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Alstnact

Determination of the phase relations in the system MgS-MnS-CaS-FeS shows that
niningerite (MgS) and alabandite (MnS) have extensive and strongly temperature de-
pendent solid solutions towards FeS. The CaS-contents of niningerites and alabandites,
and the MgS- and MnS-contents of oldhamites (CaS) in the assemblagc oldhamite plus
troilite plus niningerite or alabandite respectively, are also strongly temperature de-
pendent Interpretation oI sulfide compositions in enstatite chondrites after Keil (1968)

shows that type I, intermediate, and type II enstatite chondrites all have minimum tem-
peratures of formation in the range 600oC to 800"C Type II's cannot have been derived
from L_vpe I 's  by metamorphism.

Quenching rate studies of niningerites and alabandites coexisting with troilite at 800oC
show that type I and intermediate type enstatite chondrites must have cooled at rates at
least as fast as 0.loC/minute, and are presumably debris resulting from one or more impact
events. Type II enstatite chondrites cooled much more slowly and in support of Keil's
(1968) contention, must have a completely separate origin from type I's.

INrnooucrroN

An Fe-saturated pyrrhotite (FeS), commonly called troil i te, is a nearly
ubiquitous phase in meteorites. Indeed troilite is so common that with
the exception of rare carbonaceous chondrites a major proportion of all
the sulfur in meteorites is found either in troilite or in secondary sulfide
phases that have exsolved from it during the meteorite cooling history. In
the stony meteorites, and particularly the enstatite chondrites, a number
of other primary sulfides have also been observed. One, the monosulfide
oldhamite (CaS), occurs in all known enstatite chondrites, though its
abundance is considerably less than that of troilite with which it in-
variably coexists. Oldhamite, which is a cubic monosulfide isostructural
with NaCl, is unknown in terrestrial rocks.

Recent studies by Keil (1968) and others of the mineralogy of enstatite
chondrites showed that in all the samples examined a second monosulfide
isostructural with NaCl also occurred as a primary phase. Electron
microprobe analyses by Keil revealed a bimodal distribution of compo-
sitions; in the class of enstatite chondrites classified as type I by Anders
(1964), the second cubic monosulfide is essentially MgS and for this new
mineral Keil and Snetsinger (1967) proposed the name niningerite. In the
type II enstatite chondrites the second cubic monosulfide is essentially
MnS, and is therefore alabandite.

Keil 's (1968) detailed mineralogical analyses of all available enstatite
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chondrites have therefore revealed a trimodai distribution of composi-
tions among the cubic monosulfides, which may be either Ca-, Mg-, or
Mn-rich. His work has also revealed a ubiquitous assemblage in which
troilite coexists with two cubic monosulfides, one of which is always
oldhamite, with the second being either alabandite or niningerite, but not
both.

Examination of the compositions of the cubic monosulfides shows that
each is really a complex solid solution in which the major substituting
cations are Ca, Mg, Mn, and Fe. Niningerite, for example, always con-
tains several percent of Ca and Mn in solid solution, and alabandite
several percent of both Ca and Mg. The most abundant component in
solution, however, is Fe, which is observed to replace up to half of the Mg
and Mn in niningerite and alabandite respectively. Although Keil re-
ported other elements such as Cr,Zn, and Ti in the cubic monosulfides,
they are minor and with the exception of Cr, present in amounts con
siderably less than 1 percent. The essential compositions of the three
monosulfides found in enstatite chondrites can be written:

n in inger i te  (Mg,Fe,Mn,Ca)S

alabandite (Mn,Fe,Mg,Ca)S

oldhamite (Ca,Mg,Mn,Fe)S

Keil 's (1968) careful analvses showed, furthermore, a considerable
range in the FeS contents of alabandites and niningerites. As both phases
coexist with troil i te and might presumably be, or have been, saturated
with FeS at some time in their history, it seems possible that some aspects
of the thermal history of the enstatite chondrites might be deciphered if
the phase relations in the system FeS-MnS-MgS-CaS are known. It is the

purpose of this paper to report on the relevant phase relations and draw
some conclusions regarding the meteorites.

Mnrnons or Srunv

Compounds and charges of difiering compositions were prepared by reactions in sealed

evacuated silica glass tubes. Stoichiometric charges of MgS, MnS, and FeS were first

prepared from their eiements using spectrographically pure starting materials, and of CaS

from Fisher reagent by reducing any sulfate present with excess sulfur They were then

mixed in suitable proportions to prepare more complex compositions. Charges were heated

in muffie furnaces designed to have essentially isothermal volumes and automatic tempera-

ture regulation of *2"C up to 1100oC. Reaction times varied from 1 to 100 days, depend-

ing on the temperature of the experiment and the number of times the sample was homog-
c n i z c d  h v  s r i n d i n o

Once a compound had been prepared it was examined by one or more of three X-ray

difiraction techniclues; X-ray diffractometer, Straumannis-mount powder camera or

Guinier-deWolff focussing camera. For purposes of determining unit cell edges of the cubic
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Fro. 1. Phase diagram for the system Fe-Mn-S at 800oC. The extensive alabandite
solid solution coexists with a-iron, reaching a maximum at point A where it coexists with
manganiferous troilite and a-iron

sulfides, NaF was added as an internal standard to the X-ray mounts The cell edge of the
NaF had previously been determined. as 4.6327+0.00024 by comparison with the cell
edge of a gem diamond, for which a value of ao:3.56703 A was selected (Parrish, 1960).
A portion of the charge from each experiment was mounted in a cold-setting, clear epoxy
resin and polished both for examination under reflected light microscopy and for analysis
of individual grains by a four-channel electron micro,probe analyser (Acton Labs). The
microprobe analyser was also invaluable in providing information on the homogeneity both
of individual grains and between grains in a given cbarge.

Within the quinary system Ca-Mg-Mn-!'e-S there are several phases in addition to the
cubic monosulfides of interest in this study. A complete examination of the phase relations
in so large a system would be very time consuming, but fortunately there are some factors
which lead to useful simplifications.

The first and most important simplifying feature is that the only stable suifide phases
throughout the temperature and pressure range of interest are binary compounds and their
solid solutions. Neither ternary nor quaternarv phases have been discovererl The second
simplifying feature is that the three important ternary systems, l'e-Mn-S, Fe-Mg-S, and
Fe-Ca-S, all have the same form (Figure 1) in which the stoichiometric cubic monosulfides
and their solid solutions coexist witb metallic Fe. The ternar-v phase diagrams are thus very
similar to that presented for Fe-Zn-S by Barton and Toulmin (1966) and the same reason-
ing used by them to establish that the maximum solubilitv of IfeS in ZnS occurs in the

Mn
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three-phase field l'e*lfeS*(Zn,l'e)S applies in the present case and can be extended

directly to the ternary and quaternary solid solutions Inasmuch as Keil (1968) showed that

a metallic (Fe,Ni) phase was always present in enstatite chondrites, we need only stucly the

composition of cubic monosulfides for which the activity of sulfur (as") is buffered by [he

assemblage FefFeS, in order to approximate the meteorite systems A small button of

pure iron was therefore inserted in the silica glass reaction vessel so that it could serve as

an os2 control, but was positioned so that it could not directly enter the reaction under

investigation. The lie-rich limits of cubic monosulfide solid sulutions presented in the

subsequent d.iagrams, therefore, correspond to point A in Figure l, and are those in which

the cubic monosulfides coexist with botl metallic Fe and troilite.

Pnoppnrrns ol rHE Puasps ENcouNrpnno

Cubic monosulf.de. The three end-member cubic monosulfides, oldhamite
(CaS), niningerite (MgS), and alabandite (MnS), have identical struc-
tures and symmetries (space group, Fm3m). The structure is a simple one
in which sulfur atoms occupy the nodes of a face centered cubic lattice

and the Ca, Mg, or Mn atoms occupy the octahedral sites.

TAsrr 1. CoupamsoNs Btrweon rnr Prnsrr*r Srurv ero Prevrous Wotx ron rns

UNrr Crr,r, Eocns or CaS, MgS, lNn MnS. Wunnr rsn Tnuprterunn or Mn,qsuRr-

MENT rs KnowN rr rs GrlsN rn PertNrnnsEs. VALUES OnrcrN,q.r,r,v Srarno rN

kX Uxrr:s Hevn Brnx CoNvnnrnn ro A sv rnn CoNvsnsroN Facron 1.00202

Invest lgator uni t  cel1 Edge, 
"-o

CaS

Prinak, Kaufmar5 and Ward (1948)
Guntert  and Faessler  (1956)
Swanson, cilfric\ and Cook (1957)
Present Studv

5  . 6 9 5 1
5.690s  (21 'c )
5 .6948 (25oc)
s .6953 (24"c )

I  0 . 0 0 0 8

Mss

Primak, Kaufman, and Ward (1948)
Guntert  and Faessler  (1956)
Swanson, Gllfrlc\ and Cook (1957)
Present Study

5  . 2018
s.2o34 (zr 'c)
5 . 2 O O  ( 2 5 ' c )
5.2020 (25"c)

+  0 . 0 0 0 8

MnS

Schnaase (1933)
Mehmed and Haraldsen (1938)
Kroger (1939)
Swanson, Fuyatr and Ugrintc (1955)
Present Studv

5,223
s . 2 2 2
5 .2L9
5.2236 (26"C)
s .2234  (2s "c )

*  0 . 0 0 0 8
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Frc. 2. Efiect of binary cation substitutions on the unit cell edges of
cubic monosulfide solid solutions. Data are given in Table 2.

There is no evidence to suggest that the cubic monosulfides have large
variations in stoichiometry. To the contrary, within our weighing limits
stoichiometric variations from a metal/sulfur ratio of 1: 1 could not be
detected. Extensive cation substitutions occur in the octahedral sites,
bowever, and lead to marked changes in the unit cell edges of the cubic
ntonosulfides. In the binarv solid solutions the cell edges vary linearly
with composition except for (Mg, Ca)S which is markedly curved (Figure
2, Table 2). In the extensive ternary solid solutions all the cell edge
variations become non-linear however (Figure 3, Table 3), and while the
effect in the quaternary volume FeS-MgS-MnS-CaS has not been ex-
plored, it is probable that the non-linear behavior wil l also hold there.

Previous work on the cell edges of the cubic monosulfides has been es-
sentially limited to the pure compounds. In each case, the cell edge de-
termined in the present work is in good agreement with earlier studies
(Table 1). Primak et al. (1948) reported a cell edge of 5.2616 A for art
(Mg, Ca)S solid solution containing 13.5 formula percent CaS, which is
also in agreement with the present work. The only other work reporting a
cell edge on a comparable monosulfide solid solution is that by Lee
(1955), who found that a natural alabandite from the Kusugi Mine in

Japan contained 6.17 formula percent FeS in solid solution and had a cell
edge of 5.212+0.004 A, again in agceement with the present study.

o<

o

5 2 0

' \ r -_ (Mg,Fe lS
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'Inrr,n 2. Erlrcr or Brxenv CarroN SunsrrtutroNs oN rnp UNrt Crr.r Eoces
or Cusrc Moxosur,nron Sor,ro Sor,urroNs

formula
+ 0 . 0 0 0 8

r 0 0
9 6 . 3 4
8 9  . 3 8
7 8 . 6 5
6 I . 5 8
5 5 . 7 6
4 4 . 9 0
3 5 . 9 2
3 2 . 6 6

9 0  . 6 5
d o , 3 0

6 . 8 5
L 2 . 0 2
T 7  , 1 4
2 2 , 7 8
9 2  . 0 9
8 7 . 0 5
8 0 . 2 7

4 . 6 0
8 . 7 0

1 1  . 9 7
r 6 . 3 5

- l
- l

l o o  i
9 I  . 5 9  i
R 4  q ( t

7 0 . 3 6 1
s s . 0 s i

3 r . r s l
I- t

4 " 7 r 1

3 . 6 6
r 0  " 6 2
2 1 . 3 5
3 9 . 2 2
4 4 . 2 4
5 5 .  r 0
6 4 , 0 8
6 7  . 3 4

8 , 4 1
I 5 . 4 5
2 9 . 6 4
4 4 . 9 I
5 8  . 9 3
6 8 . 8 5

5 , 2 0 2 0
5 , 1 9 7 2
5 .  r 9 0 3
5 . 1 7 7 4
J . t c 0 /

5 . I 5 I I
5 .  1 3 0 7
5 . I I 7 5
5 . r i 6 l
5 . 2 2 3 4
5 . 2  r 0 0
5 .  1 9 9 6
5 ,  I 7 6 4
5 ,  I 5 0 4
5 , 1 2 8 9
5 .  I 0 8 2
s . 6 9 5 3
J , O / Z O

I J . J C

9 3 . 1 5
8 7 . 9 8
8 2 . 8
7 7 , 2 2

7 8 . 3

3 9 . 8

7  . 9 0
1 2 , 9 5
I  O  7 ?

9 5 . 4 0
9 L 3 0
8 8 . 0 3
8 3 . 6 5
2 L . 6 7
4 0 . 1 0
6 0 . 1 8
7 9 . 5 6

5 . 6 5 0 6
5 . 6 3 I 3
5  . 2  5 0 4
5  . 2 7  3 2
5 . 3 0  i 4
J . J Z U O

5  . 6 7 4 5
J  .  O J Z  O

5 . 6 2 8 8
5 . 2  1 8 8
5 . 2 3 7 0
J . Z O Z a

J . Z 6 0 Z

5 . 2 2 2 5
5 . 2 1 8 7
5 . 2 L 4 2
5 . 2 0 8 6

Frc. 3 Efiect of ternary cation substitutions on the unit cell edges of

cubic monosulfide solid solutions. Data are siven in Table 3.
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Trlla 3 Elmcr ot Tnrm.Lny Cerrox SussrrrufioNrs oN rna Uwrr Crlr-
ol Cuerc MoNosur,rron Sorm Sor,uloNs

o
=  ,  

z '

t z t  J

q  1 q

L 2 . 7 2
1 9 . 9 0

q q n

5 . 1 7
I 3 . 2 8
1 9 . 6 9
q z  q q

8 9 . 9 7
7 9 . L 3
7 8 . 2 5

3 . 6 3
/ o q

4 . 8 4
6 . 2 6
8 . 2 4
7 . 9 5

r 1 . 6 9
L 7  . 9 7

q R ?

4 . 9 2
q 7 0

4  . 8 0
s . 2 4

r 5 . 3 0

7 L . 7 8
6 9 . 0 7
6 5 . 0 5
4 4 . 8 3
2 3 . 2 3
1 7  . 9 7
1 5 . 3 0

r . 9 6
3  . 9 9

i 1 . 3 4

9 2 . 6 2
7 5 . 7 8
5 4 , 9 2
4 0 . 3 2
8 6 . 8 2
6 9 . 3 0

I 5 .  O B
2 0 . 0 8
2 5 . 2 L
3 1 . 6 5
3 8 . 9 3
4 4 . 2 4

2 3 . 0 3
T 8 . 2 L
1 s . 0 5
4 5 . 2 7
7 1 . 6 0
6 8  . 7 5
6 s . 0 1

3 . 0 9
6  . 0 4
9 . 5 3

I i . 9 9

6 7  " 2 9
5 5 . 2 0
4 0 . I 5
3 4  " 9 2
3 0  . 2 0
8 9 . 5 r
7 9 . 7 r
1 6 . 6 9
1 9 . 3 4
2 5 . 5 7
2 9 . 2 4
4 0 . 0 2
4 5  . 8 5

3 , 7 4
L 9 . 2 3
4 0 . 2 4
5 3 . 4 2
4 . 9 4

2 2 . 7 5
r 5  . 0 0
1 4 . 7 4
3 4 . 9 8
5 4 . 9 3
5 s  . 2 9
6 5  . 0 0

/ a q

6 8 . 2 3
6 0  . 5 8
4 9 . 2 2
3 9  .  I 1
2r .05

9 . 9 1

5  . 2  3 4 5
5 . 2 7 3 3
5 . 3 2 0 1
5  . 2  6 s 9
5 . 2 4 8 L
5 , 2 9 0 2
5 . 3 1 9 i
5 . 6 7 5 4
5 . 6 s 7 6
5  .  6 1 6 0
s , 6 0 4 2
5 . 2 L 2 8
s . 2 0 1 5
5 . 1 7 8 3
5 . 1 6 1 6
5 . 2 3 5 4
5 . 2 1 5 6
5 . 2 4 8 4
5 . 2 7 2 4
5 .  r 9 B 6
5 . 1 5 1 1
5 . r 6 3 8
5 . 1 2 8 5
5 . 2 3 4 4
5 . 2 8 2 0
s . 1 1 0 2
5 . 1 2 5 8
5 . I 4 3 5
5 .  r 6 1 9
5 . 1 8 6 5
5 . 2 0 4 5

Formula percent

CaS MsS MnS FeS
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Trol,ite. Because all experiments containing iron sulfide as a phase were

carried out in the presence of a metall ic Fe phase, and because iron sul-

fides cannot be shown to form more Fe-rich compositions than FeS,
(Toulmin and Barton, 1964), troil i te or stoichiometric FeS, was the only

iron sulfide encountered.
The troil i te, X-rayed at room temperature, showed the diffraction

pattern typical of stoichiometric FeS as reported by Berry and Thompson
(1962). While the room temperature X-ray patterns all indicate a super-

lattice on the basic NiAs-type structure, it is weII established that in pure

FeS the superlattice is not stable above 138oC. (See Barton and Skinner,
1967). Though not specifically checked, therefore, it is assumed that the

2 l

2494

2  @ 2 L
t 2 3 4 5 6 7 8 9

formulo Percsnl MnS

Irrc. 4 The effect of Mn replacing Fe in troilite, shown by an increase

in the spacing of the (102) reflection of the troilite sub-cell.

stoichiometric FeS phase in all of the present work had the basic NiAs-

type structure under the conditions of the high temperature experiments.

Troil i te does not tolerate detectable amottnts of either Ca or Mg re-

placing the Fe in solid solution, but it does accept significant amounts of

Mn. In a series of experiments at 10000C, the solubil ity l imit was found

to be 7.5*0.5 formula percent MnS in FeS. Substitution of Mn for Fe

causes an expansion in the unit cell of troil i te and this is shown in Figure

4, where the spacing of the (102) plane of the basic troil i te sub-cell is

plotted against composition.

PrrasB RBr,erroNs

Compositional relations between coexisting phases are most con-

veniently presented geometrically. The relations are straightforward and

unambiguous, but it must be remembered that in all diagrams in which

FeS appears as a component, metall ic Fe, which does not appear on the

plot as a phase, was nevertheless present as a buffer for osr.

I  MnS ld(o?hA I
I rDrceil lt o.o@5 |

T tr?Ttor58l
| 3.s7 | 2.0982 |
| 6.05 | 2.0995 I
I  L O z  |  2 .  1 0 1 6  |



SOLI D SOLUTIONS AS GEOTII ERMOM ETERS
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Irrc 5. The solvus between alabandite and troilite. The dashed line is the solvus de.
termined bir Shibata (1926) using "appearance of phase" runs. There is a question regard-
ing the accuracy of Shibata's temperature measurerlents (see text).

Binary phase relotions
l) MnS-FeS

The only binary join on which previous work has been published is the
important metallurgical one, MnS-FeS. Shibata (1926) used appearance
of phase runs to demonstrate the remarkable capacity of MnS to ac-
commodate FeS in solid solution, and to determine a eutectic temper-
ature of 11620C. Although melting relations were not specificaliy checked
in the present study some information was obtained. Changes held at
1125oC for four days were found to contain a small amount of quenched
liquid, thus casting considerable doubt on the eutectic temperature pro-
posed by Shibata. The composition l imits of the solvus, however, have
been carefully checked over a 400oC range (Figure 5). The iron-rich
Iimits for alabandites were determined both by microprobe analysis and
be cell edge determinations of coexisting alabandites*troilites. The two
are in close agreement. The composition of the troilites in equilibrium
with ferroan alabandites were measured directly by microprobe analysis.

The ferroan alabandite solvus is l inear within l imits of measurement
from 600oC to 1000oC, and is exceedingly asymmetric with respect to

o

o
a

o
o
o
E
o

F
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the manganoan troilite solvus. The position of the solvus was determined

both by solution and exsolution runs, with identical results. There can be

Iitt le doubt, therefore, that the asymmetry of the solvus is correct.t

Although the position of the solvus determined in the present work is

offset by 6 formula percenL FeS from that determined by Shibata (1926),

the two are sensibly parallel. To eliminate any possibility of incorrect

analytical techniques, the solvus position was further checked by up-

pearance of phase runs at 850oC. Month-Iong runs, ground three times

to assure homogeneity, gave a solvus position of 66.5*0.5 formula per-

cent FeS, in exact agreement with the X-ray and microprobe determina-

tions. The reasons for the disagreement are not obvious. Though Shi-

bata's experiments were not conducted under a controlled os, it is un-

likely that departures in the troilite compositions from FeS to Fer-"S

would produce such a uniform solvus shif t at all temperatures. It seems

more reasonable to suspect the differences might have arisen by a system-

atic offset of approximately 100"C in Shibata's temperature measure-

ments, an error which would also account for the lack of agreement with

his eutectic temperature.
After completion of the present study, the results of an unpublished

doctoral thesis of 1960 at the Ruprecht-Karl University, Heidelberg by

W. G. Schiick were brought to our attention. Schiick determined a

eutectic at 11 mol. percent FeS and !I20"C, in agreement with our sug-

gested reduction for Shibata's eutectic value. He also estimated the

solvus, using unbuffered runs and X-ray diffraction measurements to

determine compositions. His solvus is highly assymetric but is consider-

ably less FeS-rich than ours. We have not had access to Schiick's data,

but suggest that because the displacement is in the correct direction for

pyrrhotite departing from FeS in composition, his diagram is only a

pseudo-binary and cannot be directly compared with ours.

2) MgS-FeS

The solubility of MgS in troilite is below the detection Iimit of the

present study, there being neither a significant shift produced in d662y of

troil i te, nor a detectable response on the microprobe. The limit of MgS in

FeS is therefore below 0.1 formula percent MgS up to 1000oC.

I Polished surfaces of quenched alabandites in the approximate range 65 to 80 percent

FeS are anomalously anisotropic in reflected 
'light 

X-ray powder diffraction patterns do

not show any line splitting, super-structure lines or symmetry changes, nor are there

breaks in the smooth curve of cell edge versus composition. The intensitl' of anisotropisrn

appears to be related to both the Fe-content and the rapidity of quenching. No suitable

explanation for the phenomenon was found, and as it is a quenching problem, apparently

not related to the phase relations, it was not further investigated'
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Fro. 6. The solvus between ninineerite and troilite.

The solubility of FeS in niningerite, however, is very extensive (Figure
6). The solvus is very similar to the alabandite solvus in that it is es-
sentially linear and remarkably asymmetric. The solvus position was
again measured by X-ray cell edge and by microprobe analysis, and was
closely checked by comparison of both solution and exsolution runs.

Melting relations were encountered by the appearance of a troilite
f niningerite eutectic at 10700+20oC.

3) CaS-MnS

The solvus between oldhamite and alabandite narrows rapidly at high
temperatures (Figure 7). While the point was not specifically checked, it
is probable that a closure occurs and a complete solid solution exists be-
Iow the liquidus because of the high melting temperatures of both old-
hamite and alabandite. The solvus positions were determined only by
unit cell edge measurements.

4) CuS-MsS

The solvus between oldhamite and niningerite (Figure 8) is very similar
to that with alabandite. The probability of a closure and the existence of
a complete solid solution between CaS and MgS is even greater than for

Temp
o c

Nininger i te
fnrmr r ln o/-  Fo Q

Microprob€ cell edoe
()0()
900
800
700
6r)r)

67.7Ao
59.3
5 r . 5
43.8
3 4 5

68.2"/"
60 .6
52.6
43.4

oo- goo
E
?
! zoo
o
E
o
' 600
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Frc. 7 The solvus between oldhamite and alabandite.
Phase compositions were determined from unit cell edge measurements.

CaS and MnS, because the solvus is nearer closure at 1000oC, and be-
cause the melting temperature of MgS is even higher than that of MnS.

5) CoS-FeS

No detectable solubil ity was found for CaS in FeS, and the solubil ity
of FeS in CaS is so small up to 1000oC that we could not determine it ac-
curately. At 1000oC we found that less than 1 formula percent FeS dis-
solved in CaS, but we also found it so difficult to obtain a homogeneous
distribution of the Fe that we could not make meaningful microprobe
analyses.

6) MnS-MgS

At all temperatures between 600oC and 1000oC, we found that MnS
and MgS form a completely miscible solid solution. Melting relations
rvere not detected up to 11000C and the homogeneous compound (Mgo.r,
Mne 5)S, did not show any sign of unmixing when held at 500oC for 2
months. The temperature range of the complete solid solution can thus
be accepted as extending down to 500oC.

900

oo-8oo
o

=
o
b 700
a
E
e

600

30 40 50 60 70 80 90 roo
formulo percent MnS



SOLI D SOLUTIONS AS GEOTH LRMOMETERS l28l

o

o;: 800
J
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Oldhomite
+

Nin inger i le

Temp
oc

formulo o/^ MoS

Oldhomile Nininqeril
U9O
900
800
700
600

25  1
t 3 7
7 9
2 5
t 5

8 1  9
8 7 5
9 4 5
9 9 0qnn

20 30 40 50 60 70 80 90 roo
formulo percenl  MgS

Frc 8 The solvus between oldhamite and niningerite.
Phase compositions were determined from unit cell edge measurements.

Ternary Phase Relations. The ternary phase relations between the four
end members FeS, MnS, MgS, and CaS are simple extensions of the
binaries.

l) FeS-MuS-MgS

The shape of the ternary solvus (Figure 9) was determined at 5 temper-
atures by microprobe analyses of coexisting troilites and alabandite-
niningerite solid solutions. Two different assemblages were measured at
each temperature.

The troil i tes have the same MnS contents as their binary counterparts
at the same temperatures, and in no case was a detectable solubil ity for
MgS in FeS found. The ternary solvus departs from linearity, being
slightly convex towards FeS.

2) FeS-MgS-CaS

The phase relations were determined solely by microprobe analyses.
Coexisting niningerite, oldhamite, and troilite gave a unique solution for
the three phase field (Fig. 10, Table 4), because the assemblage is in-



t282 BRIAN J. SKINNI':R AND F. D, LUCD

Mss

Frc 9. The ternary solvus in the system FeS-MnS-MgS.
Phase compositions were determined by microprobe analysis.

variant at a fixed temperature and asr. Similarly, the two phase assem-
blage niningeritef oldhamite is isothermally univariant so that analyses
of the two coexisting phases define the composition limits of the solid
solutions.

Oldhamite does not dissolve a significant amount of FeS, so the old-
hamite solid solution remains essentially binary towards MgS. The soild
solution field for niningerite, however, is sensibly ternary.

A question of some importance to the application of the present studies
to meteorite sulfides is the effect that CaS has on the solubility limit of
FeS in niningerite. If CaS had no effect-that is, if Ca could be considered
to substitute for Mg alone-the FeS content of the niningerite coexisting

Frc. 10. Phase relations
Compositions of coexisting
given in Table 4.

in the system FeS-MgS-CaS
phases were determined by

)>>

A, 700'c. B, 800oc. c, 900oc.
microprobe analysis. Data are

FeS

Temp

6 0 0 " 2 8 - 0
5 0 . s 3 4 . 0

7 0 0 ' 9 , 0
5  6 . 0 z 8 . d 5 . 2

8 0 0 c
5 9  - 4
6 2  . 2 2 4 , 0 1 3  8

9 0 0 0
5 6 . 2 z t . 4 r 2 , 5

r 0 0 0 " 1 7 . 5
7 2 . 0
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with troil i te * oldhamite should be the same as that of niningerite on the
binary solvus at the same temperature. It is clear from Figure 10 that at
700"C and 800oC this is almost exactly the case. At 9000C, however, there
is an apparent decrease of approximately 3 formula percent FeS from the
equivalent binary composition. The effect may well become more pro-
nounced at higher temperatures, but as it is with lower temperature re-
sults that we are concerned here, it is a reasonable assumption that CaS
does not significantly change the solubility of FeS in niningerite.

3) FeS-MnS-CaS

The phase relations are very similar to those for FeS-MgS-CaS (Figure
11, Table 5). The oldhamite solid solution field is an exception in that up
to 1 formula percent FeS was found in solid solution at 9000C. Troil i te also
has a measurable solid solution field, but it is sensibly binary, along the
FeS-MnS join. Troil i te compositions in the fieid alabandite 1 oldhamite
f troil i te were found to be identical with those in the FeS-MnS binary at
the same temperature.

The effect of CaS on the solubil ity of FeS in alabandite is apparently
small or zero at both 7000C and 800oC, but, as in niningerite, a detectible
reduction occurs at 9000C.

4) MwS-MgS-CoS

The ternary phase relations are very similar to both of the binaries
MnS-CaS and MgS-CaS (Figure 12). Microprobe analyses of coexisting
oldhamite and niningerite-alabandite solid solutions at three tem.per-
atures established that both sides of the ternary solvus were slightly con-
vex towards each other.

Qwaternary Phase Relations. The simplicity of the quaternary phase re-
lations does not warrant the complexity of a three dimensional plot. The
ternary composition fields project into the quaternary volume without
distortion and as closely as could be measured, the quaternary field
boundaries so generated are l inear. The ternary phase compositions there-
fore serve as adequate measures for their quaternarv equivalents. To
check this point in the important assemblage troil i te*oldhamitef nin-
ingerite-alabandite solid solution, a charge containing the three phases
was equilibrated at 800oC and the niningerite-alabandite solid solution
analyzed. The composition, expressed in formula percent, was CaS,
4.1 percent; MgS, 32.9 percent; MnS, 7.0 percent; and FeS, 56.0 percent.
The equivalent FeS content for a ternary compound, in which the CaS is
computed as MgS, can be read directly from Figure 9 as being an iden-
tical 56.0 formula percent FeS. While departures from linearity must
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certainly occur in the quaternary volume, they are apparently small and
it is clearly adequate for the present case to assume that they do not.

CoupanrsoN wrrn MnrBonrrB SurrroBs

Keil (1968) analyzed coexisting troilites, oldhamites, niningerites,
andfor alabandites from 14 of the 15 known enstatite chondrites. There
is no absolute test to establish that the phases are, or were, an equil ibrium
assemblage. To the contrary, Keil showed that while individual grains of
niningerite are homogeneous, considerable differences can be found be-
tween distant grains, a situation suggestive of an approach to equil i-
brium between adjacent grains but not between distant grains.

The troil i tes all contain minor amounts of Ti, Cr,Zn, and Mn, with Cr
and Ti, in that order, being the most abundant. Together these two ex-
ceed the contents of Mn and Zn by a factor of ten. There is therefore
litt le that can be deciphered from the troil i te compositions in terms of the
present work.

The only significant solid solution elements detected in the oldhamites
were Mg, Mn, and Fe and accordingly the oldhamite compositions
normalized to the components CaS, MgS, MnS, and FeS are presented in
Table 6. The analyses of both niningerite and alabandite show Cr to be
present in solid solution in addition to Ca, Mg, Mn, and Fe. Though not
a major element in any case, Cr is present in the same or lesser amounts
than Ca. Without any direct evidence, it has been assumed that small
amounts of Cr follow the same pattern as Ca, and do not change the ob-
served phase relations nor significantly alter the solubilities of the major
components. In recasting Keil 's analyses, therefore, Cr has been deleted
and the compositions normalized in terms of the components MgS, MnS,
CaS, and FeS (Table 6). The errors introduced in such a treatment are
probably too small to significantly affect the conclusions to be drawn.

Temperatures of Formation (Temperatures of last equilibration). Weha.ve
alread,y seen that small amounts of CaS do not significantly alter the
solubil ity of FeS in niningerite and alabandite up to 800oC. The FeS con-
tents of niningerites and alabandites should therefore indicate the last
temperatures at which the phases were in equil ibrium and thereby the
minimum temperatures of formation. The estimates can only be min-

<K
Frc. 11. Phase relations in the system FeS-MnS-CaS.

Compositions of coexisting phases were determined by
given in Table 5.

A, 7000c B, 8000c. c, 900'c.
microprobe analysis. Data are
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composiEon;
fomula %

8 0 0  "
9 2 , 3 6 .  r t . 7

8 0 0 " 9 4 . 2 t 4 4 4

9 0 0 . 8 6 9 9 6 3 5

9 0 0 .
62-6

9 0 0 "

1 0 0 0 " 7 r  - o

r000.
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MsS M n S

Frc. 12. The ternary solvus in the system CaS-MgS-MnS'

Compositions of coexisting phases were determined b)' microprobe analysis'

imums, because there is no sure way of saying how much FeS may have

exsolved during a meteorite cooling history. By combining MgS and

CaS as a single component, the 14 niningerite and alabandite composi-

tions can be plotted on the FeS-MgS-MnS ternary (Figure 13)' As

pointed out by Keil, they fall into two very distinct groupings-the

nini.rgerites, found only in type I and intermediate enstatite chondrites

fall near the MgS-FeS line, while the alabandites, found only in type II

enstatite chondrites, fall in a small cluster near the MnS-FeS side l ine'

The niningerites, as a group, all have compositions indicative of much

higher temperatures than the alabandites. Indeed, Abee and Soint

Sowveur have minimum temperatures of formation between 700o and

800oC, Adhi-Kot between 600o and 700oC, and Indarch between 5000

and 600oC. Because it is unsafe to use a l inear extrapolation below 500"C

for the FeS-MnS and FeS-MgS binary solvi, it is misleading to assign

specific minimum formation temperatures below 500oC on the basis of the

present data. It is clear, nevertheless, that the alabandites as a group not

only give minimum formation temperatures that are much below those

for the niningerites, but that they may possibly be as low as 200oC'

Alobondite - Niningerile solid solulion
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The errors involved in plotting CaS with MgS are small. If i t were all
plotted as Mns, the indicated temperatures for the niningerites would
drop about 20"C and for the alabandites about 80C-hardly significant
in view of the other uncertainties.

The cas contents of the niningerites and alabandites can also be used
to indicate minimum temperatures of formation. The caS contents of the
synthetic niningerites and alabandites in the assemblage troil i tef old-
hamitef alabandite or niningerite (Figures 10 and 11) have been plotted

MgS '  CoS

Frc. 13' Compositions of niningerites and alabandites from enstatite chondrites
(after Keil, 1968), normalized to MgS, MnS, CaS, FeS, and with CaS plotted as MgS,
plotted on the ternary solvus in the system Fes-MgS-Mns. Minimum temperatures of
formation can be read directly from the diagram. specimen numbers refer to samples
listed in Table 2.

against temperature in Figure 14, and the caS contents of the natural
samples indicated. As with the Fes contents, the extrapolation necessary
for the alabandites is too long to be meaningful, but the indicated tem-
peratures are again low. Much higher temperatures are again indicated
for niningerites than for alabandites, though the actual minimum tem-
peratures suggested are even higher than they were for the FeS contenrs,
reaching 880oC lor Abee!

Finally, the MgS and MnS contents of oldhamites coexisting with
troil i te and niningerite or alabandite should also indicate minimum
temperatures of formation (Figure 15). The MgS contents of ordhamites
in type r and intermediate enstatite chondrites exceed the Mns conrenrs
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900

8 0 0

300

2 0 0

o  7OO

'  600

o
F s o o

400

i n  N i6 inger i le

l7
l/

/l

"{,!,
/ f t 2

A 8

/ ' o ' o

o 2 4 6 8
CoS, formulo Percent

Frc. 14. The CaS-contents of alabanclites and niningerites coexisting with oldhamite

and troilite. Numbered points refef to meteorite samples (after Keil, 1968), listed in Table 6.

by a factor of ten (see Table 6), and the indicated high temperatures

which are in accord with the high temperatures suggested by niningerite

composition from the same meteorites, can be accepted with assurance.

The oldhamites in the type II meteorites, with the exception of Khairpur,

contain about equal amounts of both MnS and MgS, and neither the

MgS nor MnS curves in Figure 15 can be safely used. However, it is

highly likely that the actual minimum equilibrium temperatures would

fall between the MgS and Mns curves. In-as-much as the MnS curve l ies

above the MgS curve, the temperatures indicated for the oldhamites of

MnS or MgS, tormulo percenl

Fro. 15. The MnS-, and MgS-contents of oldhamite coexisting with troilite and ala-

bandite or niningerite respectively. Numbered points refer to meteorite samples (after

Keil, 1968),listed in Table 6.
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T,leln 6. Norlr.ttrzrn Colrpostlrol+s or Otoueurrrs, Ar,en.tunrrns, amo NtNrNcrnrtrs
rnou ENsrarrrr CnoNonrms, r.nou Aw.q.lvsns nv Knrl (1968). Wrrnnr Or,nnaurrr

Dera anr MrssrNc, rHe Spnctlrrn Av,lrtasr,n ro Krrl DtD Nor
CowrerN Gnerns Surresrr lon Awelsrs

type II chondrites are high, an observation that is not in accord with the
compositions of associated alabandites, but is in accord with Larimer's
(1968) conclusions concerning Jajh deh Kot Lalu.

In summary, the evidence to be drawn from the compositions of both
the niningerites and oldhamites from type I and intermediate enstatite
chondrites indicates high temperatures of formation. rf the evidence is to
be denied and lower temperatures proposed, then some mechanism must
be found for forming and maintaining super-saturated solid solutions.
The compositions of alabandites in type II enstatite chondrites in-
dicate low temperatures of equilibration, while the oldhamites from the
same samples indicate high temperatures.

Cooling Rolas. Sulfide compounds in general have much higher reaction
rates than those observed in sil icates and it is rare for high temperature
compositions and assemblages to remain unreacted during cooling.
Natural processes so commonly involve slow cooling rates that sulfide
mineral compositions indicative of temperatures above 400oC are rarely
preserved (Barton and Skinner,1967). It is a pertinent question to ask,

N o . Meteo i l e Type
(after Keil)

Mlneral Composit lon, fomula Z
mgs ua5 uns FeS

1 Indarch I nlnl .ngerl te ) 4 . J 2 . 3
9 s . 3

8 . 5
0 . 3

34.9
0 . 9

Kota-Ko t ninl o . 1 4 . 4 r g  - 0
Adhl-Ko r niningeri  te

oIdhi l l te

a 1 0 . 3
o _ 5

4 8 . 8
t 1

Abee I niningerl te
o l d h a n l  r e

3 3  . 8
5 . 0

6 . 2
94.4

5 4  . 0
0 - l

5 S t .  M a r k ' s lntemediate nlnlngerl te

oldhdlte
64.O

2 . L
0 . 9

9 7  . O
t 4  . 7
0 . 3

2Q.4
0 . 6

Salnt Sauveur lntemediate niningeri te 4 r . )
4 , 4 I

5 . 5 4 8 , r

D a n l e l r s  K u i l -II alabandlte 1 5  . 8
1 1

t . 2
96 .4

5 4  . 1
t . 6

2 A . B
o ?

E Hvit t is I alabandlte
oldhamlte

2 3  . 4
0 . 4

Atlanta l abend l  te 8 . 0 . 6
I O B l t t h I I labandite 20.4 0 . 6
1 t J a J h  d e h  K o r  L a l u l  I I alabandite 7 . 8 o . 4

96 .6
7 3 . 3

1 . 3
l - 8  , 5

0 . 6
I 2 (nalrPur alabandite

1 1
1 . 0

9 7  . A
6 2 . O

0 - t O - l !
P l I l l s  t f e r I I a-Labandl te 0 . 6

96.2
6 3 . 0

0 . 4
alabandite
oldhanlte t . 4 7 . O

6 5  . 6
l - 3

2 2 , 6
0 - i
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therefore, what the cooling rates must have been to quench the high
FeS-contents observed in some niningerites. In an attempt to answer the
question simple quenching rate studies were carried out with binary,
ternary, and quaternary solid solutions.

Compositions were selected so that equil ibration at 800oC would vield
a coexisting cubic monosulfide solid solution and troil i te. Samples were
equil ibrated for three months to insure that all grains were homogeneous
and at least 0.1 mm in diameter. They were then carefully split into a
number of samples, each in its own capsule and each with an iron button
to buffer os,, then reheated for a further two weeks at 800oC to reduce
chances of heterogeneous nucleation by accidental strains introduced
during handling. The binary and ternary charges finished as two coexist-
ing phases, while the quaternary charge finished as a three-phase as-
semblage consisting of troilite plus oldhamite plus a niningerite solid
solution.

The charges were cooled at constant rates and a sample withdrawn and
quenched in ice water at fixed temperature intervals. Compositions of the
cubic monosulfide solid solutions were determined from their X-ray cell
edges.

Results of the quenching tests are summarized in Figure 16. If a sample
remained unreacted on cooling from 800oC-that is, if i t quenched per-
fectly-the cell edge and hence the composition of the cubic monosulfide
would remain unchanged and would follow path X in Figure l6a. II a
sample re-equilibrated perfectly as the temperature fell, the composition
would follow path Y along the solvus in Figure 16a. The binary solid
solutions (Figures 16b and c) both showed an approach to re-equil ibra-
tion, even at quenching rates as fast as 0.1oC/min. down to 600oC. The
MgS-rich ternary solid solution (Figure 16d) reacted very similarly to the
binary solutions. In the case of the quaternary solid solution, interpreta-
tion of the data raises a question. Because there is no optical evidence
that oldhamite has exsolved during quenching, we have made the as-
sumption that the change in cell edge is due solely to the exsolution of
troil i te. The composition path shown in Figure 16e is plotted on this
assumption. If the assumption is incorrect, it is nevertheless true that the
quaternary solid solution shows a continuing cell-edge change, and there-
fore some approach to re-equil ibration, down to 550oC with a cooling rate
of 0.010C/min. The presence of Ca in solid solution apparently does not
significantly change the rate of equilibration therefore.

The conclusions to be drawn from the quenching experiments are
obvious. The alabandites found in type II enstatite chondrites must have
cooled at rates less than 0.01oC/min., but niningerites found in type I

and intermediate enstatite chondrites must have been quenched very
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8 0 0

30 40 50 40
formulo percenl FeS

D E

O l'lnin

O OlTmin

40 50 60 40 50 60
formulo percent FeS

Frc. 16. Composition changes in cubic monosulfide solid solutions cooled at'different
rates. Solid soiutions were equilibrated with troilite for three months, cooled at fixed rates
and samples withdrawn at specific temperature intervals Compositions were determined
by unit ceil measurements.

A. A solid solution formed at 800oC has composition W on the solvus With perfect
quenching, compositions of quenched phases follow path X. With perfect equilibra-
tion, compositions will follow the solvus along path Y.

B. Niningerite solid solutions cooled at three difierent rates.
C. Alabandite solid solution. The quenching properties are similar to those of ninin-

gerite.

D. Manganiferous niningerite has quenching properties similar to those o{niningerite
(B ) .

E. A manganiferous niningerite coexisting with oldhamite and troilite.

Composilions of cubic
monosul f ide sol id
solulions ol 8OO"C

formulo percenl

vlqS vlns :oS FeS

B l a .

33.4 = a c

a t c ro.9 t 6 s
E ,2 1 6.4 3 6 i7 1
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much more rapidly through the temperature range 500o-800oc. Indeed,
Abee and Saint Sauaeur must have cooled at rates exceeding 0.1"C/min.
In the event that the presence of small amounts of Cr, Zn, or other
trace elements slowed the rate of re-equilibration by several orders oI
magnitude, the quenching rates remain exceedingly fast for most natural
processes. As the enstatite chondrites do not have features suggesting
they are volcanic in origin, the most likely explanation is that type I and
intermediate chondrites are small fragments resulting from meteorite
impacts. The high temperatures needed to cause the observed cubic
monosulfi.de compositions may have arisen from the impact event itself,
or possibly may record high surface temperatures on the impacted body.

CoNcr,usroNs

The compositions of the cubic monosulfides found in all types of
enstatite chondrites shows they must have formed at high temperatures.
Although the actual formation temperatures cannot be specified, the
compositions of both niningerites and oldhamites in type I and inter-
mediate enstatite chondrites indicate minimum formation temperatures
in the range 6000C to 800oC. Alabandites in type II enstatite chondrites
have minimum formation temperatures about 200oC, while the associated
oldhamite compositions indicate temperatures nearer 8000C.

Inasmuch as the minimum formation temperatures of type I and in-
termediate enstatite chondrites are above 600oC, it is difficult to see how
type II samples can be derived by metamorphism from type I samples, as
suggested by a number of writers. The present evidence thus supports
Keil's (1960) contention of separate origins for type I and type II en-
statite chondrites.

Quenching rate studies show that type I and intermediate enstatite
chondrites must have cooled at exceedingly fast rates-in excess of
0.1oC/min. through the range 500o-800oc in some cases-to have pre-
served the cubic mono-sulfide compositions observed by Keil (1968).
Type II enstatite chondrites, however, must have cooled at very much
slower rates. Because of Larimer's (1968) compelling evidence on the
same point, we have accepted the 800oC minimum formation temper-
ature evidence of the oldhamites from type II specimens as being correct.
The observed alabandite compositions in the assemblage troilite plus
oldhamite must reflect cooling rates many orders of magnitude slower
than those for type I and intermediate specimens. These cooling rate
differences thus further enhance the chemical arguments on which are
based the separation of enstatite chondrites into two different classes.
There is no support in the present data for separating intermediate from
type I enstatite chondrites.
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