetrate pre-weakened structures, such as contact zones between
the breccia and the Inter-lens, producing the calcite-rich Stage 2 breccia. Abbreviations follow
Whitney and Evans [35]. Cal—Calcite, Ap—Apatite, Grt—Garnet, Qz—Quartz, Bt—Biotite,
Mag—Magnetite, Ccp—Chalcopyrite.

The deposition of ore-stage mineralization is interpreted to have occurred during D3 deformation
of the Isan Orogeny, coeval with the emplacement of the ~1550-1490 Ma second phase of
the Williams-Naraku Batholiths. The K-feldspar altered breccia is often replaced by a later,



Minerals 2018, 8, 405 22 of 25

fine-grained calcite-quartz dominated breccia [3,31]. This mineralogy dominates the K-feldspar
altered breccia as the Inter-lens is approached, and could represent spent hydrothermal fluids, or the
introduction of new fluids during the brittle, post-mineralization D, deformation event, as proposed
by Coward [29]. These fluids would be focused into pre-weakened structures (such as contact zones
of the Inter-lens and the ore-bearing breccia) during deformation, overprinting and replacing the
established K-feldspar breccia (Figure 11d).

7. Conclusions

The Inter-lens is a pre-mineralization structure preserved within the Ernest Henry IOCG deposit
and possesses a comparable paragenesis to the ore-bearing breccia. Due to similarities in lithologies
and structural features, the Inter-lens is suggested to share a common genesis with the HWSZ, MSZ,
and FWSZ. The different lithologies present in the Inter-lens and surrounding shear zones reflect the
dominant metasedimentary protolith of these structures, compared to the dominant metaandesite
protolith of the ore-bearing breccia.

Apatite from the paragenetically early apatite-calcite-quartz-garnet assemblage produce U-Pb
ages of 1584 + 22 Ma and 1587 + 22 Ma, providing evidence to suggest the formation of this assemblage,
and the formation of the Inter-lens is coeval with peak metamorphic conditions and regional D,
deformation of the Isan Orogeny.

REE-depletion trends in metasomatized apatite record: (1) depletion in LREEs and (2)
systematic depletion in REEs, accompanied by an increase in As. The interaction with an acidic,
Cl-rich sedimentary brine is likely responsible for the selective LREE-depletion trend in BC22 apatite,
while the interaction with a neutral/alkaline magmatic fluid with sufficient -S5O, systematically
depleted REEs evenly, producing an enrichment in As in the BC10 apatite.

The presence, age, and paragenesis of the Inter-lens confirms for the first time a contribution from
metamorphic (~1585 Ma) related fluids to the deposit, and suggests the breccia was likely formed as
a result of competency contrasts between ductile metasedimentary rocks of the surrounding shear
zones and the Inter-lens, against the brittle metavolcanic rocks that constitute the ore-bearing breccia.

Supplementary Materials: The following are available online at http://www.mdpi.com/2075-163X/8/9/405/s1,
Figure S1: Individual geochronology results of altered and unaltered apatite, Table S1: LA-ICP-MS parameters
used in this study, Table S2: Apatite LA-ICP-MS U-Pb isotopic composition of altered and unaltered BC10 and
BC22 samples.
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