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It has been shown both theoretically [1] and experimentally [2,3] that understanding the phase behavior of block copolymers requires consideration of the entire MWD rather than the PDI alone. For instance, Gentekos et al. [3] showed that, depending on the skew of the MWD shape (at fixed breadth, Đ ≈ 1.4 of the PS block), the lamellar period can be increased to different extents: an excess of short chains leads to an increase of up to 41%, whereas an excess of long chains results in an increase of only about 15%. Matyjaszewski et al. [2] demonstrated that changing the MWD shape from a Schulz–Zimm distribution (positively skewed) to a more symmetric one (at constant PDI ≈ 1.7) stabilizes the hexagonally perforated lamellar morphology, which is metastable according to theory for those with a Schulz–Zimm distribution [4]. Following this approach, we examined the symmetry of the MWD of the PMMA precursor blocks.
The MWD shapes (symmetry and width) obtained in RDRP as RAFT polymerization can be described by an empirical two-parameter Schulz–Zimm distribution [5], since the kinetics of initiation and termination events lead to the accumulation of polymer chains with low molecular weight [2,6]. The asymmetry of the MWD can be quantified by the skewness indices  and [7], which were calculated using Equation (S1) and (S2). The experimental skewness indices were compared with those predicted by the standard Schulz–Zimm model.
						(S1)
					(S2)
where , , , and  represent the number-, weight-, z-, and z+1- average molecular weights, respectively.
As can be seen from Fig. S1, the  and  of PMMA1 and PMMA2 are close to zero, which indicates that the shape of the MWDs is approximately symmetric. In contrast, PMMA3 exhibited positive skewness ( and  > 0), indicating a distribution skewed toward higher molecular weights. Thus, the increase in PDI from 1.11 to 1.53 was accompanied not only by a broadening of the MWD but also by a substantial change in its shape toward the predominance of longer macromolecules.

Fig. S1. The Sn and Sw as a function of PDI. Solid lines represent theoretical values calculated from the Schulz–Zimm distribution. Circles and squares correspond to experimental Sn and Sw values, respectively.
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