minerals m\py

Article

Petrogenetic Constraints of Early Cenozoic Mafic
Rocks in the Southwest Songliao Basin, NE China:
Implications for the Genesis of Sandstone-Hosted
Qianjiadian Uranium Deposits

Dong-Guang Yang 10, Jian-Hua Wu "%, Feng-Jun Nie 1'?>*, Christophe Bonnetti !, Fei Xia "2,
Zhao-Bin Yan !, Jian-Fang Cai 3, Chang-Dong Wang 3 and Hai-Tao Wang 3

1 State Key Laboratory of Nuclear Resources and Environment, East China University of Technology,

Nanchang 330013, China; yangdg@ecut.edu.cn (D.-G.Y.); christoph.bonnetti@gmail.com (C.B.);
fxia@ecit.cn (F.X.); zbyan@ecit.cn (Z.-B.Y.)

2 College of Earth Science, East China University of Technology, Nanchang 330013, China

3 No. 243 Geological Party, The China National Nuclear Corporation, Chifeng 024006, China;
awfi0013@126.com (J.-F.C.); 18747688243@163.com (C.-D.W.); Simply721@126.com (H.-T.W.)

*  Correspondence: jhwu@ecit.cn (J.-H.W.); niefj@ecit.cn (F.-].N.); Tel.: +86-0791-83897801 (J.-H.W.)

Received: 14 October 2020; Accepted: 12 November 2020; Published: 14 November 2020 ﬁge(f:tfgsr

Abstract: The tectonic inversion of the Songliao Basin during the Cenozoic may have played an
important role in controlling the development of sandstone-type uranium deposits. The widely
distributed mafic intrusions in the host sandstones of the Qianjiadian U ore deposits provided new
insights to constrain the regional tectonic evolution and the genesis of the U mineralization. In this
study, zircon U-Pb dating, whole-rock geochemistry, Sr-Nd-Pb isotope analysis, and mineral chemical
compositions were presented for the mafic rocks from the Qianjiadian area. The mafic rocks display
low SiO, (44.91-52.05 wt.%), high TFEe, 05 contents (9.97-16.46 wt.%), variable MgO (4.59-15.87 wt.%),
and moderate K;O + NayO (3.19-6.52 wt.%), and can be subdivided into AB group (including
basanites and alkali olivine basaltic rocks) and TB group (mainly tholeiitic basaltic rocks). They are
characterized by homogenous isotopic compositions (eng (t) = 3.47-5.89 and & Sr/%0Sr = 0.7032-0.7042)
and relatively high radiogenic 2°°Pb/2%*Pb (18.13-18.34) and Nb/U ratios (23.0-45.6), similar to the
nearby Shuangliao basalts, suggesting a common asthenospheric origin enriched with slab-derived
components prior to melting. Zircon U-Pb and previous Ar-Ar dating show that the AB group formed
earlier (51-47 Ma) than the TB group (42—40 Ma). Compared to the TB group, the AB group has
higher TiO,, Na,O, KO, P,0s, Ce, and HREE contents and Ta/Yb and Sr/Yb ratios, which may have
resulted from variable depth of partial melting in association with lithospheric thinning. Combined
with previous research, the Songliao Basin experienced: (1) Eocene (~50-40 Ma) lithospheric thinning
and crustal extension during which mafic rocks intruded into the host sandstones of the Qianjiadian
deposit, (2) a tectonic inversion from extension to tectonic uplift attributed to the subduction of
the Pacific Plate occurring at ~40 Ma, and (3) Oligo-Miocene (~40-10 Ma) tectonic uplift, which
is temporally associated with U mineralization. Finally, the close spatial relation between mafic
intrusions and the U mineralization, dike-related secondary reduction, and secondary oxidation of
the mafic rocks in the Qianjiadian area suggest that Eocene mafic rocks and their alteration halo in the
Songliao Basin may have played a role as a reducing barrier for the U mineralization.

Keywords: Qianjiadian uranium deposit; Songliao Basin; mafic rocks; tectonic inversion; reducing
barrier; U mineralization
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1. Introduction

The tectonic evolution of sedimentary basins from extension to compression has been regarded
as the key factor to the formation of sandstone-type uranium deposits [1-6]. For example, tectonic
movements controlled the deposition of sediments, fluid flow, and climatic variations within the
basin [7], and the timing of uranium mineralization is generally related to tectonic uplifts [5]. Moreover,
the relationship between basic rocks emplaced during extension and uranium deposition has always
attracted much attention. Previous studies mainly focused on the effects of mafic dikes on uranium
mineralization in volcanic- and granite-related uranium deposits [8-12]. Except for U mineralization
associated with mafic intrusions in Proterozoic sandstones [13], the roles of mafic dikes in the genesis
of sandstone-hosted uranium deposits have been poorly constrained.

The Qianjiadian uranium deposit has been widely regarded as a typical interlaminar
oxidation zone-type uranium deposit in the southern part of the Songliao Basin (Figure 1) [14-16].
Many publications have documented the sedimentary facies, depositional environment, sandstone
petrography and geochemistry, mineral paragenesis and textures, mineralization geochronology,
and ore genesis model for the deposit [17-21]. In the Qianjiadian area, uranium is mainly adsorbed or
reduced on carbonaceous debris or migrated oil, and U minerals such as pitchblende and coffinite
are intimately associated with iron disulphides [22-27]. Several studies were conducted on the
micro-morphological observations, in situ sulfur isotope analysis of pyrites, and carbon isotope
composition of calcite cement, emphasizing the role of bacterial sulphate reduction (BSR) in the
genesis of the U mineralization in the Qianjiadian area [28-33]. Nevertheless, the tabular U ore
bodies in the Qianjiadian deposit are spatially associated with secondary reduced gray sandstones or
bleached white sandstones [34] (Figure 2) together with the widely distributed mafic rocks [17], which
significantly differ from the two predominant models of redox front sandstone-hosted U deposits
presented in [33]. In addition, detailed petrographic studies performed on carbonaceous debris from
this deposit showed significant increase of the vitrinite reflectance, suggesting that the U mineralization
is spatially associated with the alteration halo of the diabase dikes [20]. However, the emplacement
age and geochemical signatures of these mafic rocks have not been carefully constrained, and their
possible role in the genesis of the Qianjiadian deposit has to be clearly characterized.
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Figure 1. (a) A sketch map showing the location of the Songliao Basin. (b) Tectonic units of the Songliao
Basin (modified from [35]). (c) Spatial distribution of the interstratified oxidation and mafic rocks in the
Qianjiadian uranium deposit, modified after [19,34].
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Figure 2. Geological cross-section (a) and lithological column of drill hole ZKX35-14 (b) in the
Qianjiadian uranium deposit showing the relationship between diabase, faults, and uranium

mineralization (the location is shown in Figure

1b).
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Moreover, the apatite and zircon fission-track data of the Baixingtu ore deposits recorded two
distinct stages of rapid cooling after the Late Cretaceous, with stage I at ~80-50 Ma and stage II at
~40-10 Ma, respectively [5]. Based on whole rock U-Pb isotopic dating and geochemical features of
the Qianjiadian deposit, Luo et al. [18] proposed a multi-stage genetic model, with an early stage of
synsedimentary U mineralization (96 + 14 Ma), later overprinted by oil and gas migration (67 + 5Ma)
and hydrothermal fluids percolation (40 + 3 Ma). Recently, U-Th-Pb chemical ages obtained by electron
probe micro-analyzer (EPMA) revealed two younger and more dominant stages of mineralization
at 43-28 Ma and 19-3 Ma, respectively [36]. Most of the uranium mineralization occurs around the
tectonic uplifts with ages younger than 40 Ma [36], and these tectonic uplifts and sandstone-type
uranium deposits show close spatial and temporal relationships [5].

Moreover, Cheng et al. [6] proposed that Miocene tectonic uplift (~40-10 Ma) of the basin caused
large-scale uranium mineralization. Although the tectonic uplift events have been extensively studied,
when and how the tectonic inversion from extension to uplift occurred has not been carefully constrained.
Mafic rocks that generally occur in extension environment are widespread in the sandstone-hosted
uranium ore deposits in the Qianjiadian area, Songliao Basin (Figure 1c), and have intruded into the
sandstones of the Yaojia and Nenjiang formations (Figure 2). Based on whole-rock Ar-Ar dating,
Xia et al. [15] proposed that the diabase dikes were emplaced at 49.5 + 5 Ma. However, LA-ICP-MS
analysis of zircons from mafic dike in Baixingtu ore deposit yielded an age of 70.0 + 3.0 Ma [37].
Therefore, detailed geochronology and geochemistry of the mafic rocks could provide important
information for regional tectonic evolution of the basin.

Here, zircon U-Pb ages, whole-rock geochemistry, Sr-Nd-Pb isotopic compositions, and mineral
chemical compositions were presented for the mafic rocks in the Qianjiadian U deposit in the
Songliao basin, Northeastern China. These new data combined with previous low-temperature
thermochronologic data are then used to discuss regional uplift and extension events, and their
geodynamic mechanism and implications for uranium mineralization.

2. Geological Setting

The Songliao Basin is a large oil, gas, and uranium producer and covers an area of 260,000 km? in
NE China [35,38]. It is bounded by the Zhangguangcai Range to the east, the Great Xing’an Range in
the northwest, the Lesser Xing’an Range to the northeast, and the North China Craton in the south [39]
(Figure 1b). This Mesozoic—Cenozoic sedimentary basin trends north-northeast to south-southwest
and was formed on a folded basement. This basement is mainly composed of Paleozoic to Mesozoic
metamorphic and igneous rocks [40]. This basin began with syn-rift volcanogenic successions during
the period from 150 to 105 Ma, followed by post volcanic thermal sagging between 105 and 79.1 Ma,
and ended with regional uplift and basin inversion from 79.1 to 40 Ma [41]. Sediments from the Upper
Jurassic and Lower Cretaceous Huoshiling (Jsh), Shahezi (K;s), and Yingcheng (K;y) formations were
deposited in a syn-rifting tectonic setting. The Upper Cretaceous Quantou (K;q), Qingshankou (Kyqn),
Yaojia (K,y), and Nenjiang (K;n) formations developed during the post-rift thermal subsidence of the
basin [35,38]. The Yaojia Formation is mainly constituted of fluvial and deltaic coarse-grained deposits,
whereas the Nenjiang Formation is primarily composed of lacustrine fine-grained deposits (Figure 2).

The Qianjiadian uranium deposit is hosted within the Yaojia Formation in the southwestern
part of the Songliao Basin and is located at a depth between 200 and 400 m below the surface.
Uranium ore bodies with an average grade of 0.0104% to 0.0287% are mainly tabular or lenticular in
shape [42]. The ore-hosting sediments are mainly composed of fine-grained sandstone, siltstone, and
mudstone with pitchblende and coffinite as the predominant uranium minerals [15-20]. Intrusive mafic
rocks are also widespread in sandstones of the Yaojia Formation in the Qianjiadian area (Figure 1c).
They are crosscut by relatively abundant carbonate veins and their alteration halo displays a secondary
reduced green-white zone characterized by a pervasive green alteration in reduced grey sandstones as
described by Bonnetti et al. [27] and the bleaching of oxidized sandstones (Figure 3a). The mineral
assemblage of the green alteration includes newly precipitated chlorite, epidote, and carbonate [27,28]
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that mainly occur as cement filling sandstone porosity. Based on grain sizes, these mafic rocks show
fine-grained and medium- to coarse-grained textures. The fine-grained mafic rocks mainly consist of
diabase (Figure 3b) and medium-coarse grained mafic rocks mainly composed of gabbro (Figure 3d).
The diabase exhibits an ophitic texture and massive structure and is mainly composed of plagioclase
(60-65 vol.%), clinopyroxene (30-35 vol.%), and small amounts of olivine (5-10 vol.%) and most grains
have a maximum size less than 1 mm. The gabbro is massive and has a fine- to medium-grained
granular texture, and consists of plagioclase (45-50 vol.%), clinopyroxene (40-45 vol.%), and small
amounts of olivine (5-8 vol.%) and magnetite (3-5 vol.%).

' Mafic rocks" s AR
B ___ T e

Carbonate'veins

Figure 3. Field photographs and photomicrographs of selected samples from the Cenozoic mafic rocks
in the Qianjiadian region. (a) Field photographs show the contact relationship of mafic rocks, grey
sandstone with green alteration, and secondary reduced (bleaching) white/pink siltstone. (b) Microscope
photograph of diabases with Ol, Cpx, and P1. (c) Diabases with Mt and Cpx. (d) Back scattered electron
(BSE) image of diabase with Ol, Cpx, and Pl. Cpx= clinopyroxene; Ol = olivine; Pl = plagioclase;
Mt = magnetite.

3. Analytical Methods

3.1. U-Pb Zircon Dating

Zircon separation was undertaken using heavy liquid and magnetic techniques and was further
purified by hand picking under a binocular microscope. Separated grains were cast into epoxy
resin discs and polished approximately to expose the grain centers. Prior to isotopic analyses,
the microstructures of zircon grains were performed using cathodoluminescence (CL) imaging. Zircon
U-Pb isotopic analysis was conducted using an Agilent 7500a inductively coupled plasma-mass
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spectrometer (ICP-MS) instrument equipped with a ComPex102 193 nm ArF excimer laser ablation
system at the Key Laboratory of Mineral Resources Evaluation in Northeast Asia, Ministry of Natural
Resources of China, Jilin University, China. The detailed description of the analysis technique was
described by Liu et al. [43]. Harvard zircon 91500 was used as an external standard to normalize
isotopic fractionation, and a standard silicate glass (NIST SRM 610) was used as an external standard
to calculate the U, Th, and Pb concentrations of unknowns.

3.2. Major and Trace Element Determinations

Bulk rock abundances of major and trace elements were conducted at the Beijing Createch Testing
Technology Co. Ltd, Beijing, China. Major element compositions were analyzed by X-ray fluorescence
spectrometer (XRF, Rigaku RIX 2100), with analytical uncertainties of 1%-5%. Trace elements were
conducted using a Perkin-Elmer Elan 6000 ICP-MS after acid digestion of the samples in high-pressure
Teflon bombs, with analytical uncertainties between 1% and 3%. The National standards GSR1, GSR3,
BCR-2, and GSP-2 were chosen to calibrate element abundances of the analyzed samples.

3.3. Whole-Rock Sr—Nd—Pb Isotope Analysis

Whole-rock Sr-Nd-Pb isotopic analyses were undertaken using a high-resolution
multiple-collector (MC)-ICP-MS (Thermo-Fisher Neptune Plus) at the Beijing Createch Testing
Technology Co. Ltd., Beijing, China. Prior to the separation of Sr, Nd, and Pb by ion-exchange
techniques, approximately 50~100 mg powder for each sample was dissolved in a PFA beaker with HF
+ HNOj3 at 100 °C for 6 days. Repeated standard analyses yielded 8 Sr/3Sr of 0.710247 + 13 (NBS-987)
and “3Nd/"*4Nd of 0.512192 + 15 (GSB Nd), respectively. For Pb isotope analyses, the CAGS Pb was
used as the standard yielded average for 206pp204Pp = 17.9698 + 0.0090 (2 SD, n = 11), 207Pb/2%Pb =
15.5616 + 0.0008 (2S D, n = 11), and 2%8Pb/2%Pb = 38.4036 + 0.0019 (2 SD, n = 11), respectively.

3.4. Olivine Composition Analyses

The major and minor elements of olivine were determined by EPMA (JEOL-JXA 8230) at the
State Key Laboratory of Nuclear Resources and Environment, East China University of Technology,
Nanchang, China. The operating conditions were conducted using 20 kV accelerating voltage, 300 nA
beam current, 2 um beam diameter, and 20 s peak counting time for major elements (Mg, Fe, 5i),
40s peak counting time for Ca and Mn, and 90 s peak counting time for Ni. In details, Si, Mg, Al, and
Ca were normalized to olivine, Fe and Mn to diopside, and Ni to ZBA Oxide NiO. The original data
reduction was performed using the ZAF correction.

4. Results

4.1. U-Pb Zircon Geochronology

The analyzed zircons were clear euhedral-subhedral prisms and showed fine-scale and striped
absorption oscillatory zoning (Figure 4). They had high Th/U ratios of 0.51-1.82 (Table S1), indicating
their magmatic origin [44]. Four samples yielded ages of 46.6-40.3 Ma that were significantly younger
than the stratigraphic ages of the Yaojia Formation (~91-88.5 Ma) [45]. Generally, silica-rich mafic rocks
with coarse-grained texture have more potential to crystallize their own zircons. In this study, three
samples of medium- to coarse-grained mafic rocks (sample BLS12-1, BLS13-5, and BLS13-7) yielded
ages of 42.3-40.3 Ma; nevertheless, only two zircon grains from fine-grained mafic rocks (sample
BLS14-2) yielded apparent ages of 46.5 and 46.6 Ma (Table S1).

A total of 20 concordant zircon U-Pb analyses were obtained from sample BLS12-1, yielding
apparent ages ranging from 40 + 1 to 3549 + 17 Ma. Twelve zircon grains yielded apparent ages
between 40 + 1 and 44 + 1 Ma, with a weighted mean 2%°Pb/?8U age of 42 + 1 Ma (N = 12, mean square
weighted deviation (MSWD) = 4.6; Figure 5a). The remaining zircons yielded apparent ages between
254 and 3549 Ma (Table S1). The younger age of 42 + 1 Ma represents the crystallization age of the
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diabase, with the older ages representing the crystallization ages of captured zircon grains entrained
by the diabase.
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Figure 4. Representative cathodoluminescence (CL) images of selected zircons from the Cenozoic mafic
rocks in the Qianjiadian region.

A total of 15 concordant zircon U-Pb analyses were obtained from sample BLS13-5, yielding
206Pb/238U ages ranging from 38 to 42 Ma, with a weighted mean 2°°Pb/?%U age of 40 + 1 Ma (N = 16,
MSWD = 2.0; Figure 5b), representing the crystallization age of the diabase porphyrite.

A total of 20 concordant zircon U-Pb analyses were obtained from sample BLS13-7, yielding
206Pb/238U ages ranging from 40 to 44 Ma with a weighted mean 2%°Pb/?38U age of 42 + 1 Ma (N = 20,
MSWD = 1.1; Figure 5c), representing the crystallization age of the diabase.

A total of 25 U-Pb analyses were obtained from sample BLS14-2 (Table S1), and most grains
showed apparent ages ranging from 46.5 + 0.9 to 972 + 12 Ma (Figure 5d). Two zircon grains yielded
206pPb/238U ages of 46.5 and 46.6 Ma, with a weighted mean 2%°Pb/?8U age of 47 + 1 Ma (N = 2,
MSWD = 0.01; Figure 5d). The remaining zircons yielded apparent ages between 570 and 898 Ma.
These older ages represent the times of crystallization of captured zircons entrained by the diabase,
whereas the younger age (47 Ma) was interpreted as the crystallization age of this diabase, which is
very similar to the Ar-Ar age of the nearby Shuangliao alkali basalts (48.5~51 Ma) [46].
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Figure 5. (a-d) U-Pb concordia diagrams for zircons from samples of Cenozoic mafic rocks in the
Qianjiadian area.

4.2. Major and Trace Elements

Major element data for a total of 27 rock samples are given in Table S2. The studied samples fall
into two categories in the 5iO; vs. Na,O+K,O (Figure 6a) and Zr/TiO; vs. Nb/Y diagrams (Figure 6b):
The AB group is predominantly alkali basaltic rocks and the TB group is tholeiitic basaltic rocks
(Figure 6d). The CIPW normative calculation further indicates that the AB group is mostly alkali olivine
basaltic rocks and basanite, whereas the TB group is predominantly olivine tholeiitic basaltic rocks with
minor quartz tholeiitic basalts (Table S2). Both AB and TB groups have high TFe;O3 (9.97-16.46 wt.%)
and TiO; (1.44-2.20 wt.%) contents and high FeO!/(FeO! + MgO) ratios (0.65-0.82), indicating a ferroan
nature. These rocks also have higher NayO contents compared to the Wudalainchi rocks and most
of the Keluo-Nuomin samples (Figure 6¢c). In Harker diagrams (Figure 7), the AB group has higher
TiO,, NayO, KO, and P05 contents than the TB group. The TB group has higher SiO,, Ni, Co, and Sc
contents and Al,O3/TiO; ratios relative to the AB group samples. In general, the increase of Ni and Co
contents is positively correlated with the increase of MgO in AB and TB Groups (Figure 7).
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Figure 6. Plots of (a) Na,O+K;O vs. SiO, (after Irvine and Baragar [47]), (b) Zr/(TiO; X 107%)
vs. Nb/Y (after Winchester and Floyd [48]), (c) K;O (wt.%) versus Na,O (wt.%) [49], and (d)
TFeO-Na; O+K,0-MgO triangular diagram, the boundary line between alkaline series and the tholeiitic
series after Irvine and Baragar [47], A = Na,O + K,O (wt.%); F = TEeO (wt.%); M = MgO (wt.%).
The chemical data for the alkaline basalts of Shuangliao [46], Tholeiitic basaltic rock of Qianjaidian
areas [37], and potassium basalts of Greater Khingan Range [49] are shown for comparison.

Trace element data are presented in Table S2. For comparison, data for Eocene alkali basalts
from Shuangliao and tholeiitic diabases from Qianjiadian are also plotted in Figure 8. All samples are
enriched in large-ion lithophile elements (LILE) and light rare earth elements (LREEs), with obvious
positive Ba and Sr anomalies and negative Th, U, and P anomalies (Figure 8a). In general, the AB group
has higher LREE contents (La = 18.42-53.71 ppm) and LREE/HREE ratios ((La/Yb) ny = 10.53-35.91) than
the TB group (La = 7.52-15.29 ppm, (La/Yb) Ny = 3.80-7.41). In addition, the samples of AB group show
positive Nb-Ta anomalies, which are similar to oceanic island basalt (OIB) (Figure 8b), whereas the TB
samples display lower abundances of most trace elements similar to those of enriched mid-oceanic

ridge basalt (E-MORB).
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Figure 7. MgO versus major (a-i) and trace elements (j-1) of the Cenozoic mafic rocks in the

Qianjiadian area.
4.3. Sr—Nd-Pb Isotopes

The Sr—-Nd-Pb isotope compositions are presented in Table S3. The isotope data of basalts from
Hannuoba, Wudalianchi, southeast China, are also plotted for comparison (Figure 9). The Hannuoba
and Wudalianchi basalts represent typical indicators of two end members mixing between the depleted
mantle (DM) and the enriched mantle 1 (EM1) [50,51] and the basalts from southeast (SE) China record
source mixing between DM and EM 2 components [52]. The Qianjiadian mafic rocks exhibit a limited
range in Sr-Nd isotopic composition (8Sr/8Sr = 0.7033-0.7043, eng (t) = 3.47-5.89) and plot to the right
of the mantle array in the 1**Nd/"*4Nd vs. 8Sr/3Sr diagram (Figure 9a). This horizontal displacement
may reflect the hydrothermal interaction of seawater with oceanic crust [53]. The TB group displays
lower eng (t) (3.47-4.32) and higher (¥Sr/%0Sr); (0.7040-0.7042) than AB group (eng (t) = 5.51-5.89;
(®7Sr/86Sr); = 0.7032-0.7033) (Figure 9a,b), indicating more enriched components in their mantle source.
The studied samples also exhibit a relatively homogeneous Pb isotopic composition (2°°Pb/2%Pb =
18.13-18.34, 27Pb/2%4Pb = 15.46-15.50, and 298Pb/2%4Pb = 38.18-38.58, Table S3). In the 2%8Pb/24Pb vs.
206pp/204PD isotopic correlation diagrams, the samples exhibit higher Pb isotopic ratios than those of
Hannuoba and Wudalianchi, but lower than those of Cenozoic basalts in southeast China, and plot
close to the region the Cenozoic basalts in Indian MORB (Figure 9d).
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Figure 9. Whole-rock Sr-Nd-Pb isotopic compositions for the Cenozoic Qianjiadian mafic rocks.
(a) 8 Sr/30Sr vs. 143N d/"*4Nd diagram; (b) (¥7Sr/30Sr); vs. eng (t) diagram; (c) 2%°Pb/2%4Pb vs. 207Pb/204Pb;
(d) 206pp/204Pp vs. 208Pp/204ph, DM, depleted mantle; EM-1 and EM-2, enriched mantle-1 and enriched
mantle-2; HIMU, mantle with high U/Pb ratio; PREMA, frequently observed prevalent mantle; BSE,
bulk silicate Earth; MORB, mid-ocean ridge basalt. The fields of the above mantle reservoirs are
from Zindler and Hart (1986) [56]. Pb isotope mixing model is from Kuritani et al. [57]. Fields for
the Southeastern (SE) China, Indian Ocean MORB, and Pacific and North Atlantic MORBs are from
Chung et al., Barry and Kent (1998), and Zou et al. [52,58,59]. The Northern Hemisphere Reference
Line (NHRL) is after Hart [60].

4.4. Mineral Compositions

The chemical compositions of olivine from alkali basaltic rocks (sample BLS01-3) and tholeiitic
basaltic rocks (sample BLS07-2) were presented in Table S4 and plotted in Figure 10. The olivine
exhibits granular in texture (Figure 10) and is characterized by higher CaO contents (> 0.26 wt.%),
but lower NiO (< 0.23 wt.%) and Fo (<75.82) (Figure 11a,b) than the olivine xenocrysts of the peridotite
xenoliths entrained from the Shuangliao basalts [61]. These characteristics are similar to magmatic
phenocrysts, differing from fragmented mantle-derived xenocrysts.

The zoned olivine phenocrysts from alkali basalts and tholeiitic mafic rocks show consistent
variations from core to rim (Figure 10a,b). In general, the rims have relatively lower NiO and Fo and
higher CaO, FeO, and MnO contents than the cores (Figure 10c,f), which correspond to light margin
and dark interior in BSE images (Figure 10a,b), respectively, indicating the effect of chemical diffusive
re-equilibrium between olivine and melt in the process of crystallization [62,63]. We, therefore, favor
that only the composition of the cores of olivine phenocrysts can reflect the natural origin of their
mantle source.
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Figure 10. Core-rim compositions of two representative zoned olivine from samples BLS01-3 and
BLS07-2 of the Qianjiadian basaltic rocks. Back-scattered electron images show the compositional
traverses (c—f) marked by red lines (a,b). The cores have higher Fo and NiO and lower MnO and CaO
content than the rims. Fo = 100 X Mg/(Mg + Fe + Mn). For mineral abbreviations, see Figure 3.

4.5. Characteristics of the Host Sandstones and Secondary Alteration Related to Mafic Intrusions

The sediments of the Yaojia Formation mainly consist of sandy conglomerate, very coarse-
to fine-grained sands, siltstone, and mudstone. Volumetrically, sandy lithofacies predominate the
stratigraphic column (Figure 2b). Sandy facies show a large grain-size distribution from very coarse
to very fine sands and display constant stratigraphic occurrence of phytoclasts within primary
reduced grey lithofacies [27]. The sandstones hosting the U mineralization in the Qianjiadian area
are globally of arkosic sandstone-to-sandstone composition and are mainly grain-supported, except
for fine-grained facies or altered lithologies, which are more matrix-supported or show secondary
cementation. The primary reduced host sandstones are mainly composed of lithic fragments and
individual detrital minerals such as quartz, K-feldspar, plagioclase, biotite, muscovite, and chlorite.
In the Qianjiadian area, the U mineralization occurs at the redox interface between the primary reduced
and the secondary oxidized sandstones (Figure 2b) or close to a secondary reduced green-white
zone [18,27,31] related to mafic rock intrusions that are spatially distributed along the redox boundary
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(Figures 1c and 2b). Besides, the content of U from Yaojia Formation sandstones is inversely correlated
with REEs’ content [17]. Compared with the sandstones far from the mafic intrusions, the sandstones
near the mafic intrusions are obviously depleted in REEs [17]. Regionally, sediments of the Yaojia
Formation were deposited under a hot and dry climate; hence, resulting in the primary oxidation of
part of these sediments (Figure 3a) [64]. Then, the sediments of the Yaojia Formation experienced a
secondary reduction related to mafic intrusions, which are characterized by a pervasive green alteration
in permeable sandstone (e.g., as shown in [27]) and the bleaching of primary oxidized lithologies (e.g.,
white sandstone in Figure 3a). The green alteration occurring within the alteration halo of these mafic
rocks is mainly characterized by pore filling of the host sandstone with newly formed chlorite, epidote,
and carbonate [27]. However, the spatial extension of this secondary reduction remains relatively
limited and mostly restricted to the vicinity of the mafic rocks.
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Figure 11. The composition variation of olivines from the Qianjaidian mafic rocks. (a) The mantle
olivine array and fractional crystallization trend are from [65]. (b) The dashed line separates the
composition of magmatic and xenocrystic olivine on the basis of CaO [66]. The fields and lines in plots
(c,d) are from [67]. All plots concur in a dominant pyroxenite source for the Qianjaidian mafic rocks.

5. Discussion

5.1. Crystal Fractionation and Crustal Contamination

Both fractional crystallization and crustal contamination could have significantly modified the
composition of basalt and, thus, hamper our interpretation of the mantle source. The existence of
inherited zircon grains (Figure 5d) suggests that a crustal assimilation occurred during magma ascent or
emplacement. However, most mafic rocks have relatively low SiO, and high MgO contents (Table S2).
In the 8Sr/80Sr and eng (t) vs. MgO diagrams (Figure 12), no clear linear relationship is observed,
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indicating insignificant crustal contamination was involved in the mantle source for the AB and

TB group.
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Figure 12. (a) Diagram of (87Sr/8Sr); versus MgO and (b) diagram of enq(t) versus MgO for the

identification of continental contamination.

The low and variable Ni content (63.45-547 ppm) and Mg# values (42.58-65.86) (Table S2),
indicating the basaltic samples, have suffered variable degrees of fractional crystallization (Figure 7).
All samples show positive correlations of Ni and Co vs. MgO, indicating fractional olivine crystallization
(Figure 7j,k). This is consistent with co-variations of NiO with Fo contents in the olivine phenocrysts
(Figure 11a). Both AB and TB groups show no obvious Eu anomalies (0Eu = 0.81-1.04), indicating that
plagioclase fractionation was insignificant. The positive correlation between CaO and MgO content
when MgO > 7.0 wt.% and negative linear relation of CaO vs. MgO at MgO < 7.0 wt.% (Figure 7f,i)
indicates that olivine was a major crystallizing phase at MgO > 7.0 wt.% but that clinopyroxene started
to fractionate at MgO < 7.0 wt.%.

5.2. Mantle Source of the Qianjiadian Mafic Rocks

Continental flood basalts are widely considered as mantle derived. However, it is still unclear
whether they are generated from metasomatized lithospheric mantle or partial melting of asthenospheric
mantle [68]. In the Sr-Nd diagram (Figure 9a,b), the Qianjiadian mafic rocks have lower 87Sr/8Sr and
higher *3Nd/!*4Nd ratios than the bulk silicate Earth, indicating a relatively depleted asthenospheric
source. Furthermore, the samples from Qianjiadian area are characterized by positive Nb and Ta
anomalies and high Nb/La (1.15-1.55), Nb/U (23.0-45.6), and Ce/Pb (3.93-34.9) ratios (those with low
Ce/Pb sample may reflect fluid mobile element Pb was affected by post-magmatic processes), with OIB
compositional signature (Figure 13a,b), providing another evidence of an asthenospheric origin [69].

However, the enrichment in incompatible elements such as LILEs and LREEs strongly reflecting
a fertile composition have been involved in their mantle source. Moreover, Nb/Yb and Ta/Nb
ratios overlap with the OIB field and are obviously different from that of MORB (Figure 13c,d).
Hence, an additional process must be taken into account for the chemical variation of the Qianjiadian
mafic rocks.
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Figure 13. (a) Nb/U vs. Nb, (b) Ce/Pb vs. Ce, (c) Th/Yb vs. Nb/Yb, and (d) Ba/Yb vs. Ta/Yb diagrams
for the Cenozoic Qianjiadian mafic rocks. Data for MORB and OIB are from [70], data for the upper
and lower crusts are calculated after Rudnick and Gao [71], and the field of the MORB-OIB mantle
array is from [72].

Ancient subducted continental sediments in the mantle transition zone (MTZ) may comprise
K-hollandite with low 233U/2%4Pb value and can eventually evolve to EM 1-type with low 2°°Pb/2%Pb
after longtime (> 1.5 Ga) separation [73,74], which can be considered as the EM 1 component captured
by basaltic magmas in eastern China [75]. However, high 2%Pb/2Pb for the Qianjiadian mafic rocks
cannot be the result of mixing between DM and EM 1 end members (Figure 9¢,d). We propose that
components of young subducting sediments with high 2°°Pb/2%Pb may have been recycled into their
mantle source because recent subducting sediments (including those from the Japanese island arc
system) have pronounced high radiogenic 2°°Pb/2Pb (18.459-19.452) [76].

The cores of olivine phenocrysts both in the AB and TB group have higher Fe contents but lower
Mn/Fe and Ca/Fe ratios than those crystallizing from peridotite melts, suggesting pyroxenite in their
mantle source (Figure 11c,d). The low §?°Mg anomaly and low §'80 values of the clinopyroxene
phenocrysts of Cenozoic continental basalts from the nearby Shuangliao indicate the contribution of
water-rich sedimentary carbonate recycled into the upper mantle [77,78]. Recent seismic tomography
studies also suggest a stagnant oceanic slab in the MTZ under eastern China [79,80], which can be
the result of subduction of the Pacific plate. Some scholars even propose that pyroxenite was formed
through reaction of the mantle peridotite with the carbonate-rich melts derived from the subducting
oceanic crust [81].

As a whole, recent subducted slab-derived sediments may have an effect on the high radiogenic
206 p/204Pp of the Qianjiadian mafic rocks, which can also be indicated by significant coherence between
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the mafic rocks and the triangle field determined by Pacific oceanic crust (silica-deficient pyroxenite),
depleted mantle (peridotite), and recent subducted sediments (Figure 9c).

5.3. Tectono-Magmatic Significance

The Early Cenozoic magmatic events involved both alkaline and tholeiitic magmatism (AB group
and TB group). However, the genetic relationship between this alkaline and tholeiitic magmatism
is unclear; for example, it is unclear whether the compositional difference for AB and TB group
is the results of crystallization differentiation, variable melting conditions from a similar source,
or formed independently.

The AB group displays major and trace element composition different from those of the TB group,
especially the lower abundances of most trace elements, such as Rb, Ba, Nb, Ta, K, and Ti of TB group in
the primitive mantle-normalized spider diagrams (Figure 8b,d). These features likely indicate these two
groups originated from independent sources. However, all the studied samples exhibit a limited range
in Sr-Nd isotopic composition (Figure 9) regardless of their petrographic type. Therefore, the analyzed
mafic rocks can be regarded as cogenetic, derived from a similar mantle source. The higher total REE
contents of AB group than TB group argue against the viewpoint that variable degrees of fractional
crystallization caused the compositional differences between the two groups. Therefore, different
melting conditions are likely responsible for the compositional variation between AB and TB groups.

It is widely recognized that the melting pressure has an impact on the degree of silica saturation
of the magmas [50,82,83]. Particularly, low degrees of partial melting at high pressure condition yield
magmas with more normative nepheline (Ne), while partial melting with large degree at lower pressure
condition generates magmas with normative hypersthene (Hy) and quartz (Q) [84]. In this study,
the AB group has relatively high Ne-normative contents (1.53% to 13.94%), while most samples from
the TB group have no Ne content (Table S2).

The plot of La/Yb vs. Sm/Yb has widely been used to distinguish between melting of spinel and
garnet peridotite. Considering that Yb is more compatible than La and Sm in garnet, rocks with low
degree of partial melting will exhibit high La/Yb and Sm/Yb ratios, whereas rocks with high degrees
of batch melting or derived from the spinel stability field will generate magmas with low La/Yb and
Sm/Yb ratios [50]. Figure 14a thus reveals that various degrees (1%—20%) of batch melting can produce
alkali and tholeiitic mafic rocks in the Qianjiadian U deposit. Specifically, samples of TB group show
higher degree of melting (15%—-20%) than these AB group (1%-10%). The lower degree of melting in
the AB group is consistent with the conclusion investigated using the (Tb/Yb)pp—(Yb/Sm)py diagram
(Figure 14b), given that melting degree shows negative correlation with melting depth [85], suggesting
that the AB group may have been generated at deeper depth than the TB group.

Zircon U-Pb and previous Ar-Ar dating indicates that the alkali basaltic rocks formed earlier
(51~47 Ma) than the tholeiitic basaltic rocks (42-39 Ma). Lithospheric thinning, therefore, can reveal the
decreasing alkalinity of the Qianjiadian mafic rocks with time. It is likely that at ~50 Ma the lithosphere
was relatively thick so that only the pyroxenite at deeper depths started to melt, forming basanites and
alkali basalts (Figure 15a). Following the lithospheric thinning, at ~40 Ma the melting column moved
to a relatively shallow level. Consequently, relatively large melting degree of pyroxenite occured to
generate the tholeiites (Figure 15b).

Thus, we infer that that the Cenozoic mafic rocks in the Qianjiadian area were generated from a
similar mantle source, and variable degrees of partial melting caused by lithospheric thinning may
have controlled the genesis of the Qianjiadian mafic rocks.



Minerals 2020, 10, 1014 18 of 26

8 A (a) 0.9

0.8

0.7

Melting of
garnet peridotite 0.6

0.5

Sm/Yb
(Yb/Sm),,

0.4
0.3
20%

0.2

1 Melting of
gt 5% spinel peridotite 0.1

30% N

0 10 20 30 40 50 60
La/Yb

0 0.5 1 1.5 2 2:5 3 3.5 4 4.5
(Tb/Yb),,

Figure 14. (a) La/Yb vs. Sm/YD for the mafic rocks. Also shown are batch melting curves calculated for
garnet peridotite and spinel peridotite. Partition coefficients are taken from [86]. (b) (Tb/Yb)pp versus
(Yb/Sm)py; for the for the samples from the Qianjiadian region. The black thick lines represent 1%,
5%, 10%, and 15% of aggregated fractional melting of peridotite and the dotted curves suggest the
percentage of melt contribution from a garnet-facies mantle (Gar); e.g., Gar 100 corresponds to the melt
from garnet peridotite and Gar 0 corresponds to the melt from spinel peridotite. The inverse modeling
used here follows [87].

5.4. Constraints on U Mineralization

Uranium is a typical redox sensitive element. It is ‘fluid-mobile” when present as oxidized
state (U°*) but largely immobile when present as reduced species (U**) [88-93]. Sandstone-hosted
U deposits are epigenetic deposits in which U minerals are present as disseminations and mineral
replacements primarily in fluvial, lacustrine, and deltaic sandstones [94]. There are few important
prerequisites for the formation of sandstone-hosted U deposits, which include (1) formation of reservoir
sand bodies [95], (2) interlayer oxidized zone, (3) a leachable U source, and (4) a reducing environment,
where the U is precipitated and concentrated [32,96]. In addition, tectonic inversion also exerts a
significant role in the infiltration of meteoric oxidizing fluids and the migration directions of U-bearing
groundwaters [1-6]. However, due to the incomplete stratigraphic record during the Cenozoic in the
Songliao Basin, the timing of this tectonic inversion remains controversial. Based on the fold and thrust
system and the continuous depocenter migration to the northwest Songliao basin, Wang et al. [41]
proposed that tectonic inversion began at 79.1 Ma and ended at 64 Ma, whereas Cheng et al. [21]
argued that this inversion characterized by the folds and the thrust faults mostly occurred during the
Oligo—-Miocene (~40-10 Ma), as indicated by apatite and zircon fission-track data. Combined with the
research on basalts from the Shuangliao area, the Cenozoic mafic magmatic activity is characterized by
alkali basaltic rocks formed at 50~47 Ma, followed by the emplacement of tholeiitic basaltic rocks at
42-40 Ma, indicating lithospheric thinning and crustal extension related to the subduction of the Pacific
plate. Therefore, the Eocene (~50-40Ma) mafic rocks in southern Songliao Basin were emplaced prior
to the Oligocene inversion (~40 Ma), described in [6,21], which marks the onset of a tectonic uplift
period in the Qianjiadian area, concomitant with the main mineralization stage (Figure 15c¢).

Eocene mafic rocks are widespread in sandstones of the Yaojia Formation hosting the U
mineralization in the Qianjiadian deposit (Figure 1). Previous studies proposed that the intrusion
of these mafic rocks triggered subsequent circulation of mantle-derived CO,-rich hydrothermal
fluids, which could have been responsible for U leaching from the surrounding sandstones [34].
In addition, it has also been proposed that the genesis of the U mineralization in the Qianjiadian area
was controlled by BSR processes within organic matter (OM)-bearing sandstones [28-33]. A recent
study on carbonaceous debris from the Qianjiadian U deposit showed the increase of the vitrinite
reflectance of carbonaceous debris, hence, revealing the heat effect of diabase dikes and related
fluids [20] and suggesting the close spatial relationship between the dikes and the U mineralization.
Nevertheless, recent EPMA chemical dating indicated that most of the U mineralization ages are
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younger than 40 Ma, with a peak in the Miocene or later (<20 Ma) [36], which is in good agreement
with the tectonic evolution model proposed in the previous paragraph. Moreover, these ages postdate
the emplacement of the mafic rocks, hence, arguing against the model proposed by Nie et al. [34]
involving mantle-derived CO,-rich hydrothermal fluids in the U ore genesis.

(a) Genesis of Alkaline mafic rocks at ~50Ma
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Figure 15. (a,b) Petrogenetic model of the Early Cenozoic mafic rocks in Qianjiadian area caused by
lithospheric thinning attributed to the subduction of the Pacific Plate, modified from [97]. (c) Basin
evolution associated with sandstone-type uranium mineralization, modified from [27].
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Alternatively, in addition to BSR-mediated processes [27,33] occurring in OM-bearing primary
reduced sandstone, the mafic rocks may also have provided favorable physicochemical environment
(chemical trap), promoting the reduction and deposition of U from oxidizing fluids in the Qianjiadian
deposit. The fact that some mafic rocks show evidence for a secondary oxidation demonstrates their
interaction with the U-bearing groundwater and also supports their role as reducing barrier for the
fluids. Besides, the mafic rocks characterized in the Qianjiadian area have relatively high contents of
Fe(II)-bearing minerals such as pyroxene and magnetite (Figure 3d) that could promote U precipitation
from oxidizing fluids [98]. For instance, chemical reaction of uranium mineralization could be as follow:

UO,(CO3),%~ + 2Fe304 +2Ca%t +2H' = UO, + 3Fe;03 + 2CaCO5 + H,O.

Moreover, the observations of carbonation in the mafic rocks (Figure 3a) and the common
coexistence of uraninite and hematite in ores [16,18,19] would also corroborate this model. Finally,
as discussed above, the hydrothermal alteration related to the mafic intrusions locally resulted in
the secondary reduction of the host sediments mainly characterized by bleached and green-altered
sandstones. As shown in Figure 3a and also described in [27] for the Baxingtu deposit, this alteration
characterized by newly precipitated chlorite, epidote, and carbonate as sandstone cement has likely
formed a secondary reducing barrier in oxidized sandstones or strengthened the reducing character of
the primary reduced sandstones.

Therefore, the mafic rocks and their related hydrothermal alteration in the Qianjiadian area may
have played a major role as reducing agent in the genesis of the U mineralization, as suggested by the
close spatial relation between ore bodies and the mafic dikes shown in Figure 1c.

5.5. Comparison with the Ordos Basin

Sandstone-hosted uranium deposits in the Ordos Basin are mainly distributed in the northern
margin of the basin, including the Dongsheng, Nalinggou, and Daying deposits. The U mineralization
of these deposits is located in the contact zone between primary reduced grey sandstones and secondary
reduced green sandstones within the Zhiluo Formation [31]. Similar to the Qianjiadian deposit, altered
green sandstones are spatially closely related to the U mineralization [99]. Based on the study of clay
minerals from ore-bearing sandstone, Ding et al. [100] proposed that these altered green sandstones
were the result of the basalt-related alkaline hydrothermal alteration. In the Hangjingqi area basalts
were emplaced at 126.2 + 0.4 Ma [101], prior to the uranium mineralization. The uranium mineralization
ages are spatiotemporally related to Miocene tectonics” uplift [102], which is similar to that of the
Qianjiadian deposit.

In summary, we propose that the organic compounds (detrital OM or migrated hydrocarbon)
are required to allow BSR processes, but the mafic rocks may have also played an important role as
reducing barrier promoting the precipitation of U from groundwater oxidizing fluids.

6. Conclusions

Based on the results of this study, we have drawn the following conclusions:

(1) Zircon U-Pb and previous Ar-Ar dating indicate that the alkali mafic rocks formed earlier
(51~47 Ma) than the tholeiitic mafic rocks (42—40 Ma).

(2) Cenozoic mafic rocks in the Qianjiadian area were of asthenospheric origin and relatively more
radiogenic 2%°Pb/2*Pb ratios suggest the metasomatism from subducted Pacific materials prior to melting.

(3) Tholeiites generally equilibrate at shallower depths in the mantle than alkali olivine mafic rocks
and variable degrees of partial melting may have an effect on the genesis of the Qianjiadian mafic rocks.

(4) The tectonic inversion from extension to tectonic uplift attributed to the subduction of the Pacific
Plate occurred at ~40 Ma. The Eocene (~50-40Ma) mafic rocks from the Qianjiadian U deposit mark the
extensional period that preceded the Oligo—Miocene (~40-10 Ma) tectonic uplift and represent reducing
environment that may have played a significant role in the U ore genesis during the Oligo-Miocene.
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