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The formation of world class porphyry copper deposits reflect magmatic processes that take place 
in a deeper and much larger underlying magmatic system, which provides the source of porphyry 
magmas, as well as metal and sulphur-charged mineralising fluids. Reading the geochemical record 
of this large magmatic source region, as well as constraining the time-scales for creating a much 
smaller porphyry copper deposit, are critical in order to fully understand and quantify the processes 
that lead to metal concentration within these valuable mineral deposits. This study focuses on the 
Bajo de la Alumbrera porphyry copper deposit in Northwest Argentina. The deposit is centred on a 
dacitic porphyry intrusive stock that was mineralised by several pulses of porphyry magma emplacement 
and hydrothermal fluid injections. To constrain the duration of ore formation, we dated zircons from 
four porphyry intrusions, including pre-, syn- and post-mineralisation porphyries based on intersection 
relations between successive intrusion and vein generations, using high precision CA-ID-TIMS. Based on 
the youngest assemblages of zircon grains, which overlap within analytical error, all four intrusions were 
emplaced within 29 ka, which places an upper limit on the total duration of hydrothermal mineralisation. 
Re/Os dating of hydrothermal molybdenite fully overlaps with this high-precision age bracket. However, 
all four porphyries contain zircon antecrysts which record protracted zircon crystallisation during the 
∼200 ka preceding the emplacement of the porphyries. Zircon trace element variations, Ti-in-zircon 
temperatures, and Hf isotopic compositions indicate that the four porphyry magmas record a common 
geochemical and thermal history, and that the four intrusions were derived from the same upper-crustal 
magma chamber. Trace element zoning within single zircon crystals confirms a fractional crystallisation 
trend dominated by titanite and apatite crystallisation. However, zircon cathodoluminescence imaging 
reveals the presence of intermediate low luminescent (dark) growth zones in many crystals from all 
intrusions, characterised by anomalously high Th, U and REE concentrations and transient excursions 
in trace element ratios. A return to the same fractionation trend after this excursion excludes external 
compositional forcing such as magma mixing. Instead we interpret the “dark-zones” to record zircon 
crystallisation during a transient event of rapid growth that resulted from mafic magma injection into 
the base of the magma chamber, releasing a CO2-rich vapour phase into the dacitic crystal mush. We 
propose that this vapour phase then migrated upwards to the apical part of the magma chamber from 
where it was expelled, together with successive batches of magma, to form the porphyry copper deposit 
within a short time-span of less than a few 10,000 years. The short duration of host rock emplacement, 
hydrothermal alteration and mineralisation presented in this study provides critical constraints on fluid 
storage in magma chambers and the genesis of large porphyry copper deposits.
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1. Introduction

Porphyry Cu ± Mo ± Au systems represent focused zones of in-
trusive activity, heat transfer, fluid-flow, mineral precipitation, and 
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rock alteration of great economic significance, as well as of broader 
geological interest regarding the interface between the plutonic 
and volcanic domains of upper crustal hydrous magma systems. 
Porphyry copper deposits are composed of relatively small por-
phyritic stocks, commonly intruding the base of volcanoes, and lo-
cated above larger magma chambers (Burnham and Ohmoto, 1980;
Sillitoe, 2010). These relationships are rarely exposed except by 
later dissection and tilting (Dilles, 1987), but are more commonly 
documented by clear geophysical evidence (e.g. Steinberger et al., 
2013). These large magma reservoirs are believed to be the main 
source of fluids, sulphur, and metals concentrated in porphyry Cu 
deposits (Candela, 1989), and it is therefore critical to understand 
the local and regional magmatic processes which underlie the de-
posits. When an underlying magma reaches fluid saturation, the 
fluids are thought to migrate upwards and concentrate in a cupola 
of the magma chamber. The accumulation of low-density mag-
matic fluids can lead to pressure build-up at the top of the magma 
body, triggering the sudden release of magma and fluids (Burnham 
and Ohmoto, 1980; Sillitoe, 2010). These events are commonly re-
peated a number of times within a single porphyry stock, resulting 
in several hydrothermal and magmatic pulses overprinting one an-
other. Field relations of intersecting intrusion contacts and veins 
can therefore be used to bracket the timing of ore formation (Von 
Quadt et al., 2011).

The timescales of the processes governing porphyry Cu for-
mation have been widely studied but remain ambiguous, ranging 
from a few years based on modelling diffusive equilibration be-
tween fluids and rocks during alteration and vein mineral precip-
itation (e.g. Cathles and Shannon, 2007; Mercer et al., 2015), to 
tens of ka based on thermal modelling of the lifetime of upper-
crustal magma chambers (Cathles, 1977; Weis et al., 2012) to the 
multi-million year life-time of magmatic complexes based on zir-
con U–Pb geochronology (e.g. Harris et al., 2004a). Recent high 
precision U–Pb zircon studies have used chemical abrasion – iso-
tope dilution – thermal ionisation mass spectrometry (CA-ID-TIMS) 
analyses to suggest timescales of less than 100 ka of porphyry Cu 
formation (e.g. Von Quadt et al., 2011; Chelle-Michou et al., 2014;
Tapster et al., 2016). The common occurrence of accessory zircon 
in magmatic rocks, together with its refractory nature and low el-
emental volume diffusivities (Cherniak et al., 1997a, 1997b) make 
zircon invaluable to our understanding of upper crustal magmatic 
processes governing the generation of porphyry Cu deposits. In-situ
zircon dating techniques provide high spatial resolution to target 
specific zones of individual zircons (e.g. cores and rims), but such 
techniques do not provide the necessary precision to resolve the 
timescales of Cu precipitation (Chiaradia et al., 2013).

CA-ID-TIMS U–Pb zircon geochronology has long been used to 
determine durations of magmatic processes (Schmitz and Bowring, 
2001; Coleman et al., 2004; Glazner et al., 2004; Matzel et al., 
2006; Miller et al., 2007; Schaltegger et al., 2009; Schoene et al., 
2012; Wotzlaw et al., 2013; Rivera et al., 2014; Broderick et al., 
2015). Improvements in zircon ID-TIMS geochronology by chemi-
cal abrasion (CA) to remove domains that suffer post-crystallisation 
Pb loss (Mattinson, 2005), the introduction of the well-calibrated 
EARTHTIME 2535 tracer solution (Condon et al., 2015; McLean et 
al., 2015), and a reduction of laboratory analytical blanks have 
improved the precision to the permil level on single 206Pb/238U 
zircon measurements (Schmitz and Schoene, 2007; von Quadt et 
al., 2016). Increased precision of individual 206Pb/238U measure-
ments now resolves distinct zircon ages that span over 100 ka 
timescales within single rock samples in young magmatic sys-
tems (e.g. Bachmann et al., 2007; Miller et al., 2007). As a result 
of these observed clearly resolved temporal complexities, it is no 
longer valid to calculate weighted mean crystallisation ages of the 
entire zircon populations; instead, the youngest zircon(s) from a 
zircon population within a single sample may be a better esti-
mate of the eruption or emplacement age (Bachmann et al., 2007;
Miller et al., 2007; Schoene et al., 2010a). Combining this varia-
tion in 206Pb/238U zircon dates with trace element and Hf isotopic 
compositions from the same volume of dated zircon can reveal 
important upper- or lower-crustal processes, including fractional 
crystallisation, magma mixing, mush rejuvenation and crustal as-
similation on several hundred ka timescales (Wotzlaw et al., 2013;
Broderick et al., 2015; Samperton et al., 2015).

In this study we obtain CA-ID-TIMS U–Pb zircon dates from 
pre-, syn- and post-ore porphyries which make up a geologically 
young porphyry copper deposit, with the aim of resolving dura-
tions of magmatic-hydrothermal ore formation. Our U–Pb zircon 
dates are supplemented by directly dating molybdenite from hy-
drothermal ore veins using the Re–Os chronometer. High-precision 
U–Pb zircon dates along with trace element and Hf isotope anal-
yses, by solution inductively-coupled plasma mass spectrometry 
(ICP-MS), all from the same dated zircons are then combined with 
in-situ zircon geochemistry in order to track the magmatic pro-
cesses which lead to large scale fluid exsolution. We therefore 
aim to more quantitatively understand the processes of magma-
chamber evolution, fluid exsolution and storage, and magmatic-hy-
drothermal ore formation at the transition between the plutonic 
and volcanic environment.

2. Geological setting

The Bajo de la Alumbrera deposit is part of the Farallón Negro 
volcanic complex (FNVC) in northwestern Argentina (Fig. 1). Mag-
matism in the FNVC is the easternmost manifestation of Neogene 
volcanism, occurring ∼200 km inboard of the main magmatic arc 
as a result of the shallowing of the subducting slab (Allmendinger, 
1986; Sasso and Clark, 1998).

The FNVC is considered to represent the remnants of a large 
stratocone volcanic complex, hosting numerous sub-volcanic in-
trusions and barren or mineralised porphyries (Llambías, 1972;
Halter et al., 2004a). Whole rock and melt inclusion compositions 
from extrusive and intrusive samples from the FNVC range broadly 
in SiO2 contents from basalt to rhyodacite (45 wt.% −<70 wt.%); 
between which almost all major and trace elements form lin-
ear arrays interpreted to represent binary mixing between mafic 
and felsic magmas, as supported by mixing and mingling textures 
between mafic and felsic magmas (Halter et al., 2004a, 2004b). 
Magma mixing is further demonstrated by intra-sample compo-
sitional variations in melt inclusions from individual phenocryst 
phases, where more silicic compositions are recorded in plagio-
clase and quartz, in contrast to the mafic melt inclusions which 
are restricted to amphibole and pyroxene (Halter et al., 2004b).

Based on Ar–Ar and U–Pb dating, magmatism occurred in 
the FNVC from ∼9.7 Ma to ∼6 Ma (Sasso and Clark, 1998;
Halter et al., 2004a; Harris et al., 2004a). The early stage of mag-
matism (9.7–7.3 Ma) was dominated by extrusive volcanic activ-
ity composed of lava flows, flow breccias, with basaltic andesite 
to andesitic composition. Early intrusive units are also dominated 
by basaltic-andesite and andesitic rocks which have similar min-
eralogy to the volcanic units. Although intrusive magmatism oc-
curs throughout the formation of the FNVC, it became the dom-
inant type of magmatism during the later stages of the complex 
(7.3–6.0 Ma), when numerous stocks and dikes, ranging from sev-
eral meters to 5 km in size intrude the overlying volcanic units 
(Llambías, 1972; Sasso and Clark, 1998; Halter et al., 2004a).

The ∼7 Ma Bajo de la Alumbrera porphyry Cu deposit (Sasso 
and Clark, 1998; Harris et al., 2004a; Von Quadt et al., 2011)
comprises a composite stock of dacitic porphyries, with peripheral 
mineralisation extending into the surrounding volcanic rocks. Eight 
mappable intrusions form this stock (Proffett, 2003), including 
the pre-mineralisation P2 porphyry, the pre- to syn-mineralisation 
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Fig. 1. Cross section 49N of the Bajo de la Alumbrera showing the mine surface in 2008. All rocks above this level have been mined. Pre-mineralisation porphyries (Los Amar-
illos porphyry; LAP) and volcanics (undifferentiated andesites) are shown in white. Copper grades are shown in colours, while dated porphyry intrusions are differentiated by 
patterns. The location of the Farallón Negro volcanic complex (FNVC) is shown in the map of Argentina. (For interpretation of the references to colour in this figure legend, 
the reader is referred to the web version of this article.)
Fig. 2. Rock slab from Bajo de la Alumbrera showing early P2 porphyry that solid-
ified before becoming veined and altered (pervasive quartz-magnetite) before the 
precipitation of 4 cm quartz-chalcopyrite vein, which was then cross-cut by the un-
mineralised LP3 porphyry. Abbreviations: cp = chalcopyrite; qz = quartz.

early P3 (EP3) porphyry, and the post-mineralisation late P3 (LP3) 
and P4 porphyries (Fig. 1). The P4 porphyry corresponds to the 
postmineral dikes in the terminology of Proffett (2003). The rel-
ative timing of each porphyry can be distinguished using cross-
cutting field relationships which are observed as sharp contacts 
between the porphyry intrusives, with later magmas truncating 
veins in the earlier magmatic rock (Fig. 2). All intrusions are 
strongly porphyritic with the matrix forming 40 to 70 vol.% of 
the rocks. There is a general temporal evolution from early silica-
rich dacites containing phenocrysts of plagioclase (10–40%), quartz 
(1–6%), biotite (1–6%) and hornblende (1–5%) to later interme-
diate andesitic intrusions containing phenocrysts of plagioclase 
(10–15%), quartz (1–2%), biotite (2–5%) and hornblende (10%), 
during the construction of the stock (Ulrich and Heinrich, 2002;
Proffett, 2003). All porphyry intrusions contain accessory phases 
of magnetite, zircon, apatite and titanite. The evolution from early 
silicic dacite intrusions to more intermediate andesitic intrusions 
has been interpreted as evidence for a chemically structured up-
per crustal magma chamber, with the extraction of silica-rich melts 
from the upper portions followed by the extraction of the deeper, 
more mafic units from the hybrid magma chamber (Halter et al., 
2004b; 2005).

The two earliest intrusions (P2 and EP3) host all the economic 
Cu ore grade, containing an average grade of 0.54 % Cu and 0.64 g/t 
Au (Fig. 1) and are also the most altered porphyries in the stock. 
The LP3 and P4 porphyries are considered post-mineralisation 
since they do not host economic Cu ore grades and they cross-
cut all hydrothermal quartz veins in the mineralised P2 and EP3 
porphyries (Fig. 2). Molybdenite is subordinate in the Bajo de la 
Alumbrera deposit and its distribution is restricted to a ring in 
the outermost part of the deposit, commonly in the surround-
ing volcanics. Some molybdenite is observed in quartz-anhydrite 
veins which cross-cut the EP3 porphyry (Proffett, 2003). The P2 
porphyry intrusion is the most densely veined intrusion (20–50%), 
and displays pervasive quartz-magnetite and intense potassic al-
teration. Subsequent intrusions become progressively less altered 
from pervasive potassic alteration in the EP3 porphyry to weak 
feldspar-destructive alteration in the post mineralisation P4 por-
phyries, which correlates with a significant decrease in the vein 
density of the post-mineralisation porphyries (Ulrich and Heinrich, 
2002; Proffett, 2003). The decrease in alteration and veining in-
tensity for the later intrusions is consistent with the waning of 
the magmatic hydrothermal system (Ulrich and Heinrich, 2002). 
The deeper, more central parts of these porphyries are exten-
sively veined and altered, however these regions of the deposit do 
not host economic ore grades (Fig. 1; Ulrich and Heinrich, 2002;
Proffett, 2003). Ore-metal enrichment is concentrated in an annu-
lar zone closing near the top of the deposit and diminishing in 
metal grade with depth (Fig. 1). This ore-shell surrounds a barren 
core that is highly veined and altered but metal-poor, a typical ge-
ometry considered to form as a result of steep temperature and 
fluid pressure gradients between an overpressured magmatic fluid 
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Fig. 3. Age ranked plot showing all concordant 206Pb/238U dates for individual zircons and Re–Os molybdenite dates. Weighted mean age is given based on the youngest 
statistically equivalent populations for each sample. Expanded uncertainties on the weighted mean ages (e.g. ±x/y) include tracer and decay constant uncertainties for direct 
comparison between the Re–Os and U–Pb dates.
plume and the hydrostatic pressure domain of the volcano (Weis 
et al., 2012).

3. Samples and methods

Representative samples of the P2, EP3, LP3 and P4 porphyries 
for this study were collected based on mine maps and clear 
cross-cutting relationships from various locations within the Bajo 
de la Alumbrera mine (see Supplementary Materials for sample 
locations). Two EP3-hosted molybdenite samples were collected 
from the 52-51.1 drill-core, from the outer-part of the deposit. 
The molybdenite occurs in quartz-anhydrite-gypsum veins (as de-
scribed in Proffett, 2003) also containing minor chalcopyrite. We 
saw no evidence of molybdenite hosted in the post-mineralisation 
porphyries (LP3 and P4). Zircons were separated from all por-
phyry samples and molybdenite was separated from the quartz-
anhydrite-molybdenite vein using conventional techniques. One 
aliquot of zircons from each sample was selected for CA-ID-TIMS 
and analysed using the Thermo TritonPlus at ETH Zurich. Data re-
duction and error propagation of high precision U–Pb CA-ID-TIMS 
zircon dates was carried out using Tripoli and U–Pb Redux soft-
ware (Bowring et al., 2011) applying the algorithms of McLean et 
al. (2011).

To observe the geochemical evolution of the zircons through 
time, the “wash” from the dated zircon grains were analysed for 
trace elements (modified after Schoene et al., 2010b) and Hf iso-
topes at ETH Zurich, using the Element Sector Field (SF)-ICP-MS 
and Nu Instruments Multi Collector (MC)-ICP-MS, respectively. In 
order to obtain spatially resolved geochemical information a sec-
ond zircon aliquot was mounted in epoxy and polished to obtain 
cathodoluminescence (CL) images using a Tescan EOscan VEGA 
XLSeries 4 Secondary electron microscope (SEM) at the Depart-
ment of Material Science, ETH Zurich, prior to in-situ trace element 
analysis using a 193 nm Resonetics ArF excimer laser coupled to an 
Element SF-ICP-MS and Hf isotope analysis using a 193 nm Geo-
Las laser coupled to a Nu Instruments MC-IC-ICP-MS at ETH Zurich. 
The Re and Os abundance and isotopic compositions of two molyb-
denite concentrates were determined at the University of Durham 
using a Thermo Triton mass spectrometer and the mineralisation 
age of the molybdenite was calculated using the decay constant of 
Smoliar et al. (1996). Detailed analytical procedures are described 
in the Supplementary Materials.
4. Results

4.1. ID-TIMS U–Pb zircon and Re–Os molybdenite geochronology

A total of 70 single zircon crystals from the four porphyry in-
trusions (P2, EP3, LP3, P4) in the Bajo de la Alumbrera deposit have 
been dated using CA-ID-TIMS (Fig. 3; Supplementary Materials Ta-
ble 1).

All four of the Bajo de la Alumbrera porphyries analysed con-
tain zircon dates spanning a clearly resolved variation of ∼200 ka, 
which precludes the calculation of a geologically meaningful or 
statistically significant weighted mean age from the entire zircon 
population of any one porphyry intrusion. The youngest zircons 
from each sample which correspond to a single population, within 
a 95% confidence interval (Wendt and Carl, 1991), were use to 
calculate the interpreted age of emplacement of each porphyry. 
Thirty-six zircons were analysed from the pre- (syn-) mineralisa-
tion P2 (n = 19) and EP3 (n = 16) porphyries. The youngest zircon 
from the P2 (7.097 ± 0.013 Ma) and EP3 (7.073 ± 0.048 Ma) por-
phyries yield dates that overlap within analytical uncertainties. The 
five youngest 206Pb/238U zircon dates from the P2 porphyry are 
statistically equivalent with a weighted mean date of 7.1102 ±
0.0093 Ma (MSWD = 2.1; 2 sigma), with the eight youngest sta-
tistically equivalent 206Pb/238U zircon dates from the EP3 porphyry 
yielding a slightly younger, but overlapping weighted mean date of 
7.1022 ± 0.0075 Ma (MSWD = 1.7; 2 sigma). The slight difference 
in the overlapping emplacement ages are in agreement with the 
cross-cutting relationships between both mineralised porphyries 
and constrain the upper limit of the age of mineralisation. Simi-
larly, thirty-six zircons were analysed from the post-mineralisation 
LP3 (n = 16) and P4 (n = 19) porphyries and also record a period 
∼200 ka of zircon crystallisation, that broadly overlaps with the 
pre- (syn-) mineralisation porphyries (P2 and EP3). The youngest 
single zircon crystal from the post-mineralisation porphyries yields 
overlapping emplacement ages of 7.067 ± 0.021 Ma and 7.087 ±
0.012 Ma for the LP3 and P4 porphyry intrusions, respectively. The 
eight youngest 206Pb/238U zircon dates from the LP3 porphyry can 
be interpreted as a single zircon population yielding a weighted 
mean age of 7.0963 ± 0.0085 Ma (MSWD = 1.7; 2 sigma), which 
is indistinguishable from the seven youngest P4 zircons with a 
weighted mean date of 7.0994 ± 0.0063 Ma (MSWD = 1.6; 2 
sigma). The geochronology results of this study in comparison with 
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Fig. 4. (a)–(c) Variations of trace element concentrations and ratios of zircon through time of whole grains analysed by CA-ID-TIMS; (d) Zircon Hf-isotopic compositions 
through time.
previous work on the Bajo de la Alumbrera porphyry Cu deposit 
are discussed in the Supplementary Materials.

Two molybdenite veins from the EP3 porphyry yield almost 
identical Re–Os dates of 7.093 ± 0.036 Ma and 7.084 ± 0.036 Ma
(uncertainty includes the decay constant uncertainty; Supplemen-
tary Materials Table 2). Both samples have Re concentrations of 
1133 and 1116 ppm respectively, thus minimising any potential ef-
fect of any common Os on the obtained dates. The averaged Re–Os 
mineralisation age of 7.089 ± 0.025 (n = 2) is in excellent agree-
ment with the porphyry emplacement ages calculated from the 
high-precision zircon U–Pb dates (Fig. 3).

4.2. Bulk grain solution trace element and Hf-isotopic compositions of 
zircons

Zircon trace element and Hf-isotopic compositions were ob-
tained from the same zircon volume dated by CA-ID-TIMS, us-
ing the TIMS-TEA technique (Fig. 4; modified after Schoene et al., 
2010b) and by in-situ LA-ICP-MS after careful textural characteri-
sation other zircons from the same sample (Figs. 5, 6). Together, 
both methods permit comparison of the geochemical signatures to 
the high-precision U–Pb zircon dates (TIMS-TEA), as well as tex-
tural information obtained from zircon CL images of the zircons 
(Fig. 5; in-situ LA-ICP-MS). The TIMS-TEA and in-situ results are 
summarised in Figs. 4, 6 and in Supplementary Material Tables 
3–6.

Zircons from all four porphyry intrusions are indistinguishable 
in terms of geochemistry and compositionally overlap throughout 
the full range of trace elements and isotopic compositions. Two 
grains from the P2 porphyry were omitted from the plots due 
to elevated LREE concentrations, which we attribute to an acces-
sory mineral inclusion in these grains. Whole grain trace element 
concentrations display non-systematic temporal variations (Fig. 4), 
which shows variable liquid compositions at the same time. Bulk 
zircon grain Hf isotopic compositions yield values ranging from 
εHf = −4.7 to +5.8, with the majority of the data ranging between 
−3 and 0 (Fig. 4d). Based on Hf isotopes in zircon no distinction 
can be made between the different porphyry units and there is no 
clear temporal trend.

4.3. Zircon textures

Based on the common occurrence of low luminescent growth 
zones (“dark-zones”) observed in zircon CL images (Fig. 5) we sub-
divide zircons for geochemical analyses into two groups. Group 1 
zircons, which are the most common, contains zircons that lack 
“dark-zones” and display continuous growth zoning (Fig. 5a, c, 
e, g). Group 2 zircons contain the “dark-zones” (Fig. 5b, d, f, h) and 
are subsequently subdivided into three zones. The grain interiors 
(cores) are typically characterised by growth zoning and exhibit 
the least evolved geochemical signatures (e.g. low Yb/Gd and high 
Th/U ratios). The “dark-zones” in CL are commonly enriched in 
trace elements, containing up to several thousand ppm Th and U. 
These zones are also characterised by elevated Hf concentrations 
(up to 15,000 ppm) and often display more evolved (Yb/Gd)N and 
Th/U ratios (Fig. 5). The “dark-zones” are also characterised by non-
systematic trace element behaviour with regards to fractionation 
trends. The contacts at either side of the “dark-zones” are typically 
sharp and sometimes exhibit some resorption textures on the rim-
ward side. The zircon rims which overgrow the “dark-zones” are 
characterised fine growth zoning. In contrast to the “dark-zones”, 
their geochemical signatures more closely match that of the zircon 
cores, albeit more evolved (Fig. 6). The Group 1 zircons overlap in 
geochemical space with the cores and rims from Group 2 zircons.

4.4. In-situ trace element and Hf isotope analyses

Results of the in-situ analyses are presented in Fig. 6 and in 
Supplementary Materials Figure 1. Despite the lack of trace el-
ement trends through time, covariation diagrams from both in-
situ and TIMS-TEA analyses point to zircon crystallisation from 
a fractionating magma chamber, where titanite and apatite were 
the dominant phases controlling the trace element budget of the 
magma (Fig. 6). The presence of co-crystallising titanite and apatite 
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Fig. 5. Cathodoluminescence images of zircon showing locations of trace element 
analysis spots and corresponding trace element data. (a) P4 type 1 zircon; (b) P4 
type 2 zircon; (c) LP3 type 1 zircon; (d) LP3 type 2 zircon; (e) EP3 type 1 zircon; (f) 
EP3 type 2 zircon; (g) P2 type 1 zircon; (h) P2 type 2 zircon. Scale bars = 50 μm.

results in REE depletions within a magma, showing an increase in 
(Yb/Gd)N and a decrease in Th/U ratios (Fig. 6a, b; Reid et al., 2011;
Wotzlaw et al., 2013), and an increase in Ce/Sm (Fig. 6c, d) and 
Eu/Eu∗ (Fig. 6e, f). This is in agreement with abundant accessory 
titanite and apatite found in all porphyry intrusions and a decrease 
in the Ti concentration of bulk rock compositions towards more 
evolved compositions (Halter et al., 2004a).

Bulk grain trace element ratios for the most part correlate with 
the rim ratios (Fig. 6), with the exception of the LREEs, which 
tend to overlap with the cores rather than the rims (Fig. 6c, d). 
While higher REE concentrations in zircon cores compared to the 
volumetrically larger rim could explain the elevated LREE con-
centrations in the bulk grains relative to the zircon rims, it does 
not explain why the bulk grain MREE and HREE concentrations 
correspond more closely to the rims. We therefore propose that 
micro-melt, or mineral (e.g. apatite, titanite) inclusions present in 
the dated zircon grains resulted in the elevated LREEs (Reid et 
al., 2011). Mineral inclusions, especially apatite, and melt inclu-
sions are common within zircons from all of the analysed samples 
and while significant efforts were made to avoid dating zircons 
which contained inclusions, it is likely that some micro-inclusions 
were present in some of the bulk zircon grains analysed. This is 
supported by the ubiquitous presence of comparatively high La 
concentrations (1–5 ppm) in the dated zircons relative to the zir-
cons analysed by LA-ICP-MS and to standard zircons (Temora-2 
and 91500), which yield La concentrations of below 0.1 ppm (See 
Supplementary Materials Tables 2, 3). We also suggest that these 
inclusions have a minimal effect on the MREEs and HREEs due 
to the high concentrations of these elements in zircons. Further-
more the effect of these inclusions on the obtained U–Pb zircon 
dates should be minimal since there is no evidence that any of 
the analysed common Pb (e.g. elevated 204Pb) was derived from 
the zircons, based on routine total procedural blank measurements 
(see Supplementary Materials).

Titanium-in-zircon thermometry (Watson and Harrison, 2005;
Watson et al., 2006; Ferry and Watson, 2007) permits the determi-
nation of the temperatures at which zircons crystallise in evolving 
magmas (Claiborne et al., 2010; Reid et al., 2011). The presence 
of magmatic quartz in the Bajo de la Alumbrera porphyries sug-
gests that the silica activity (aSiO2) was ∼1. Based on the presence 
of magmatic titanite we apply an aTiO2 of 0.7 (Chelle-Michou et 
al., 2014). A high Ti background (∼4 ppm) in one analytical ses-
sion resulted in some Ti values falling below the detection limit. 
Temperatures calculated for all porphyries yield comparable values, 
ranging from 750 ◦C to 650 ◦C and show overall core-rim cool-
ing trends (Fig. 6g, h). This temperature range is similar to other 
Ti-in-zircon thermometry obtained from other porphyry systems 
(Chelle-Michou et al., 2014).

In order to relate Hf isotopic composition in zircon to textural 
information, cores and rims were analysed. Data from zircon cores 
from all porphyries range from εHf = −5.0 to 0 (average = −2.8; 
n = 49). Zircon rims show εHf values ranging from −4.2 to 0.4 
(average = −2.1 n = 49). Despite the minor differences between 
the cores and rims, they cannot be distinguished based on the 
uncertainty of the measurements (±1εHf unit; Supplementary Ma-
terials Table 6).

5. Discussion

5.1. Effect of mixing various age domains on obtained CA-ID-TIMS dates

A large spread of zircon dates that cannot be explained by 
analytical uncertainty is common in many igneous systems (e.g. 
Miller et al., 2007; Schoene et al., 2010a; Wotzlaw et al., 2013). 
This dispersion can be interpreted to reflect one of the follow-
ing processes: 1) Post-crystallisation Pb-loss; 2) A variable mixture 
of two age domains (e.g. an older core overgrown by a younger 
rim) within individual zircon grains; or 3) Protracted but individu-
ally rapid crystallisation of zircon crystals in a long-lived magmatic 
reservoir.

The removal of Pb-loss domains by chemical abrasion is as-
sumed to be highly effective in young samples and therefore any 
residual Pb-loss domains would have a negligible affect on the final 
zircon date. Furthermore, the similar spread in zircon dates within 
all samples, and the fact that the cross-cutting sequence is sup-
ported by the crystallisation age of the youngest zircon from each 
porphyry intrusion, suggests that the dispersion of zircon dates is 
unlikely to be the result of later Pb-loss. Based on continuous in-
tragrain geochemical trends, together with the intergrain overlap 
between cores and rims suggests that the spread in zircon dates is 
not the result of a variable mixing between two distinct age do-
mains, where one would expect clear distinctions between cores 
and rims on an intergrain level, which would be resolvable even 
by LA-ICP-MS. It is therefore very likely that the ∼200 ka spread 
in our geochronology dataset reflects continuous zircon growth 
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Fig. 6. LA-ICP-MS trace element data for cores, rims and “dark-zones” of zircon grains from the pre-mineralisation P2 and post-mineralisation LP3 porphyries. Fields of 
bulk-grain TIMS-TEA results are indicated by black dashed lines. Ti-in-zircon temperatures are calculated using aTiO2 = 0.7 and aSiO2 = 1 (Ferry and Watson, 2007). For plots 
of EP3 and P4 see Supplementary Materials Figure 1.
in a magma body. Heat loss imposes that small porphyry intru-
sions crystallise within a few thousand years (e.g. Cathles, 1977). 
The ∼200 ka spread of U–Pb zircon dates in the four porphyry 
units therefore cannot be the result of in-situ zircon growth af-
ter porphyry emplacement, but rather reflects protracted zircon 
crystallisation in a larger upper crustal magma chamber located 
below the emplacement of the porphyry intrusions (Sillitoe, 2010). 
The youngest zircons are inferred to have formed in the magma 
chamber immediately prior to porphyry extraction, and therefore 
represent the most likely (although strictly speaking, the maxi-
mum) age of porphyry emplacement.

In addition, we must consider how the “dark-zones”, observed 
in CL images (Fig. 5), which contain up to 7000 ppm U (Fig. 7) 
may effect our interpretations. The presence of the “dark-zones” in 
the Group 2 zircons is likely the result of elevated U4+ concentra-
tions, which suppresses the CL emission caused by the HREEs in 
zircon (Ohnenstetter et al., 1991). These high U concentrations in 
these zones have the potential to bias the obtained CA-ID-TIMS U–
Pb zircon date towards the “dark-zones” instead of being weighted 
towards the higher volume, younger rim, which would be true 
in the case of similar U concentrations throughout a single zir-
con crystal (Samperton et al., 2015). All zircon crystals selected 
for CA-ID-TIMS were dissolved as whole crystals and unfortunately 
we do not have CL information for the dated grains and cannot 
relate the differing textures seen in both zircon groups to the tem-
poral variations in geochemistry (Fig. 4). However, Fig. 7 demon-
strates that the U concentration from the dated zircons (140 ppm–
710 ppm; average = 325 ppm; n = 72) more closely resemble the 
U concentrations from the in-situ analysed rims (zircon exteriors; 
100 ppm–900 ppm; average = 323 ppm; n = 203). We therefore 



Y. Buret et al. / Earth and Planetary Science Letters 450 (2016) 120–131 127
Fig. 7. Uranium concentrations for zircon cores and rims (by LA-ICP-MS) and for 
whole zircons grains that were dated by CA-IDTIMS are low and constant, whereas 
black zones are variably high in U, as well as in other trace elements shown in 
Fig. 8.

conclude that the dated zircons either did not contain these high U 
“dark-zones”, the “dark-zones” were effectively removed by chem-
ical abrasion (Mattinson, 2011) or that the “dark-zones” did not 
have a significant impact on the acquired zircon U–Pb dates. Fur-
thermore, the similar U concentrations of the zircon cores and rims 
would suggest that the CA-ID-TIMS U–Pb zircon dates are in fact 
weighted towards the volumetrically dominant outer zones (see 
discussion in Samperton et al., 2015), and there is only a small 
contribution from the volumetrically smaller core of the zircons.

5.2. Timescales of porphyry Cu formation

Given that the observed spread of U–Pb zircon dates represents 
protracted zircon crystallisation in an evolving magma chamber 
(see discussion above), the youngest zircon grain, or population 
of zircon grains from each porphyry should represent the closest 
approximation of the emplacement age of that porphyry. Previous 
studies have advocated the use of the youngest zircon grain to ap-
proximate the eruption/emplacement of magmas (e.g. Bachmann 
et al., 2007; Schoene et al., 2010a; Von Quadt et al., 2011). This 
approach is subject to the risk that a single youngest zircon mea-
surement may be subject to an uncorrected error, e.g., due to in-
complete removal of a crystal domain that experienced later Pb 
loss. On the other hand, a mean age of the youngest statistically 
equivalent population of zircon dates from a single porphyry in-
trusion will yield a more precise emplacement age, although the 
accuracy of this calculated age may be compromised by slightly 
older zircons that are included in the calculation. Regardless of 
which approach we use, both the youngest zircon and the youngest 
population of zircons from each porphyry intrusion yields almost 
identical timescales of porphyry copper formation in Bajo de la 
Alumbrera (Fig. 3).

Since all porphyry intrusions yield a population of several 
youngest, overlapping, statistically equivalent zircon dates (Fig. 3), 
we can precisely constrain the emplacement age of each porphyry. 
The strong variation in zircon geochemistry for the youngest zircon 
population (Fig. 4) from each porphyry suggests that the zircons 
grew from variable liquid compositions at the same time, a fea-
ture that has been previously shown through Sr isotope variations 
within a single thin-section (Charlier et al., 2007). Moreover, the 
calculated emplacement ages can be used to constrain the max-
imum time-span of the formation of the Bajo de la Alumbrera 
porphyry stock, thus bracketing the hydrothermal pulses which 
resulted in Cu precipitation. Using the maximum difference (in-
cluding analytical uncertainties) between the emplacement age of 
the oldest, mineralised porphyry intrusion (P2) and the emplace-
ment age from a latest post-mineralisation porphyry intrusion (P4) 
we conclude that the maximum time-span for the formation of 
the porphyry stock was 29 ka (Fig. 3), during which time all of 
the economic ore (including the molybdenite at 7.089 ± 0.025; 
Fig. 3) was precipitated. Using the more conservative approach of 
applying the youngest zircon from the earliest (P2) and latest (P4) 
porphyry intrusions yields a similar duration of 35 ka. These time-
spans, however, incorporate the maximum uncertainties associated 
with each porphyry emplacement age, and since the emplacement 
of all porphyry intrusions temporally overlapped, the period of por-
phyry Cu formation in the Bajo de la Alumbrera deposit may have 
been significantly shorter than our U–Pb zircon estimations. Our 
timescale, based on high-precision CA-ID-TIMS zircon dates is also 
supported by recent numerical modelling approaches which sug-
gest a timescale of porphyry Cu formation within a single porphyry 
stock of between 50 and 100 ka (Weis et al., 2012).

5.3. Evolution of the ore forming magma chamber

High-precision dating studies combined with detailed field 
mapping have demonstrated that many upper crustal plutons and 
batholiths are constructed by the incremental addition of small 
magma batches over several ka to Ma timescales (Coleman et al., 
2004; Glazner et al., 2004; Memeti et al., 2010; Schoene et al., 
2012; Wotzlaw et al., 2013; Broderick et al., 2015; Samperton 
et al., 2015). Protracted timescales of zircon growth, combined 
with zircon compositions, gives zircon the potential to record the 
evolution of an ore forming magma chamber from zircon satura-
tion through to porphyry emplacement and solidification. While 
zircon/melt partition coefficients are to some extent tempera-
ture dependent (Rubatto and Hermann, 2007), the geochemical 
compositions of zircons also primarily reflect the melt composi-
tion at the time of zircon crystallisation (Claiborne et al., 2010;
Miller et al., 2011; Reid et al., 2011; Wotzlaw et al., 2013;
Rivera et al., 2014; Samperton et al., 2015), which is strongly in-
fluenced by co-crystallising phases and the oxidation state of the 
magma. During the 200 ka of zircon crystallisation, zircon geo-
chemistry from the four porphyries varies measurably but shows 
no clear temporal trends (Fig. 4), suggesting that the magma cham-
ber underlying the Bajo de la Alumbrera porphyries was not a 
well-mixed single melt reservoir that thermally contracted with 
time. During the evolution of the magma chamber, zircons record 
an overall increase in trace element variability, which could be re-
lated to different degrees of crystallinity throughout the magma 
chamber and zircons crystallising within increasingly isolated melt 
pockets in a larger magmatic body. Moreover, both the bulk grain 
analyses and in-situ LA-ICP-MS analyses show that zircons record 
inter- and intra-grain trends which can be explained by coeval 
crystallisation of zircon, titanite and apatite in a cooling and frac-
tionating magma chamber (increasing (Yb/Gd)N, decreasing Th/U 
and Ti; Fig. 6; Fig. 8b). The similarity of the geochemical trends, 
trace-element dispersions and 206Pb/238U age spectra of the zir-
cons suggests a common derivation of all four porphyry intrusions 
from a single magma body.

Previous studies have suggested that zircon may record the ox-
idation state of the magma from which it has grown, on the basis 
of Ce and Eu anomalies (Ballard et al., 2002; Burnham and Berry, 
2012; Trail et al., 2012; Chelle-Michou et al., 2014; Dilles et al., 
2015). The presence of titanite and plagioclase in the Bajo de al 
Alumbrera porphyries makes the signal from these anomalies con-
voluted (Fig. 5c–f), due to the preferential uptake of middle REEs 
in titanite compared to the heavy and light REEs and the preferen-
tial incorporation of Eu2+ by plagioclase. Titanite therefore has the 
effect of decreasing the magnitude of the Eu anomaly (which is 
counter-balanced by extensive plagioclase crystallisation) recorded 
in the zircon, due to the lower distribution coefficients of Eu rel-
ative to Sm and Gd in titanite (Deering and Bachmann, 2010). The 



128 Y. Buret et al. / Earth and Planetary Science Letters 450 (2016) 120–131
Fig. 8. LA-ICP-MS trace element data for zircons from the post-mineralisation LP3 
CL images from a LP3 zircon (insets a) shows the locations of the trace element 
analysis spots and corresponding trace element data; (b) Core-rim tie-lines (arrows) 
point towards fractional crystallisation; (c) Core-“dark-zone” tie-lines (green arrows) 
and “dark-zone”-rim tie-lines (red arrows) show that the “dark-zones” do not follow 
fractional crystallisation trends. Light grey fields show the location of all the data 
shown in (a), whereas dark grey fields show the location of the majority of the data 
shown in (a). (See Fig. 6 for legend.) (For interpretation of the references to colour 
in this figure, the reader is referred to the web version of this article.)

calculation of a Ce anomaly is challenging due to the low concen-
trations of La and Pr in zircon and has prompted the use of Ce/Nd 
or Ce/Sm ratios in zircon as potential recorders of the changing ox-
idation state of the magma (Chelle-Michou et al., 2014). However 
titanite crystallisation, which has higher distribution coefficients 
of MREEs compared to LREEs, may cause the residual melt to be 
enriched in Ce relative to Nd and Sm. Without the direct measure-
ment of the true Ce4+/Ce3+ ratio (Trail et al., 2015) estimations 
of the oxidation state of a magma from the Ce anomaly in zircons 
should be treated with caution as they can be strongly influenced 
by the crystallising assemblage. In the case of Bajo de la Alum-
brera the coeval crystallisation of titanite, apatite and plagioclase, 
together with zircon, indicates that the Eu and Ce anomalies are 
unlikely to provide information about the oxidation state of the 
magma from which the zircon grew.

While the overall zircon geochemical evolution indicates a cool-
ing fractionating magma chamber, the geochemical signatures from 
the low luminescent “dark-zones” do not correlate with the frac-
tional crystallisation trends defined by the intragrain core-rim vari-
ations (Fig. 8c). We therefore propose that the observed “dark-
zones” are the result of either: 1) Elemental diffusion within the 
zircon crystal; 2) Crystallisation in a cooling crystal-rich magma, 
followed by magma recharge (e.g. zircon rims); or 3) Kinetically 
controlled non-equilibrium crystal-melt partitioning of trace ele-
ments into the crystallising zircons (e.g. Hofmann et al., 2009).

Since elemental diffusivities in zircons are extremely slow, even 
at magmatic temperatures (Cherniak et al., 1997a, 1997b), it is un-
likely that the geochemical anomalies observed in the “dark-zones” 
are the result of elemental diffusion. In the second case, we con-
sider that if equilibrium mineral/melt partitioning increases cor-
responding to decreasing temperatures and with increasing silicic 
melt compositions (Rubatto and Hermann, 2007) an increase in zir-
con trace-element concentrations should be observed in a cooling 
magma, if co-crystallising phases are ignored. This is in agreement 
with our trace element fractional crystallisation trends at low tem-
peratures (Ti-in-zircon <700 ◦C; Fig. 6g, h) and with the observed 
enrichment of Th, U, Hf and REEs within the “dark-zones” (Fig. 6; 
Fig. 8). Previous studies have suggested that the Bajo de la Alum-
brera deposit was formed as a result of magma mixing between 
two compositional end-members (<50% SiO2 and >70% SiO2), but 
these are based on melt inclusions and refer to the longer-term 
evolution of the entire FNVC (Halter et al., 2004a, 2004b, 2005). In 
this study of a single porphyry stock, we show that zircon rims fol-
low coherent core-rim trends when the “dark-zones” are excluded, 
i.e., these excursions are only transient (Fig. 8). Furthermore, the 
rims which overgrow the “dark-zones” do not record a significant 
geochemical modification to the magma reservoir (e.g. zircon rims 
show higher degrees of fractionation than the cores). These ob-
servations indicate that the anomalous geochemical signatures of 
the “dark-zones” do not occur due to temperature fluctuations or 
changes in bulk melt chemistry, as described in zircon studies from 
unmineralised plutons or volcanic eruptions (Claiborne et al., 2010;
Wotzlaw et al., 2013; Broderick et al., 2015). We therefore pro-
pose that the geochemically anomalous “dark-zones” observed in 
the zircons are the result of kinetically controlled disequilibrium 
crystallisation related to rapid zircon growth.

To summarise, during 200 ka of zircon crystallisation at Bajo 
de la Alumbrera, zircons record cooling fractionation trends from 
compositionally distinct magma batches that existed over the evo-
lution of the magma chamber. While zircons reflect cooling and 
fractionation trends, the “dark-zones” observed in zircon is un-
likely to reflect processes such as changing oxidation state and/or 
mafic-felsic magma mixing events. We therefore propose that the 
observed “dark-zones” most likely grew as the result of kinetically 
controlled disequilibrium crystallisation due to a period of rapid 
zircon growth.

5.4. Forming a world-class porphyry Cu deposit

Based on the data presented we propose the following model 
linking the formation of the Bajo de la Alumbrera porphyry Cu 
deposit to the evolution of zircon-crystallisation within an upper 
crustal magma chamber (Fig. 9).

(a) At ∼7.35 Ma zircons in a hydrous, fluid-saturated upper 
crustal magma chamber began crystallising (Fig. 3; Fig. 9a). Zir-
cons from this period record crystallisation in a cooling magma 
(Ti-in-zircon thermometry <750 ◦C; Fig. 6e, f), exhibit continuous 
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Fig. 9. Conceptual model for zircon crystallisation for the Bajo de la Alumbrera de-
posit (not to scale); (a) Initial composite magma chamber (indicated by different 
colours) at 7.35 Ma crystallised zircon at ∼750 ◦C displaying simple growth zoning. 
This magma chamber quickly reached an immobile state (indicated by + symbols); 
(b) Following a mafic recharge event into the base of the magma chamber an ex-
solved CO2-rich vapour was released into the immobile felsic crystal mush. Zircons 
which crystallised from melt modified by the CO2-rich vapour phase underwent 
rapid crystallisation recorded as “dark-zones”. Zircons which grew from melt that 
was not modified by the CO2 rich vapour continued to crystallise in equilibrium 
with the melt. As a result of increased crystallinities, the vapour phase formed fast 
migration pathways to the apical parts of the magma chamber; (c) Pressure build-
up at the top of the magma body resulted in the sudden pulses of magma and 
fluid release in quick succession. Zircons were “tapped” from different parts of the 
magma chamber, and rims with fine growth zoning overgrew both zircon types 
prior to the cooling of the porphyries. Focused fluid release led to the formation of 
the ore-shell (striped area). See Section 5.4 for discussion.

growth zoning (Fig. 5), as well as fractional crystallisation trends 
controlled by co-crystallising titanite and apatite (Fig. 6).

(b) Injection of a hotter, more mafic magma (cf. Halter et 
al., 2004a) was quenched at the boundary with the cooler felsic 
mush (T = 650◦–750 ◦C; Fig. 6g, h), resulting in the exsolution of 
volatiles from the mafic magma into the overlying felsic mush, due 
to decompression as well as crystallisation (‘first’ and ‘second’ boil-
ing; Fig. 9b; Bachmann and Bergantz, 2006; Huber et al., 2012). 
The fluid exsolved from the underplated mafic melt would likely 
have a higher CO2/H2O ratio than the fluid exsolved from the over-
lying felsic mush (Botcharnikov et al., 2005) and would therefore 
decrease the H2O solubility in the felsic mush from which the zir-
cons are growing (Wark et al., 2007). This decrease in the H2O sol-
ubility, which occurred in the parts of the magma chamber where 
the upwelling CO2-rich vapour phase was most focused, resulted in 
the rapid growth of zircon crystals recorded by the “dark-zones”. 
As the mixed H2O–CO2-rich vapour reached equilibrium with the 
resident felsic magma, the geochemical effect of the CO2-rich fluid 
would diminish and “normal” crystal growth would resume. This 
model is consistent with many recent studies which imply that the 
sulphur and metals required to form a world class porphyry Cu de-
posit must be sourced from a more mafic magma (Hattori, 1993;
Hattori and Keith, 2001; Halter et al., 2005; Zajacz and Halter, 
2009; Nadeau et al., 2013). High degrees of crystallinity could re-
sult in the formation of connected fluid pathways, which allowed 
the vapour phase to rapidly migrate towards the apical parts of the 
magma chamber (Fig. 9b; Huber et al., 2012). A lack of evidence for 
thermal rejuvenation of the crystallising felsic mush from the zir-
con geochemistry and consistently low Ti-in-zircon temperatures 
(Figs. 4, 5, 8) suggest that large scale magma remobilisation did 
not occur. Although dissolution features recorded in zircons are 
rare, the presence of embayed quartz crystals in Bajo de la Alumbr-
era, which contain abundant primary fluid inclusions (Harris et al., 
2004b) may be evidence for remobilisation of the felsic mush im-
mediately prior to porphyry copper formation (Tapster et al., 2016).

(c) At ∼7.1 Ma fluid overpressure resulted in fluids and 
magma being released into the overlying hydrothermal system 
through pressure build-up at the apical parts of the magma cham-
ber (Burnham and Ohmoto, 1980; Sillitoe, 2010). Zircons were 
“tapped” from different parts of the composite magma chamber 
in quick succession, forming multiple porphyries with an extended 
zircon age spectrum within a short period of less than 35 ka 
(Fig. 3). Magmatic fluids expelled within the same period formed 
the present day ore-shell (Figs. 1, 9c).

6. Summary and conclusions

We have tracked the geochemical evolution of an ore form-
ing magma chamber, from zircon saturation to the formation of 
an economic porphyry Cu deposit. By combining protracted U–
Pb zircon growth histories with the in-situ zircon geochemistry 
we document the presence of a large-scale upper-crustal magma 
chamber that gradually cooled during 200 ka of zircon growth. 
Geochemical variability in zircon, throughout the lifetime of the 
magmatic system, is consistent with zircon crystallisation in an 
upper crustal chamber which was in a highly crystalline, immo-
bile state. An input of CO2-rich fluid from a mafic recharge event, 
recorded by a period of rapid growth in the zircon crystals, trig-
gered fluid saturation and may have provided additional metals 
and sulphur to the formation of the porphyry Cu deposit. We sug-
gest that a high degree of crystallinity in the felsic crystal mush 
may have been critical in forming the Bajo de la Alumbrera ore 
deposit, as it would have allowed the formation of connected fluid 
pathways which could quickly drain the upper parts of magma 
chamber. Future work relating complex zircon textures with high 
precision CA-ID-TIMS geochronology could provide further insights 
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into these complex magmatic systems. After the extended upper 
crustal magma residence time (200 ka), the four porphyry intru-
sions and two phases of hydrothermal mineralisation rapidly oc-
curred within 29 ka, though these timescales may be significantly 
shorter. To our knowledge, these are the shortest timescales ob-
tained using geochronology for the formation of any porphyry Cu 
deposit and provide critical constraints on the physical hydrology 
of magma–fluid–rock interactions during ore formation.

Acknowledgements

This work was supported through the SNF project
200021-146651. We are grateful for the extensive logistical sup-
port provided by Minera Alumbrera Ltd. and Glencore. We would 
particularly like to thank Ariana Carrazana Di Lucia for her help 
during the field season in 2013. We would like to thank André 
Röthlisberger for his technical help during the research. Helpful 
input at various stages of the project from Olivier Bachmann, Jörn 
Frederik Wotzlaw, Cindy Broderick and Ben Ellis is gratefully ap-
preciated. Reviews of John M. Hanchar, Tom Sisson, an anonymous 
reviewer and the editorial comments by Tamsin Mather helped 
improving an earlier version of this manuscript.

Appendix A. Supplementary material

Supplementary material related to this article can be found on-
line at http://dx.doi.org/10.1016/j.epsl.2016.06.017.

References

Allmendinger, R.W., 1986. Tectonic development, southeastern border of the Puna 
Plateau, northwestern Argentine Andes. Geol. Soc. Am. Bull. 97, 1070–1082.

Bachmann, O., Bergantz, G.W., 2006. Gas percolation in upper-crustal silicic crystal 
mushes as a mechanism for upward heat advection and rejuvenation of near-
solidus magma bodies. J. Volcanol. Geotherm. Res. 149, 85–102.

Bachmann, O., Oberli, F., Dungan, M., Meier, M., Mundil, R., Fischer, H., 2007. 
40Ar/39Ar and U–Pb dating of the Fish Canyon magmatic system, San Juan Vol-
canic field, Colorado: evidence for an extended crystallization history. Chem. 
Geol. 236, 134–166.

Ballard, J.R., Palin, M.J., Campbell, I.H., 2002. Relative oxidation states of magmas 
inferred from Ce (IV)/Ce (III) in zircon: application to porphyry copper deposits 
of northern Chile. Contrib. Mineral. Petrol. 144, 347–364.

Botcharnikov, R., Freise, M., Holtz, F., Behrens, H., 2005. Solubility of C–O–H mixtures 
in natural melts: new experimental data and application range of recent models. 
Ann. Geophys. 48, 633–646.

Bowring, J., McLean, N.M., Bowring, S., 2011. Engineering cyber infrastructure for 
U–Pb geochronology: tripoli and U–Pb_Redux. Geochem. Geophys. Geosyst. 12. 
http://dx.doi.org/10.1029/2010GC003479.

Broderick, C., Wotzlaw, J., Frick, D., Gerdes, A., Ulianov, A., Günther, D., Schaltegger, 
U., 2015. Linking the thermal evolution and emplacement history of an upper-
crustal pluton to its lower-crustal roots using zircon geochronology and geo-
chemistry (southern Adamello batholith, N. Italy). Contrib. Mineral. Petrol. 170, 
1–17.

Burnham, A.D., Berry, A.J., 2012. An experimental study of trace element partitioning 
between zircon and melt as a function of oxygen fugacity. Geochim. Cosmochim. 
Acta 95, 196–212.

Burnham, C.W., Ohmoto, H., 1980. Late-stage processes of felsic magmatism. Soc. 
Mining Geol. Jpn. 8, 1–11.

Candela, P., 1989. Magmatic ore-forming fluids: thermodynamic and mass transfer 
calculations of metal concentrations. Rev. Econ. Geol. 4, 203–221.

Cathles, L., 1977. An analysis of the cooling of intrusives by ground-water convection 
which includes boiling. Econ. Geol. 72, 804–826.

Cathles, L., Shannon, R., 2007. How potassium silicate alteration suggests the forma-
tion of porphyry ore deposits begins with the nearly explosive but barren ex-
pulsion of large volumes of magmatic water. Earth Planet. Sci. Lett. 262, 92–108.

Charlier, B., Bachmann, O., Davidson, J., Dungan, M., Morgan, D., 2007. The upper 
crustal evolution of a large silicic magma body: evidence from crystal-scale Rb–
Sr isotopic heterogeneities in the Fish Canyon magmatic system, Colorado. J. 
Petrol. 48, 1875–1894.

Chelle-Michou, C., Chiaradia, M., Ovtcharova, M., Ulianov, A., Wotzlaw, J.-F., 2014. 
Zircon petrochronology reveals the temporal link between porphyry systems 
and the magmatic evolution of their hidden plutonic roots (the Eocene Coroc-
cohuayco deposit, Peru). Lithos 198, 129–140.
Cherniak, D., Hanchar, J., Watson, E., 1997a. Diffusion of tetravalent cations in zircon. 
Contrib. Mineral. Petrol. 127, 383–390.

Cherniak, D., Hanchar, J., Watson, E., 1997b. Rare-Earth diffusion in zircon. Chem. 
Geol. 134, 289–301.

Chiaradia, M., Schaltegger, U., Spikings, R., Wotzlaw, J.-F., Ovtcharova, M., 2013. How 
accurately can we date the duration of magmatic-hydrothermal events in por-
phyry systems?—an invited paper. Econ. Geol. 108, 565–584.

Claiborne, L.L., Miller, C.F., Flanagan, D.M., Clynne, M.A., Wooden, J.L., 2010. Zircon 
reveals protracted magma storage and recycling beneath Mount St. Helens. Ge-
ology 38, 1011–1014.

Coleman, D.S., Gray, W., Glazner, A.F., 2004. Rethinking the emplacement and evolu-
tion of zoned plutons: geochronologic evidence for incremental assembly of the 
Tuolumne Intrusive Suite, California. Geology 32, 433–436.

Condon, D., Schoene, B., McLean, N., Bowring, S., Parrish, R., 2015. Metrology and 
traceability of U–Pb isotope dilution geochronology (EARTHTIME Tracer Calibra-
tion Part I). Geochim. Cosmochim. Acta 164, 464–480.

Deering, C., Bachmann, O., 2010. Trace element indicators of crystal accumulation in 
silicic igneous rocks. Earth Planet. Sci. Lett. 297, 324–331.

Dilles, J.H., 1987. Petrology of the Yerington Batholith, Nevada; evidence for evolu-
tion of porphyry copper ore fluids. Econ. Geol. 82, 1750–1789.

Dilles, J.H., Kent, A.J., Wooden, J.L., Tosdal, R.M., Koleszar, A., Lee, R.G., Farmer, L.P., 
2015. Zircon compositional evidence for sulfur-degassing from ore-forming arc 
magmas. Econ. Geol. 110, 241–251.

Ferry, J., Watson, E., 2007. New thermodynamic models and revised calibrations 
for the Ti-in-zircon and Zr-in-rutile thermometers. Contrib. Mineral. Petrol. 154, 
429–437.

Glazner, A.F., Bartley, J.M., Coleman, D.S., Gray, W., Taylor, R.Z., 2004. Are plutons as-
sembled over millions of years by amalgamation from small magma chambers? 
GSA Today 14, 4–12.

Halter, W.E., Bain, N., Becker, K., Heinrich, C.A., Landtwing, M., Von Quadt, A., Clark, 
A.H., Sasso, A.M., Bissig, T., Tosdal, R.M., 2004a. From andesitic volcanism to the 
formation of a porphyry Cu–Au mineralizing magma chamber: the Farallón Ne-
gro Volcanic Complex, northwestern Argentina. J. Volcanol. Geotherm. Res. 136, 
1–30.

Halter, W.E., Heinrich, C.A., Pettke, T., 2004b. Laser-ablation ICP-MS analysis of sili-
cate and sulfide melt inclusions in an andesitic complex II: evidence for magma 
mixing and magma chamber evolution. Contrib. Mineral. Petrol. 147, 397–412.

Halter, W.E., Heinrich, C.A., Pettke, T., 2005. Magma evolution and the formation of 
porphyry Cu–Au ore fluids: evidence from silicate and sulfide melt inclusions. 
Miner. Depos. 39, 845–863.

Harris, A.C., Allen, C.M., Bryan, S.E., Campbell, I.H., Holcombe, R.J., Palin, J.M., 2004a. 
ELA-ICP-MS U–Pb zircon geochronology of regional volcanism hosting the Bajo 
de la Alumbrera Cu–Au deposit: implications for porphyry-related mineraliza-
tion. Miner. Depos. 39, 46–67.

Harris, A.C., Kamenetsky, V.S., White, N.C., Steele, D.A., 2004b. Volatile phase sepa-
ration in silicic magmas at Bajo de la Alumbrera porphyry Cu–Au deposit, NW 
Argentina. Resour. Geol. 54, 341–356.

Hattori, K., 1993. High-sulfur magma, a product of fluid discharge from under-
lying mafic magma: evidence from Mount Pinatubo, Philippines. Geology 21, 
1083–1086.

Hattori, K.H., Keith, J.D., 2001. Contribution of mafic melt to porphyry copper min-
eralization: evidence from Mount Pinatubo, Philippines, and Bingham Canyon, 
Utah, USA. Miner. Depos. 36, 799–806.

Hofmann, A.E., Valley, J.W., Watson, E.B., Cavosie, A.J., Eiler, J.M., 2009. Sub-micron 
scale distributions of trace elements in zircon. Contrib. Mineral. Petrol. 158, 
317–335.

Huber, C., Bachmann, O., Vigneresse, J.L., Dufek, J., Parmigiani, A., 2012. A phys-
ical model for metal extraction and transport in shallow magmatic systems. 
Geochem. Geophys. Geosyst. 13.

Llambías, E., 1972. Estructura del grupo volcanico Farallon Negro, Catamarca, Repub-
lica Argentina. Rev. Asoc. Geol. Argent. 27, 161–169.

Mattinson, J.M., 2005. Zircon U–Pb chemical abrasion (“CA-TIMS”) method: com-
bined annealing and multi-step partial dissolution analysis for improved preci-
sion and accuracy of zircon ages. Chem. Geol. 220, 47–66.

Mattinson, J.M., 2011. Extending the Krogh legacy: development of the CA-TIMS 
method for zircon U–Pb geochronology. Can. J. Earth Sci. 48, 95–105. This ar-
ticle is one of a series of papers published in this Special Issue on the theme of 
Geochronology in honour of Tom Krogh.

Matzel, J.E., Bowring, S.A., Miller, R.B., 2006. Time scales of pluton construction at 
differing crustal levels: examples from the Mount Stuart and Tenpeak intrusions, 
North Cascades, Washington. Geol. Soc. Am. Bull. 118, 1412–1430.

McLean, N., Bowring, J., Bowring, S., 2011. An algorithm for U–Pb isotope dilution 
data reduction and uncertainty propagation. Geochem. Geophys. Geosyst. 12. 
http://dx.doi.org/10.1029/2010GC003478.

McLean, N.M., Condon, D.J., Schoene, B., Bowring, S.A., 2015. Evaluating uncertain-
ties in the calibration of isotopic reference materials and multi-element isotopic 
tracers (EARTHTIME Tracer Calibration Part II). Geochim. Cosmochim. Acta 164, 
481–501.

Memeti, V., Paterson, S., Matzel, J., Mundil, R., Okaya, D., 2010. Magmatic lobes 
as “snapshots” of magma chamber growth and evolution in large, composite 

http://dx.doi.org/10.1016/j.epsl.2016.06.017
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib416C6C31393836s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib416C6C31393836s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42616342657232303036s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42616342657232303036s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42616342657232303036s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4261636574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4261636574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4261636574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4261636574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42616C6574616C32303032s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42616C6574616C32303032s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42616C6574616C32303032s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib426F746574616C32303035s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib426F746574616C32303035s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib426F746574616C32303035s1
http://dx.doi.org/10.1029/2010GC003479
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42726F6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42726F6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42726F6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42726F6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42726F6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42757242657232303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42757242657232303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib42757242657232303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4275724F686D31393830s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4275724F686D31393830s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib43616E31393839s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib43616E31393839s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib43617431393737s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib43617431393737s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib43617453686132303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib43617453686132303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib43617453686132303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368616574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368616574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368616574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368616574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368656574616C32303134s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368656574616C32303134s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368656574616C32303134s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368656574616C32303134s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368656574616C3139393761s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368656574616C3139393761s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368656574616C3139393762s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368656574616C3139393762s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368696574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368696574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4368696574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib436C616574616C32303130s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib436C616574616C32303130s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib436C616574616C32303130s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib436F6C6574616C32303034s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib436F6C6574616C32303034s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib436F6C6574616C32303034s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib436F6E6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib436F6E6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib436F6E6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib44656542616332303130s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib44656542616332303130s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib44696C31393837s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib44696C31393837s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib44696C6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib44696C6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib44696C6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib46657257617432303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib46657257617432303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib46657257617432303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib476C616574616C32303034s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib476C616574616C32303034s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib476C616574616C32303034s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48616C6574616C3230303461s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48616C6574616C3230303461s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48616C6574616C3230303461s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48616C6574616C3230303461s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48616C6574616C3230303461s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48616C6574616C3230303462s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48616C6574616C3230303462s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48616C6574616C3230303462s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48616C6574616C32303035s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48616C6574616C32303035s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48616C6574616C32303035s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4861726574616C3230303461s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4861726574616C3230303461s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4861726574616C3230303461s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4861726574616C3230303461s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4861726574616C3230303462s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4861726574616C3230303462s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4861726574616C3230303462s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48617431393933s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48617431393933s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib48617431393933s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4861744B656932303031s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4861744B656932303031s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4861744B656932303031s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib486F666574616C32303039s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib486F666574616C32303039s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib486F666574616C32303039s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4875626574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4875626574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4875626574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4C6C6131393732s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4C6C6131393732s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D617432303035s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D617432303035s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D617432303035s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D617432303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D617432303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D617432303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D617432303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D61746574616C32303036s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D61746574616C32303036s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D61746574616C32303036s1
http://dx.doi.org/10.1029/2010GC003478
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D634C6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D634C6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D634C6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D634C6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D656D6574616C32303130s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D656D6574616C32303130s1


Y. Buret et al. / Earth and Planetary Science Letters 450 (2016) 120–131 131
batholiths: an example from the tuolumne intrusion, sierra Nevada, California. 
Geol. Soc. Am. Bull. 122, 1912–1931.

Mercer, C.N., Reed, M.H., Mercer, C.M., 2015. Time scales of porphyry Cu deposit 
formation: insights from titanium diffusion in quartz. Econ. Geol. 110, 587–602.

Miller, C.F., Furbish, D.J., Walker, B.A., Claiborne, L.L., Koteas, G.C., Bleick, H.A., 
Miller, J.S., 2011. Growth of plutons by incremental emplacement of sheets in 
crystal-rich host: evidence from Miocene intrusions of the Colorado River re-
gion, Nevada, USA. Tectonophysics 500, 65–77.

Miller, J.S., Matzel, J.E., Miller, C.F., Burgess, S.D., Miller, R.B., 2007. Zircon growth 
and recycling during the assembly of large, composite arc plutons. J. Volcanol. 
Geotherm. Res. 167, 282–299.

Nadeau, O., Stix, J., Williams-Jones, A.E., 2013. The behavior of Cu, Zn and Pb during 
magmatic-hydrothermal activity at Merapi volcano, Indonesia. Chem. Geol. 342, 
167–179.

Ohnenstetter, D., Cesbron, F., Remond, G., Caruba, R., Claude, J.-M., 1991. Émissions 
de cathodoluminescence de deux populations de zircons naturels: tentative d’in-
terprétation. C. R. Séances Acad. Sci., Sér. 2 Méc.-Phys. Chim. Sci. Univers Sci. 
Terre 313, 641–647.

Proffett, J.M., 2003. Geology of the Bajo de la Alumbrera porphyry copper–gold de-
posit, Argentina. Econ. Geol. 98, 1535–1574.

Reid, M.R., Vazquez, J.A., Schmitt, A.K., 2011. Zircon-scale insights into the history 
of a Supervolcano, Bishop Tuff, Long Valley, California, with implications for the 
Ti-in-zircon geothermometer. Contrib. Mineral. Petrol. 161, 293–311.

Rivera, T.A., Schmitz, M.D., Crowley, J.L., Storey, M., 2014. Rapid magma evolu-
tion constrained by zircon petrochronology and 40Ar/39Ar sanidine ages for the 
Huckleberry Ridge Tuff, Yellowstone, USA. Geology 42, 643–646.

Rubatto, D., Hermann, J., 2007. Experimental zircon/melt and zircon/garnet trace 
element partitioning and implications for the geochronology of crustal rocks. 
Chem. Geol. 241, 38–61.

Samperton, K.M., Schoene, B., Cottle, J.M., Keller, C.B., Crowley, J.L., Schmitz, M.D., 
2015. Magma emplacement, differentiation and cooling in the middle crust: 
integrated zircon geochronological–geochemical constraints from the Bergell In-
trusion, Central Alps. Chem. Geol. 417, 322–340.

Sasso, A., Clark, A., 1998. The Farallón Negro Group, northwest Argentina: magmatic, 
hydrothermal and tectonic evolution and implications for Cu–Au metallogeny in 
the Andean back-arc. Soc. Econ. Geol. Newslett. 34, 8–18.

Schaltegger, U., Brack, P., Ovtcharova, M., Peytcheva, I., Schoene, B., Stracke, A., 
Marocchi, M., Bargossi, G.M., 2009. Zircon and titanite recording 1.5 million 
years of magma accretion, crystallization and initial cooling in a composite plu-
ton (southern Adamello batholith, northern Italy). Earth Planet. Sci. Lett. 286, 
208–218.

Schmitz, M.D., Bowring, S.A., 2001. U–Pb zircon and titanite systematics of the Fish 
Canyon Tuff: an assessment of high-precision U–Pb geochronology and its ap-
plication to young volcanic rocks. Geochim. Cosmochim. Acta 65, 2571–2587.

Schmitz, M.D., Schoene, B., 2007. Derivation of isotope ratios, errors, and error cor-
relations for U–Pb geochronology using 205Pb–235U–(233U)-spiked isotope dilu-
tion thermal ionization mass spectrometric data. Geochem. Geophys. Geosyst. 8. 
http://dx.doi.org/10.1029/2006GC001492.

Schoene, B., Guex, J., Bartolini, A., Schaltegger, U., Blackburn, T.J., 2010a. Correlating 
the end-Triassic mass extinction and flood basalt volcanism at the 100 ka level. 
Geology 38, 387–390.
Schoene, B., Latkoczy, C., Schaltegger, U., Günther, D., 2010b. A new method inte-
grating high-precision U–Pb geochronology with zircon trace element analysis 
(U–Pb TIMS-TEA). Geochim. Cosmochim. Acta 74, 7144–7159.

Schoene, B., Schaltegger, U., Brack, P., Latkoczy, C., Stracke, A., Günther, D., 
2012. Rates of magma differentiation and emplacement in a ballooning plu-
ton recorded by U–Pb TIMS-TEA, Adamello batholith, Italy. Earth Planet. Sci. 
Lett. 355, 162–173.

Sillitoe, R.H., 2010. Porphyry copper systems. Econ. Geol. 105, 3–41.
Smoliar, M.I., Walker, R.J., Morgan, J.W., 1996. Re–Os ages of group IIA, IIIA, IVA, and 

IVB iron meteorites. Science 271, 1099.
Steinberger, I., Hinks, D., Driesner, T., Heinrich, C.A., 2013. Source plutons driving 

porphyry copper ore formation: combining geomagnetic data, thermal con-
straints, and chemical mass balance to quantify the magma chamber beneath 
the Bingham Canyon deposit. Econ. Geol. 108, 605–624.

Tapster, S., Condon, D., Naden, J., Noble, S., Petterson, M., Roberts, N., Saunders, A., 
Smith, D., 2016. Rapid thermal rejuvenation of high-crystallinity magma linked 
to porphyry copper deposit formation; evidence from the Koloula Porphyry 
Prospect, Solomon Islands. Earth Planet. Sci. Lett. 442, 206–217.

Trail, D., Tailby, N.D., Lanzirotti, A., Newville, M., Thomas, J.B., Watson, E.B., 2015. 
Redox evolution of silicic magmas: insights from XANES measurements of Ce 
valence in Bishop Tuff zircons. Chem. Geol. 402, 77–88.

Trail, D., Watson, E.B., Tailby, N.D., 2012. Ce and Eu anomalies in zircon as proxies 
for the oxidation state of magmas. Geochim. Cosmochim. Acta 97, 70–87.

Ulrich, T., Heinrich, C.A., 2002. Geology and alteration geochemistry of the porphyry 
Cu–Au deposit at Bajo de la Alumbrera, Argentina. Econ. Geol. 97, 1865–1888.

Von Quadt, A., Erni, M., Martinek, K., Moll, M., Peytcheva, I., Heinrich, C.A., 2011. 
Zircon crystallization and the lifetimes of ore-forming magmatic–hydrothermal 
systems. Geology 39, 731–734.

von Quadt, A., Wotzlaw, J.-F., Buret, Y., Large, S.J., Peytcheva, I., Trinquier, A., 2016. 
High-precision zircon U/Pb geochronology by ID-TIMS using new 1013 ohm re-
sistors. J. Anal. At. Spectrom. 31, 545–822.

Wark, D., Hildreth, W., Spear, F., Cherniak, D., Watson, E., 2007. Pre-eruption recharge 
of the Bishop magma system. Geology 35, 235–238.

Watson, E., Harrison, T., 2005. Zircon thermometer reveals minimum melting condi-
tions on earliest Earth. Science 308, 841–844.

Watson, E., Wark, D., Thomas, J., 2006. Crystallization thermometers for zircon and 
rutile. Contrib. Mineral. Petrol. 151, 413–433.

Weis, P., Driesner, T., Heinrich, C., 2012. Porphyry-copper ore shells form at sta-
ble pressure–temperature fronts within dynamic fluid plumes. Science 338, 
1613–1616.

Wendt, I., Carl, C., 1991. The statistical distribution of the mean squared weighted 
deviation. Chem. Geol., Isot. Geosci. Sect. 86, 275–285.

Wotzlaw, J.-F., Schaltegger, U., Frick, D.A., Dungan, M.A., Gerdes, A., Günther, D., 
2013. Tracking the evolution of large-volume silicic magma reservoirs from as-
sembly to supereruption. Geology 41, 867–870.

Zajacz, Z., Halter, W., 2009. Copper transport by high temperature, sulfur-rich mag-
matic vapor: evidence from silicate melt and vapor inclusions in a basaltic 
andesite from the Villarrica volcano (Chile). Earth Planet. Sci. Lett. 282, 115–121.

http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D656D6574616C32303130s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D656D6574616C32303130s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D65726574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D65726574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D696C6574616C32303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D696C6574616C32303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D696C6574616C32303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D696C6574616C32303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D696C6574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D696C6574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4D696C6574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4E61646574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4E61646574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4E61646574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4F686E6574616C31393931s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4F686E6574616C31393931s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4F686E6574616C31393931s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib4F686E6574616C31393931s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib50726F32303033s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib50726F32303033s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5265696574616C32303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5265696574616C32303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5265696574616C32303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5269766574616C32303134s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5269766574616C32303134s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5269766574616C32303134s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib52756248657232303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib52756248657232303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib52756248657232303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib53616D6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib53616D6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib53616D6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib53616D6574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib536173436C6131393938s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib536173436C6131393938s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib536173436C6131393938s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C32303039s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C32303039s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C32303039s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C32303039s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C32303039s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib536368426F7732303031s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib536368426F7732303031s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib536368426F7732303031s1
http://dx.doi.org/10.1029/2006GC001492
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C3230313061s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C3230313061s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C3230313061s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C3230313062s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C3230313062s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C3230313062s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5363686574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib53696C32303130s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib536D6F6574616C31393936s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib536D6F6574616C31393936s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5374656574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5374656574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5374656574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5374656574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5461706574616C32303136s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5461706574616C32303136s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5461706574616C32303136s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5461706574616C32303136s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5472616574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5472616574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5472616574616C32303135s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5472616574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5472616574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib556C7248656932303032s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib556C7248656932303032s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5175616574616C32303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5175616574616C32303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5175616574616C32303131s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5175616574616C32303136s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5175616574616C32303136s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5175616574616C32303136s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5761726574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5761726574616C32303037s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib57617448617232303035s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib57617448617232303035s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5761746574616C32303036s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5761746574616C32303036s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5765696574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5765696574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5765696574616C32303132s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib57656E43617231393931s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib57656E43617231393931s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib576F746574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib576F746574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib576F746574616C32303133s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5A616A48616C32303039s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5A616A48616C32303039s1
http://refhub.elsevier.com/S0012-821X(16)30304-1/bib5A616A48616C32303039s1

	From a long-lived upper-crustal magma chamber to rapid porphyry copper emplacement: Reading the geochemistry of zircon crystals  at Bajo de la Alumbrera (NW Argentina)
	1 Introduction
	2 Geological setting
	3 Samples and methods
	4 Results
	4.1 ID-TIMS U-Pb zircon and Re-Os molybdenite geochronology
	4.2 Bulk grain solution trace element and Hf-isotopic compositions of zircons
	4.3 Zircon textures
	4.4 In-situ trace element and Hf isotope analyses

	5 Discussion
	5.1 Effect of mixing various age domains on obtained CA-ID-TIMS dates
	5.2 Timescales of porphyry Cu formation
	5.3 Evolution of the ore forming magma chamber
	5.4 Forming a world-class porphyry Cu deposit

	6 Summary and conclusions
	Acknowledgements
	Appendix A Supplementary material
	References


