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Hemonomonnvlii xapakmep npounocmu, 06vema axmueayuu u napamempad uyecmeumenbHoCmu
Mamepuana K OdeieHulo 8 Cayude OOCMUICEHUS HAHOMACWMAOHBIX pA3Mepo8 3epHa uHmepnpe-
mupyemcsi Ha OCHOBAHUU ‘‘Mpasuna cmecu’, KOmMopoe OObIYHO UCNONb3Yemcs O KOMNO3UMOS.

Buympennue yuacmku 3epHa u e20 2panHuyd paccmampusaromcs Kak 0ee Hezasucumvit “‘gasvl” ¢
Pa3IUYHLIMU MeXaHuueckumu ceoticmeamu. Moouguxayus npocmozo npasuia cmecu nymem KuOUe-
HUA 6 He20 KOHYenyuil KOHMUHYAIbHOU Meopuu cmeceli No3g0Jsem C2eHepuposamy ianidCcuaH
Odepopmayuu 8 NIOKALLHOM YPAGHEHUU COCMOSIHUSL 0I5 Kadicoot ¢azel. TIpu nocmyiuposanuu npocmoi
00HOMEPHOU KOHGU2Ypayuy HAHONOIUKPUCIALIA PEulaemcs. COOMEEmMCcmeyowas Kpaeeas 3a0aud,

4umo no3eoiaen UHMepnPemuposamy 3a8UCUMOCIL 00We20 MOOYISL YRPpY20Cmu On pasmepa 3epHd.

Knrouesvte cnosa: HaHOMEXaHWKA, HAHOMOJIUKPHUCTAILIBI, IPAJUEHTHBIC MacuITaOHbIC
3¢ GEeKTHI

Introduction. When the mechanical behavior needs to be addressed at the micron and
nano scale level, conventional models at the macroscale need to be revised in order to
consider the new processes and material states that emerge. It is very well known, for
example, that the slope of the conventional Hall-Petch (HP) equation for the yield stress as
a linear function of the inverse square root of the grain size, changes from positive to
negative. On phenomenological grounds this may be viewed as a “phase transition” that
occurs at a characteristic grain size at the range of ~10-20 nm, where about 30% of the
atoms of a nanopolycrystal are situated in the grain boundary space. In that range, a
plasticity transition mechanism occurs, as dislocation motion is inhibited in the grain
interior and promoted, instead, in the grain boundaries. The classical HP behavior is
attributed to the fact that “equilibrium” grain boundaries in conventional polycrystals act as
obstacles to the dislocation motion, whereas the inverse HP behavior (IHP) may be
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attributed to the fact that “non-equilibrium” grain boundaries in nanopolycrystals act as
facilitators to the dislocation motion within the grain boundary space [1]. A simple “rule of
mixtures” relationship for the “bulk” and “grain boundary” space resulted [2—4] to a single
non-monotonous equation for the yield stress vs. grain size containing both a hardening and
a softening branch.

In Section 1 an analogous procedure is applied to interpret the non-monotonous
behavior for the activation volume and the pressure sensitivity parameters of nanophase
materials, in agreement with available experimental data.

As shown earlier (e.g., [1]), the “rule of mixtures” argument can be extended to the
“continuum theory of mixtures” where both the “grain interior” and the “grain boundary”
phases are assumed to behave as their macroscopic counterparts, but they interact with an
internal volume force proportional to the relative motion of the two phases. It then turns out
that the local stress-strain constitutive equation should be generalized to include the
Laplacian of the strain field. This gradient-dependent constitutive equation is used in
Section 2 to obtain the variation of the overall “effective” elastic modulus with grain size,
for a typical unit cell of a nanopolycrystal and the same can be done for the hardening

modulus.

1. Activation Volume and the Pressure Sensitivity Parameter.

1.1. Non-Monotonous Behavior of Activation Volume. In conventional polycrystals,
grain boundaries act as obstacles to the motion of dislocations, often leading to the
formation of piles-up in front of grain boundaries. As a result, the yield or flow stress
increased with the decrease of grain size refinement down to around 20 nm, according to
the famous HP equation [5]. However, with further reduction of grain size, the pile-up
mechanism breaks down and is replaced by other dislocation processes, leading to grain
boundary rotation and grain boundary migration [6, 7]. As a result, the material softens
under further deformation, and below a critical grain size, an IHP behavior is observed.
Such type of IHP behavior has been described through a “rule of mixtures” argument [2—4],
as well as through a strain gradient plasticity model [8—10].

Recent nanoindenation tests on Ni—-W alloy [11] showed that there is a rate dependence
of the hardness, i.e., the hardness increases with the increase of the strain rate, following a
monotonic linear trend. The strain rate sensitivity is commonly describe through the rate
sensitivity index (m)

_dlno N3kl 33kgT

m= == , 1
dlneg V o V H M

where o and & denote flow stress and strain rate respectively, and the apparent activation
* . . . .
volume V¥ is another physical parameter introduced to characterize the rate-dependent

strength or hardness (H = 30 according to Taylor’s rule), with k; and 7T denoting
Boltzmann constant and temperature, respectively. If then follows that
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Next, we assume that the strain rate is the same in both grain boundary and grain
interior phases, while the total stress is determined by the mixture rule in its classical Voigt
form, i.e.,

0=(=f)og + fo,. 3)

In view of Egs. (2) and (3), the following relationship for the total activation volume
V" may be written down, in term of the activation volumes of the grain interior (Vé,k ) and

the grain boundary phase (Vg*b):
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where the expression for the volume fraction (f) of the grain interior phase is easily
deduced on the basis of a simple geometric configuration for a nanopolycrystal of grain
size d and grain boundary thickness ¢ [2, 3].

Previous physical arguments for the activation volume in coarse grain metals (based
on the intersection mechanism of forest dislocations), give a large for it in the range of
(100—1000)1)3 , whereas for grain boundary sliding or grain boundary diffusion (coble
creep), the activation volume is estimated as b>. For cross slip process, the activation
volume may vary between b® and 1006°. Grain refinement in nanocrystalline copper
(nc-Cu) results in a rate sensitivity index increase up to an order of magnitude (relative to
metals with grain size in the micrometer regime), along with a concomitant decrease in
activation volume by two orders of magnitude. The effect of grain size (d) for nc-Cu and
twin thickness (1) for nt-Cu on the activation volume indicate a decrease from 10006° to

about 105> when d (or A1) decreases from the micrometer to the nanometer level. Similar

tends were observed in other nanocrystalline materials [11, 12], where an unusual rate
behavior, as manifested through the activation volume parameter, was also reported. These
experiments showed that the activation volume first decreased with the refinement of grain
size, then increased with decreasing grain size. There was a clear minimum in the activation
volume existing near a critical grain size of 10-20 nm. This is reminiscent to the strength
transition mentioned earlier from HP to THP behavior [1-3].

To proceed further we assume as in [1-3] that the grain boundary phase behaves as
amorphous material with its activation volume being constant (V;b = const), while the

activation volume for the grain interior follows a HP type equation; i.e., Vg* 1=

= V; -l +kgd ~12 as has been observed [13, 14] for a wide range of metals with grain size

varying from the micron to submicron level. By incorporating the above arguments into
Eq. (4) we obtain the following relation for the activation volume of a nanopolycrystal

3 3
1* =(dd5) %+kgd‘”2 +[1—(dd6) 1 : )
v Ve Vo

This relation provides a good fit to the non-monotonous behavior of the activation
volume ¥~ vs. the grain size d, as observed experimentally (Fig. 1). To this end, we take

Vg°° = 1000b3, Vg,, = 30b3, and 0= 2 nm, while the value of the parameter kg is to be

0.31.

1.2. Non-Monotonous Behavior of Pressure Sensitivity. The pressure dependence of
yield or flow stress for amorphous and nanophase materials, was been discussed in [15,
16]. It was shown, in particular, that a Mohr—Coulomb criterion can be used to model the
anisotropic yielding behavior of nanopolycrystals in tension and compression, as well as
the different orientation of shear bands that occur during these different types of loading.
This was done by adjusting the value of the friction or pressure sensitivity parameter; i.e.,
the scalar parameter multiplying the hydrostatic pressure term which is introduced to the
usual von Mises stress to modify the yield condition of conventional metal plasticity. More
recently, a non-monotonous behavior of the pressure sensitivity parameter of friction
coefficient (&) was documented experimentally [11], and also established through molecular
dynamics simulation [17]. It will be shown below that the simple “mixture rule” argument
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Fig. 1. The grain size—dependent activation volume (normalized by the cubed Burgers vector) of
nanocrystalline Ni-W alloys [11] fitted through Eq. (5).

used above to model the non-monotonous behavior of the activation volume, can also be
utilized to model the aforementioned non-monotonous dependence of « on grain size. The
nanopolycrystal is viewed, as before, as a composite containing both “grain boundary” and
“grain interior” phases. The overall Mohr—Coulomb friction coefficient (@) can then be
expressed as

d-o\’
) , 6)

a= fag +(= f)tg, f=( ;
where @, and ag, are the corresponding parameters for the grain interior and grain
boundary phases respectively. The volume fraction of the grain interior phase is expressed
as before in terms of the grain size (d) and the grain boundary thickness (). The value of
g, is taken as constant (a,, = 0.16), i.e., converges to that for amorphous metals when
the grain size is below 10 nm [11]. The value of «, is assumed to be determined by an HP
type relation of the form o, = af; +kod ~V2 Where ag is the Mohr—Coulomb coefficient

for a coarse grain material, which is taken to be equal to 0.02. Then the overall
Mohr—Coulomb friction coefficient («) for the nanopolycrystal considered herein, reads

d-o\ _ d—0o\}
az(d) (@ +kyd 1/2)+(1—( y ) )agb. )

By assuming the values of (a2,°, Agp 0) as discussed above and assigning to kq the

value of 0.7 we can fit the experimental data of [11], as shown in Fig. 2.

2. Elastic Modulus. Nanoindentation tests [18] have demonstrated that the Young
modulus of nanocrystalline Fe — prepared by mechanical milling/alloying with variable
grain size (7, 14.6, 20.6, and 80 nm) obtained through annealing at different temperatures —
decreases with reduced grain size. This dependence of the Young modulus on grain size is
consistent with theoretical predictions [18], suggesting that the change in the Young (£) and
shear modulus (G) of nanocrystalline materials, free of porosity, with a grain size larger
than about 4 nm, should be very limited (<10%). It is likely that the reported large
decreases in the Young and shear moduli of nanocrystalline materials prepared by gas-
condensation/vacuum consolidation result from a relatively large volume fraction of pores.
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Fig. 2. Comparison of the mixture rule in Eq. (7) to the experimentally measured grain size
dependence of Mohr—Coulomb friction coefficient or pressure sensitivity parameter.

Topologically, a nanopolycrystal may be viewed as consisting of three superimposed
components: grain interior, grain boundary and triple junctions. Thus, the overall elastic
modulus X (X denotes £ or G) of a nanopolycrystal, may be estimated through the
mixture rule [18] as

X =V XX AV XX gy +V; XX 5, ®)

where X, X, and X, denote elastic modulus for the grain interior, the grain
boundary, and the triple junctions, respectively. The corresponding volume fractions
denoted here by V., V,,, and V;, can be calculated based on a three-dimensional
tetrakaidecahedral representation [19] of the nanopolycrystal as

Vb

g Vi =1=Vg =Ve. (€))

b &

30(d—0)* (d—6)3
=, VC =|—- ,
d? d

If the grain boundary thickness is assumed to be 0.5 nm, a good fit of Eq. (8) to the
experimental data is obtained [18]. The mixture model can further predict a decrease by
20% in E or G when the grain size reduced down to 1.5 nm [18].

When a nanopolycrystal is viewed as a mixture of interacting phases [1] made up by
grain interior and grain boundaries, the following local gradient constitutive equations
results

=k (y)-e;Vy?=1", (10)

for each one of the phases (see Fig. 1 for a representative 1D configuration). The quantity
y is the shear strain, k;(y) with i=1 2 denote the homogeneous hardening/softening
moduli, ¢; with i=1, 2 denote the gradient coefficient, and 7* is the applied shear stress

experienced by the representative unit cell shown in Fig. 3. If we assume linear elastic
behavior, i.e., the solution of Eq. (10) gives

7% y Y " Y inh |2
Ve = G—+C1 coshL]+C2 s1nhL}, Veb = G7+C3 COShL}‘C4 Slnh{l}’ (11)
. " g b gb gb
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Fig. 3. The illustration of the boundary value problem for the unit cell configuration of a
nanopolycrystal under shear.

where C, ..., C4 are integration constants and /,, [y, are the internal length scales for
the grain interior and grain boundary, i.e.,

C C b
I, = |2, 1,=|"2- 12
g , gb (12)
Gg ng

The constants C, ..., C, are determined by the following matching (continuity at the
interface) and boundary conditions:

Ve ="V at y=0/2,
dy, dy
e _ T8 y=9/2,
dy  dy
dy
L0 at y=0 (13)
dy
Too
Ve = at y=d+9/2
Gg
Then, C;, ..., C, are given by the following expressions:

o . o |. 0
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) d . o |.. |d
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ly (Gg =Gy )™ cosh 5+d Iy |sinh Y
gb

25~ > (14b)
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w d 0
lgpy (Gg =Gy )T COShlI}SCh Ll}
gb

Cy=- £ : (14c)
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g gb g
Cy=0. (14d)
The average strain for the unit cell of Fig. 3 is calculated as
8/2 d+6/2
N=—— dy+ dy|.
s fron o
The first term gives
8/2 2
) lgp (Ggp =Gy )
Jradv=1 e £ 5 S tt (16)
0 gb
lgngng COth(zl +lgGgng tanh(l)
gb g
whereas the second term gives
d d
2 )
P 2l (G4 =Gy )sinh (ZIg /cosh(ng
yedy=1"|"—+ Coan
o % 6.6 | < |+1,6. 6., cotn| 2
gUgUgp tanh| 5 gbUg Ugp €O 20,
g g

Thus, the overall or “effective” modulus (G eﬂ") for the representative macroscopic unit

cell can be calculated in a similar form as in [10] giving

% 1
Gy =—= : (18)
50 [ fw fo 1
ey ©,+0,)
Gy G, d+9)2

where f, =d / (d+050) and S = 0.50/(d +0.59) are the fraction of the grain phase and

grain boundary phase, while ©, and ©,, are the gradient contribution to the effective

modulus, given by
. of d d
23 (G, =Gy )s1nh2( / cosh(l]
g

0, = y Py (19a)
1,G, Gy tanh(l +14Gy Gy coth(zlb]
g &
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o I3 (Ggy — Gy )

gh =

lg Gg ng

d
tanh
/ b

o) (19b)
+ lgh Gg ng COth (21]

It is noted that the gradient contribution to the effective modulus disappears
(©, =0, =0) when the modulus of the grain boundary phase is the same with the grain
interior phase (G, = Gg).

The above model can be used to capture the grain size dependence of the effective
elastic modulus for Fe. To this end, we assume 0= 1nm, G, = 075G, as inferred from
atomistic simulations [20]; /, =2nm and /[, = 075 nm. The predicted normalized shear
modulus G /Gg as a function of the grain size, is depicted in Fig. 4a. From this figure, it
can be concluded that the elastic modulus may decrease up to 10%, when the grain size is
reduced to below 5 nm. Such drop is not as large as that reported earlier [21], where a
decrease of about 54% for nanocrystalline Pd with a grain size of 5 nm and of about 40%
for nanocrystalline Cu with a grain size of 25 nm, was reported. Such large reductions of
elastic moduli are supposed to result from the processing methods (gas-condensation/
vacuum consolidation) inducing a relatively large volume fraction of pores [18]. The
reduction effect of porosity on the elastic modulus was also confirmed through molecular
dynamics (MD) simulations [22]. It was shown, for example, that a 12.5% porosity gives a
reduction of 35-40% in the Young modulus.

10| \_/'/'J—'
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Fig. 4. Comparison of the strain gradient model predictions for the grain size dependence of elastic
modulus to the experimental data: (a) nanocrystalline Fe [18] and (b) nanocrystalline Cu [22].

The elastic moduli resulting from the MD simulations of [22] show that for
nanocrystalline Cu with grain sizes of 3.28, 4.13, 5.21, 6.56 and 13.2 nm, the corresponding
Young modulus is obtained as 60, 74, 75, 84, and 98 GPa. It should be noted that these MD
simulations underestimate the elastic modulus due to the fact that some plastic deformation
occurs (in an initial linear regime of 0.3% strain which cannot be avoided). These particular
MD results for nc-Cu can also be derived by adopting the above discussed strain gradient
model by properly adjusting the internal length parameters. The grain boundary thickness is
again assumed to be ¢ = 1nm, while the internal lengths for the grain interior and the grain
boundary phases are assumed to be /[, =1nm and /,, = 025 nm, respectively. By also
assuming that the elastic modulus for the grain boundary phase is about 25% of that for the
grain interior phase (i.e., Gg /Gg = 0.27) we can obtain a good fit of the strain gradient
model to the simulation results, as shown in Fig. 4b. In this connection, it is noted from the
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above simulations, that when the grain size is approaching the internal length scale of the
grain interior (2 nm for nanocrystalline Fe, 1 nm for nanocrystalline Cu), there is a reverse
trend of the elastic modulus, which increases with further decrease of the grain size. In
order to illustrate this non-monotonous behavior, we keep the parameters, ng /Gg =05,
0=1nm, [, =1nm as constants, while we vary the internal length scale for the grain
interior [, as 1,5, 10, 20, 100, and 1000 nm. The resulting grain size dependence of the
elastic modulus is shown as the solid curves in Fig. 5. It is seen that the effective elastic
modulus first decreases with the decrease of grain size, then increases with the continued
decrease of grain size. Such non-monotonous behavior emerges when the internal length
scale for the grain interior is large, as compared to the grain size itself. Such inversed grain
size dependence for the elastic modulus has also been observed in cellular solids where the
internal length scale is of the order of the cell size [23]. Furthermore, if the internal length
scale for the grain boundary phase is changed to be /,, = 0.5 nm, the obtained results are
shown as the dashed curves in Fig. 5, i.e., we find that the effective elastic modulus is
reduced as compared to the case where /,;, = 1nm. This is to be expected since the elastic
modulus contribution from the strain gradient is reduced when [y, is reduced according to
Eq. (18).

1.00 lg =1nm/

0.95 1
0.90
o 085 1
)
5
O 80 |

0.75

0.70

Grain size d (nm)

Fig. 5. Grain size dependence of the normalized effective elastic modulus for a nanopolycrystal
predicted through the strain gradient model by varying the internal length for the grain interior
(l; =1, 5, 10, 20, 100, and 1000 nm) for fixed grain boundary internal length /,; =1nm (solid
curves) and lgb = 0.5 nm (dashed curves).

Conclusions. By viewing a nanopolycrystal as a superposition of two interacting
phases (the grain interior and grain boundary phase), it is possible to derive size-dependent
expressions for elastic and plastic properties. First, a simple “rule of mixtures” argument is
employed to obtain the variation of strength, activation volume and pressure sensitivity
parameter on the grain size and the critical size where a transition from the conventional
Hall-Petch to and inverse Hall-Petch type behavior is determined. Then, a more elaborate

“theory of mixtures” leading to a strain gradient model employed and a typical boundary
value problem is solved for a unit cell involving a grain boundary of finite width
surrounded by two nanograins. This results to an analytical expression for the overall

“effective” elastic modulus which also depends on the grain size, but also as a function of
the internal length entering the strain gradient model. The theoretical predictions for all
aforementioned nanoscale material properties compare well with available experimental
data.
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Pe3ome

HemoHoTOHHHMI XapakTep MIIHOCTI, 00’ €My aKTHBAIlii 1 TapaMeTpa 4yTIMBOCTI MaTepiaty
JI0 TUCKY y BUIIAJKY JOCSTHEHHS HAHOMAaCIUTaOHMX PO3MIpIB 3epHa IHTEPIPETYETHCS Ha
OCHOBI “TIpaBmIIa CyMiIIi”, sSike 3a3BHYail BHKOPHCTOBYETHCS Ui KOMIIO3UTIB. BHYTpimHI
TIUISTHKA 3epHa Ta HOTO TPAHUII PO3TIISAAIOTHCS SK /1B He3aJeKHi “pa3u’ 3 pisHUMHU MexXa-
HIYHMMH BJIACTHBOCTSMU. Mojaundikallis MpocToro npapuia CyMilli HUISIXOM BKJIOYEHHS Y
HBOTO KOHIIENIIH KOHTHHYaJIBHOT Teopii cyMilleil 103BOJIsiE TeHepyBaTy Jariacian edop-
Manii B JIOKaJbHOMY pIBHSIHHI Juis KoxkHOi (aszu. Ilpm moctymoBaHHI mpocToi oOJHO-
BHUMIpHOI KOH(]Irypariii HaHOIIOJIIKPHCTaTa PO3B’A3y€ThCs BIMMOBIIHA KpalioBa 3amada, II0
JIO3BOJISIE IHTEPIPETYBATH 3aJISKHICTh 3araJIbHOTO MOJYJIS IPYKHOCTI BiJf po3Mipy 3epHa.
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