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      ,                                   vital:50604
      ,                                   xlink:href="https://doi.org/10.1016/j.dyepig.2016.10.044"
                        
	      Description:
                          Four low symmetric A2B meso-substituted Cu(III)corroles with electron withdrawing meso-aryl rings have been synthesized and characterized. A detailed analysis of the optical and redox properties has been carried out by comparing their optical spectroscopy, electrochemistry and spectroelectrochemistry to a series of DFT and TD-DFT calculations. A series of experiments demonstrate that these Cu(III)corroles can be used as highly effective catalysts for hydrogen evolution reactions (HERs). Moreover, when the number of fluorine atoms at B meso-position is increased, there is a marked enhancement in the catalytic ability of the corrole complexes, which demonstrates that modification to the structures of low symmetry corroles is a useful strategy for developing new HER catalysts.
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      ,                                   xlink:href="https://doi.org/10.1039/C7DT00716G"
                        
	      Description:
                          The synthesis of four low symmetry A2B type Cu (III)triarylcorroles with meso-aryl substituents that provide electron donating (push) and withdrawing (pull) properties is reported, along with their structural characterization by NMR spectroscopy and X-ray crystallography. An analysis of the structure–property relationships in the optical and redox properties has been carried out by comparing their optical spectroscopy, electrochemistry, and spectroelectrochemistry to trends predicted in DFT and TD-DFT calculations. The results demonstrate that A2B type Cu(III)triarylcorroles are highly efficient catalysts for electrocatalyzed hydrogen evolution reactions (HERs) and that their reactivity can be modulated by changing the nature of the B-position meso-substituent.
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      ,                                   vital:44798
      ,                                   xlink:href="https://doi.org/10.1016/j.apcata.2017.07.026"
                        
	      Description:
                          The electrocatalytic properties of a Co(II)octaalkoxyphthalocyanine complex (Co(II)Pc) with eight strongly electron-donating substituents provide the first example of the complete dechlorination of DDT through molecular electrocatalysis, rather than the use of metal electrodes which had been achieved previously. Interaction with a highly nucleophilic [Co(I)Pc]2− species results in rapid cleavage of the C(sp3) Cl, C(sp2) Cl and aromatic C(sp2) Cl bonds. Bis(p-chlorophenyl)methanone (BPCl2) is detected in high yield along with its full dechlorination product, diphenylmethanone (BP) and the conventional C Cl bond cleavage products, due to an unprecedented C C bond cleavage reaction that is followed by the formation of a C−O bond. Theoretical calculations are used to analyze trends in the electronic structure of the Co(II)octaalkoxyphthalocyanine complex that account for the efficiency of the C Cl bond cleavage reactions, and the reaction process and mechanism are analyzed in depth.
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      ,                                   xlink:href="https://doi.org/10.1142/S1088424617500778"
                        
	      Description:
                          The synthesis of three low symmetry A2B type Mn(III)triarylcorroles with meso-aryl substituents that provide push–pull electron-donating and -withdrawing properties is reported. An analysis of the structure-property relationships for the optical and redox properties has been carried out through a comparison with the results of theoretical calculations. The results demonstrate that A2B type Mn(III)triarylcorroles interact strongly with cell-free circulating tumor deoxyribonucleic acid (ctDNA) in solution, and that the interaction constants are enhanced when a stronger electron-donating substituent is introduced at the 10-position of the meso-triarylcorrole ligand.
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      ,                                   xlink:href="https://doi.org/10.1021/acs.jpca.7b07349"
                        
	      Description:
                          This paper investigates the third-order nonlinear optical properties of 4α-(4-tert-butylphenoxy) phthalocyaninato dichlorotin(IV) (α-SnOtBpPc) and 4β-(4-tert-butylphenoxy) phthalocyaninato dichlorotin(IV) (β-SnOtBpPc) in different organic solvents. The third-order susceptibilities of α-SnOtBpPc and βSnOtBpPc are reported in different solvents, using Z-scan techniques with 10 ns laser pulses at 532 nm. Their nonlinear absorption coefficient and absorption cross sections were also determined. The molecular imaginary components of the secondorder hyperpolarizability Im[γ] of α-SnOtBpPc and β-SnOtBpPc were found to be 2.60 × 10−31 and 2.94 × 10−31 esu (tetrahydrofuran), 2.12 × 10−31 and 2.54 × 10−31 esu (chloroform), 3.06 × 10−31 and 2.54 × 10−31 esu (dichloromethane), and 1.27 × 10−31 and 1.50 × 10−31 esu (toluene), respectively. This study found that substitution at the α position has an effect of lowering the two-photon (2PA) cross section value for α-SnOtBpPc compared to that for β-SnOtBpPc, with values of 64.30 and 456.65 GM, respectively. The large 2PA cross section observed in β-SnOtBpPc is attributed to the decreased energy difference between the virtual state and the LUMO.
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      ,                                   vital:44825
      ,                                   xlink:href="https://doi.org/10.1080/00958972.2017.1400664"
                        
	      Description:
                          The feasibility of using π–π stacking as a means of fixing unsubstituted Zn phthalocyanine (ZnPc) to a support prior to formation of photoactive polymer asymmetric membranes was explored. Stable ZnPc–graphene quantum dot-polystyrene conjugates (6.15 μmol/g ZnPc loading) were synthesized and embedded in polystyrene membranes which proved to be photoactive with a singlet oxygen quantum yield of 0.43 in ethanol and 0.37 in water. The membranes also proved to be active in the photocatalytic oxidation of 4-chlorophenol in water where the reaction followed second-order kinetics. At 3.24 × 10−4 mol L−1, the photo-oxidation of 4-chlorophenol was observed with a kobs of 35.9 L mol−1 min−1 and a half-life of 86 min.
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      ,                                   xlink:href="https://doi.org/10.1080/10220461.2017.1361863"
                        
	      Description:
                          Suzanne Graham's book reviews South Africa's voting behaviour in the United Nations (UN) over a 20-year period (1994–2014), focusing specifically on four themes that featured predominantly in both the policy and rhetoric of South African policymakers during this period: the promotion of human rights and democracy; disarmament and related non-proliferation issues; advancing African interests; and voting on reform of the UN.
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      ,                                   xlink:href="https://doi.org/10.1016/j.apsusc.2017.06.271"
                        
	      Description:
                          Cobalt binuclear phthalocyanine (CoBiPc) bearing pentanethio substituents at the peripheral positions were synthesized. The immobilization of the synthesized cobalt phthalocyanines on gold electrode was achieved using self-assembled monolayer method (SAM). X-ray photoelectron spectroscopy (XPS) and Kelvin Probe (KP) techniques were used to characterise the formation of monomeric and binuclear phthalocyanine SAMs on the gold surface. The phthalocyanine SAMs on gold electrodes were investigated for electrocatalytic oxidation of 4-chlorophenol. The electrocatalytic properties of tetra- and octa- pentanethio substituted cobalt binuclear phthalocyanine (CoBiPc) are compared with their tetra- and octa-pentanethio substituted phthalocyanine (CoPc). The SAMs modified gold electrode surfaces showed a peak current enhancement and stability and reduction in electrocatalytic potentials compared to the bare or unmodified electrodes towards the detection of the 4-chlorophenol. The SAMs of cobalt binuclear phthalocyanines exhibited more enhanced electrocatalytic properties in terms of stability, detection peak current and reduction of the electrocatalytic over potential.
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      ,                                   xlink:href="https://doi.org/10.1016/j.jphotochem.2017.02.018"
                        
	      Description:
                          Binary mixtures of Pluronics are studied as drug nanocarriers in this work. H2 and Zn 5,10,15,20-tetrakis[4-(benzyloxy) phenyl] porphyrin were encapsulated onto binary micelle mixture of Pluronic F127/P123. The fluorescence and singlet oxygen generating behaviour of the porphyrins were investigated following incorporation. The fluorescence quantum yield for H2TBnOPP (ΦF = 0.034) was higher than that of ZnTBnOPP (ΦF = 0.023) and decreased when ZnTBnOPP or H2TBnOPP when in the presence of Pluronic F127/P123 binary mixtures. The kq values were 2.8 × 108 and 3.7 × 108 M−1 s−1, for H2TBnOPP + Pluronic F127/P123 and ZnTBnOPP + Pluronic F127/P123 in water, respectively. The binding constants (Kb) were 1.58 × 105 M−1 and 1.02 × 105 M−1 for ZnTBnOPP + Pluronic F127/P123 and H2TBnOPP + Pluronic F127/P123, respectively.
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	      Description:
                          GaCl 5,10,15,20-Tetra(1-pyrenyl)porphyrin (GaClTPyP) was successfully synthesised and encapsulated into Pluronic F127. The unmetallated 5,10,15,20-tetra(1-pyrenyl)porphyrin (H2TPyP) precursor was also encapsulated into Pluronic F127. The fluorescence quantum yield for GaClTPyP at 0.045 was lower than that of H2TPyP at 0.13 due to the heavy atom effect of Ga in the former which encourages intersystem crossing to the triplet state, lowering the fluorescence. Fluorescence quantum yield values increased when GaClTPyP or H2TPyP were encapsulated in Pluronic F127. GaClTPyP/Pluronic F127 showed higher values of the binding constant (Kb) as well as Stern-Volmer constant (Ksv) when compared to H2ClTPyP/Pluronic F127. It was determined from fluorescence quenching studies for GaClTPyP was located more in the inner core (hydrophobic) of Pluronic F127 and H2TPyP more on the outer region. Single oxygen quantum yields (Ф△) were determined to be 0.32 and 0.53 for GaClTPyP and GaClTPyP/Pluronic F127 respectively, an increase for the latter compared to the former.
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	      Description:
                          5,10,15,20-Tetra(4-nitrophenyl) porphyrinato gallium chloride (ClGaTNPP) and 5,10,15,20-tetra(4-sulfophenyl) porphyrinato gallium chloride (ClGaTSPP) and their metal free derivatives were successfully synthesised and were added to Pluronic F127 polymeric micelles to form ClGaTNPP-F127 (or H2TNPP-F127) and ClGaTSPP-F127 (or H2TSPP-F127), respectively. The fluorescence and singlet oxygen generating behaviour of the porphyrins were investigated following incorporation. The fluorescence lifetimes were short-lived upon incorporation into the polymer, compared to the porphyrin alone; suggesting the quenching of the lifetimes of the porphyrin by the polymers. Singlet oxygen quantum yields were determined to be 0.55 and 0.59 for ClGaTSPP and ClGaTSPP-F127, respectively. Thus there is an increase in singlet oxygen quantum yields in the presence of Pluronic F127 compared to the porphyrin alone. ClGaTSPP-F127 (or H2TSPP-F127) showed higher values of the binding constant (Kb) as well as high values of the Stern-Volmer constant (Ksv) compared to ClGaTNPP-F127 (or H2TNPP-F127).
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	      Description:
                          Conjugates of zinc tetracarboxyphenoxy phthalocyanine (ZnTCPPc) and zinc tetraaminophenoxy phthalocyanine (ZnTAPPc) with amine and carboxyl functionalised cobalt ferrite magnetic nanoparticles (CoFe2O4 MNPs), respectively were electrospun into polystyrene (PS) fibers. The resulting composites; ZnTCPPc-CoFe2O4/PS and ZnTAPPc-CoFe2O4/PS were compared based on their photophysical properties and photocatalytic efficiencies in degrading Orange G (OG) using laser as the photoexcitation source. The photocatalytic efficiencies of ZnTCPPc-CoFe2O4/PS and ZnTAPPc-CoFe2O4/PS were compared based on them having different lengths in the linkage chains between the Pcs and CoFe2O4 MNPs and different sizes. Covalent linkage of the Pcs to the CoFe2O4 MNPs enhanced the singlet oxygen and reactive oxygen species (ROS) production of the Pcs and CoFe2O4, respectively hence ZnTCPPc-CoFe2O4/PS and ZnTAPPc-CoFe2O4/PS were found to be more effective photocatalysts than their respective Pcs and CoFe2O4 MNPs. Moreover, the kinetic analyses of the photodecomposition of OG showed that the degradation was in agreement with both pseudo-first order kinetics and followed the Langmuir–Hinshelwood model.
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	      Description:
                          In southern Mozambique, the sap and leaves of the palms Hyphaene coriacea and Phoenix reclinata are harvested by local people as sources of traditional beverages, weaving, roofing, fencing and furniture material. The harvesting of these palm products may affect palm population structure, dynamics and viability. This work evaluates the abundance, population structure and harvesting selection of these two heavily harvested palm species. Hyphaene coriacea was more abundant, with a mean density of 601.5 ± 455.9 stems ha−1 against the 251.9 ± 527.3 stems ha−1 of Phoenix reclinata. Both species exhibited steeper negative slopes in the regression analyses of the size class distribution, indicating the presence of more individuals in smaller size classes. Although there was a dominance of shorter over taller size classes, limited recruitment was observed through low densities of seedling and juvenile size classes compared to the size class 1–50 cm. The Simpson index of dominance, the permutation index, and the fluctuating quotients between the consecutive size classes showed a degree of instability in both populations. Hyphaene coriacea appears to be more resilient to tapping than Phoenix reclinata, evident in the higher rate of stem survival after tapping. Hyphaene coriacea is favored for tapping compared to Phoenix reclinata. Tappers exhibited positive selection for five out of the six Hyphaene coriacea size classes, against only one Phoenix reclinata size class. The most preferred size class to tap for both species was between 101 cm and 150 cm tall. The instability detected by the indices of population stability, the coincidence between the size classes with high numbers of dead stems and the most preferred and the low level of the sexual reproduction encountered in both population emphasizes the need for long-term monitoring as well as management measures that integrate the resource users, to ensure the long-term sustainability of these populations.
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	      Description:
                          A novel low-symmetry A3B-type phthalocyanine annelated with a pyrazino[2,3-f]phenanthroline ring system and substituted with six solubilizing diisopropylphenoxy-groups (1) was synthesized by metalfree DBU-promoted cross-condensation of diiminoisoindolines derived from 4,5- bis(diisopropylphenoxy)phthalonitrile and pyrazino[2,3-f][1,10]phenanthroline-2,3-dicarbonitrile. The use of these particular precursors affords A3B phthalocyanine in 15% yield, while cross-condensation of the corresponding dinitriles yields only trace amounts of the target compound. Comparative studies of the A3B-type phthalocyanine and its symmetrical octa(diisopropylphenoxy)-substituted counterpart 2 reveal striking differences in the Q band regions of their UVevisible absorption (UVeVis) spectra, which could be readily rationalized through a comparison with calculated TD-DFT spectra. Since 1 can have two NH-tautomers with equivalent and non-equivalent NH-groups, and DFT calculations predict that the former tautomer is only 2.3 kcal/mol more stable than the latter one, a comprehensive analysis of 13C NMR spectra was carried out through the application of 1 He13C HMBC and HSQC techniques. It demonstrated that only the tautomer with equivalent NH-groups is present in solution.
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	      Description:
                          There is growing recognition of the contribution of wild foods to local diets, nutrition, and culture. Yet disaggregation of understanding of wild food use by gender and age is limited. We used a mixed methods approach to determine the types, frequencies, and perceptions of wild foods used and sold by children in four villages in southern Malawi that have different levels of deforestation. Household and individual dietary diversity scores are low at all sites. All households consume one or more wild foods. Across the four sites, children listed 119 wild foods, with a wider variety at the least deforested sites than the most deforested ones. Older children can name more wild foods than younger ones. More children from poor households sell wild foods than from well-off households. Several reasons were provided for the consumption or avoidance of wild foods (most commonly taste, contribution to health, limited alternatives, hunger, availability, local taboos).
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	      Description:
                          This work reports on the synthesis and amide bond linkage of carboxylic acid functionalized asymmetric zinc phthalocyanine (ZnPc) complexes to amino magnetic nanoparticles (AMNPs). The work further compares the photophysical and photochemical parameters of the Pc complexes alone with those linked to form ZnPc–AMNPs with further relation to the type of the spacer between the Pc and the AMNPs. Infrared spectroscopy confirmed the presence of the amide bond formed between the Pc complexes and the AMNPs. The triplet quantum yields ranged from 0.62 to 0.87. However, low singlet oxygen quantum yields were obtained due to competing pathways and the insufficient energy transfer from the excited triplet state of the ZnPc molecules to the molecular oxygen.
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	      Description:
                          Unsubstituted zinc phthalocyanine (ZnPc), 2,9,16,23-tetrakis[4-(N-methylpyridyloxy)]-phthalocyanine (ZnTPPcQ) and Zn tetrasulfo phthalocyanine (ZnTSPc) were non-covalently (electrostatic and/or π–π interaction) attached to graphene quantum dots (GQDs) to form GQDs-Pc nanoconjugates. Relative to Pcs alone, the presence of GQDs improved the triplet quantum yields with the following values: GQDs-ZnPc (0.73), GQDs-ZnTPPcQ (0.76) and GQDs-ZnTSPc (0.67). Respective Förster resonance energy transfer (FRET) efficiencies were calculated to be 0.81, 0.80 and 0.28. However, singlet oxygen generating abilities of the as-synthesized nanoconjugates were relatively low due to the screening effect of GQDs and quenching in water. This study shows that, the type of Pc, loading and solvent used are among the vital properties to consider when constructing GQD-nanoconjugate systems with optimal triplet quantum yield properties and investigation of their physicochemical properties.
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	      Description:
                          The synthesis and characterization of a crown-ether-substituted 3,5-distyrylBODIPY dye with a 4-dimethylaminophenyl group at the meso-position is reported. The optical limiting properties were investigated at 532 nm, and the dye was found to have enhanced reverse saturable absorption responses during z-scan measurements. Theoretical calculations suggest that this may be due to the large dipole moment that is introduced by the benzo-fused crown ether and 4-dimethylaminophenyl substituents.
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	      Description:
                          The Trade in and Household Use of Phoenix reclinata Palm Frond Hand Brushes on the Wild Coast, South Africa. This paper reports on an investigation of the harvesting, trade, and use of hand brushes made from fronds of the wild palm, Phoenix reclinata. We considered both the abundance of the resource as well as the demand. Within the harvesting areas, there were approximately 141 palm plants per hectare, of which almost two-thirds showed no signs of frond harvesting. During harvesting, most fronds (82%) were left on the plant, 16% were removed to make brushes, and 2% were cut and discarded. Although the number of harvesters had increased during the last decade, most felt that the number of palm plants had remained stable or even increased over the same period. There was strong consensus that cut fronds were replaced within two months, after which a particular stem could be harvested again. Harvesting and trade were practiced largely by middle-aged to elderly women, who had limited formal education, skills, and employment prospects. Most had entered the trade because of cash income poverty. The main markets for selling the palm brushes were in nearby urban areas. The income earned from the trade was modest, but still rated highly by the traders, for most of whom it was the second most-important source of cash income. For many users, the palm brushes was found to be the only type of brush suitable for cleaning mud and cow-dung flooring and, most importantly for many, their use forms part of a long household use history and culture.
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	      Description:
                          In South Africa, there is extensive NTFP trade within communities and via external markets. However, there is a limited indication of the proportion of all households trading one or more NTFPs, and how it varies in relation to local context. Therefore, this study sought to establish the proportion of households trading in NTFPs in sites of different distances to urban markets and agro-ecological zones of South Africa. The results showed that about 6.4% households reported selling NTFPs for various reasons, with many (22%) citing the need to earn cash income and limited employment opportunities (16.9%). Even though the returns from trading NTFPs are relatively low, every earning is very important to many cash-strapped rural households. This was demonstrated by the fact that many sellers of NTFPs used their earnings to augment household income and cover their living expenses.
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