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Abstract: Grossular Garnet (Hessonite) is a common formulation of Grossular with chemical formula Ca3Al2Si3O12. Its chemical 

composition consists of Calcium (26.69%), Aluminium (11.98%), Silicon (18.71%) and Oxygen (42.62%). Its color ranges from 

light to dark yellow to reddish brown, light to dark green, sometimes translucent to opaque pink. It is also but rarely found in 

colorless form. It has a cubic crystal system belonging to hexoctahedral class. It is found below the earth’s surface in contact 

metasomatic deposits. Studying the equation of state allows us to observe the chemical properties of a material. The study of 

equation of state of grossular garnet allows us to observe its properties like compressibility, thermal properties, relation between 

pressure and volume, elastic parameters. 

 

Index terms: Grossular garnet, Thermal expansion, In situ X-ray diffraction, High-pressure, Single-crystal diffraction, Bulk 

modulus, Thermoelastic parameters, Compressibility. 

  

I. INTRODUCTION 

            

Garnets form a fundamental component of the earth's upper mantle - change zone and accept an essential occupation in petrogenet

ic forms of high temperature and high temperature. Garnets are likewise imperative segments of subducted oceanic crust. Grossular 

is the most varicolored of the Garnets. The term Garnet depicts a gathering name for a few firmly related minerals that structure vital 

gemstones. The substance equation for grosssular garnet is Ca3Al2Si3O12. Grossular Garnet is found in contact transformed 

limestones with vesuvianite, diopside, wollastonite and wernerite. A derivative of grossular namely hydrogrossular is used as 

carving gemstone. 

     The equation of state relates the volume V, temperature T and pressure P in the state of thermodynamic equilibrium 

f(P,V,T)=0. An Equation of State (EOS) is a semi-exact useful connection between pressure, volume and temperature of an 

unadulterated substance. It is a thermodynamic condition depicting the condition of matter under a given arrangement of physical 

conditions. Most EOS's are semi-experimental and are commonly produced for unadulterated substances. Their application to 

mixtures requires an extra factor (structure) and thus a proper mixing rule. 

     A well characterized EOS gives the chance to ascertain various thermodynamic properties with the utilization of constrained 

experimental data. Boyle’s law (1662) was perhaps the first expression of the equation of state. Mie-Gruniesen and 

Birch-Murnaghan, are the most famous EOS’s for solids. In 1903, Gustav Mie developed an intermolecular potential to derive high 

temperature solid state equations. In 1912, Eduard Gruniesen extended Mie's model to below Debye's temperature, which gave rise 

to the state equation of Mie - Gruniesen. Murnaghan exhibited in 1944 an EOS that depended on the principle of conservation of 

mass, Hooke's law for little varieties of stress and a presumption that the bulk modulus was direct regarding pressure. This suspicion 

has been demonstrated precise at low pressure by examination with experimental data (Wedepohl 1976). Murnaghan's EOS is as yet 

utilized today and has additionally been created by broadening the estimate for the bulk modulus to higher order Taylor expansion 

with pressure (Fuchizaki 2006). The second order form has been alluded to as the altered Murnaghan equation (Birch 1986). The 

higher order approximations give progressively muddled counts. What's more? It is hard to tentatively decide the higher order 

derivatives of the bulk modulus. The experimental edge of the penumbra is now defined by the second derivative of the bulk 

modulus (Anderson 1995). In this manner, the most widely recognized form is still truncation at the direct term. 

Commonly used equation of state’s are described below:  

 In his theory of finite strain, Murnaghan noted that K is linear in P to a good approach to high compressions. 
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     where, K0 is the modulus of incompressibility, K0’ is its derivative with respect to pressure. 

 The Birch–Murnaghan isothermal state equation is a relation between the body's volume and the pressure it is subjected to. It 

can be expressed as, 
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where, V denotes the deformed volume, P denotes the pressure, B0 denotes the bulk modulus, V0 denotes the reference 

volume and B0' denotes the derivative of the bulk modulus with respect to pressure. 
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 In 1903, Gustav Mie developed a potential for intermolecular derivations of high-temperature solid state equations. In 1912, 

Mie's model was extended by Eduard Grüneisen to temperatures below the Debye temperature at which quantum effects 

became significant. It is possible to express the Grüneisen model in the form,  
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    where p denotes the pressure, V denotes the volume, Γ denotes the Grüneisen parameter and e denotes the internal energy which 

represents the thermal pressure from a set of vibrating atoms. 

 The integrated Grüneisen model can be expressed as, 

 00 ee
V

pp 


  

      where e0  and p0  denotes the internal energy and pressure at a state with temperature 0K. 

 The state equation Mie-Grüneisen is a relationship of pressure and solid’s volume at a certain temperature. It is used in a shock 

compressed solid for determining the pressure. The relationship between the Mie-Grüneisen is a unique form of the Grüneisen 

model that describes the effects of vibrational change in crystal lattice volumes. Many variations of the state equation Mie - 

Grüneisen state equation are being used . Grüneisen  model can be expressed as a general form,  
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where ρ0 denotes the initial density, ρ denotes the current density, Co denotes the bulk speed of sound,  Γo  denotes Grüneisen's 

gamma at the reference state, s=dUs/dUp denotes a linear Hugoniot slope coefficient, Up denotes the particle velocity, Us denotes the 

shock wave velocity and E denotes the internal energy per unit reference volume. 

  

II. Review of literature: 

     Donald G. Isaak, Hitoshi Oda and Orson L. Anderson (1992): New high temperature elasticity data were presented on two 

grossular garnet specimens. One specimen was single crystal; the other was polycrystalline with approximately 22 percent of molar 

andradite. Their data extended the high temperature regime from 1000 to 1350 K and the compositional range of temperature data to 

near-endmemeber grossular. They also presented new data on calcium-rich garnet's thermal expansiveness. There were no 

differences in temperature T derivatives of isotropic bulk K’s and shear moduli on comparing results between these two specimens 

at ambient conditions. Most elastic moduli were observed with small, but measurable, nonlinear temperature dependencies. With 

the new data, several dimensional parameters had been calculated and used to demonstrate the effects of various assumptions on 

elastic state equations interpolate to high temperatures. Their results had to do with the amount of diopside needed to explain the 

gradients of shear velocity in the transition zone of Earth.  

     Steeve Gréaux et al. (2010): The thermoelastic parameters of synthetic Ca3Al2Si3O12 (Grossular Garnet) were investigated in 

situ using the kawai type multi-anvil press apparatus combined with synchrotron radiation at high-pressure and high-temperature by 

energy dispersive X-ray diffraction. Measuring was carried out with pressures of up to 20 GPa and temperatures of up to 1,650 K: 

the entire high P-T stability field of grossular garnet covered this P-T range. The thermoelastic parameters are given by fitting their 

P–V–T data with the high-temperature third order Birch–Murnaghan or the Mie–Grüneisen–Debye thermal state equations. By 

comparing the two approaches, the bulk modulus of grossular garnet was proposed to be restricted. 

     Yoshio Kono et al. (2010): A study has been carried out in which simultaneous measurements of ultrasonic elastic wave 

velocity and in situ X-ray synchrotron on grossular garnets were performed with up to 1650 K and 17 GPa. These figures produced 

a pressure derivative of the bulk modulus and shear modulus, which were in good coordination with garnets with varying chemical 

compositions. The bulk modulus of the grossular has similar temperatures dependence to that of other garnets, while the 

temperature dependence of the shear modulus of grossular is higher than that of the magnesium-end-group garnets. 

     Kenji Kawai and Taku Tsuchiya (2012): Temperature and pressure effects of grossular garnet were investigated by the first 

principle’s computation method in 2012 and it was found to dissociate into an array of CaSiO3 Ca-perovskite (Pv) and Al2O3 

Corundum (Cor) with jumps in compression wave (8.0 percent), shear wave (11.6 percent) and mass sound velocity (5.9 percent) 

and velocity (12.1 perceived) at approximately 23.4 GPa. By adapting data to the Birch-Murnaghane third-order equation, the 

equation of state parameters (zero pressure bulk modulus B0 and its B0′s pressure derivation) were determined. The B0 and B0 

parameters were well in line with the experimental data.  

     Wei Du et al. (2015): A study had been carried out using synchotron X-ray powder diffraction, measuring unit cell parameters 

of pyrope, grossular and four intermediate compositions of a series of synthetic garnets to approx. 900 K and 10 GPa. The thermal 

expansion coefficients of pyrope-grossular garnets increase evenly with temperature. Values for the two end members grossular and 

pyrope are the same. The Bulk modulus of grossular Κ0 (with fixed Κ0′, the pressure derivative of the bulk modulus) and bulk 

modulus of pyrope Κ0 (with fixed Κ0′) were shown to be compatible with previously reported values using a third order  the 

Birch-Murnaghan state equation. The compositional dependence of the thermal expansion is similar to the compositional 

dependence of bulk modulus. Excess volumes were found to be relatively large in pyrope-grossular series at even high pressures 

(~6GPa) and temperatures (~800 K), supporting the observation of crystal-exsolution in this garnet join.  

     S. Milani et al. (2017): A study had been conducted on thermoelastic behavior of grossular garnet at high pressure and 

temperature and the results were divided into four sets of data: Temperature-Volume data, Temperature-Volume-Bulk Modulus 

data, Pressure-Volume data and P-V-T-K and PVT equation of state. This data was analyzed and the results were obtained. A 

constant increase in cell volume is observed with dependence on temperature without evidence of irreversible changes. . T-V data 

and T-Ks data from Isaak et al.(1992) of grossular yielded identical results as those obtained from T-V-K data. This implies that the 
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assumption γ is a constant is reasonably valid. With increased pressure up to a maximum hydrostatic pressure of 7.5 GPa, the 

grosular’s unit cell volume decreases smoothly. This pressure covers the upper mantle stability pressure range. 

     Jay D. Bass et al. (1989): In its phases, a garnet structure is most likely to carry aluminum. Thus the elastic properties of the 

garnet have stood interesting to constrain the composition of earth’s mantle. The grossular (Gr) was simply labelled "pastel 

grossular" and is of unknown origin. 

Grossular appearance and infrared (IR) spectrum are similar to that of Kenya and Tanzania African specimens (G. Rossman, pers

onal communication, 1988). Grossular garnet elastic module estimates properties such as lattice parameter, refractive index and 

density from several recent studies. The elastic moduli of grossular garnet estimate the properties like lattice parameter, refractive 

index and density from several recent studies. A hydrogrossular component would decrease the refractive index and increase the 

lattice parameter of grossular relative to the pure grossular end-member; no evidence was found for an appreciable hydrous 

component on the basis of the measurements. The single crystal elastic properties of the grossular at 1 atm. pressure and 220 C 

temperature by Brillouin spectroscopy are accurate within better than ±1% except for mixed modulli. 

     B.J. Hensen et al (1975): The attributes of mixed garnet solid solutions had been studied by many authors and some have 

experimental evidences. Garnet’s compositional activity relationships are of major interest in understanding the coefficient of 

activity and the coefficient of interaction of the grossular garnet. Values of activity coefficient for garnets had been obtained at 

10000, 1100o, 12000 and 13000 C with 10-12 mole percent of grossular at pressures between 15 and 21 Kb. This data is compatible 

with Grossular-pyrope solid solutions in the regular solid model. The parameter of interaction (W) is inversely proportional to the 

temperature and is given in cals (T in K) with W= 7460 - 4.3 T. A major positive deviation from ideality is shown in the 

pyrope-grossular solid solutions. 

     Mu chi and J. Michael Brown (1997) et al: Laser - induced phonon spectroscopy was used to determine the elastic constants 

and state equation at a temperature of 250 C of a natural garnet at 20 GPa pressure. The moduli of garnet linearly changes with 

pressure. The shear modulus in GPa is 94.7 + 1.76P and the adiabatic bulk modulus is given by K = 170.8 + 4.09P. At constant 

density, the derivative of the shear modulus with respect to temperature is derived from the temperature and pressure dependencies 

of the elastic constants. Murnaghan equation with p0 = 3.810 g/cm3 , KT =169.5 GPa, K’ = 4.09, i.e. p = 3.810 (l +0.024 described 

the pressure dependence of density. All elastic constants of a pyrope rich garnet are linear in accordance with pressure within 

experimental limits of 20Gpa. The density dependence of the bulk modulus is estimated to be 32 percent lower at 20 GPa. The shear 

modulus has a very small constant density derivative of temperature at 1 bar. 

     Suzuki and Anderson (1983) et al:  the constant pressure derivatives had been reported and the coefficients of thermal 

expansion at 298 K and 1 bar, a = 2.55x10-5 K-1 and at 993 K, 3.31x10-5 K-1. At 20 GPa thermal expansion is reduced 32% from its 

1 bar value. The most prominent attribute of the data shows that the tabulated derivatives depend on small pressure and temperature. 

     Robert M. Hazen and Larry W. Finger (2008) et al: The variations had been studied that the physical properties of garnet 

with pressure and structure helps in framing the model of earth’s interior. On the basis of empirical compression equation, Hazen 

suggested a silicon tetrahedral modulus of 8000 kbar. Pyrope shows an inverse relation to temperature and pressure between 

structural changes. Based on three dimensional crystal X ray data, the crystal structure and compressibility of the end member 

garnets pyrope (synthetic Mg3A12Si3012 at 1 bar and 16, 31, 43 and 56 kbar) and the grossular (natural Ca3Al2Si3012 at 1 bar and 19, 

35 and 61 kbar) were calculated. Cubic unit-cell dimensions for pyrope are a = 11.456 at 1 bar and 11.332A at 50 kbar; for grossular 

a 11.846A at 1 bar and 11.720A at 50 kbar. Bulk modulus of pyrope and grossular are about 1350 kbar which is consistent, but 

significantly lower than elastic constant data with previous static compression data. 

 

Table 1. Comparison of lattice parameters of grossular garnet at ambient P, T conditions 

 
*Numbers in parenthesis represent the relative error calculated for V0 

*V0 denotes unit cell volume 

http://www.jetir.org/


© 2019 JETIR  May 2019, Volume 6, Issue 5                        www.jetir.org  (ISSN-2349-5162) 

 

JETIR1905J24 Journal of Emerging Technologies and Innovative Research (JETIR) www.jetir.org 150 

 

 

III. Conclusion: 

     Through various studies, by applying certain parameters like constraining the pressure range, temperature range, various data 

was obtained regarding the bulk moduli, thermoelastic parameters, compressibility, thermal expansion of the grossular garnet. 

Studies found that most of the elastic moduli had small and concurrent temperature dependencies. S-wave velocities and bulk and 

shear modulus showed linear dependence on pressure and temperature.Coefficients of thermal expansion of grossular garnets  

uniformly increase with temperature.The compositional dependence of  thermal expansion  resembles the compositional 

dependence of bulk modulus. The unit cell volume constantly increases depending on temperature without evidence of an 

irreversible change. The unit cell volume of grossular decreases smoothly with increasing pressure upto a maximum hydrostatic 

pressure equivalent to that of the upper mantle range. From several recent studies, it was found that the elastic moduli of grossular 

garnet estimate the properties like lattice parameter, refractive index and density. 

  

IV. References: 

1. Anderson, D.L, Anderson O.L. 1970. The bulk modulus-volume relationship for oxides, J Geophys Res 75:3494-3500  

2. Babuska V, Fiala J, Kumazawa M, Ohne I.1978. Elastic properties of garnet solid-solution series, Phys Earth Planet Inter 

16:157- 176  

3. Cai M, Brown J.M. 1997. The elastic constants of a pyropegrossular-almandine garnet to 20 GPa, Geophys Res Lett 24:523-526  

4. Cai, M, Brown, J. M. 1997. The elastic constants of a pyropegrossular-almandine garnet to 20 GPa, Geophys Res Lett 

24:523-526  

5. G. Cressey, R. Schmid and B.J. Wood. 1978. Thermodynamic Properties of Almandine-Grossular Garnet  

6. Ganguly, J., and G. C. Kennedy.1974. The energetics of natural garnet solid solution: I. Mixing of the aluminosilicate 

end-members, Contrib. Mineral. Petrol., 48, 13-148 

7. Geiger CA, Ambruster Th. 1997. Mn3Al2Si3O12 spessartine and Ca3Al2Si3O12 grossular garnet: dynamical structural and 

thermodynamic properties, Am Mineral 82:740-747  

8. Hsu, L. C .1978. The phase relationships in the system Ca3AI2Si3012-Mn3AI2Si3O12-H2O at 2.0 kilobars, EOS, 59, 402 

9. Jay D. Bass .1989. Elasticity of Grossular and Spessartite Garnets by Brillouin Spectroscopy, Journal of geophysical research, 

Vol. 94, No. B6, 7621-7628 

10. Kenji Kawai and Taku Tsuchiya. 2012. First principles investigations on the elasticity and phase stability of grossular garnet,  

Journal of Geophysical research, Vol. 117, B02202 

11. King H, Finger L.W. 1979. Diffracted beam crystal centering and its application to high-pressure crystallograph,. J Appl 

Crystallogr 12:374-378  

12. Kretz, R. 1959. Chemical study of garnet, biotite and hornblende from gneisses of southwestern Quebec, with emphasis on 

distribution of elements in coexisting minerals, J. Geol., 67, 371-403 

13. Leger JM, Redon AM, Chateau C.1990. Compression of synthetic pyrope, spessartine and uvarovite garnets up to 25 GPa, Phys 

Chem Minerals 17:161-167  

14. Newton, R. c., T. V. Charlu, and O. J. Kleppa. 1977. Thermochemistry of high pressure garnets and clinopyroxenes in the system 

CaO-MgO-Al2O3-SiO2, Geochim. Cosmochim. Acta, 41, 369-377 

15. Olijnyk, H., E. Paris, C. A. Geiger, S. L. Webb, and G. A. Lager. 1990. Compressional study of hydrogrossular and grossular, 

Terra Abstr., 2, 26 

16. Os L. Anderson.1995. Equations of state of solids and ceramic science. Oxford University Press 

17. S.Milani et al. 2017. Thermo-elastic behaviour of grossular garnet at high temperature and pressure,  American Mineralogist, 

10-2138 

18. Saxena, S. K. 1968. Distribution of elements between coesisting minerals and the nature of solid solution in garnet, Am. 

Mineralogist 53, 994  

19. Scott Weaver. 1976. Isothermal compression of grossular garnets to 250 Kbar and the effect of calcium on the bulk modulus, 

Journal of geophysical research, Vol. 81, No. 14  

20. Solid Solutions, Contrib. Mineral. Petrol. 67, 397-404 

21. Steeve Gréaux, Yoshio Kono, Norimasa Nishiyama, Takehiro Kunimoto, Kouhei Wada, Tetsuo Irifune. 2010. P-V-T equation 

of state of Ca3Al2Si3O12 grossular garnet, Physics and Chemistry of Minerals 38(2):85-94 

22. Steeve Gréaux, Yoshio Kono, Yuji Higo, Hiroaki Ohfuji, Tetsuo Irifune. 2010. Pressure and Temperature Dependences of 

Elastic Properties of Grossular Garnet up to 17 GPa and 1650 K, Journal of Earth Science, Vol. 21, No. 5, p. 782–791 

23. Stig Erik Nogva. 2012. High pressure equation of sate for condensed phase thermodynamics, Norwegian University of Science 

and Technology 

24. Vanderbilt, D. 1990. Soft self-consistent pseudopotentials in a generalized  eigenvalue formalism,  Phys. Rev. B, 41, 

7892–7895 

25. Vinnik, L., S. Chevrot, and J.-P. Montagner. 1998. Seismic evidence of flow at the base of the upper mantle, Geophys. Res. Lett., 

25, 1995–1998 

26. Wang, X., and J. G. Liou .1993. Ultra-high-pressure metamorphism of carbonate rocks in the Dabie Mountains, central China, J. 

Metamorph. Geol., 11, 575–588 

27. Wang, Y., D. J. Weidner, and F. Guyot (1996), Thermal equation of state of CaSiO3 perovskite, J. Geophys. Res., 101, 661–672 

28. Wei Du, Simon Martin Clark, David Walker (2015) Thermo-compression of pyrope-grossular garnet solid solutions: Non-linear 

compositional dependence, American Mineralogist, vol. 100, p. 215-222 

29. Wentzcovitch, R. M. 1991. Invariant molecular dynamics approach to structural phase transitions, Phys. Rev. B, 44, 2358–2361 

http://www.jetir.org/


© 2019 JETIR  May 2019, Volume 6, Issue 5                        www.jetir.org  (ISSN-2349-5162) 

 

JETIR1905J24 Journal of Emerging Technologies and Innovative Research (JETIR) www.jetir.org 151 

 

30. Wirth, R., C. Vollmer, F. Brenker, S. Matsyuk, and F. Kaminsky. 2007. Inclusions of nanocrystalline hydrous aluminium silicate 

“Phase Egg” in superdeep diamonds from Juina (Mato Grosso State, Brazil), Earth Planet. Sci. Lett., 259, 384–399 

31. Wu, Y., Y. Fei, and Z. L. X. Jin. 2009. The fate of subducted upper continental crust: An experimental study, Earth Planet. Sci. 

Lett., 282, 275–284 

32. Yoder, H.S. 1950. Stability relations of grossularite, J. Geol., 58, 221-253 

33. Yu, Y. G., R. M. Wentzcovitch, T. Tsuchiya, K. Umemoto, and D. J. Weidner.2007. First principles investigation of the post 

spinel transition in Mg2SiO4, Geophys. Res. Lett., 34, L10306 

34. Yusa, H., T. Yagi, and N. Shimobayashi. 1995. A new unquenchable highpressure polymorph of Ca3Al2Si3O12, Phys. Earth 

Planet. Inter., 92, 25–31. 

35. Zhang, L., H. Ashbahs, A. Kutoglu, and C. A. Geiger.1999. Single-crystal hydrostatic compression of synthetic pyrope, 

almandine, spessartine, grossular and andradite garnets at high pressures, Phys. Chem. Miner., 27, 52–58 

 

http://www.jetir.org/

